Springer Series in

CHEMICAL PHYSICS

95




Springer Series in

CHEMICAL PHYSICS

Series Editors: A.W. Castleman, Jr. J.P. Toennies K. Yamanouchi W. Zinth

The purpose of this series is to provide comprehensive up-to-date monographs
in both well established disciplines and emerging research areas within the broad
fields of chemical physics and physical chemistry. The books deal with both fun-
damental science and applications, and may have either a theoretical or an exper-
imental emphasis. They are aimed primarily at researchers and graduate students
in chemical physics and related fields.

77 Heterogeneous Kinetics 87 Analysis and Control of
Theory of Ziegler-Natta-Kaminsky Ultrafast Photoinduced Reactions
Polymerization Editors: O. Kiihn and L. Woste
By T. Kei 88 Ultrafast Phenomena XV
78 Nuclear Fusion Research Editors: P. Corkum, D. Jonas,
Understanding Plasma-Surface D. Miller, and A.M. Weiner
;rg.etractl;n; H. Clark and D.H. Reit 89 Progress in Ultrafast Intense Laser
itors: R.E.H. Clark and D.H. Reiter .
Science III
79 Ultlrafast Phenomen'fl X1v Editors: K. Yamanouchi, S.L. Chin,
Editors: T. Kobayashi, P. Agostini, and F. Ferrante
T. Okada, T. Kobayashi, .
K.A. Nelson, S. De Silvestri 90 Th;r;m(:yn:l'mlcs
and Fluctuations
80 i)('l;:y lefralctloil Far from Equilibrium
y Macromolecules By J. Ross
By N. Kasai and M. Kakudo Y
81 Advanced Time-Correlated Single 91 Progress in Ultrafast Intense Laser
R ) Science IV
gh(;/t\:"é C(;untmg Techniques Editors: K. Yamanouchi, A. Becker,
y W becker R. Li, and S.L. Chin
82 Transport Coefficients of Fluids .
By B.C. Eu 92 Ultrafast Phenomena XVI Proceedings
o . of the 16th International Conference,
83 qugntunll D;';lalmlcis s Palazzo dei Congressi Stresa, Italy,
of Complex Molecular Systems June 9-13, 2008
Editors: D.A. Micha and I. Burghardt Editors: P. Corkum, S. De Silvestri,
84 Progress in Ultrafast K.A. Nelson et al.
Intense Laser Science I T £ P
Editors: K. Yamanouchi, S.L. Chin, 93 Energy Iransfer Dynamics in
o > i Biomaterial Systems
P. Agostini, and G. Ferrante Editors: I. Burghardt, V. May,
85 Quantum Dynamics D.A. Micha et al.
Intense Laser Science II
Editors: K. Yamanouchi, S.L. Chin, 94 Lectures on Ultrafast Intense Laser
P. Agostini, and G. Ferrante ]SEilli nceli v hi
itor: K. Yamanouchi
86 Free Energy Calculations

Theory and Applications
in Chemistry and Biology
Editors: Ch. Chipot and A. Pohorille

For other titles published in this series, go to
http://www.springer.com/series/676



http://www.springer.com/series/676

Vladimir N. Pokrovskii

The Mesoscopic
Theory of
Polymer Dynamics

Second Edition

@ Springer



Professor Vladimir N. Pokrovskii

Institute of Chemical Physics, Russian Academy of Sciences
Kosygin St 4, Moscow 117977, Russia

vpok@comtv.ru

Series Editors:
Professor A.W. Castleman, Jr.

Department of Chemistry, The Pennsylvania State University
152 Davey Laboratory, University Park, PA 16802, USA

Professor J.P. Toennies
Max-Planck-Institut fiir Stromungsforschung
Bunsenstrasse 10, 37073 Gottingen, Germany

Professor K. Yamanouchi

University of Tokyo, Department of Chemistry
Hongo 7-3-1, 113-0033 Tokyo, Japan

Professor W. Zinth

Universitat Miinchen, Institut fiir Medizinische Optik
Ottingerstr. 67, 80538 Miinchen, Germany

ISSN 0172-6218

ISBN 978-90-481-2230-1 e-ISBN 978-90-481-2231-8
DOI 10.1007/978-90-481-2231-8

Springer Dordrecht Heidelberg London New York

Library of Congress Control Number: 2009940897

(© Springer Science+Business Media B.V. 2010

No part of this work may be reproduced, stored in a retrieval system, or transmitted in any form or by any
means, electronic, mechanical, photocopying, microfilming, recording or otherwise, without written permis-
sion from the Publisher, with the exception of any material supplied specifically for the purpose of being en-
tered and executed on a computer system, for exclusive use by the purchaser of the work.

Cover design: eStudio Calamar S.L.

Printed on acid-free paper

Springer is part of Springer Science+Business Media (www.springer.com)


mailto:vpok@comtv.ru
http://www.springer.com

Contents

PREFACE TO THE REVISED EDITION

PREFACE TO THE FIRST EDITION

NOTATIONS AND CONVENTIONS

1

Introduction: Macromolecular Systems in Equilibrium .. ...
Microscopic Models of a Macromolecule ....................

1.1
1.2
1.3
14
1.5
1.6

1.7
1.8

Bead-and-Spring Model .............
Normal Co-Ordinates ...............
Macromolecular Coil ................
Excluded-Volume Effects ............
Macromolecules in a Solvent .........

1.6.1 Macromolecules in a Dilute Solution .................
1.6.2  Weakly-Coupled Macromolecules ....................

Elasticity of Polymer Networks. ... ...
Crystalline and Glassy Systems ......

Dynamics of a Macromolecule in a Viscous Liquid .........

2.1
2.2
2.3
24
2.5
2.6
2.7

Equation of Macromolecular Dynamics

Intramacromolecular Hydrodynamic Interactions ............
Resistance-Drag Coeflicient of a Macromolecular Coil ........
Effective Resistance-Drag Coefficient of a Particle ...........

Intramolecular Friction..............
The Cerf-Zimm-Rouse Modes ........
The Moments of Linear Modes .......

2.7.1 Equations for the Moments of Co-ordinates ...........
2.7.2 The Slowest Relaxation Processes ...................

2.7.3 Fourier-Transforms of Moments

xi

xiii

XV



vi

Contents

Dynamics of a Macromolecule in an Entangled System .... 37
3.1 Admitted Approximations in the Many-Chain Problem. ...... 38
3.1.1 Dynamics of Entangled Course-Grained Chains ....... 38
3.1.2 Dynamics of a Probe Macromolecule . ................ 40
3.2 The General Form of Dynamic Equation ................... 42
3.2.1 The Linear Approximation ......................... 43
3.2.2 A Non-Linear Approximation — Local Anisotropy. ... .. 45
3.3 Molecular Interpretation of the Dissipative Terms ........... 46
3.3.1 Concept of Microviscoelasticity...................... 46
3.3.2 External Friction ......... ... ... .. ... ... .. ... 48
3.3.3 Intramolecular Friction............. ... ... ... ... ... 51
3.3.4 Fundamental Dynamical Parameters ................. 53
3.4 Markovian Form of Dynamic Equation ..................... 54
3.5 Reptation-Tube Model ........... ... . ... . . ... 56
3.6 Method of Numerical Simulation .......................... 59
3.6.1 Non-Dimensional Form of Dynamic Equation ......... 59
3.6.2 Algorithm of Calculation ........................... 61
Conformational Relaxation ................................ 63
4.1 Correlation Functions for the Linear Dynamics .............. 63
4.1.1 Modified Cerf-Rouse Modes. ........................ 63
4.1.2 Equilibrium Correlation Functions................... 66
4.1.3 One-Point Non-Equilibrium Correlation Functions . .. .. 68
4.1.4 Two-Point Non-Equilibrium Correlation Functions. . . .. 69
4.2 Relaxation of Macromolecular Coil ........................ 71
4.2.1 Correlation Functions for Isotropic Motion............ 71
4.2.2  Effect of Local Anisotropy ........... ... . 73
4.2.3 Transition Point....... .. ... .. . ..o i 77
4.2.4 Conformational Relaxation Times ................... 78
4.3 Macromolecular Coilina Flow ............................ 79
4.3.1 Non-Equilibrium Correlation Functions .............. 79
4.3.2 Size and Form of the Macromolecular Coil ............ 80
The Localisation Effect ........ .. .. ... .. .. ... .......... 83
5.1 Mobility of a Macromolecule .............. .. ... .. ...... 83
5.1.1 A Macromolecule in a Viscous Liquid ................ 84
5.1.2 A Macromolecule in an Entangled System ............ 85
5.2  Quasi-Elastic Neutron Scattering .......... ... ... ... ...... 93
5.2.1 The Scattering Function............ .. ... ... ...... 94

5.2.2 An Estimation of Intermediate Length ............... 96



Contents

Linear Viscoelasticity ............ ... ... ... ... .. .. .. ......
6.1 Stresses in the Flow System........ ... ... .. ... ... ... ...

6.2

6.3

6.4

6.5

6.1.1
6.1.2

The Stress Tensor ........ ... ...
Oscillatory Deformation .. ..........................

Macromolecules in a Viscous Liquid........................

6.2.1
6.2.2
6.2.3
6.2.4

The Stress Tensor .. ...,
Dynamic Characteristics ............ .. ... .. ... ...
Initial Intrinsic Viscosity ......... ... . ... . .. ...
On the Effect of Internal Viscosity...................

Macromolecules in a Viscoelastic Liquid ....................

6.3.1
6.3.2

The Stress Tensor .. ... ..
Dynamic Characteristics ............ .. ... .. ... ...

Entangled Macromolecules. .......... .. ... ..

6.4.1
6.4.2
6.4.3
6.4.4
6.4.5

6.4.6

The Stress Tensor .........o ..
Dynamic Modulus and Relaxation Branches ..........
Self-Consistency of the Mesoscopic Approach .........
Modulus of Elasticity and the Intermediate Length .. ..
Concentration and Macromolecular Length

Dependencies . ...
Frequency—Temperature Superposition ...............

Dilute Blends of Linear Polymers ..........................

6.5.1
6.5.2
6.5.3
6.5.4

Relaxation of Probe Macromolecule..................
Characteristic Quantities ......... ... ... ... ... .....
Terminal Relaxation Time ... .......................
A Final Remark . ...... ... ... ... ... . .. ...

Equations of Relaxation ...................................
7.1 Normal-Modes Form of Dynamic Equation..................

7.2
7.3

74

7.5

7.1.1
7.1.2

Transition to the Normal Modes. ....................
Anisotropy of Particle Mobility......................

Equations for the Non-Equilibrium Moments................
Relaxation of the Macromolecular Conformation.............

7.3.1
7.3.2

Diffusive Relaxation ............. ... ... ... .. ......
Reptation Relaxation ........... ... .. ... ... .. ....

Relaxation of Orientational Variables ......................
7.4.1 Weakly Entangled Systems ...................... ...

7.4.2

Strongly Entangled Systems ........................

Relaxation of the Segment Orientation .....................

7.5.1
7.5.2

Rubber Elasticity and Mean Orientation of Segments . .
Elementary Theory of Dielectric Relaxation...........

vii

99

99

99
102
103
103
105
107
109
111
111
112
115
116
118
122
124

125
127
128
129
130
132
134

135
135
135
137
139
143
143
145
146
148
148
149
149



viii

8

10

Contents
Relaxation Processes in the Phenomenological Theory ... .. 155
8.1 The Laws of Conservation of Momentum and Angular
Momentum . ... ...t 155
8.2 The Law of Conservation of Energy and the Balance of
Entropy .. ..o 158
8.3 Thermodynamic Fluxes and Relaxation Processes ........... 160
8.4 The Principle of Relativity for Slow Motions ................ 163
8.5 Constitutive Relations for Non-Linear Viscoelastic Fluids . . . .. 164
8.6 Different Forms of Constitutive Relation.................... 167
Non-Linear Effects of Viscoelasticity ....................... 171
9.1 Dilute Polymer Solutions .......... ... ... o i, 171
9.1.1 Constitutive Relations ............................. 172
9.1.2 Non-Linear Effects in Simple Shear Flow ............. 173
9.1.3 Non-Steady-State Shear Flow ....................... 175
9.1.4 Non-Linear Effects in Oscillatory Shear Motion ....... 176
9.2 Many-Mode Description of Entangled Systems .............. 178
9.2.1 Constitutive Relations ............................. 178
9.2.2 Linear Approximation ............................. 180
9.2.3 Steady-State Simple Shear Flow..................... 184
9.3 Single-Mode Description of Entangled System ............... 186
9.3.1 Weakly Entangled Systems ......................... 187
9.3.2 Strongly Entangled Systems ........................ 189
9.3.3 Vinogradov Constitutive Relation ................... 191
9.3.4 Relation between Shear and Elongational Viscosities ... 194
9.3.5 Recoverable Strain ............ .. .. .. . . ... 196
Optical Anisotropy ......... ... i 199
10.1 The Relative Permittivity Tensor ............. ... .. ... ..... 199
10.2 The Permittivity Tensor for Polymer Systems ............... 202
10.2.1 Dilute Solutions . ........ ..o, 203
10.2.2 Entangled Systems .......... ... ... . i 204
10.3 Optical Birefringence ......... .. .. i 206
10.3.1 Simple Elongation .......... ... ... .. . oL 206
10.3.2 Simple Shear ....... .. ... .. . 207
10.3.3 Oscillatory Deformation . ........... ... ... ... ..... 208
10.4 Anisotropy in a Simple Steady-State Shear Flow............. 209
10.4.1 Dilute Solutions ... ..., 209
10.4.2 Entangled Systems ............. ... 211
10.5 Oscillatory Birefringence ........... ... .. .. ... . ... 211
10.5.1 Dilute Solutions . ........ ..., 211

10.5.2 Entangled Systems ............. ... .. .. 212



Contents

CONCLUSION

APPENDICES
A The Random Walk Problem ........... ... ... ... ..........
B Equilibrium Deformation of a Non-Linear Elastic Body.......
C  The Tensor of Hydrodynamic Interaction ...................
D  Resistance Force of a Particle in a Viscoelastic Fluid . ........
E  Resistance Coefficient of a Particle in Non-Local Fluid .......
F  Dynamics of Suspension of Dumbbells......................
G  Estimation of Some Series

REFERENCES

INDEX

215

217
217
219
222
223
225
228
239

241

253



Preface to the Revised Edition

I used the opportunity of this edition to correct some minor mistakes and
clarify, wherever it possible, exposition of the theory in comparison with the
previous edition of this book (Kluwer, Dordrecht et cet, 2000). It provokes en-
largement of the book, though I tried to present the modern theory of thermic
motion of long macromolecules in compact form. I have tried to accumulate
the common heritage and to take into account different approaches in the
theory of dynamics of linear polymers, at least, to understand and make clear
the importance of various ideas for explanation of relaxation phenomena in
linear polymers, to present recent development in the field.

The theory of non-equilibrium phenomena in polymer systems is based on
the fundamental principles of statistical physics. However, the peculiarities of
the structure and the behaviour of the systems necessitate the implementation
of special methods and heuristic models that are different from those for gases
and solids, so that polymer dynamics has appeared to be a special branch of
physics now. The monograph contains discussions of the main principles of the
theory of slow relaxation phenomena in linear polymers, elaborated in the last
decades. The basic model of a macromolecule, which allows us a consistent
explanation of different relaxation phenomena (diffusion, neutron scattering,
viscoelasticity, optical birefringence), remains to be a coarse-grained or bead-
spring model, considered in different environments: viscous, to describe the
behaviour of dilute solutions, or viscoelastic, to describe the behaviour of both
weakly and strongly entangled systems. Besides, extra features of dynamics
of a chain in strongly entangled systems, namely the strong resistance to
changes of conformation of macromolecule (the internal viscosity resistance
due to the entanglements) and local anisotropy of mobility of particles of
the chain, which provokes motion of macromolecule along its contour — the
reptation motion, have to be taken into account. The dynamic transition point
between weakly and strongly entangled systems is calculated as M* ~ 10M,,
where M, is called conventionally ‘the length of the macromolecule between
adjacent entanglements’.

xi



xii Preface to the Revised Edition

Thus, among the linear polymer systems, three types of systems, according
to the ratio of the length of the macromolecule M to M, : M < 2M, —
non-entangled system, 2M, < M < 10M, — weakly entangled systems and
M > 10M, — strongly entangled systems, have to be considered separately.
The laws of the relaxation behaviour of the different systems are different: no
reptation relaxation of macromolecules exists in the non-entangled and weakly
entangled systems.

The properly formulated phenomenological dynamic equation for a single
macromolecule remains to play a role of the central organising principle of
the monograph. The model was designed to study systematically deviations
from the Rouse dynamics when adding non-Markovian and anisotropic noise.
The developed model describes underlying stochastic motion of particles of
the chain and provides both the confinement of a macromolecule in a tube
and easier (reptation) motion of the macromolecule along its contour — the
features, which were envisaged by Edwards and de Gennes for the entangled
systems. An intermediate length, which has the meaning of a tube radius
and/or the length of a macromolecule between adjacent entanglements, is
calculated through parameters of the model. The unified approach appeared
to be useful for consistent explanation the relaxation phenomena in entan-
gled linear polymers (polymer solutions and melts), and one can think that
a consequent theory of viscoelasticity (so as other phenomena) in mesoscopic
approximation can be developed on the base of the unified non-linear dynam-
ics of a macromolecule.

It is my pleasure to acknowledge my gratitude to various people for the
comments on the previous edition of the monograph and for advice how to
improve it. During the work on the revision of the monograph, in September
2004, due to courtesy of Professor Kurt Kremer, I had a privilege to be a
guest at the Max-Plank-Institut fir Polymerforschung (Mainz, Germany) and
to benefit from its excellent facilities for work. I have learnt and understood
much from discussions of the relevant problems with Professor Kremer and
members of the Institute, especially, with Burkhart Diinweg, Bernd Ewen,
Tadeusz Pakula, Vahktang Rostiashvili and Nico van der Vegt. I thank all of
them.

Any comments will be greatly appreciated.

Moscow, RUSSTA Viadimair N. Pokrovskii
http://www.ecodynamics.narod.ru/
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Preface to the First Edition

Our brutal century of atom bombs and spaceships can also be called the
century of polymers. In any case, the broad spreading of synthetic polymer
materials is one of the signs of our time. A look at the various aspects of
our life is enough to convince us that polymeric materials (textiles, plastics,
rubbers) are as widely spread and important in our life as are other materials
(metals and non-metals) derived from small molecules. Polymers have entered
the life of the twentieth century as irreplaceable construction materials.

Polymers differ from other substances by the size of their molecules which,
appropriately enough, are referred to as macromolecules, since they consist of
thousands or tens of thousands of atoms (molecular weight up to 10° or more)
and have a macroscopic rectilinear length (up to 10~* cm). The atoms of a
macromolecule are firmly held together by valence bonds, forming a single
entity. In polymeric substances, the weaker van der Waals forces have an
effect on the components of the macromolecules which form the system. The
structure of polymeric systems is more complicated than that of low-molecular
solids or liquids, but there are some common features: the atoms within a
given macromolecule are ordered, but the centres of mass of the individual
macromolecules and parts of them are distributed randomly. Remarkably,
the mechanical response of polymeric systems combines the elasticity of a
solid with the fluidity of a liquid. Indeed, their behaviour is described as
viscoelastic, which is closely connected with slow (relaxation time to 1 sec or
more) relaxation processes in systems.

The monograph is devoted to the description of the relaxation behaviour
of very concentrated solutions or melts of linear polymers. In contrast to well-
known text-books on polymer dynamics by Doi and Edwards (1986) and by
Bird et al. (1987a), I exploit a mesoscopic approach, which deals with the
dynamics of a single macromolecule among others and is based on some state-
ments of a general kind. From a strictly phenomenological point of view, the
mesoscopic approach is a microscopic macromolecular approach. It reveals
the internal connection between phenomena and gives more details than the
phenomenological approach. From a strictly microscopic point of view, it is a

xiii



Xiv Preface to the First Edition

phenomenological one. It needs some mesoscopic parameters to be introduced
and determined empirically. However, the mesoscopic approach permits us to
explain the different phenomena of the dynamic behaviour of polymer melts —
diffusion, neutron scattering, viscoelasticity, birefringence and others — from
a macromolecular point of view and without any specific hypotheses. The
mesoscopic approach constitutes a phenomenological frame within which the
results of investigations of behaviour of weakly-coupled macromolecules can be
considered. The resultant picture of the thermal motion of a macromolecule in
the system appears to be consistent with the common ideas about the localisa-
tion of a macromolecule: the theory comes to introduce an intermediate length
which has the sense of a tube diameter and/or the length of a macromolecule
between adjacent entanglements. It appears to be the most important param-
eter of the theory, as it was envisaged by Edwards and by de Gennes. In fact,
one needs no more parameters, apart from the monomer friction coefficient,
to describe dynamics of polymer melts in mesoscopic approach.

The monograph contains the fundamentals of the theory and reflects the
modern situation in understanding the relaxation behaviour of a polymer
solutions and melts. The contents of the monograph can be related to the
fields of molecular physics, fluid mechanics, polymer physics and materials
science. I have tried to present topics in a self-contained way that makes the
monograph a suitable reference book for professional researchers. I hope that
the book will also prove to be useful to graduate students of above mentioned
specialities who have some background in physics and mathematics. It would
provide material for a one or two semester graduate-level course in polymer
dynamics.

I should like gratefully to note that at different times Yu.A. Altukhov,
V.B. Erenburg, V.L. Grebnev, Yu.K. Kokorin, N.P. Kruchinin, G.V. Pyshno-
grai, Yu.V. Tolstobrov, G.G. Tonkikh, A.A. Tskhai, V.S. Volkov and V.E. Zga-
evskii participated in the investigations of the problems and in the discussions
of the results. I thank them for their helpful collaboration. I would like to ex-
press special thanks to Mrs Marika Fenech who has done much work to change
my drafts into a readable manuscript and to improve my English.

It is my great pleasure to acknowledge my indebtedness to Professor Sir
Sam Edwards who has kindly read an original version of the manuscript. His
comments and, especially, conversations with him in Cambridge in May 1998
were very useful for me. I am grateful to Professor A.D. Jenkins who has
also read the entire manuscript and made many helpful remarks concerning
language of the book.

This preface would be incomplete without words of acknowledgement to
the University of Malta Department of Physics for its hospitality during the
period of the completion of this book.

Madliena, MALTA Viadimir N. Pokrovskii



Notations and Conventions

b — mean square distance between adjacent particles along
the chain
B — coeflicient of enhancement of “external” friction of a
particle due to surrounding macromolecules
¢ — concentration of polymer in solution
D — coefficient of diffusion
e — unit vector
(eje;) — tensor of mean orientation of segments
FE — coefficient of enhancement of “internal” friction of a
particle due to surrounding macromolecules
G(w) — dynamic shear modulus
G — plateau value of the dynamic modulus
[ — the length of a Kuhn segment
M — molecular weight or length of macromolecule
M, — length of chain between adjacent entanglements in a
very concentrated solution
n — number of macromolecules in volume unit
N — number of subchains for a macromolecule
O(w) — strain-optical coefficient
p — pressure
q — centre of mass of a macromolecule
@ — co-ordinate of a particle labelled « in the subchain
model
R — end-to-end distance of a macromolecule
sij = (e;ej) — %(Sij — tensor of mean orientation of segments
S(w) — dynamo-optical coefficient
S — radius of gyration of a macromolecular coil
T — temperature in units of energy (1 K = 1.38 x 10716
erg)
u® = 7% — velocity of a particle labelled «
u;, — tensor of internal stresses for mode o

T

Xv
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v = v(x,t) — macroscopic velocity of continuum

(e N el
= % — tensor of conformation for mode «
z — number of Kuhn segments for a chain

7 = YA length of macromolecule measured by M,
Yij = 3(vij + v;i) — symmetric tensor of velocity gradients

€ir — tensor of relative permittivity
¢ — coefficient of friction of a particle of a chain
1n — coefficient of shear viscosity

7(w) — dynamic viscosity

[] — intrinsic viscosity
A — coefficient of elongational viscosity

Air — tensor of recoverable displacements

2uT = 2:<31T%—év)o — coefficient of subchain elasticity
Vijs = g—;i — tensor of velocity gradients

& — intermediate length in an entangled system
p~ — normal co-ordinate referred to mode «
ok — stress tensor
T — terminal viscoelasticity relaxation time or relaxation
time of segment orientation

7* — characteristic ‘monomer’ relaxation time of a very
concentrated solution
7R — relaxation time of macromolecule mode v for a flexible

draining chain (Rouse approximation)

, Ty — orientation and deformation times of relaxation of
mode v for macromolecule in viscous fluid

, 7, — relaxation times of mode v for macromolecule in very
concentrated solution

¢* — random force acting on particle «

X = spz= — fundamental dynamical parameter for entangled

systems
(I % — fundamental dynamical parameter for entangled
systems

w — frequency of oscillation
wij = %(l/ij — v;;) — antisymmetric tensor of velocity gradients

Notation of the type of zigl means (z71);;.
The Fourier transforms are defined as

fw) = [ e
16 = [ s,

flol = [ rispeeas.



Notations and Conventions xvii

Latin suffixes take values 1, 2, 3. Greek suffixes take values from 0 or 1 to N.
The rule about summation with respect to twice repeated suffixes is used.
The averaging with respect to the realisation of random variable is noted
by angle brackets.
The chapter number and respective formulae are shown in references to
formulae.



Chapter 1
Introduction: Macromolecular Systems
in Equilibrium

Abstract The general theory of equilibrium and non-equilibrium properties
of polymer solutions and melts appears to be derived from the universal mod-
els of long macromolecules which can be applied to any flexible macromolecule
notwithstanding the nature of its internal chemical structure. Although many
universal models are useful in the explanation of the behaviour of the poly-
meric system, the theory that will be described in this book is based on the
coarse-grained model of a flexible macromolecule, the so-called, bead-and-
spring or subchain model. In the foundation of this model, one finds a simple
idea to observe the dynamics of a set of representative points (beads, sites)
along the macromolecule instead of observing the dynamics of all the atoms.
It has been shown that each point can be considered as a Brownian particle,
so the theory of Brownian motion can be applied to the motion of a macro-
molecule as a set of linear-connected beads. The large-scale or low-frequency
properties of macromolecules and macromolecular systems can be universally
described by this model, while the results do not depend on the arbitrary num-
ber of sites. In this chapter, the bead-and-spring model will be introduced and
some properties of simple polymer systems in equilibrium are discussed.

1.1 Microscopic Models of a Macromolecule

One says that the microstate of a macromolecule is determined, if a sequence
of atoms, the distances between atoms, valence angles, the potentials of inter-
actions and so on are determined. The statistical theory of long chains devel-
oped in considerable detail in monographs (Birshtein and Ptitsyn 1966; Flory
1969) defines the equilibrium quantities that characterise a macromolecule in
a whole as functions of the macromolecular microparameters.

To say nothing about atoms, valence angles and so on, one can notice that
the length of a macromolecule is much larger than its breadth, so one can con-
sider the macromolecule as a flexible, uniform, elastic thread with coefficient
of elasticity a, which reflects the individual properties of the macromolecule

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_1, (© Springer Science+Business Media B.V. 2010
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2 1 Introduction: Macromolecular Systems in Equilibrium

(Flory 1969; Landau and Lifshitz 1969). Thermal fluctuations of the macro-
molecule determine the dependence of the mean square end-to-end distance
(R?) on the length of macromolecule M and temperature 7" which is, we
assume, measured in energy units. If MT > a

2Ma
(R?) = T (1.1)

The last relation shows that a long macromolecule rolls up into a coil at
high temperatures. The smaller the elasticity coefficient a is, the more it coils
up. Another name for the model of flexible thread is the model of persistence
length or the Kratky-Porod model. The quantity a/T is called the persistence
length (Birshtein and Ptitsyn 1966).

One can use another way to describe the long macromolecule. One can see
that at high temperatures there is no correlation between the orientations of
the different parts of the macromolecule, which are not close to each other
along the chain. This means that the chain of freely-jointed rigid segments
reflects the behaviour of a real macromolecule. This model carries the name
of Werner Kuhn who introduced it in his pioneering works (Kuhn 1934).

The expression for the mean square end-to-end distance can be written as
the mean square displacement of a Brownian particle after z steps of equal
length | (Appendix A)

(R?) = zI%. (1.2)

If we return to the chain, 2z is the number of Kuhn segments in the chain,
and [ is the length of the segment. To avoid uncertainty, one adds a condition
which is usually zl = M, so that one has a definition of the length
(R?)
l= i (1.3)
Formulae (1.2) and (1.3) determine the model of a freely-jointed segment
chain, which is frequently used in polymer physics as a microscopic heuris-
tic model (Mazars 1996, 1998, 1999). A Kuhn segment in the flexible poly-
mers (polyethylene, polystyrene, for example) usually includes a few monomer
units, so that a typical length of the Kuhn segment is about 10 A or 10~7 cm
and, at the number of segments » = 10*, the end-to-end distance (R?)'/2 of
a macromolecule is about 1075 cm.
In such a way, there are two universal, (that is, irrespective of the chemical
nature) methods of description of a macromolecule; either as a flexible thread
or as freely-jointed segments. Either model reflects the properties of each

macromolecule long enough to be flexible. A relation
2a
i
T

follows from the comparison of equations (1.1)—(1.3). This relation demon-
strates the imperfection of either model when applied to a real macromolecule.
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Indeed, it shows that the length of a segment or the elasticity coefficient de-
pends on the temperature, which contradicts the proposed features of the
models.

In any case, the mean square end-to-end distance of a long macromolecule
(R?) is small compared to the length of the macromolecule. Whatever its
chemical composition, a macromolecule which is long enough rolls up into a
coil as a result of thermal motion, so that its mean square end-to-end distance
becomes proportional to its molecular length

(R?) ~ Coo(T)M. (1.4)

The temperature dependence of the size of a macromolecular coil is in-
cluded in the coefficient of stiffness Coo(T') which has the meaning of the
ratio of the squared length of a Kuhn segment to the squared length of the
chemical bond, and can be calculated from the local chemical architecture of
the chain. The results of the calculations were summarised by Birshtein and
Ptitsyn (1966) and by Flory (1969).

The probability distribution function for the fixed end-to-end distance R
of macromolecule can be written down on either ground. In the simplest case,
it is the Gaussian distribution

W(R) = (27T<3R2>>gexp (;f;;) . (1.5)

There are a number of ways to calculate function (1.5). One of the methods
is demonstrated in Appendix A.

We may note that function (1.5) has a non-realistic feature that R can
be larger than the maximum extended length M of the chain. Though more
realistic distribution functions are available (Birshtein and Ptitsyn 1966; Flory
1969), in this monograph, approximation (1.5) is sufficient for our purpose.

1.2 Bead-and-Spring Model

A macrostate of a macromolecule can be described with the help of the end-
to-end distance R. To give a more detailed description of the macromolecule,
one should use a method introduced by the pioneering work reported by Kar-
gin and Slonimskii (1948) and by Rouse (1953), whereby the macromolecule
is divided into N subchains of length M/N. One can consider the ends of
the macromolecule and the points, at which the subchains join to form the
entire chain, as a particles (the beads), labelled 0 to N respectively, and their
positions will be represented by %, r!,..., V.

One can assume that each subchain is also sufficiently long, so that it
can be described in the same way as the entire macromolecule, in particular,
one can introduce the end-to-end distance for a separate subchain b2. The
equilibrium probability distribution for the positions of all the particles in the
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macromolecule is determined by the multiplication of IV distribution functions
of the type (1.5)

w(rl,»rt, ... ,rN) = Cexp(—pAa,ror7), (1.6)
where 5 SN
= —— = — 1~
n=5E T oy (1.7)

and the matrix A, describes the connection of the particles into the chain
and has the form

1 -1 0 0
-1 2 -1 0

A= .. . (1.8)
0 0 0 .. 1

One notes that the free energy of the macromolecule in this approach is
given by
F(rort . eN) = uT Ay ror? (1.9)

and this determines the force on the particle in the first order in 7

OF
’ ory

= —2uT A, 1] (1.10)

where v is the bead number.

In order the expressions (1.6)—(1.10) to be valid, every subchain of the
model have to contain a great number of Kuhn segments. When it is deter-
mined in this way, the model is called the Gaussian subchain model: it can
be generalised in a number of ways. When additional rigidity is taken into
account, we have to add the interaction between different particles, so that
matrix (1.8) is replaced, for example, by a five-diagonal matrix. It is also pos-
sible to take into account the finite extension of subunits by including in (1.9)
terms of higher order in r.!

The Gaussian subchain model and its possible generalisations are uni-
versal models, which can be applied to every macromolecule, irrespective of

1A reasonable approximation for the force between two adjacent particles is given by the
so-called FENE (finitely extendable non-linear elastic) spring force law (Bird et al. 1987a)

kr

- 1.11
1_'r/'f'max ( )

FrENE =

with k£ and rmax denoting the elasticity coefficient and the upper limit for the extension.
For the long subchains, when rmax — o0, the first term of expansion of the FENE force
coincides with expression (1.10), so that the coefficient of elasticity ought to be k = 2uT,
but often one uses the FENE force to simulate behaviour of shorter (down to Kuhn length)
chains, while choosing a different, empirical coefficient of elasticity (Kremer and Grest 1990;
Ahlrichs and Diinweg 1999; Paul and Smith 2004).
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its chemical composition, which is long enough. It does not mean that the
number of subchains N has to be very big. Indeed, at N = 1, the subchain
model becomes the simplest model of a macromolecule: a dumbbell with two
beads connected by elastic force. At large N the description can be simplified.
Instead of discrete label « of the co-ordinate, a continuous label

e
s = N1 0<s<1

can be introduced, and the matrix A expressed by (1.8) can be represented as
the operator

1 d2

N2 ds?’

This allows one to rewrite expressions, considered here and later, in other
forms and to fulfil analytical calculations more easily. In this monograph,
however, we prefer to use the matrixes, bearing in the mind that the theory
can be also applied to produce numerical calculations at small numbers N.

The Gaussian subchain model and its possible generalisations allows one
to calculate, in a coarse-grained approximation, the different characteristics of
a macromolecule and systems of macromolecules, playing a fundamental role
in the theory of equilibrium and non-equilibrium properties of polymers. The
model does not describe the local structure of the macromolecule in detail,
but describes correctly the properties on a large-length scale.

A~ (1.12)

1.3 Normal Co-Ordinates

The equilibrium and non-equilibrium characteristics of the macromolecular
coil are calculated conveniently in terms of new co-ordinates, so-called normal
co-ordinates, defined by

= Qpap™, p*=Qo1", (1.13)

such that the quadratic form in equations (1.6) and (1.9) assumes a diagonal
form

Q)\/AA)\’YQ’yﬁ = >\M5H,8- (1.14)

It can readily be seen that the determinant of the matrix given by (1.8)
is zero, so that one of the eigenvalues, say \g, is always zero. The normal
co-ordinate corresponding to the zeroth eigenvalue

0 -1
P = QO'y T

is proportional to the position vector of the centre of the mass of a macro-
molecular coil

1
= — «. 1.1
9= TN T (1.15)
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It is convenient to describe the behaviour of a macromolecule in a co-ordinate
frame with the origin at the centre of the mass of the system. Thus p° = 0
and there are only N normal co-ordinates, numbered from 1 to N.

The transformation matrix Q can be chosen in a variety of ways, which
allow us to put extra conditions on it. Usually, it is assumed orthogonal and
normalised. In this case, it can be demonstrated (see, for example, Dean 1967)
that the components of the transformation matrix and the eigenvalues are
defined as

2 — 0oy 3 (2a + 1)y .o T
ay — s Aa =4 —. 1.1
Qary <N+1) cos SN T 1) sin o (1.16)
For large N and small values of «, the eigenvalues are then given by
2
,\a:(%) . a=0,1,2,...,<N. (1.17)

In the case of an orthogonal transformation, the relationship between the
normal co-ordinate corresponding to the zeroth eigenvalue and the position
of the centre of mass of the chain is

P’ =qV1+N. (1.18)

The distribution function (1.6), normalised to unity, then assumes the
following form

N 3
)\ 2
W', p*....oM) =]] (%) exp(—pA,p7p7). (1.19)
y=1

The probability distribution function allows us readily to calculate equi-
librium moments of the normal co-ordinates

1

(07 P¥) =/Wpi”pZ{dp} = 5, diks
By

) (1.20)

(P prpspi) = W(aikésj + GisOkj + 0ijOks)-

In a case of a general transformation, relations (1.16) and (1.17) are not
valid and ought to be replaced by other relations. A non-orthonormal trans-
formation matrix was used at investigation of non-equilibrium properties of
the macromolecule in a liquid when so-called hydrodynamic interaction was
taking into account (Zimm 1956).

1.4 Macromolecular Coil

The subchain model gives a more detailed description of a macromolecule
and allows one to introduce, in line with the end-to-end distance (R?) = Nb?,
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another characteristic of the macromolecular coil — the mean square radius of
gyration

1

=y L=, a= g Z v (121

1+N

This quantity, as it is followed from the above definitions, can be also calcu-
lated as

2 — )
(5% = 1+N22< 7)) (1.22)
ay=0
In the normal co-ordinates (1.13), in the case of the orthogonal transfor-
mation, the mean square radius of gyration of the macromolecule (1.21) is
expressed in equilibrium moments

(s HNmez-

The formulae (1.20) allow one to estimate the mean square radius of gyration

of the macromolecule
Ny
—b°.
6

An important property of the Gaussian chain is that the distribution of
the distance between any two particles of the chain is Gaussian and is similar
to function (1.5). So, the mean values of the functions of the vector r® —r® =
e“7|r® —r”| where « and +y are the labels of the particles of the chain, can be

calculated with the help of the distribution function

3 3/2 3(r® —r7)?
Wi(r® — ) = _
)= () s )
which allows one to calculate averaged values of various quantities, for exam-
ple,

(8%) ~ G(RY) =

(@ =x7)%) = o —y[p?,

1 1 6 1/2
(=) 1.23
<|ra—rv>o () (1:28)
6?76?7 1 6 1/25“
I — = - — R
|re — 7| o 3b \ 7|la — 7

To characterise the size and form of the macromolecular coil, one can
introduce a function of density of the number of particles of the chain

N

p(r) = (5(r—r")),

v=0
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where r” is the co-ordinate of particle v, and r is the separation from the
mass centre of the coil. At equilibrium, one considers the macromolecular coil
to have spherical symmetry. The effective radius of the macromolecular coil
is assumed to be equal to the mean radius of inertia of the coil (S?) which is
determined by equation (1.21). A spherical-symmetrical distribution function
of the density of the macromolecular coil p(r), where r is the vector from the
centre of the coil, can now be introduced by relations

/p(r)dr =N, N / yridr = (S?).

This allows us to approximate the function p(r), for example, by a two-
parameter exponential function

)= (i) New (20 (12

1.5 Excluded-Volume Effects

One says that the above results are valid for a chain with non-interacting
particles. However, the monomers in a real macromolecule interact with each
another, and this ensures, above all, that parts of the molecule cannot occupy
the place already occupied by other parts; i.e.the probabilities of successive
steps are no longer statistically independent, as was assumed in the derivation
of the above probability distribution functions and mean end-to-end distance
(Flory 1953). So, considering the coarse-grained model, one has to introduce
lateral forces of attractive and repulsive interactions. The potential energy of
lateral interactions U depends on the differences of the position vectors of all
particles of the chain and, in the simplest case, can be written as a sum of

pair interactions
Z Z (Ir" =7")). (1.25)

v=0vy =0
YFV
The presentation of potential in this form can be apparently justified only for
large numbers N of subchains.
The effective potential u(r) between two fictious particles of the chain
can be chosen in a convenient form. For analytical calculations, the potential
function is approximated (Doi and Edwards 1986) by the delta function,

u(r) =vTo(r). (1.26)

The parameter v has the dimension of volume and is called the excluded
volume parameter. The above approximation of repulsive force can be appar-
ently valid for a long macromolecule, when a very large number of subchains
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N can be introduced. For a finite number of subchains, the potential can be
approximated (Ottinger 1995) by a Gaussian function

_ vT r?
ur) = (2mo2)3/2 P\ T2 )0

where the parameter of interaction o depends on the number of subchains
of a macromolecule in such a way, that, at N — oo, 0 — 0, and repulsive
potential turns into function (1.26). The dependence ought to be chosen in
such a way, that properties of macromolecular coil do not depend on number
of division of macromolecule into subchains.?

For the subchain model under consideration, an equilibrium distribution
function that includes the particle interaction potential, takes the form

W = Cexp (—,uAMrO‘r”Y - %U) (1.27)

where C is the normalisation constant. The definition of the quantity u
in (1.27) does not coincide with expression (1.7), so as the internal interac-
tions are taken into account, but nevertheless the quantity can be expressed,
on the basis of scaling speculations, through the mean end-to-end distance of
a subchain as

b2,

The free energy of a macromolecule, instead of (1.9), is given by

FerO et eN)y = yT Ay ror? + U, ot ). (1.28)
However, if one is not interested in observing the variables »0, r! ... rV
at all, the independent on these parameters free energy can be defined. This
quantity can be calculated, starting from expression (1.25) and (1.27), so that
it depends on the parameters T, N, b, v, whereby the arbitrary quantity NV
cannot influence the free energy of the macromolecular coil and the explicit

2 The problem of how to chose the effective potential for simulation purposes was recently
discussed by Miiller-Plathe (2002). At least, one parameter o with dimension of length is
usually included also in the function u(r). The magnitude of interaction decreases when N
increases, so that, for long chains, the potential can be presented in universal form as

The universality also assumes that o ~ b. The index 7 can be estimated, when one calculates
free energy of the coil. Specifically, the Lennard-Jones potential

u(r) = 4e {(%)12 - (%)6 + ﬂ , r<2Y8s

is often used (Kremer and Grest 1990; Ahlrichs and Diinweg 1999; Paul and Smith 2004)
to describe interaction between particles.
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dependence on arbitrary parameter N has to be excluded. So, after dimen-
sional considerations has been taken into account, one has to write free energy
of the coil as a function of the only parameter

F(T)=Tg (Z—?)) . (1.29)

A relation between the mean end-to-end distance of the entire chain (R?)
and the mean end-to-end distance of a subchain b can be found from simple
speculation. This relation includes temperature 7', mean distance b between
the nearest along chain particles, excluded volume parameter v and the num-
ber of particles on the chain N. When dimensional considerations are taken
into account, the relation can be written in the form

v
(B2 =0 (N, 7). (1.30)
Of course, the end-to-end distance of the entire macromolecule (R?) does
not depend on the arbitrary number of subchains N at N — oo, when the
ratio v/b® is constant. This means that the relation between (R?) and a finite
number of subchains should be written in a way, which keeps the form of the
relation under repeating divisions of the macromolecule, so that the mean
square end-to-end distance of the macromolecule has to be written as a power
function

<R2> ~ N2ub2.

It is easy to see that this relation is valid for an arbitrary number of divisions.
Thus, general consideration leads to the power dependence of the end-to-end
distance of the macromolecule on its length

(R?) ~ M. (1.31)

We can guess that the dimensions of a macromolecular coil with the
excluded-volume effect are larger than those of the ideal coil, so that v > 1/2.
However, it is necessary to fulfil a number of special and sophisticated cal-
culations to find a specific value of power 2v in expression (1.31) (Alkhi-
mov 1991). The first estimates of the index (Flory 1953; Edwards 1965) were
done by simple self-consistent methods. Then the mean end-to-end distance
was calculated by a perturbation method, while the chain in a imaginable
4-dimensional space is considered to be non-perturbed, and deviation of di-
mensionality of the imaginable space from the real physical space ¢ is believed
to be the small parameter of expansion. The first-order term gives (Gabay
and Garel 1978) the following value of index

2= —

3

The answer is known to many decimal places (Alkhimov 1991).
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A great deal of effort has been expended in attempts to find a distribution
function for the end-to-end length of the chain (Valleau 1996). Oono et al.
(1981) have shown that in the simplest approximation, the distribution func-
tion for non-dimensional quantity R?/(R?) is close to Gaussian, so the above
results allow one to write down an expression for the elasticity coefficient,
when the excluded-volume effect is taken into account, in the form

. (%)Zu. (1.32)

It is an approximation; in fact, the index in (1.32) is slightly different from 2v.

The lateral forces depend on temperature: at high temperatures the re-
pulsion interactions between particles prevail; on the contrary, at low tem-
peratures the attraction interactions prevail, so that there is a temperature
at which the repulsion and attraction effects exactly compensate each other.
This is the #-temperature at which the second virial coefficient is equal to
zero. It is convenient to consider the macromolecular coil at f-temperature
to be described by expressions for an ideal chain, those demonstrated in Sec-
tions 1.1-1.4. However, the old and more recent investigations (Grassberger
and Hegger 1996; Yong et al. 1996) demonstrate that the last statement can
only be a very convenient approximation. In fact, the concept of #-temperature
appears to be immensely more complex than the above picture (Flory 1953;
Grossberg and Khokhlov 1994).

1.6 Macromolecules in a Solvent

The picture considered in the previous section is idealised one: the macro-
molecule does not exist in isolation but in a certain environment, for example,
in a solution, which is dilute or concentrated in relation to the macromolecules
(Des Cloizeaux and Jannink 1990). The important characteristic for the case
is the number of macromolecules per unit of volume n which can be written
down through the weight concentration of polymer in the system ¢ and the
molecular weight (or length) of the macromolecule M as

n = 6.026 x 1023% em™3. (1.33)

The mean distance between the centres of adjacent macromolecular coils
d ~ n~'/3 can be compared with the mean squared radius of gyration of
the macromolecular coil (S?), which presents the mean dimension of the coil.
Taking the definition (1.21) into account, one can see, that a non-dimensional
parameter n(R2>3/ 2 is important for characterisation of polymer solutions.
The condition

n(R?*)3/? ~ 1 (1.34)

defines the critical molecular weight for a given concentration, or the critical
concentration of the solution for a given molecular weight, at which the coils
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(R%)/(R%)o

dilute semi-dilute concentrated

0 concentration of solution 1

Figure 1. A macromolecular coil in a good solvent.
The curves illustrate two variants of the concentration dependence of the mean size of

a macromolecular coil in solution. The example is taken of a macromolecule in a good
solvent, so that at low concentrations the size of the macromolecular coil is larger than
the size of ideal coil, (R?)/(R?)o > 1.

begin to overlap. However, the mean square end-to-end distance (R?) of the
macromolecule itself depends on concentration ¢ and molecular length M. The
possible concentration dependencies of the mean square end-to-end distance of
the macromolecule are depicted on Fig. 1. The increase in the concentration
of the polymer from dilute to very concentrated solution can be accompa-
nied by the mutual interpenetrating or repulsion of the macromolecular coils
(Erukhimovich et al. 1976).

1.6.1 Macromolecules in a Dilute Solution
The condition for a polymer solution to be dilute can be written as
n(R*)3/? <« 1

Macromolecules in dilute solutions (¢ < 1) can be considered as not inter-
acting with each other, though this is not always valid (Kalashnikov 1994;
Polverary and de Ven 1996).

To consider the behaviour of a single macromolecule in the solution, the
interaction of the atoms of the macromolecule with the atoms of solvent
molecules has to be taken into account, apart from the interactions between
the different parts of the macromolecule. To find the distribution function for
the chain co-ordinates, one ought to consider N +1 “big” particles of chain in-
teracting with each other and each with “small” particles of solvent. One can
anticipate that after eliminating the co-ordinates of the small particles in the
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distribution function, the distribution function of the chain co-ordinates can
be taken in the form (1.27). In this case, the energy potential of the particle U
is an effective potential, while taking into account both the interaction of the
atoms of the macromolecule with the atoms of solvent and the interaction of
the atoms of the macromolecule with each other. The speculations and results
of the previous section are valid for the considered case.

From the energy point of view polymer—solvent contacts as compared with
polymer—polymer contacts are preferred for some solvents called “good” sol-
vents in this situation. A macromolecular coil swells and enlarges its dimension
in a “good” solvent. On the contrary in a “bad” solvent, a macromolecular coil
decreases in its dimension and can collapse, turning into a condensed globule
(Flory 1953; Grossberg and Khokhlov 1994).

The second virial coefficient of the macromolecular coil B(T') depends
not only on temperature but on the nature of the solvent. If one can find
a solvent such that B(T) = 0 at a given temperature, then the solvent is
called the 6-solvent. In such solvents, roughly speaking, the dimensions of the
macromolecular coil are equal to those of an ideal macromolecular coil, that
is the coil without particle interactions, so that relations of Sections 1.1-1.4
can be applied to this case, as a simplified description of the phenomenon.

1.6.2 Weakly-Coupled Macromolecules

In the alternative case, when the solution is very concentrated, that is the
condition
n<R2>3/2 >> 1

is satisfied, the system of linear interacting macromolecules can exist in various
physical states, depending on temperature. Transition points from the fluid
state to the crystalline and/or glassy state are different for different polymers
(Table 1). Further on, in this monograph, we shall consider the systems at
temperatures exceeding the characteristic crystallisation and glass points, T
and Ty, so that the system, schematically depicted in Fig. 2, can be considered
to be fluid. Either macromolecule in the system can only move as freely as its
macromolecular neighbours allow it to. Similar to entangled ropes, polymer
chains in a concentrated system can slide past but not through each other.
These topological constrains, the so-called entanglements lead to a specific
interaction between the macromolecules in the system, to the formation of
sites and tangles (Kholodenko and Vilgis 1998; Marcone et al. 2005). An
analysis of the entangled polymer system by numeric simulations discovers
a certain topological structure — primitive path mesh (Everaers et al. 2004;
Kremer et al. 2005).

To describe the system in the coarse-grained approximation, the position
of each macromolecule can be defined, as before, by specifying certain points
along the macromolecule, spaced at distances that are equal, but not too
small; as before, we shall refer to these points as particles. If one takes N + 1
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TABLE 1. Characteristics of typical polymers

Polymer Density Transition Me

in flow state, temperature, °C

gem ™3 crystal glass
Polystyrene 0.962 - 100 18100
Poly-a-methylstyrene - - 168 13500
Polybutadiene 0.910 —25 —110 2200
Poly(vinyl acetate) 1.380 - 32 12000
Poly(dimethyl siloxane) 0.960 —70 —123 8100
Polyethylene 0.767 140 —20 5100
Polyisoprene
(natural rubber) 0.910 10 —71 5800
Poly(methyl
methacrylate) 1.380 - 100 5900
Polyisobutylene 0.812 24 —55 8900

points to define the position of the macromolecule, 3n(N + 1) co-ordinates
are needed to specify the state of the entire system. Let us note that due to a
great number of Kuhn segments in a separate subchain, the number density
of Brownian particles is much less than the number density of the segments,
so that the system of Brownian particles can be considered as dilute. The
equilibrium distribution function of the system can be written as

W = Cexp <—,uz A, rrt — %) (1.35)
a=1

where 7% is the co-ordinate of the yth particle of a macromolecule labelled a
or, in short, the co-ordinate of the particle a-y; the matrix A and the quantity
are given by (1.8) and (1.32), respectively. The potential energy U associated
with the “lateral” interaction between the chains depends on the differences
between the co-ordinates of all the particles in the system, but in contrast
to the case of a single macromolecule, described in Section 1.4, it is doubtful
that the potential can be written as a sum of pair interactions.

For concentrations approaching the limiting value (¢ — 1), the system of
macromolecular coils becomes homogeneous in space. The presence of other
coils changes the potential of interaction between two particles of the same
chain in such a way, that the interactions between particles of a chosen macro-
molecule in a highly entangled system could be neglected. This remarkable
phenomenon — excluded-volume-interaction screening — was guessed by Flory
(1953) and strictly confirmed by Edwards in mid sixties (Doi and Edwards
1986). This means that, for description of every macromolecule in a strongly
entangled system, one can use the distribution function for ideal chains

W = Cexp(—pA,r7r?), a=1,2,...,n. (1.36)
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Figure 2. Schematisation of amorphous polymeric material.
Macromolecules are coupled with weak van der Waals forces. At 1" > Ty, the system is

in a fluid state, and the thermal motion makes the macromolecules move besides each
other. At T' < Ty, the system is in a glassy state, large-scale conformations of the chains
are frozen, and a macromolecule can change its neighbours at the deformation of the
material only.

This expression could be found by integrating function (1.35) with respect
to the co-ordinates of the particles of all the macromolecules apart from the
particles of a chosen one.? In this situation, one can use the results for ideal
coil, so that one can write for the parameter

n(R?)3/2 ~ eMV/2, (1.37)

Free energy of the system in volume V', due to general relation (1.35),
depends on the parameters n, T, V, N, b and parameters of interaction,
whereby the arbitrary quantity N cannot influence the free energy of the
system. So, after dimensional considerations has been taken into account, one
has to write free energy for unit of volume

F(T) = nTyg (b% <R2>%> (1.38)

The additional, in comparison with equation (1.29), parameter has appeared.
Discussions of dynamic phenomena in polymer melts are frequently based
on assumptions about a structure of the system, which was earlier taken to be

3 Experiments due to neutron scattering by the labelled macromolecules allow one to esti-
mate the effective size of macromolecular coils in very concentrated solutions and melts of
polymers (Graessley 1974; Maconachie and Richards 1978; Higgins and Benoit 1994) and
confirm that the dimensions of macromolecular coils in the very concentrated system are
the same as the dimensions of ideal coils. It means, indeed, that the effective interaction
between particles of the chain in very concentrated solutions and melts of polymers appears
changes due to the presence of other chains in correspondence with the excluded-volume-
interaction screening effect. The recent discussion of the problem was given by Wittmer et
al. (2007).
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a network with a characteristic site lifetime and nearest-neighbour separation
(Lodge 1956). Modifications of these presentations retain a certain intermedi-
ate scale, as a postulated quantity. The elaborated theory (Doi and Edwards
1986) includes this quantity as the diameter of a tube in which macromolecu-
lar displacement, i.e. reptation, is possible, but this hypothetical intermediate
scale has been detected only in dynamic phenomena, and its existence should
be regarded as a consequence rather than the origin of the theory. The theory
that we shall consider in subsequent chapters does not rely on the assumption
of an intermediate scale, but it does assume that the mean size (R?) and the
macromolecular number density n (or concentration c¢) are the most signif-
icant static parameters of the system. However, an intermediate dynamical
length & will appear in our theory later (see Section 5.1.2). The intermediate
length is closely related to “the length of a macromolecule between adjacent
entanglements” M, (see examples in Table 1). The ratio M/M,, for which we
shall use a special symbol Z, appears to be a very important parameter in the
theory of dynamic behaviour of entangled system.

We shall not discuss here the spatial correlation functions introduced by
Daoud et al. (1975) for a more detailed description of the system structure and
of the relative position of monomers, since they are relatively unimportant in
our, admittedly very coarse, approximation.

1.7 Elasticity of Polymer Networks

One can imagine that macromolecules in the a dense system can be connected
to each other at some points by a chemical agent. In this way, there appear
polymer networks consisting of long chains, connected by the chemical bonds
in an entire body. As a rule, such structures are non-regular; networks have
free dangling ends, tangles; chains between adjacent junctions have different
lengths, and so on. Nevertheless it is convenient to study the behaviour of
a perfect network with the regular structure of chains of equal length and
without any defects, as shown in Fig. 3. The mobility of the macromolecules
is now restricted and the more the density of junctions v, the more the re-
strictions. The mobility of the junctions about their mean positions is severely
restricted too.

The main subject of the following discussion is the mechanical behaviour
of networks in terms of the behaviour of the system of weakly coupled macro-
molecules. The network modulus of elasticity is small in comparison to the
values of the elasticity modulus for low-molecular solids (Dusek and Prins
1969; Treloar 1958). Nevertheless, large (up to 1000%) recoverable deforma-
tions of the networks chains are possible.

In this section we consider the simplest approach to the thermodynamics
of a deformed network, for which a tensor of displacement gradients is given
by
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~

Figure 3. Schematisation of an ideal polymer network.
Every knot connects four chains by chemical bonds. At T' > T, both chains and knots

take part in thermal motion as Brownian particles, at T' < Ty, the network is in a
glassy state, large-scale conformations of the chains are frozen, the motion of the knots
is negligible.

8177'
Aik = ' 1.39
ik axg ) ( )
where :c(; and x; are the co-ordinates of a body point, before and after defor-

mation, respectively.

In the ideal case, when one considers the network of chains of equal lengths,
the stresses under the given deformation can be obtained in a very simple way.
In virtue of the speculations of the previous section, free energy of the whole
network can be represented as the sum of free energy of all the chains, while
each of the equal chains of the network can be characterised by the same
equilibrium distribution function W(s), where s is the separation between
adjacent junctions. In the state without deformation, the function has the
form (1.5), while in a deformed state, it depends on the displacement gradi-
ents (1.39). The free energy of the whole network can be written down simply
as

F= UTVM/W(S)Sst, (1.40)

where v is the number of chains in the volume unit of the network, so that
vV is the number of chains in the whole network. The coefficient of elasticity
1 is the same for each chain and is defined as

where (s2) is the equilibrium mean square separation between adjacent junc-
tions.
The equation (1.40) can be rewritten in the form

F=Fy(T,V)+vTVu((s*) — (s*)o), (1.41)
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where (s2)g and (s2) are the mean square separations between the adjacent
junctions of the network before and after deformation. The assumption of
a regular structure of a network is followed by a statement that every in-
ternal length changes accordingly to the given tensor of displacement gradi-
ents (1.39). So, one can define the tensors of the mean square separations
between the adjacent junctions of the network before and after deformation

1

(sisk) = 3

1
Xij Ak (8o, (sisk)o = §5ik<32>0~
It is convenient to introduce, following to Murnaghan (1954), the tensor
of deformation A;; = Ag;Asx. The latter is useful to write down a free energy
function (1.41) of a deformed network as

1

Then the relation between the free energy of body and the stress tensor (Ap-
pendix B, equation (B.7)) can be used

2 OF
= = Aihig = ) -
= (31,

The formula for the stress tensor of a deformed network, as follows from the
above relations, is given by

Oik = _péik + VT()\ij)\kj — 5zk) (143)

where p is the thermodynamic pressure, and v is the number of chains in the
volume unit of the network. Relation (1.43) defines the shear modulus of a
polymer network as

G =T. (1.44)

Expression (1.44) is useful to estimate the number density of the active chains
of the network, due to the measured temperature 7" and shear modulus G.

The above results, which were formulated in the early thirties (Treloar
1958), explain the main features of the elastic behaviour of polymer net-
works. Nevertheless, there are notable discrepancies between empirical data
and the cited results. Further investigations demonstrated that the values of
shear modulus and stress—strain dependence are determined substantially by
topological constraints due to the proximity of the chains. The theory was
improved by taking into account the discussed issue (Edwards 1967a, 1967b,
1969; Flory 1977; Erman and Flory 1978; Priss 1957, 1980, 1981). More re-
cent developments are summarised in the work of Panyukov and Rabin (1996),
where many additional relevant references could be found.
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Figure 4. Schematisation of crystalline polymer material.
Crystallite sizes are of order 102-103A. The amorphous parts of the material are in a
fluid state at T' > Ty and in a glassy state at T' < Tj.

1.8 Crystalline and Glassy Systems

In Section 1.6.2 we assumed that the temperature is high enough to consider
the van der Waals’ interaction between chains to be small, so the chains (not
to consider chemical crosslinks) can move freely beside each other. To com-
plete the picture, we will shortly describe the structure and behaviour of the
systems, described in Section 1.6.2, at lower temperatures. In contrast to the
previous cases, interchain interaction is not small, so that the mobility of the
macromolecule is very severely restricted by neighbouring macromolecules.
One can observe, instead of a fluid state, a crystalline and/or glassy state in
this case (Ferry 1980).

Due to the atomic structure of the macromolecule, some of the polymers
can be in crystalline state at a temperature T' < T,. The long macromolecules
are folded several times, thus creating crystallites of definite size for each
polymer (see review: Oleinik 2003). In this case the polymer materials consist
of crystalline and amorphous parts, the latter being in a rubbery state at
T > T, (Fig. 4). Crystallites are arranged in a special way so that there is
order even on large scales: so-called spherulites exist and can be discovered by
light scattering (Treloar 1958). Though the structure of the material is rather
complex, there is an important characteristic of a semi-crystalline body — the
volume fraction of the crystalline part x (0 < x < 1), which correlates with
the density of the material quite well.

In the temperature region between melt and glass points T, > T' > Ty, the
modulii of elasticity of the amorphous and crystalline parts differ very much
(Tashiro 1993), so the deformation of relatively soft and mobile amorphous
areas consisting of chain sections anchored in a crystal lattice of adjacent
crystalline region is large in comparison with the crystalline parts. So, small
(up to 10-20%) elastic deformations of the whole body can be attributed to
the deformation of the amorphous parts of the material (Zgaevskii 1977). One
can suppose that the crystallite modulus is high enough in comparison to the
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modulus of the amorphous part. For intermediate values of the volume fraction
of crystalline part x, the assumption leads to the expression for modulus of
semi-crystalline polymer material

G=uT [1 + ﬁ} (1.45)

where v is the number density of the active chains of the amorphous part of
the material. Relation (1.45), which is the generalisation of formula (1.44), is a
particular case of the more general relation (Zgaevskii 1977). This model can
be also used to calculate photoelastic properties of semi-crystalline polymer
material (Patlazhan 1993).

At far lower temperatures T' < Ty, polymer materials (no matter whether
they are crystalline or amorphous) become rigid; one says that the poly-
mer materials transit into the glassy state. The interaction between different
macromolecules in glassy materials is not weak. The free energy of materials
cannot be written down as the sum of chain free energies, as was the case
for the higher temperatures considered in Sections 1.6.2 and 1.7. A macro-
molecule in a glassy material cannot move, the large-scale conformations of
macromolecules are frozen. The structure of the material can be imagined as
a very dense network capable of small elastic deformations (Laius and Ku-
vshinskii 1963; Shishkin et al. 1963).

Glassy materials can be deformed without fracture up to hundreds of per-
cents. Under this so-called forced deformation, the conformations of macro-
molecules change but the structure of the dense network does not change.
After the stresses have been removed, the sample is still in a deformed state,
which is a metastable equilibrium state. The macromolecules in such a sample
are frozen in a deformed state, so that on heating, when the crosslink number
density decreases, forces are exerted and the sample can return to its initial
form (Laius and Kuvshinskii 1963; Shishkin et al. 1963).



Chapter 2
Dynamics of a Macromolecule
in a Viscous Liquid

Abstract In this chapter, the dynamics of the macromolecule moving in the
uniform flow of a viscous liquid will be considered. To be accurate, one ought
to consider a system consisting of a macromolecule and molecules of solvent
(microscopic approach). However, since we are interested in large-scale or
low-frequency dynamics of a macromolecular coil, a bead-spring model of a
macromolecule can be used and molecules of solvent can be considered to con-
stitute a continuum — a viscous liquid. This is a mesoscopic approach to the
dynamics of dilute solutions of polymers. The approach provides the simplest
model that appears to be rather complex, if the effects of excluded volume,
hydrodynamic interaction, and internal viscosity are taken into account. Due
to these effects, all the Brownian particles of the chain ought to be consid-
ered to interact with each other in a non-linear way. There is no intention
to collect all the available results and methods concerning the dynamics of
a macromolecule in viscous liquid in this chapter. We need to consider the
results for dilute solutions mainly as a background and a preliminary step
to the discussion of the dynamics of a macromolecule in very concentrated
solutions and melts of polymers.

2.1 Equation of Macromolecular Dynamics

The theory of relaxation processes for a macromolecular coil is based, mainly,
on the phenomenological approach to the Brownian motion of particles. Each
bead of the chain is likened to a spherical Brownian particle, so that a set
of the equation for motion of the macromolecule can be written as a set of
coupled stochastic equations for coupled Brownian particles

dQ’I‘a
m
dt2
where m is the mass of a Brownian particle associated with a piece of the
macromolecule of length M /(N + 1), r® are the co-ordinates of the Brownian

=F*+G“+ K+ ¢%, a=0,1,...,N (2.1)

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
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particles. Every Brownian particle is involved in thermal motion, which, as
usual (Chandrasekhar 1943; Gardiner 1983; Doi and Edwards 1986), can be
described by putting a stochastic force ¢® (for a particle labelled a) into an
equation of motion of a macromolecule. The essential features of the stochas-
tic force are connected with properties of the dissipative forces F'* and G
(the fluctuation-dissipation theorem). For the linear case, the relation will be
discussed in Section 2.6.

According to relations (1.10) and (1.28), the elastic forces acting on the
particle are taken in the form

. F oU
K= ——= —QTMAO/YT"Y - w,

o (2.2)

whereas the dissipative forces F'© and G* are needed in special discussion.

To say nothing about the different equivalent forms of the theory of the
Brownian motion that has been discussed by many authors (Chandrasekhar
1943; Gardiner 1983), there exist different approaches (Rouse 1953; Zimm
1956; Cerf 1958; Peterlin 1967) to the dynamics of a bead-spring chain in the
flow of viscous liquid.! In this chapter, we shall try to formulate the theory in
a unified way, embracing all the above-mentioned approaches simultaneously.
Some parameters are used to characterise the motion of the particles and in-
teraction inside the coil. This phenomenological (or, better to say, mesoscopic)
approach permits the formulation of overall results regardless to the extent to
which the mechanism of a particular effect is understood.

2.2 Intramacromolecular Hydrodynamic Interactions

In the study of the dynamics of the macromolecule in the subchains approx-
imation, each particle of the chain is considered, to a first approximation, to
be spherical with a radius a, so that the coefficient of resistance of the particle
in a viscous liquid, according to Stokes, can be written as follows

Co = Gmnea, (2.3)

where 7 is viscosity coefficient of the liquid.
Each particle, moving at a velocity u”, is acted upon by the hydrodynamic
drag force, which has the form

FY = —(o(u” —v"), (2.4)

where v7 is the velocity of the liquid of the point, at which the given particle is
present, the velocity corresponding to the situation where no account is taken
of the particle. When an assembly of particles is considered, the velocity v”

1 See Ferry (1990) for a short history of development.
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is, generally speaking, determined by the motion of all the particles. As can
be seen from formulae for forces applied to points (see Appendix C), we have

D= — ZH;YlﬂFZB, (2.5)

where ;7] is velocity of the flow in the point 7] in absence of the particles

’U1

in the liquid, and v;; = Gy is a tensor of velocity gradients? of the uniform

flow.? The components of the hydrodynamic interaction tensor H]l’g fory=0
are zero, while, in the case v # (3, they are determined by the relation

1
H»%8 - - (6 VB ’Yﬁ) 2.6
T e AN 20
where €77 = (r) —17) /|7 —rF|.
A system of equations for the drag forces follows from equations (2.4)
and (2.5)

Fjt = —Golu§ —vjurf) = Go ) Hy F. (2.7)
8!
A solution of equations (2.7) can be written in the form
Fyr = —COB;‘ZW(U;’ —uury)) (2.8)

where the matrix of hydrodynamic resistance B?ﬂ is introduced as the matrix
inverse to the matrix

5jl5wy + Conal’y.

For small perturbations, the solution of equations (2.7) assumes the fol-
lowing form, to the first approximation

0% [(utu-an) i -t o
Y

This equation shows that the resistance-drag force for a certain particle de-
pends on the relative velocities of all the particles of the macromolecule and
also on the relative distance between the particles. This expression determines
an approximate matrix of hydrodynamic resistance

2 Note that henceforth it will be convenient to use the following notation for the symmetric
and antisymmetric tensors of velocity gradients

1 1
vig = i tvii), wij = 5 Wi = vgi)-

3 The dependence of the velocity gradients on the co-ordinates leads to possible migration
of macromolecules in a flow (Aubert and Tirell 1980; Brunn 1984) — the effect, which is not
discussed in this monograph.
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oy __ ay
BSY = 8anbi — CoH. (2.10)

The exact components of the matrix of hydrodynamic resistance for a two-
particle chain are shown in Appendix F.

We note that the values of the hydrodynamic interaction tensor (2.6) av-
eraged beforehand with the aid of some kind of distribution function, are
frequently used to estimate the influence of the hydrodynamic interaction, as
was suggested by Kirkwood and Riseman (1948).* For example, after aver-
aging with respect to the equilibrium distribution function for the ideal coil
and taking the relation (1.23) into account, the hydrodynamic interaction
tensor (2.6) assumes the following form

(CoH;") = 2h|a — VY25,
The non-dimensional hydrodynamic interaction parameter appears here

_ Soy/6/m V6/m ~ (2.11)
127nsb b

where a is the radius of a fictious particle associated with a subchain of length
M/N and b is the mean square distance between neighbouring particles along
the chain.

One can expect that the parameter of hydrodynamic interaction (2.11)
behaves universally for subsequent division of the chain. One can reasonably
guess that the quantity (2.11) does not depend on the length of the macro-
molecule and on the number of subchains. In this case, the hydrodynamic
radius of the particle for the Gaussian chain

M 1/2

The dependence of the friction coefficient of the particle is similar. If the
excluded-volume effect is taken into account, the more general relation (2.19)
is valid.

2.3 Resistance-Drag Coefficient of a Macromolecular
Coil
To calculate the resistance coefficient for the macromolecular coil, we have to

determine, first of all, the velocity of the coil, which is the velocity of the mass
centre of the macromolecular coil

1 N
e P

4 A more general approach can be found in paper of Bixon and Zwanzig (1978).
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and the force acting on the coil, which is the sum of forces acting on every
particle of the coil
N
e
a=0

where the force F'“ is determined by equation (2.9).

We assume that the macromolecular coil moves in a non-flowing liquid and
each particle has the mean velocity of the macromolecular coil as a whole. So,
we can write down Stokes law for the coil

N N 5

1 +eSTel
= —G(1+N) (@l Sfm E Zzﬂ‘iw> u. (2.12)

0~=0

After the preliminary averaging of the right-hand side of relation (2.12)
with respect to the equilibrium distribution function has been done (see rela-
tions (1.23)), we have

F = —(yv, CMCO(]‘+N)< N—i—lzz\a— |1/2>'

a=0~=0

One can easily estimate the asymptotic behaviour of the sum as

so that the above equations are followed the asymptotic expression for the

friction coefficient
Cu = CoN (1 —4.94 hN1/2) . (2.13)

This expression, with accuracy up to the first-order terms in the power of
h, practically coincides with expression derived by Kirkwood and Riseman
(1948) they have the numerical coefficient 5.33 instead of 4.94, though their
way of calculation was more accurate.

It is understandable that the resistance coefficient decreases as the hydro-
dynamic interaction increases. However, if one uses the bead-spring model of
a macromolecule, the resistance coefficient of the whole macromolecule cannot
depend on the arbitrary number of subchains N.?> To ensure this, one has to
consider that the product hN'/2 does not depend on N which implies that
the coefficient of hydrodynamic interaction changes with N as h ~ N—1/2
which means, in this situation, that coefficient of resistance of a particle al-
ways remains to be proportional to the length of the subchain. All this is valid,

5 Kirkwood and Riseman (1948) did not encounter this problem, because they used the
bead-rod or, in other words, pearl-necklace model of macromolecule (Kramers 1946), in
which N is a number of Kuhn’s stiff segments, so that N present the length of the macro-
molecule.
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when the hydrodynamic interaction is weak and we consider the first-order
corrections to the resistance coefficient.’

In the general case of arbitrary values of h, simple speculations appeared
to be useful to determine the dependence of the resistance coefficient on the
length of the macromolecule (Gennes 1979). The excluded-volume effects (see
Section 1.5) can also be taken into account and one considers the resistance
coefficient to be a function of two non-dimensional parameters h and v/b%.
For a macromolecule, consisting of N smaller subchains, the friction coefficient
can be written as v

CM :<Z<Nab_3ah)7

where ¢ is the friction coefficient of a particle of the chain. To obtain the
dependence of the resistance coefficient on the length of the macromolecule,
we compare the resistance coefficients for the two different presentations of
a macromolecule. One can assume, as was done in Section 1.5 for a similar
consideration, that, at N — oo, the quantities v/b> and h do not depend on
the number of divisions of the macromolecule into subchains. The requirement
of the universality of the representation of the resistance coefficient is followed
by the asymptotic (long macromolecules) expression for the dependence of the
resistance coefficient on the length of the macromolecule.

Cu~e MED 0 < (z -2 < 1. (2.14)

Here v is the index introduced in relation (1.31), whereas z is a new index,
so-called dynamic index. To calculate the index in the power function, it is
necessary to use special methods (Al-Naomi et al. 1978; Baldwin and Helfand
1990; Ottinger 1989b, 1990), which gives values from 3 to 4 for the parameter
z.

2.4 Effective Resistance-Drag Coefficient of a Particle

One may note that, in linear approximation with respect to the velocity of a
particle (see, for example, equations (2.4) and (2.9)), the expression for forces
are determined by small velocities of the particles and of the flow. The force,
acting on a particle in the flow, does not depend on the specific choice of
hydrodynamic interaction and can be written in the following general form

P

F = —(oBj (u] —var]). (2.15)

The resistance matrix depends on co-ordinates of all particles, in non-
linear manner. The situation is illustrated in Appendix F for the case of two
particles. To avoid the non-linear problem, one uses the preliminary averaging
of the hydrodynamic resistance matrix (Kirkwood and Riseman 1948; Zimm

6 The development of the theory of translational mobility of a macromolecule can be found
in papers of Diinweg et al. (2002) and Liu and Diinweg (2003).
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1956). If one averages with respect to the equilibrium distribution function,
the matrix takes the form
B]gvj’y = Boz'yéji (216)

where matrix B, does not depend on the co-ordinates and assumes, under the
conditions of weak hydrodynamic interaction, the following form, according
to equations (2.10) and (2.11),

Bary = 0oy — 2hja — |7V, (2.17)

This is the first term of expansion in powers of the parameter of hydrodynamic
interaction.

When normal co-ordinates, defined by equations (1.13), are employed, it
is possible to make use of the arbitrariness of the transform matrix to define
matrix Q in such a way that matrix B in the right-hand side of equation (2.16)
assumes a diagonal form after transformation. The problem of the simultane-
ous adjustment of the symmetrical matrices A and B to a diagonal form does
have a solution. Since matrix A is defined non-negatively and B is defined pos-
itively, it is possible to find a transformation such that B is transformed into
a unit matrix (with accuracy to constant multiplier), and A into a diagonal
matrix. Therefore, one can write simultaneously the equations

Qa)\AOc'yQ'yu = )\u5>\m
COQa)\Ba'yQ'yu = C(S/\V'

One ought to introduce the effective coefficient of friction of the particle ¢
into relation (2.18) to ensure the physical dimensionality of the friction coef-
ficient. Eigenvalues ), are now defined not by equations (1.16), but by more
general expression that will be discussed in Section 2.6.

The dependence of the effective friction coefficient on the length of the
macromolecule is of special interest. In a case when the hydrodynamic inter-
action of the particles of the macromolecule may be neglected, i.e. when the
coil is, as it were, free-draining, the coefficient of resistance of the latter is
proportional to the length of the macromolecule and the coefficient of friction
of the particle associated with length M /N is proportional to this length

(2.18)

M
(~

The mutual influence of the particles leads to their shielding within the
coil and the overall coefficient of the resistance of the coil proves to be smaller
than that for a free-draining coil. The requirement of covariance in relation
to successive subdivisions of the macromolecule into subchains gives rise, ac-
cording to formula (2.14), to the following power dependence for large values

of N (2
M z— 14
¢~ (N) . (2.19)
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In order to calculate the power exponents, a calculation based on specific
representations, similar the case, when volume-effects are taken into account,
is necessary. One notes that these results are valid for infinitely long chains.

2.5 Intramolecular Friction

On the deformation of the macromolecule, i.e. when the particles constituting
the chain are involved in relative motion, an additional dissipation of energy
takes place and intramolecular friction forces appear. In the simplest case of a
chain with two particles (a dumbbell), the force associated with the internal
viscosity depends on the relative velocity of the ends of the dumbbell u! — u®
and is proportional, according to Kuhn and Kuhn (1945) to
—(ujl - ug)ejei (2.20)
where e is a unit vector in the direction of the vector connecting the particles
of the dumbbell and & is the phenomenological internal friction coefficient.
When a multi-particle model of the macromolecule (Slonimskii-Kargin—
Rouse model) is considered, one must assume that the force acting on each
particle is determined by the difference between the velocities of all the par-
ticles uY — u”. These quantities must be introduced in such a way that dis-
sipative forces do not appear on the rotation of the macromolecular coil as a
whole, whereupon u$ = £2;;7". Thus, in terms of a linear approximation with

j
respect to velocities, the internal friction force must be formulated as follows

G == Capuf —ul))ei?el”, (2.21)
Ba

where e?‘ﬁ =(r§ — r? )/|r® —rB|. Matrix C,s is symmetrical, the components

of the matrix are non-negative and may depend on the distance between the
particles. The diagonal components of the matrix are equal to zero.
The internal friction force can also be written in the form

Go = -G, (2.22)
where the matrix
G =005 Y Coyel el — Copeses” (2.23)
VF

has been introduced.

The written matrix is symmetrical with respect to the upper and lower
indices. Expression (2.23) defines the general form of a matrix of internal
friction, which allows the force to remain unchanged on the rotation of the
macromolecular coil as a whole. In contrast to matrix C,g, matrix (2.23) has
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non-zero diagonal components, which are depicted by the first term in (2.23).
Since the components of matrix C,p are non-negative, the diagonal compo-
nents of matrix G,g exceed the non-diagonal ones and can be considered to
be approximately diagonal to the indices o and 3.

Expression (2.22) for an internal friction force is non-linear with respect to
the co-ordinates. To avoid the non-linearity, some simpler forms for internal
friction force were used (Cerf 1958). One can introduce a preliminary-averaged
matrix of internal viscosity

<G?k7> = Ga75ika

where G~ is now a symmetrical numerical matrix which retains the main
features of matrix (2.23), so that, instead of equation (2.22), we obtain the
following expression for the force

o __ v
Gi = —Gayu, .

The equation clearly does not satisfy the requirement that the internal viscos-
ity force disappears when the coil is rotated as a whole. By ensuring linearisa-
tion of the internal friction force according to Cerf’s procedure, equation (2.22)
may be modified and written thus

GY = —Glon(u] — Qur]). (2.24)

The speed of rotation of the macromolecular coil in a flow §2;; is determined
by the velocity gradients

251 = wji + AjiskYsk-

When linear effects are considered, matrix Aj;s, can be determined by con-
sidering the average rotation of the coil subjected to equilibrium averaging.
Since the coil is spherical at equilibrium, it follows from symmetry conditions
that

.le = Wj1
to within first-order terms, so that the internal friction force can be written

as

G = —Goy(u] —wir)). (2.25)

In terms of the normal co-ordinates introduced by equation (1.13), the
matrix of the internal friction can be written as follows

QakGa'yQ'yu = _C@aa)\u
and for the internal friction force, we have
G} = —Cpa(p —wipi") (2.26)

where ( is the effective coefficient of friction, ¢, is an internal viscosity co-
efficient of mode «. It is noteworthy that the representation of the force in
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the form of equation (2.26) is possible only for weak intramolecular friction,
Yo <L 1.

The characteristics ¢, = @ (M, a) of the intramolecular friction forces in
equations (2.26), introduced here as phenomenological quantities, should not
depend on the method of subdivision of the macromolecule into subchains
and, by virtue of the nature of the transformation, should be a function of the
ratio a/M. One may expect that ¢, is a monotonically increasing function of
the number of the mode «. This dependence can be fitted by

a\? _

pa =10’ ~ (M) e~ MY (2.:27)
where 6 is a positive number and ¢; is a measure of the internal viscosity.”
For the considered subchain model, the internal rigidity cannot reach infinity,
so it is better to use the following approximation

Do = @19000040
* Poo T+ 901049

The internal viscosity force is defined phenomenologically by equations
(2.26) formulated above. Various internal-friction mechanisms, discussed in
a number of studies (Adelman and Freed 1977; Dasbach et al. 1992; Gennes
1977; Kuhn and Kuhn 1945; Maclnnes 1977a, 1977b; Peterlin 1972; Rabin
and Ottinger 1990) are possible. Investigation of various models should lead
to the determination of matrices C,g and G,z and the dependence of the
internal friction coefficients on the chain length and on the parameters of the
macromolecule.

The significance and importance of the internal viscosity can be elucidated
by comparing the consequences of the theory with experimental data, which
will be discussed further on. However, here one should note that the phe-
nomenological characteristics of the intramolecular friction prove to depend
not only on the characteristics of the macromolecule, as might have been ex-
pected, but also on the properties of the liquid in which the macromolecule is
present (Schrag 1991).

The internal viscosity of the macromolecule is a consequence of the in-
tramolecular relaxation processes occurring on the deformation of the macro-
molecule at a finite rate. The very introduction of the internal viscosity is
possible only insofar as the deformation times are large, compared with the
relaxation times of the intramolecular processes. If the deformation frequen-
cies are of the same order of magnitude as the reciprocal of the relaxation
time, these relaxation processes must be taken explicitly into account and the
internal viscosity force have to be written, instead of (2.26) as

G5 =~ [ als)(5 — wapt)ec ds. (2.28)
0

7 To satisfy empirical relations in viscoelasticity and optical anisotropy of dilute solutions
of polymers (see Sections 6.2.3 and 10.4.1), one has to assume that 6 = zv — 1.
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This relation, at ¢, (s)~d(s), is equivalent to relation (2.26).

2.6 The Cerf-Zimm-Rouse Modes

Now one can return to the equation (2.1) for the dynamics of the macro-
molecule in the flow of a viscous liquid. The dissipative forces acting on the
particles of the chain have generally non-linear forms, but the assumptions,
when these force can be written in linear approximation, were discussed in
the previous sections, so that we are able to write, in terms of the normal
co-ordinates introduced previously and by taking into account all the consid-
erations described above, the dynamic equation

QyaQypm dt; = —C(p5 — Vijpj) — Cpalpi — Wij P ) = 2uT Aapy + &,
&' =Qrad], «=0,1,2,...,N (2.29)

The transformation matrix @), is not, generally speaking, orthogonal and
the left-hand side of the equation formulated therefore includes the derivatives
of all the co-ordinates, but we shall not dwell on this factor, bearing in mind,
that in the limit m — 0 in which we are interested, the left-hand side of the
equation vanishes.

At the above limit, equation (2.29) at = 0 is the equation of motion
for the centre of the mass of the macromolecule — a diffusion mode. At a =
1,2,... < N, equation (2.29) defines the independent relaxation modes of the
macromolecule.

It is convenient here to introduce two sets of relaxation times

L
* AT u,

TCHYZ(l'i‘SDa)TCtu a=1,2..., <N (230)

as relaxation times of the mean dimensions of the macromolecular coil (see
Section 2.7.2), whereas every mode is characterised by two relaxation times:
orientational and deformational. These terms are justified, when one con-
siders the dynamics of dumbbells with arbitrary big internal viscosity (see
Appendix F).

The behaviour of modes with small numbers should be independent on
the arbitrary number of subdivisions N. This means that the relaxation
times should not depend on N. Since the dependence of quantities p and
¢ on the number of subdivisions was elucidated previously (equations (1.32)
and (2.19)), the above requirement immediately leads to the expression

167 zZV
AQN(—) . a=1,2,...,<N,
N « <

so that for the relaxation times one has
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[0 —zV
e (5r)
The situation of a freely-draining macromolecule without excluded-volume
effects and internal viscosity, when zv = 2, and the above eigenvalues reduce

to (1.17), is especially simple. In this case, equation (2.29) describes Rouse
modes, and it is convenient to use the largest orientation relaxation time

L _CN(RY) _ oN?
YTU6mT Ar2uT

M?, (2.31)

where (R2) is the end-to-end distance, as a characteristic (Rouse) relaxation
time of a macromolecule.

The random force & in the dynamic equations (2.29) is determined by its
average moments and is specified from the condition that the equilibrium
moments of the co-ordinates and velocities are known beforehand (Chan-
drasekhar 1943). In the linearised version, with ¢, < 1, this requirement
determines the relation

(€& (1) = 2TC(1 + pa)darydijo(t — t') (2.32)

which is valid to within first-order terms in the velocity gradients. Here and
henceforth the angular brackets indicate averaging with respect to the assem-
bly of realisations of the random force.

Let us notice that the eigenvalues A, in equation (2.29) are considered con-
stant here and henceforth. The same applies to ¢,. However, the introduced
dissipative matrices are, generally speaking, functions of invariants p®p® or of
mean values (p*p®). The latter are functions of the velocity gradients, the ex-
pansion of which begins with a second-order term. It will be necessary to take
this into account when discussing the non-linear results of the calculations.

2.7 The Moments of Linear Modes

In this section we refer to the stochastic equation (2.29) to calculate the
mode moments, that is, the averaged values of the products of the normal
co-ordinates and their velocities. It is convenient in this section to omit the
label of mode and to rewrite the dynamic equation for the relaxation mode
in the form of two linear equations

dp;

==y,

o (2.33)
m——= = —C(; — vijp;) — Co(thi — wijp;) — 2T pAp; + &

dt
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2.7.1 Equations for the Moments of Co-ordinates

To calculate second-order moments of co-ordinates and velocities, one can
start with the rates of change of quantities that can be written as follows

d(pipk) _ / dpk dp;

dt _<p’dt>+<p’“dt>’
d(¥ihr) dyy, d;

dt <¢Z > <1/)k > )
d{pivr) [/ diy, dp;

a <p at > <w’“ >

while it is assumed that the equilibrium values of the moments are given by

T
(pipK)o ! Siks  (Vitr)o = E‘Sik» (PitYr)o = 0.

- 20U

Then, one can use equations (2.33) to obtain equations for the moments.
After one has determined the averaged values of the products of the variables
and the random force, the equations for the moments take the form

d<'gtpk> = (pitbk) + (i), (2.34)
W) _ 2T (i) + Gor)
+L [22 20puthe) + vig i) + vis oy e)
(20 2 + iy tnd + i) ) 235
d<p£p’“> = (Witpn) — %W)w

= Lpitn) = vig{pipi) + o((pivhi) — wijlpipi))l. (2.36)

It is easy to see that, at zeroth velocity gradients, the right-hand sides of
the above equations are identically equal to zero.

2.7.2 The Slowest Relaxation Processes

The set of equations (2.34)—(2.36) for the second-order moments of co-
ordinates and velocities can be simplified, if we consider the situation when the
distribution of velocities corresponds to equilibrium, that is, we put m — 0.
In this case, equation (2.35) is followed by relation

1 1
(pithr) = ~30 ((mp;& 2M>\5ik> + vripipi) — ki (Pipi) (2.37)
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where the relaxation times are given by relations (also by formulae (2.30))

5
AT
Now, one can use equations (2.34) to obtain relaxation equations for the

moments of co-ordinates

d(pipr)
dt

Th=Q0+¢), 1 (2.38)

—Vii{pipr) — Vij{pjp:i)
1 1
S (<pmk> - %5ik) oG lpon) + g o)) (2:39)

7l
The relaxation time 7! refers to the deformation processes. Indeed, by
carrying out a direct summation of equation (2.39) with identical indices, one

finds
d<dpt L -2 (<p2> - 2%) +2(1 = )i (pipi)- (2.40)

7l
This equation describes only the deformation of the macromolecular coil and
therefore 7! is a relaxation time of the deformation process. It can be shown
(see Appendix F) that the orientation relaxation process is characterised by
the relaxation time 7+.

Explicit expressions for the moments will be necessary later to calculate the
physical quantities. In the non-steady-state case, the second-order moments
of co-ordinates are calculated as solutions of equations (2.39). To find the
solutions, we multiply equation (2.39) by exp(ﬁ) and integrate over time
from ¢ to co. After some transformation, we obtain

(i) = bt [ e ()
. -5 exp [ ——
PiPk 20\ ik ; P gy
X vij{pipr) + viilpipi) — (vijlpipr) + Vi (pipi))],_, ds.

The moments and velocity gradients in the integrand are taken at the point
of time t — s.

Now we can use the equilibrium moments to find the first terms of the
expansion of the moments as a series of repeated integrals

{pipr) = 2/%\ {&k +2(1—¢) /Ooo exp (—%) ~ir (t — s)ds} . (2.41)

The iteration procedure can be continued.
In the steady-state case, the expansion assumes the form

1
iPk) = =—— {0 + 275,
(pipr) ZM{ K+ 27k
+ 2(1)? 1295575k + (1 + ) (wijvie + wijvsi)] | - (2.42)

We may note that, in the approximation of the preliminary averaging,
which was used, the expressions for the moments are valid only to within
second-order terms with respect to the velocity gradients.
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2.7.3 Fourier-Transforms of Moments

One can calculate the mode moments in different way. One can pass from equa-
tions (2.34)—(2.36) to the set of algebraic equations, introducing the Fourier-
transforms of the unknown functions

(pipk) Z/ Rip(w)e ™! =

b
oo 2

(pithr) = /00 Vig(w)e ™! do

)
oo 2w

(Vi) =/ Zin(w)e ™" d—w

o 2w

The solution of the resulting set of equations can be written accurately,
within the first order terms with respect to the velocity gradients, as

Rix() = = [618(w) + 207 yix ()],

20
1 . B
Yip(w) = 55 [Fwin(w) —iwCr ()],
LA
T 2iwTmC (2.43)

Zik(w) = E 5%(5(&)) + Tl%k(w) s

2(1+ ¢) — iwTm
214 ¢ — iwmm)
1 —iwrt(14+ ¢) — T w?][2(1 + ¢) — iwTy] — iWTy

C =

The solution contains two characteristic relaxation times

L_ ¢ _m

TaTpy T

The first relaxation time is much bigger than the second one within the limits
of applicability of the subchain model. So, the terms multiplied by the quantity
wTy in relations (2.43) can be neglected, and expressions can be written down
in the simpler form

Rip(w) = 2%\ [5ik5(w) + %%‘k(w)} ;
! (2.44)
1 —dwTt
Yip(w) = 2N [_wik(w) + m%k(w)] ,
Zinlw) = - 6id(w). (2.45)

It can easily be seen that the first expression from equations (2.44) corresponds
to expressions (2.41) and (2.42).



Chapter 3
Dynamics of a Macromolecule
in an Entangled System

Abstract In this chapter, a system of entangled macromolecules in fluid
state, that is a concentrated solution or a melt of polymer, will be consid-
ered. Every macromolecule in the investigated system can move among the
others macromolecules, exchanging neighbours and remaining the integrity
of each individual macromolecule unaffected. It allows introducing the meso-
scopic approximation, which deals with the motion of a single macromolecule
in an effective medium, created by the neighbouring macromolecules. One can
note that the tradition of the mesoscopic approach begins with the first work
on concentrated polymer solutions (Ferry et al. in J. Appl. Phys. 26:259—
362, 1955), in which some specifying hypotheses about the environment of
the probe macromolecule were formulated. Some earliest approaches to the
problem are developed by Edwards with collaborators (Scolnick and Kolinski
in Adv. Chem. Phys. 78:223-278, 1990). One of the hypotheses ascribes the
properties of a relaxing medium to the environment of a probe macromolecule
(Edwards and Grant in J. Phys. A: Math. Nucl. Gen. 6:1169-1185, 1973). This
idea was developed later into the theory, based on the non-Markovian stochas-
tic equation. An alternative hypothesis was an assumption about the tube
and reptation motion of macromolecules (Doi and Edwards in The Theory of
Polymer Dynamics (Oxford University Press, Oxford), 1986). Now, one can
see that both the first and the second hypothesis reflect the reality, and the
theory, which will be exposed here, can be considered as a reconciliation of the
alternative approaches. In this chapter, a unified model of macromolecular dy-
namics can be formulated as the Rouse model of a chain of coupled Brownian
particles in the presence of a random dynamic force. It came to a consistent
theory of the phenomena and constitutes a phenomenological frame within
which both the results of empirical investigations and the results of micro-
scopic, many-chains approaches can be considered. The mesoscopic approach
reveals the internal connection between phenomena and provides more details
than a strictly phenomenological approach.

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_3, (© Springer Science+Business Media B.V. 2010


http://dx.doi.org/10.1007/978-90-481-2231-8_3

38 3 Dynamics of a Macromolecule in an Entangled System

3.1 Admitted Approximations in the Many-Chain
Problem

To say nothing about the truly atomistic models, every flexible macromolecule
can be universally presented as consisting of z freely jointed rigid segments
(Kuhn segments, see Section 1.1) — this is considered as a microscopic ap-
proach. So, the system of entangled macromolecules can be imagined as con-
sisting of nz interacting segments, every z of them being connected in chain,
and the basis heuristic model, kinetics of which has to be investigated, is a
system of interacting rigid segments connected in chains. In other words, it
is a system of interacting Kuhn-Kramers chains. The system is dense, the
interactions are strong, and it seems to be a rather complex problem, which
has not solved yet,' so that one has to look for more coarse approximations
to describe dynamics of this system. One can use the coarse-grained Gaus-
sian model for every macromolecule (bead-and-spring model, see Section 1.2)
to describe the behaviour of the system. This is a heuristic model easier to
consider. To formulate an equation for the large-scale stochastic dynamics of
the entangled system as dynamics of interacting chains of Brownian parti-
cles, one can consider a system of interacting segments (atoms) and follow
Zwanzig-Mori method (Zwanzig 1961; Mori 1965), described, for example,
in monographs (Hansen and McDonald 1986; Boon and Yip 1980). There is
no available solution of the problem; nevertheless, one can easily imagine a
general form of the anticipated results.

3.1.1 Dynamics of Entangled Course-Grained Chains

When one is interested in slow modes of motion of the system, each macro-
molecule of the system can be schematically described in a coarse-grained way
as consisting of N + 1 linearly-coupled Brownian particles, and we shall be
able to look at the system as a suspension of n(N + 1) interacting Brownian
particles. An anticipated result for dynamic equation of the chains in equi-
librium situation can be presented as a system of stochastic non-Markovian
equations

d2pae > b oU
- B b3y _ ax
g == [ Buaal)i(0 = ) ds = 520 070,

a=1,2,...,a=0,1,2,...,N, (3.1)

where 7%¢ is a co-ordinate of a particle (where a is the label of the macro-
molecule to which the Brownian particle belongs, and « is the label of the
particle in the macromolecule), m is the mass of a Brownian particle associ-
ated with a section of the macromolecule of length M/(1+ N). The potential
U(r®) depicts interaction of a particle r** with particles of its own and

1 Curtiss and Bird (1981a and 1981b) have posed and considered such a problem.
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the other macromolecules. The integral term on the right is the friction force
(external and internal resistance), determined through the memory matrix
Baaps(s), by all the Brownian particles in the system. The properly derived
memory function must be expressed in terms of interaction between segments
and includes relaxation time which, generally speaking, cannot be neglected.

One can think that this situation, described by equations (3.1), can be
visualised as a picture of interacting (and connected in chains) Brownian par-
ticles suspended in anisotropic viscoelastic ‘segment liquid’. Introduction of
macroscopic concepts is unavoidable consequence of transition from micro-
scopic to mesoscopic approach, or better to say, from the microscopic model
of interacting Kuhn-Kramers chains to mesoscopic model of interacting chains
of Brownian particles.

Up to now no specific results for memory function and effective potential
in equations (3.1) are available,? so that, to simplify the system (3.1), one has
to make some suggestions, two of which are intensively exploited.

Course-Grained Interacting Chains in Non-Relaxing Medium

The situation looks simpler, if one assumes that relaxation times of the sur-
rounding can be neglected, and one obtains for the collective motion of the
entire set of macromolecules, considered as a set of Brownian particles, a
system of stochastic Markovian equations

d21”aa - ax a 6U ac
S = (= T Ayr™ — o+ (1),

a=1,2,...,a=0,1,2,...,N, (3.2)

In other words, it is assumed here that the particles are surrounded by a
isotropic viscous (not viscoelastic) liquid, and ¢ is a friction coefficient of the
particle in viscous liquid. The second term represents the elastic force due
to the nearest Brownian particles along the chain, and the third term is the
direct short-ranged interaction (excluded volume effects, see Section 1.5) be-
tween all the Brownian particles. The last term represents the random thermal
force defined through multiple interparticle interactions. The hydrodynamic
interaction and intramolecular friction forces (internal viscosity or kinetic stiff-
ness), which arise when the macromolecular coil is deformed (see Sections 2.2
and 2.4), are omitted here.

When this approximation is valid? The empirical estimation of the relax-
ation time of the medium shows that, for the systems of short macromolecules
(M < 2M,), the relaxation time of the medium indeed can be neglected, so
that the approximation is valid for these systems. For the systems of longer

2 The methods used by Karl Freed with associates (Chang and Freed 1993; Tang et al. 1995;
Guenza and Freed 1996; Kostov and Freed 1997) for calculation time-correlation functions
of single macromolecules can be apparently useful in a more complicated case of many
interacting macromolecules.
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macromolecules (M > 2M,), when the entanglements exist, there seems to be
no evidence that the relaxation times are equal to zero.

Course-Grained Non-Interacting Chains in Relaxing Medium

As an alternative to the approximation of non-relaxing medium (equations
(3.2)), one can suppose that the effect of the direct interactions between
Brownian particles is less than the effect of the effective relaxing medium.
It is supported by the fact, that the number density of the Brownian particles
in the coarse-grained approximation is much less than the number density
of segments, so that the Brownian particles make up a weakly interacting
system. If the effect of direct interactions of coarse-grained chains with each
other can be neglected at all, the system (3.1) appears to be a collection of
n independent equations, everyone of which describes effective dynamics of a
chain of fictional Brownian particles. It is an amazing possibility: the system
of entangled interacting macromolecules can be considered as a collection of
non-interacting chains of Brownian particles suspended in a liquid, which is
made up of interacting segments. The chains of Brownian particles appear to
behave independently, though the system is closely packed. This is something
of a paradox which, nevertheless, is confirmed in the following chapters.

Thus, one can choose from the two possibilities to simplify the system (3.1).
We are convinced, that the approximation of independent chains appears to
be a very good initial approximation. The situation appears to be similar to
a situation in dilute solutions discussed in the previous chapter. However, in
contrast to the case of dilute solutions, the correlation times of the surrounding
medium cannot be neglected for entangled systems. The initial phase of the
theory might be found to be rather formal but the justification for every the-
ory regarding physics eventually rests on the agreement between deductions
made from it and experiments, and on the simplicity and consistency of the
formalism. Comparison with experiment will be discussed in Chapters 5, 6, 9
and 10.

3.1.2 Dynamics of a Probe Macromolecule

The behaviour of a single macromolecule appears to be crucial in the dis-
cussion of properties of entangled polymers. It is not difficult to imagine the
result of eliminating all co-ordinates, apart of the course-grained co-ordinates
of the only chosen single chain in the system of entangled macromolecules,
as schematised in Fig. 5. Whatever the way one chooses, to start from dy-
namics of interacting rigid Kuhn segments or from dynamics of interacting
Brownian particles (equations (3.1) or (3.2)), an anticipated result in linear
approximation and for the equilibrium situation can be written as

d2,r,a o) » Y N

A /O Lo ()37 (t — 5)ds — 20T Ao 1 (£) + (1),

a=0,1,2,...,N, (3.3)

m
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Figure 5. Macromolecule in an entangled system.
Entangled macromolecules, connected with weak van der Waals forces, make up a very

concentrated polymer solution or a polymer melt. Mesoscopic approach considers the
coarse-grained dynamics of a single macromolecule. The surrounding macromolecules are
considered a reacting medium.

where the memory tensor function I'n(s) is connected with the correlation
function of the random force ¢ ()

(@% ()7 (1)) = 6T Ty (t — 1),

In terms of our previous discussion, the result for the memory function I'a(s)
has to retain traces from, generally speaking, two consequent steps: the tran-
sition from the microscopic picture of interacting segments to a picture of
a system of interacting coarse-grained chains (equation (3.1) or (3.2)) and
transition from one of these systems to the single-chain equation (3.3).

The results for the memory function I'y,(s) are available for the case,
when the system (3.2) is chosen as a starting point of derivation of a dy-
namic equation for a single chain in the system of entangled macromolecules
(Schweizer 1989a, 1989b; Vilgis and Genz 1994; Guenza 1999; Rostiashvili et
al. 1999; Fatkullin et al. 2000). It means that the segment carrier liquid is
assumed viscous. Schweizer (1989a, 1989b) employed the Mori-Zwanzig pro-
jector operator techniques to the problem. Another method of derivation of
the same equation was presented by Vilgis and Genz (1994) and Rostiashvili
et al. (1999). After having succeeded in eliminating all variables from the
set of stochastic equations, other than those that refer to the chosen macro-
molecule, and some approximations, the scholars came to equations (3.3) and
evaluated, which is the most essential, the memory function I’y (s) through
the intermolecular correlation functions and structural dynamic factor of the
system of interacting Brownian particles. Their results allow us to estimate
the contribution into the memory function from the second step of derivation
and allow us to judge about importance of this contribution — the analysis
that yet has to be done.
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3.2 The General Form of Dynamic Equation

The most advanced theories of relaxation phenomena in a system of entangled
macromolecules is based on the dynamics of a single macromolecule. Dynamics
of the tagged macromolecule is simplified by the assumption that the neigh-
bouring macromolecules can be described as a uniform structureless medium
and all important interactions can be reduced to intramolecular interactions.
The dynamic equation for a macromolecule can be written as a modification
of equation (2.1) for dynamics of macromolecule in viscous liquid

dzre
ST = (55— vigrd) 4 FE - GF — 2 pAayr] + 6,

a=0,1,2,...,N, (3.4)

where m is the mass of a Brownian particle associated with a piece of the
macromolecule of length M /(N + 1), r® are the co-ordinates of the Brown-
ian particles, the label a = 0,1,..., N being the label of the particle in the
macromolecule. The external resistance experienced by a moving particle are
divided into two terms, namely, the resistance due to the ‘monomer’ liquid,
represented by a coefficient ¢, and the reaction of the neighbouring chains F*.
The equation assumes one more dissipative term: internal resistance force G¢
which obeys the requirement

N
> Gy =o. (3.5)
a=0

Indeed, the intramacromolecular forces, both dissipative and elastic, do not
affect motion of the coil as a whole.

The fourth term on the right hand side of (3.4) represents the elastic forces
on each Brownian particle due to its neighbours along the chain; the forces en-
sure the integrity of the macromolecule. Note that this term in equation (3.4)
can be taken to be identical to the similar term in equation for dynamic of
a single macromolecule due to a remarkable phenomenon — screening of in-
tramolecular interactions, which was already discussed in Section 1.6.2. The
last term on the right hand side of (3.4) represents a stochastic thermal force.
The correlation function of the stochastic forces (¢ (t)¢] (¢')) is connected
with the dissipative forces (the fluctuation-dissipation theorem). The relation
will be discussed later, in Section 3.4 for the case, when the equation (3.4) is
linear in velocities, but can be non-linear in co-ordinates.

In virtue of the results, described in the previous section, it is natural to
present the extra dissipative terms in equation (3.4) in an integral forms. One
has to require the resistance forces to be independent of the rotation of the co-
ordinate system with constant angular velocity and, assuming also the proper
covariance and linearity in the velocities of particles, determines (Pokrovskii
and Volkov 1978a) the general form of the terms
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Fr=— ; B;g(s)(rz — z/kjr;’)t_sds (3.6)
G = — Gl (8) (7 — wijr) )i—sds (3.7)

where v* = v} is the mean velocity of the medium, while vy is the tensor
of velocity gradients in the point where particle « is located. The resulting
dynamic equation for a chain looks like a stochastic equation with memory
function terms — generalised Langevin equation.® The presence of the top
and bottom labels in the symbols of memory functions shows the influence
of the other particles of the chain and the anisotropy of the medium on the
motion of the considered particle. Strictly speaking, we should also write these
terms in the form of non-local (in co-ordinates) expressions, since the agitation
propagates directly through the chain to a distance (R?) — the distance that is
large in comparison to the size of the Brownian particle under consideration.
However, for the sake of simplicity, this will not be shown here, although the
consequences of a non-local effect will be investigated in Section 3.3.2.

One can assume that each Brownian particle of the chain is situated in a
similar environment, which is approximately correct for long chains, so that
we can rewrite the memory functions in (3.6) and (3.7) as

Bji'(s) = HyB(s), Gl (s) = Gyl ()

where ((s) and ¢(s) are universal scalar memory functions. This allows to
make the memory terms more tractable.

3.2.1 The Linear Approximation

In the simplest case, one can assume that there is neither global nor local
anisotropy, which means that

HY = HSy, G =G5y,

3 Some scholars are being stuck to Markov stochastic processes and determine the dynam-
ics of a probe macromolecule, in contrast to equation (3.4)—(3.7), as a dynamics of a chain
in a certain viscous medium — modified Rouse dynamics. These theories stem from works
of Ferry et al. (1955), Vinogradov et al. (1972b) and others who tried to modify the friction
coefficient of Brownian particles in such a way, to make it possible to interpret results of
investigation of viscoelasticity of linear polymer. An advanced example of such theories
is the constraint-release theory, due to Graessley (1982) and many others (see review by
Watanabe 1999), which suggests a detailed mechanism of a large-scale lateral motion of a
macromolecule in an entangled system due to process of release of some constraints of the
probe chain and jumps of some parts of the chain in lateral direction. To the best of our
experience, Markov processes, that is the Rouse dynamics (even with modified friction coef-
ficients), cannot adequately describe the basic stochastic motion of a macromolecule among
the neighbouring macromolecules and we are going to show that non-Markov stochastic
processes are adequate for this aim.
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The non-diagonal terms of the matrixes H*Y and G*? are connected with
mutual influence of the particles of the chain. One can admit that, in accor-
dance with the works by Edwards and Freed (1974) and Freed and Edwards
(1974, 1975), the hydrodynamic interaction in the system between the parti-
cles of the chain becomes negligible, and one can introduce a diagonal matrix
of external resistance, but, in virtue of relation (3.5), one cannot introduce
non-zero diagonal matrix of internal resistance, so that the simplest forms of
the matrixes are

H" = day0ik, G =Gy, (3.8)
The symmetrical numerical matrix G*” represents the influence of motion of
the particle v on the motion of the particle . The only general requirement
one ought to put on matrix G*” in the last relation is the following: in nor-
mal co-ordinates it has a zero eigenvalue. The simplest forms, satisfying the
requirement (3.5), can be written as

e} [e3% 1
H uf = uf, Gijluj = N (N 4+ 1u Zu (3.9)

so that the components of the numerical matrix G*7 are defined as

1 -1/N ... —-1)N
~1)N 1 ... -1/N
G=1| ... ... ... .. (3.10)
~1/N —1/N ... 1
Thus, equation (3.4) in the simplest case can be specified in the form
d2rg
m dt; = —((r — vyyr j / B(s —Vijr;-")t,sds

- G‘”/ @(s) (7] — wijr])i—sds — 2uT Agqr] + ¢ (t). (3.11)
0

The equation (3.11) is the equation for the dynamics of a single macromolecule
in the case of linear dependence on the co-ordinates and velocities.* Let us
note that, if memory functions S(s) and ¢(s) turn into d-functions, equa-
tion (3.11) becomes identical to the equation of motion of the macromolecule
in a viscous liquid, which was used in Chapter 2 to describe the dynamics of
a macromolecule in this case.

4 Particular cases of dynamic equation (3.11) were investigated by Ronca (1983) and by
Hess (1986, 1988) who apparently did not know about previously published results. They
made unsuccessful attempts to describe dynamics of macromolecule in an entangled system
without the second dissipative term which is connected with the internal resistance forces.
One can see in subsequent chapters that the properties of polymer melts cannot be un-
derstood correctly without this term. The importance of the internal resistance term was
recognised by Pokrovskii and Volkov (1978b) after the first attempt to tackle the problem
(Pokrovskii and Volkov 1978a).
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3.2.2 A Non-Linear Approximation — Local Anisotropy

The simple relations (3.8)—(3.11) are valid for linear approximation when
there is neither global nor local anisotropy, that is the particles have spheri-
cal forms and the medium is isotropic. The set of equations (3.11) describes
basic stochastic motion of the Brownian particles of the chain and allows
us to introduce essential restrictions on the motion of particles by forces of
external and internal resistance. In linear approximation, the equations deter-
mine the generalised Cerf-Rouse modes. However, there are some important
effects, which cannot be described without some non-linear terms in equa-
tion of dynamics of a macromolecule. The non-linearity is connected with
the easier motion of the chain along its contour — the reptation motion of
the macromolecule, introduced by Gennes (1971) for explanation mobility of
macromolecules among other chains — the effect, which is also very important
for explanation some effects of viscoelasticity in strongly entangled system. It
is assumed that a macromolecule moves among other macromolecules like a
snake and create an effective tube, inside which the particles of the chain are
moving with increased mobility. This effect can be described by introduction
of local anisotropy of mobility of a particles of the chain.

For the case, when the local anisotropy is taken into account, the rela-
tions (3.9) ought to be generalised as

1] J ?

1 1
G?j’yu; = N {(N + 1) [uf‘ — §ai (6?6? — 55¢j> ’U,;l:|

3
oy Y o o o . «
H:. u.——u<—§ae ejef — =0ij | uf,

v=0
a+1 a—1
r: — 7.
a _ i 4 — —
ei_|ra+1—ra—1\’a 1,2,...,N —1,
0,0 _ NN_léw

where a, and a; are parameters of local anisotropy introduced in such a way,
that positive values of the parameters correspond to increase in mobility along
the contour of the chain. To describe the effect of local anisotropy, to every
internal particle of the chain is ascribed the direction vector e®, while the
end particles of the chain having no direction, so that there are N —1 vectors
for a chain. However, it is convenient further formally to ascribe the vectors
e’ and eV for the end particles and to define products of components of the
vectors as above. For the linear case, when on average ef'ef = (1/3)d;;, one
returns from equations (3.12) to relations (3.9). The matrixes /" and G/,
as defined by equations (3.12), have the forms



46 3 Dynamics of a Macromolecule in an Entangled System

3 1
Hiajfy = 5047 |:6” — 5 Qe (836;7 — §6zj>:| 5

o o 3 1
Gijw = G v |:(5” — §ai (626;— — 55”)] .

In the simplest case the matrix G has the form (3.10), but can be modified.

Introduction of the local anisotropy of mobility allows us to specify the
matrixes of the extra forces of external and internal resistance and to formulate
dynamic equations, which will be discussed in Section 3.4. One can expect
that, as a result of the introduction of the local anisotropy, mobility of a
particle along the axis of a macromolecule appears to be bigger than mobility
in the perpendicular direction, so that the entire macromolecule can move
more easily along its contour. The local anisotropy hinders also change of the
form of the macromolecular coil, and, by this way, plays a role similar to the
role of the term with internal resistance in linear version of the model.

(3.13)

3.3 Molecular Interpretation of the Dissipative Terms

In the case, when one applies the coarse-grained approximation for the de-
scription of chains, each particle of the chain can be considered as moving in
a liquid, which represents a dense system made of the interacting rigid Kuhn
segments. The memory functions 8(s) and ¢(s) in equations (3.11) cannot be
determined from general considerations: they could be found theoretically as
correlation functions of the random force in microscopic dynamics of inter-
acting Kuhn-Kramers chains, or, otherwise, the memory functions ought to
chosen in such a way, that the final results would describe empirical facts. At
the moment, we have no choice as to look for empirical memory functions.

3.3.1 Concept of Microviscoelasticity
Underlying Relaxation Process

The effective dense medium, in which a particle of the chain is moving, con-
sists of the interacting rigid Kuhn segments and has properties of relaxing
liquid; thus, the concept of microviscoelasticity, instead of the concept of mi-
croviscosity in the case of dilute solutions, can be introduced. The times of
relaxation of the surrounding medium are times of relaxation of the mean
orientation of segments (e;ex), whereas one can accept, that the rotation of
a separate segment in a dense system of long linear macromolecules is deter-
mined strongly by its environment, being weakly dependent on its position in
the chain. We assume that a fundamental process has a single relaxation time
T, so that the relaxation of orientation is described by equation

d(eier) _ _% (<€i@k> _ 1(52‘1@) . (3.14)

dt 3
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The medium surrounding of the given segment consists from both the seg-
ments of neighbouring macromolecules and the segments of the tagged macro-
molecule, so that the relaxation time 7 depends on the lengths both of probe
macromolecule M and macromolecules of environment Mj,. The relaxation
time 7 has to be considered as a relaxation time of the mechanical (viscoelas-
tic) reaction of the ambient medium.

So, one can write down the specification for the memory functions in equa-
tions (3.11) as

B(s) = £B exp (—f) , p(s) = £E exp (—f) . (3.15)
T T T T

In this formulae, ( is a friction coefficient of a particle in a “monomer” liquid,

while non-dimensional phenomenological quantities B and F are measures of

the increase in the ‘external’ and ‘internal’ friction coefficients due to the

neighbouring macromolecules.

Self-Consistency of the Approach

In line with the relaxation time 7 of the ambient medium, it is convenient to
use the non-dimensional quantity

T

S 3.16
2B+’ ( )

X =
where 7* is the characteristic Rouse relaxation time of the macromolecule in
viscous 'monomer’ liquid, which is a combination of some parameters of the
dynamic equations (3.11)

*

(N? 5
= ~J M .
4dr2uT

The quantity x is a characteristic of a macromolecule with molecular
weight M in the surrounding, consisting of linear polymer with molecular
weight M. We shall distinguish the macromolecules, even the system is a
polymer melt, M = Mj. It is especially essential, if one consider a system
with a small additive of a similar polymer — a dilute blend.

In the case of the bulk polymer, the requirement of self-consistency of
the theory states that the relaxation time 7 can be interpreted as a char-
acteristic of the whole system. Properties of the system will be calculated
in Sections 6.3.2 and 6.4.3, which allows one to estimate relaxation time 7
and quantity x. It will be demonstrated that, for weakly entangled systems
(2M, < M < 10M,), the quantity x has the self-consistent value
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For strongly entangled systems (M > 10M,), the requirement of self-consist-
ency is fulfilled identically, while the quantity x is connected with the in-
termediate length £ (see Section 5.1.2, formula (5.8)), or (as we shall see in
Section 6.4.4, formula (6.55)) with the length of the macromolecule between
adjacent entanglement M., that is

- [ /RY,
M, /M.

X = 9B~

In the last case, the parameter has the meaning of the ratio of “a length of
macromolecule between adjacent entanglements” to the length of the macro-
molecule (see Section 5.1.2). The parameters 7, x, &, and M, appear to be
equivalent for the strongly entangled systems. One of these parameters is
used to describe polymer dynamics in either interpretation.

The parameter x is always small for entangled systems. Due to the above
written results, the self-consistent values of the quantity can be approximated,
for M/M, > 2, as

w2 1 M
X5 vz YT (3:.17)
It will be convenient to measure the length of macromolecules in units of
M., M, being the length of a part of a macromolecule between ‘adjacent
entanglements’.

3.3.2 External Friction

If we consider very slow motion of a macromolecular coil with constant veloc-
ity, the force of internal resistance can be neglected and the resistance-drag
coefficient for the external force can be written down as

(B = /000 B(s)ds, (3.18)

where the non-dimensional quantity B is a measure of the increase in the fric-
tion coeflicient, due to the fact that the particle is moving among neighbouring
macromolecules, perturbing them. There is a slight difference in resistance,
when the particle moves along the chain or in a perpendicular direction, but,
in this subsection, the anisotropy of resistance will be neglected for simplicity.

Overlapping-Coils Friction

Let us imagine, following Pokrovskii and Pyshnograi (1988), the shear motion
of the system as a motion of overlapping macromolecular coils, each of which is
characterised by the function (1.24) of the mean number density of Brownian
particles
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p(r) = (%)3/2 N exp (-%J (3.19)

where r is the distance from the mass centre of the macromolecule.

The motion of a Brownian particle of the chosen macromolecule agitates
a volume with size of (5’2>é/ 2 through its adjacent chain particles. This vol-
ume is the bigger the longer the macromolecules are. Note once more that
the agitation comes through the chain, not through viscous friction. In this
situation, for a particle with radius a < <S2>(1)/ ?, the average environment has
to be considered as a non-local liquid for which the following stress tensor can
be written

oij = —poij + 2/7](7' — )y (r')dr'.

If the influence function 7(r) is known, the resistance-drag coefficient of a
Brownian particle can be calculated (see Appendix E) as

(B = 67ra/77('r)dr. (3.20)

To find the influence function 7)(s), we shall consider shear deformation of
the system at velocity gradient ;;, while two macromolecular coils, separated
by a distance d;, move beside each other at velocity v;;d;. We add to the sum
the contributions of every coil, apart from the chosen one, and find the density
distribution of the energy dissipation for the chosen coil. The proportionality
coefficient depends only on the concentration of the Brownian particles, if an
assumption is made that local dissipation is determined by relative velocities
of macromolecular coils,

n(r)Yigvij ~ Z p(r)p(r — d*)d iy yjk- (3.21)

When the linear in velocity gradients approach is considered, the equilib-
rium density distribution function (3.19) can be used. We turn the sum into
the integral and, after calculating, obtain

/2
.. .. 2 —3 3
77(7“)%3%3 nN (27T<SQ>O

3r2
X [((8%)0 = r*)0 +rire] X exp | =57 | varvie- (3.22)
2(5%)
Now the friction coefficient of the Brownian particle is calculated according
to (3.20)
(B ~nN?2.

It means that
B ~ M2 (3.23)
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The approximation of overlapping coils is very rough, the real value of the in-
dex in the dependence of the coefficient B on the length of the macromolecules
apparently ought to be bigger than the estimated one, because one has to take
into account extra motions of the macromolecule among the other chains in
order to disentangle itself from its neighbours, as it was speculated by Bueche
(1956).

Constraint-Release Estimate

The constraint-release theory, due to Graessley (1982), Klein (1986) and many
others (see review by Watanabe 1999), studied the detailed mechanism of a
large-scale lateral motion of a macromolecule in an entangled system, due to
process of release of some constraints of the probe chain and jumps of some
parts of the chain in lateral direction. The result of this consideration (specif-
ically, the relaxation times of the macromolecule) is equivalent to the formal
assumption that a particle of the chain is moving through the environment
as a particle in viscous medium. The friction coefficient of the particle can be
presented as a product of the friction coefficient in ‘monomer’ liquid, multi-
plied by some measure of enhancement of the friction coefficient due to the
neighbouring chains. This measure of enhancement corresponds to the above
parameter B, so that, referring to the results of the calculations, one can
say that the constraint-release mechanism determines the dependence of the
coefficient B on the lengths of the neighbouring chains as

B~ M?3. (3.24)

Approximation of the Dependence

So, according to the alternative estimations (3.23) and (3.24), the coefficient
of friction of a Brownian particle increases with increase in length of macro-
molecules. One has to distinguish the probe macromolecule (with molecular
weight or length M) and the neighbouring macromolecules (with the length
M), even if all of them are equal. The derived estimates of the parameter B
show that the parameter depends only on the length of neighbouring macro-
molecules, so that the derived dependence of the enhancement coefficient on
molecular weights of the macromolecules can be written as
M M

B~ 732°, Zo=3p Z=1r

The length of macromolecules is measured in units of M,, M, being the length
of a part of a macromolecule between ‘adjacent entanglements’). For the index
d, the above estimations give the values between 2 and 3.

It is convenient to have an approximate expression for the dependence of
the parameter B on molecular length, and, accepting B = 1 at Zy = 2, one
can write the universal function
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B~ (%)6 (3.25)

The formula contains only one index §, which has been estimated theoreti-
cally (0 = 2 or 3) and empirically. In the last case, note, that in virtue of
equation (6.52), the parameter B can be derived directly from measurements
of coefficient of viscosity n

__Om

T’
where 7* is the characteristic Rouse relaxation time of the macromolecule
in viscous ‘monomer’ liquid (see Section 3.3.1). According to experiment, co-
efficient of viscosity is proportional to M?>%, so that the reliable empirical
estimation of index ¢, is § = 2.4. This value corresponds to the above theo-
retical estimation of index.

3.3.3 Intramolecular Friction

If deformation of the system is fast enough (that is, before relaxation of chains
can occurs), one expects that macromolecules deform affinely, i.e., for every
particle 7" = v;;r, where v;; is the velocity gradient, and rj' is the position
in space of a particle « of a chain. Under given deformation, the external
force (3.6) is equal to zero, while the intramolecular resistance force (3.7) is
proportional to 7" — w;;75, where wj; is the vorticity, or v;;75, where ;; is the
symmetric part of the velocity gradient, so that this force is a force of the in-
tramolecular resistance due to the change in shape of the macromolecular coil
(kinetic stiffness). As far as we consider the coarse-grained approximation, all
the neighbouring chains, or, one can say, the particles of coarse-grained chains
follow the deformation affinely, and there is no apparent cause for this force.
To explain the emerging of the force, we have to refer to more detailed model
of macromolecule — to the chain of freely-jointed rigid segments. Apparently,
small parts of macromolecules cannot follow the deformation affinely, seg-
ments can only rotate, and an extra force is needed to change the direction of
a segment in the case, when the segments of the other chains present around.
That is why we can say that the internal resistance force for a macromolecule
in a polymer melt has to be attributed to the interaction with neighbouring
chains, though in the coarse-grained approximation we forget about segments,
and this force is characterised by only phenomenological coefficient of internal
resistance, which, in the simplest case, can be denoted as

CE = /0 ~ o(s)ds. (3.26)

This quantity has value of zero for non-entangled systems and increase with
increase in the length of macromolecules. As for external force, there is a
slight difference in resistance, when the particle moves along the chain or in
a perpendicular direction, but, in this subsection, this effect is neglected for
simplicity.



52 3 Dynamics of a Macromolecule in an Entangled System
Approximation of Internal Resistance Matrix

The force of intramolecular resistance appears, when relative motion of the
particles exists, so that one can write a general expression (which is identical
to expression (2.21) for a chain in a dilute solution)

ay e T\, XY Y
G = E C’M(uj —uj)ej e;”,
Rl

where €77 = (r$ —r])/|r® —r7|. Matrix C, is symmetrical, the components
of the matrix are non-negative and may depend on the distance between the
particles. The diagonal components of the matrix are equal to zero. One can
also reasonably assume that components of the matrix are equal to zero, if
the difference between indexes |« — 7| is less than a certain value.

One can rewrite the matrix of internal resistance in the following form

Gl = day Z Cage?ﬁe;?‘ﬁ — Coqe; el (3.27)
BF#o

This expression defines the general form of a matrix of internal friction, which
allows the force to remain unchanged on the rotation of the macromolecular
coil as a whole. The written matrix is symmetrical with respect to the up-
per and lower indices and, in contrast to matrix Cg, has non-zero diagonal
components, which are depicted by the first term in (3.27). In equilibrium sit-
uations, after averaging over the orientation, matrix (3.27) can be presented
as

1
G =G5, GOP = 3 | 9en > Cop—Can
BFo

Since the components of matrix C,g are non-negative, the diagonal compo-
nents of matrix G*? exceed the non-diagonal ones and can be considered to
be approximately diagonal with respect to the indices o and (. The effect
is very strong for long macromolecules and reduces to zero at M =~ 2M,.
As an initial approximation, to express the idea of severe confinement, one
can assume that the intramolecular resistance force is determined equally by
all the particles of the chain, so that the matrix is reduced to the already
written matrix (3.10). It is easy to find, that in normal co-ordinates (1.13),
matrix (3.10) has a diagonal form with the eigenvalues

0, a=0, ( )
Yo = 3.28
1, a#0.

One can directly check that, if matrix (3.10) is modified, for example, zeros
are placed on a few diagonals next to the main diagonal in the matrix, the
transformed matrix retains approximately its diagonal form, while eigenval-
ues are close to unity and decrease slightly when the index of an eigenvalue
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increases. So, the effect of diagonals with zeros can be neglected indeed and
the above matrix does approximate the situation for large-scale motions of
the chain at N — oo

Approximation of the Measure of Internal Resistance

For the systems of long macromolecules (strongly entangled systems), the
requirements of universality and self-consistency allow us to write practically
identical asymptotic relations (5.17) and (6.53) between the parameter ¥,
introduced in Section 3.3.1, and the ratio E/B, which allows us to write for
this case

E ~ MJM.

For the weakly entangled systems, one can expect, that the ratio F/B, that is
the parameter of ‘internal’ viscosity is small. It can be demonstrated in Sec-
tion 4.2.3, that transition point from weakly to strongly entangled systems
occurs at F ~ B. To describe these facts, one can use any convenient approx-
imate function for the measure of internal resistance, for example, the simple

formula ( 2
12(Z — 2 My, M

F~ B(Zy) ——— Zo = 7z = .

(Z0) =7 3763+ o

(3.29)

3.3.4 Fundamental Dynamical Parameters

To describe the behaviour of a macromolecule in an entangled system, we
have introduced the ratio of the relaxation times y and two parameters B
and F connected with the external and the internal resistance, respectively.
These parameters play a fundamental role in the description of the dynamical
behaviour of polymer systems, so that it is worthwhile to discuss them once
more and to consider their dependencies on the concentration of polymer in
the system.

Equations (3.17), (3.25) and (3.29) define the dependence of the parame-
ters on the length of a macromolecule due to empirical evidence. The above-
written relations are applicable to all linear polymers, whatever their chemical
structure is. One can also define these quantities as functions of concentration.
Indeed, one can see that the parameters y, B and E can be written as func-
tions of a single argument. Actually, since the above kinetic restrictions on the
motion of a macromolecule are related to the geometry of the system, the only
parameters in this case are the number of macromolecules per unit volume
n and the mean square end-to-end distance (R?), while (see formulae (1.4)
and (1.33))

ne~ o (R?) ~ O (T)M.

We shall not pay attention to the optional slight dependence of the last quan-
tity on the concentration (see Section 1.6). The non-dimensional quantities
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X, B and E can therefore be regarded as universal and independent of the
chemical structure of the polymer functions of the non-dimensional parameter

n(R2>3/2 - CC;%({QMl/Q.

Now the dependencies of the phenomenological parameters x, B and E on
the concentration of polymer ¢ can also be given. From the above relations,
it follows, for example, that for the strongly entangled systems

X~ c20B3MY, B~ 203 Mg, E ~ U030+ prang (3.30)

In these formulae, however, the coefficients of proportionality must be esti-
mated empirically.

Note that the above estimates of the coefficients B and E are valid for
linear macromolecule. The principles of the theory can be applied to macro-
molecules of a different architecture: to macromolecule as a ring, a brush, a
star, or something else. One can expect that the enhancement coefficient for
the friction coefficient of a Brownian particle can be also introduced, but for
macromolecule of complex architecture, index ¢ in (3.25) can be specific in
each case. Moreover, dependence on the molecular weights cannot be a power
function at all. Of course, the choice of memory functions is eventually justi-
fied by empirical facts discussed in later chapters, so we consider the memory
functions (3.15) to be empirical, but to give a rather good description for the
case ¢2M — oo for linear macromolecules. In other situations, the memory
functions (3.15) ought to be chosen in different ways.

3.4 Markovian Form of Dynamic Equation

Now one can return to dynamic equation (3.4) of a macromolecule in very
concentrated solutions and melts of polymers, which can be rewritten in the
form

dri _ e
ddja ‘ (3.31)
m-g b == (U = vigr§) + F o+ GE = 20T Aoy + 67 (1).

Due to the preceding analysis, the extra forces of external and internal resis-
tance F* and G can be specified as

F.a:_BC/ exp (=2 ) HE (0] = vir] s, (3.32)
Ga:,ES/ exp (—=2) G5 (] — wjr])oods. (3.33)
7 Jo 7_ i 7 gt

In these formulae, ( is a friction coefficient of a particle in a “monomer” liquid,
B and E are phenomenological parameters discussed in the previous sections,
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while matrixes H;; and Gy are numerical matrixes defined by relations (3.8)
and (3.10) in linear approximation and by relation (3.13) in approximation of
local anisotropy.

Expressions (3.32) and (3.33) are solutions of equations which are written
below in the simplest covariant form (see Section 8.4 and Appendix D)

dFia PR nle] o ay (Y o,

g wa k™ | + F = —(BH;; (uj vir]), (3.34)
A o _ (Y Y

Ll waGY | + Gj CEG (uf —wur)). (3.35)

The properties of the stochastic forces in the system of equations (3.31)—
(3.35) are determined by the corresponding correlation functions which, usu-
ally (Chandrasekhar 1943), are found from the requirement that, at equi-
librium, the set of equations must lead to well-known results. This condition
leads to connection of the coefficients of friction with random-force correlation
functions — the dissipation-fluctuation theorem. In the case under considera-
tion, when matrixes H;;” and Gy’ depend on the co-ordinates but not on the
velocities of particles, the correlation functions of the stochastic forces in the
system of equations (3.31) can be easily determined, according to the general
rule (Diinweg 2003), as

(65 (6L) = TC | 2o bt — 1) + ~(BHE + EG) exp (_t — )} |
(3.36)

The random process in equation (3.31) can be conveniently represented as
the sum of two independent processes

(1) = 9 (8) + 7 (1),

so that, introducing the variable ¢ = F* + G + qg‘f“ (t), the system of equa-
tions (3.31), (3.34) and (3.35) can be written as

dr_ia — ua
e — "’
d’UJ? a « o Y T
Mo = —C(uf —viyrs) + O — 2uT A + @7 (1), (3.37)
doe . . o o
T =@ — (BH (u] — vyr]) — CEG (u] — wir]!) + of'(t).

The first two of the above equations represent Langevin equation for the Rouse
chain in presence of extra random force &;*. One can note that dynamics
of a polymer chain in random fields was studied extensively (Baumgarter
and Muthukumar 1996; Ebert et al. 1996), as a possible mode of motion of
a macromolecule in entangled system. Note also that the two top equation
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from (3.37) (at m = 0) are identical to the Langevin equation, which was
formulated (Migliorini et al. 2003) for investigating the behaviour of polymer
chain in a random static field. The equation was investigated numerically by
Milchev et al. (2004). However, in contrast to the cited works, the force @
in equations (3.37) for chain in entangled system is not static and can be
specially defined according to the third equation.

The random process in the last stochastic equation from set (3.37) is re-
lated to the above introduced random process by equation

. d - _
ol =41 <a¢7 - wu¢7> , (3.39)

which can be looked upon as the equation for the random force g?);y for the
given random quantity of'. Then, if the relation

(o] (W)o}(t')) = 20(BH}' + EG]}") o(t — 1) (3.39)
is satisfied, the random force correlator satisfies the following relation
- T¢ t—t
@Oae) = @y ey e (1), (3.40)

This relation, in line with relation
(B OF (V) = 2TC8,,6,0(t — ¥, (3.41)

return us to the random-force correlation function (3.36).

The set of stochastic equations given by (3.37) is equivalent (in the linear
case) to equations (3.11) with the memory functions defined in Section 3.3,
but, in contrast to equations (3.11), set (3.37) is written as a set of Markov
stochastic equations. This enables us to determine the variables that describe
the collective motion of the set of macromolecules. In this particular approx-
imation, the interaction between neighbouring macromolecules ensures that
the phase variables of the elementary motion are co-ordinates, velocities, and
some other vector variables — the extra forces. This set of phase variables de-
scribes the dynamics of the entire set of entangled macromolecules. Note that
the Markovian representation of the equation of macromolecular dynamics
cannot be made for any arbitrary case, but only for some simple approxi-
mations of the memory functions. We are considering the case with a single
relaxation time, but generalisation for a case with a few relaxation times is
possible.

3.5 Reptation-Tube Model

The system of dynamic equations (3.37) for a chain of Brownian particles with
local anisotropy of mobility appears to be rather complicated for direct anal-
ysis, and one ought to use numerical methods, described in the next Section,



3.5 Reptation-Tube Model 57

to be convinced that equations (3.37) really describe the observed effects. Not
to explore non-linear equations, one can exaggerate anisotropy of mobility,
assuming that unbounded lateral motion of particles is completely suppressed
due to the presence of many neighbouring coils. By this way, one comes to
a very elegant linear model of reptating macromolecule proposed by Doi and
Edwards (1978) (see also Doi and Edwards 1986).

Following Doi and Edwards (1978), we shall consider a bead-spring model
consisting of Z = M /M, subchains and assume that the distance between
adjacent particles along the chain is constant and equal to a certain interme-
diate length £, which is considered to be the radius of ‘a tube’, so that the
number of particles is not arbitrary, but satisfies the condition

Z&% = (R?). (3.42)

The states of the macromolecule will be considered in points of time in a
time interval At, so that the stochastic motion of Brownian particles of the
chain can be described by the equation for the particle co-ordinates

rO(t + At) = 1+T¢(t)r1(t) + I_TM[?‘%) +v(t)],
r(t+ At) = 1+T¢(t)r”+1(t) + 1_T¢(t)r”_1(t)7 v=12,...,Z —1,(3.43)
w4 an) = D ) o) L2200

where ¢(t) is a random quantity, which takes the values +1 or —1, and v(t)
is a vector of constant length £ and random direction, so that

(@(t)d(u)) = 0ru,  (B(1)) =0,
(w(t)v(u)) = 0u?  (v(t)) =0.

The set of equations (3.43) describes the stochastic motion of a chain along
its contour. The “head” and the “tail” particles of the chain can choose ran-
dom directions. Any other particle follows the neighbouring particles in front
or behind. The smaller the time interval At is the quicker moves the chain.
Clearly, the time interval cannot be an arbitrary quantity and is specified by
the requirement that the squared displacement of the entire chain by diffusion
for the interval At is equal to £2, so that

(3.44)

27
2 _ _
€ = 2Dt = 2o A (3.45)

where Dy = T/(¢Z) is the diffusion coefficient of the macromolecule in a
monomeric viscous liquid (see Section 5.1.1 for explanation). Note that we
follow the original Doi-Edwards model in which diffusion of the chain is con-
sidered to be one-dimensional.
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The model described by equations (3.42)—(3.45) is valid for equilibrium
situations. For chain in a flow, one ought to define displacements of the par-
ticles under flow and to consider the average values (3.44) to depend on the
velocity gradient (Doi and Edwards 1986). McLeish and Milner (1999) consid-
ered mechanism of reptation motion of branched macromolecules of different
architecture.

It is convenient to rewrite equations (3.43) in more compact form, taking
also definition of At into account,

ro(t+ AAti -t _ —<§2TZ$ Aoy (H)+0%(), a=0,1,2,....2, (3.46)
where the stochastic force is defined as
() — O (t) + (1), a=0,
o () = %(ﬁ(t) x d poti(p) —pami(p), a=1,2...,N—1, (347)

rZ7 ) —rZ(t) +o(t), a=Z.

To obtain relation (3.46), one has to take into account that motion of the
particles of the chain ought to be considered to be coherent. Now, it is not
difficult to pass from equation (3.46) to the normal-mode equation
(e 2 2

dd% = f%paJeroﬁ(t), a=0,1,2,...,.< Z. (3.48)
These equations describe the reptation normal relaxation modes, which can
be compared with the Rouse modes of the chain in a viscous liquid, described
by equation (2.29). In contrast to equation (2.29) the stochastic forces (3.47)
depend on the co-ordinates of particles, equation (3.48) describes anisotropic
motion of beads along the contour of a macromolecule.

It is instructive to compare the system of equations (3.46) and (3.47)
with the system (3.37). One can see that both the radius of the tube and
the positions of the particles in the Doi-Edwards model are, in fact, mean
quantities from the point of view of a model of underlying stochastic motion
described by equations (3.37). The intermediate length & emerges at analysis of
system (3.37) and can be expressed through the other parameters of the theory
(see details in Chapter 5). The mean value of position of the particles can be
also calculated to get a complete justification of the above model. The direct
introduction of the mean quantities to describe dynamics of macromolecule
led to an oversimplified, mechanistic model, which, nevertheless, allows one to
make correct estimates of conformational relaxation times and coefficient of
diffusion of a macromolecule in strongly entangled systems (see Sections 4.2.2
and 5.1.2). However, attempts to use this model to formulate the theory of
viscoelasticity of entangled systems encounted some difficulties (for details,
see Section 6.4, especially the footnote on p. 133) and were unsuccessful.
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There were different generalisations of the reptation-tube model, aimed
to soften the borders of the tube and to take into account the underlying
stochastic dynamics. It seems that the correct expansion of the Doi-Edwards
model, including the underlying stochastic motion and specific movement of
the chain along its contour — the reptation mobility as a particular mode of
motion, is presented by equations (3.37), (3.39) and (3.41). In any case, the
introduction of local anisotropy of mobility of a particle of chain, as described
by these equations, allows one to get the same effects on the relaxation times
and mobility of macromolecule, which are determined by the Doi-Edwards
model.

3.6 Method of Numerical Simulation

One can consider equations (3.37), (3.39) and (3.41) to be a basic system of
equations for description of dynamics of entangled systems. The system can
be investigated analytically in linear approximation as will be demonstrated
in the ensuing chapters. However, to study these non-linear equations in com-
plete form, one has to use numerical methods of simulation of the stochastic
processes for the particle coordinates.

3.6.1 Non-Dimensional Form of Dynamic Equation

It is convenient to use the time scale 7%, which is called the Rouse character-
istic relaxation time and is a combination of parameters of the theory
. _CN(R?) _ (N?
6m2T 42T

~ M?, (3.49)

and the length scale R = \/(R?), where (R2) is the end-to-end distance, to
define non-dimensional variables as

a_14d
dt 7 ds
r¥ = RRY,
o R
U; = z’
*
F;’+G§"+<Z>?()—i—*¢ﬁ

so that the system of equations of dynamics of macromolecule can be written
in the form
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dry
O U
m dUza a fe N2 ro
o ds —Ui" + & — ﬁAang + fi*(s)s
wBE g~ BHUT - BGU} + ffa(s), =gz
Fo(o) = Jpot (rhs), o) =xBg 43100
*\ 2 B
BN = (T3) @950 = o b0l =), (350
@7(3)@#(3’» = 3N2 (BH}' + EG}}") d(s — &'). (3.51)

The inertial effects can be neglected (m = 0), so that the above system of
equations can be written as

dR¢
1 — UOZ
ds K
dog 1 _
—t =~ _(—¢p* - BHMUY — EGMUY o )
ds _ 2xB ( i 0 Uj —EG U+ ()
o . 1NZ "
Uy = & — 3 —5 Aar R] + [5(5). (3.52)

Relations (3.50) and (3.51) are being satisfied, if the random processes are
given as

1/2
ﬂ) 5 (5). (3.53)

(
i (s) = (3%3>1/2{(A66” + Ceelel) 1 (s )+%\/§

(14 N)(Aidi; + Cieje]) gi) (s Z A5ij+Ci€?€?)§i?(3)]}a
a=0

Ao =1+ac/2, Co=—Ac+V1—a.,
=V +a)/2, Ci=-A+V1—a, (3.54)

where g/ (s), gej(s) and g (s) are independent Gaussian random processes
with dispersion equal to unity.

Dynamics of a single macromolecule in an entangled system is defined by
the system of non-linear equations (3.52)—(3.54), containing some phenomeno-
logical parameters, which will be identified later.

X
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3.6.2 Algorithm of Calculation

We use the simplest method (Eyler method, with the step of integration h)
to write the algorithm for numerical solution of equations (3.52)

R{(s+ h) = R} (s) + hU;,
@ h 1 ey ayrry ayrry Fo
&5 (s )+ o ( Bdsi Hij U 1/1G U +Af; (s) 7(3.55)

D (s+ h)

o o N ro

? J

The random forces are defined here as
_ 1 [sth _
[e3 _ « CE _ CE
s = [T rwan ago= [

Calculating the dispersions of the random processes A f]?‘(s) and Af®(s), one
has to take into account that relations (3.50) and (3.51) for the random forces
are written for the continuous time, so that in the discrete approach one has

(AJ7 () AFE) = 55 Byudigdls — ), (3.56)
(AfI(s) AfH(S)) = 3 é\; 5 H + 4G b(s = ). (3.57)

It is easy to see that, the expressions for the random forces have to be similar
to relations (3.53) and (3.54), that is

AF(s) = <3;Zh)1/2 7(s) (3.59)

1/2
Afrs) = (N (Aeds; + CoeleT) G (s)
i 3m2hB e0ij e€; €y ge]

+i EX
NV B

N
— ) (Aibij + Cief'ed) Gi§ (s)

a=0

(14 N)(Aidij + Cieje]) Gij (s)

}. (3.59)

To solve the system of equations (3.55), initial values of co-ordinates and
an extra random force have to be chosen. We accept that

1
R%(0) =0, R?(O):R?_1(0)+\/—Ng?, a=1,2,...,N, (3.60)

where g is a Gaussian random process with dispersion equal to unity. Initial
values of the extra random force can be chosen as
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¢(0)=0, «=0,1,2,...,N, i=1,2,3. (3.61)
As a result of calculation, one has the positions of the particles
R(s), a=1,2,...,N,i=1,2,3, s=0,h,2h,3h,...,

which allows one to calculate mean values of different quantities. It is conve-
nient also to use the normal co-ordinates defined by equation (1.13).

Note that steady-state situations are investigated, so that the end-to-end
distance (R?) and the mean gyration radius

N 3 N
1 )y 1
ST = 1+ N Z (Rz - Qz) ) Qz = 1—+N E Ri (362)
a=0i=1 a=0

must be constant on average. The mean kinetic energy for one degree of free-
dom also must be constant

N

3
1 (0% «
a=0i=1
The above conditions allow us to monitor whether the fluctuation-dissipation
relations are valid during calculations.



Chapter 4
Conformational Relaxation

Abstract The fundamental model of macromolecular dynamics in an entan-
gled system, which was formulated in the previous chapter, imitates the basic
isotropic stochastic motion of the particles of the chain among the neigh-
bouring chains, and includes a special non-linear effect — reptation motion
of the macromolecule. The system of equations allows one to find correla-
tion functions of coordinates and calculate conformational relaxation times
of macromolecular coils. In the analytic investigation, some approximations
of the fundamental system will be considered: instead of a single non-linear
equation, we shall consider two particular cases: linear mesoscopic equation for
weakly entangled systems and the original non-amended reptation-tube model
for strongly entangled systems. We consider these two models as complemen-
tary models and combine the results, unless an analysis of unified non-linear
model is available. The numerical investigation of complete non-linear model
allows us to calculate the times of relaxation of the macromolecular coil, while
the transition point between two modes of relaxation (diffusive and reptation)
is evaluated as 10M,. Both for the weakly and strongly entangled systems, in
contrast to relaxation behaviour of the macromolecule in a viscous liquid, two
relaxation branches emerge as characteristics of the relaxation behaviour of a
macromolecular coil in a system of entangled macromolecules.

4.1 Correlation Functions for the Linear Dynamics

4.1.1 Modified Cerf-Rouse Modes

One has to refer to dynamic equations (3.11) of the macromolecule to find
independent modes of motion. The matrices A and G in these equations are
defined by equations (1.8) and (3.10), and, in the normal co-ordinates (1.13),
simultaneously have diagonal forms

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_4, (© Springer Science+Business Media B.V. 2010
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QaAAa’yQ'yv = /\v(s)\m
Qa)\Ga’yQ'w = SDU(SAV,

where the eigenvalues A\, and ¢, are defined by equation (1.17) and (3.28),
correspondingly.

The zeroth eigenvalues of matrix A and G are zero, so that without any
approximation, one can write an equation for diffusion mode

dt2 = / B(s Z/ij])t sds + €. (4.1)

The intermolecular forces are naturally absent from the equation for the zeroth
mode, because this mode presents the motion of the mass centre of the coil.

In accordance to approximate form (3.10), the other eigenvalues of the
matrix G are constant and equal to unity, so that the set of equations for
relaxation modes of the macromolecule now assumes the form

d2pl > vV 1
i == [ A6 = vi)enads

- / 0(8)(py — wijpy)i—sds — 2uTA,pf + &, v=1,2,...,N.
0
(4.2)

Let us note, that the matrixes A and G are approximations of the real
situation; though, in any case, the zeroth eigenvalues of the matrixes must be
zero and equation (4.1) for diffusive mode is valid, the other eigenvalues of
matrix G depends, generally speaking, on the mode label. In fact, the written
equations for the relaxation modes are implementation of the statements that
the motion of a single macromolecule can be separated from others, and the
motion of a single macromolecule can be expanded into an independent motion
of modes.

We shall now start with the formal representation of the solution of equa-
tions (4.2), which, first of all, is conveniently written in the form

/ ()€t — 8)+ [ (s)valt — 8) + mo(hwult — )] b (¢ — ) }ds,

(4.3)
where functions X, fto and 7, are determined by their Fourier one-side trans-
forms

xolw] = 2T pA, — mw? —iwB[w]) ™!,
(4.4)
pvlw] = Blwixvlw],  mlw] = elwlxy[w].

Functions xq, tto and mw, always vanish for s — 0 and s — oo, if m # 0.
Within the limits of applicability of the subchain model, the inertial effects
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have to be omitted, i.e. we can believe that m = 0, but this limit can change
the values of functions (4.4) as functions of time s at limiting cases for s — 0
and s — oo. To avoid any discrepancies, the results ought to be calculated at
m # 0. Then the limiting values at m — 0 can be obtained.

The expression for the velocity of the normal co-ordinate follows from
equation (4.3). Differentiating (4.3) with respect to time, and integrating by
parts, we find, by using the above shown properties of the integrands, that

pi (t) = /OOO {0 ()€ (t = 5) + [fu (s)va(t — s) + 7 (s)wia(t — 5)] o) (£ — 5) }ds.

(4.5)

Iteration of (4.3) and (4.5) can be used to expand the normal co-ordinates

and their velocities into a power series of small velocity gradients of the
medium. We can write down the zero-order approximation

oho(t) = / (et — s)ds,

so(t) = / ()t — 5)ds

and the first-order approximation

ps (t) = pio(t) + /DO [ (s)vir(t — ) + 7, (s)wir(t — s)] pip (t — 5)ds,
. (4.7)
Py (t) = po(t) + /0 o ()via (t = ) + 7 (s)wir (t = 5)] pifp (t — 5)ds.

Now, we have to discuss in some details the properties of the stochastic
force &2 (t), defined so that (£*(¢)) = 0. The second-order moment

K35 (1) = (61 (€] (1) (4.8)

depends on the velocity gradients and can be expanded into a power series
of this quantity. The first-order term cannot, in general, satisfy the condi-
tions of symmetry under interchange of the arguments of function (4.8), and
must therefore be discarded. This means that, to within first-order terms in
the velocity gradients, the correlation function has the same form as in the
equilibrium, i.e. time-independent, case

K (8,4) = Ka(t — t)da40i;-

The random force correlator is determined by the rule that, at equilibrium,
the moments of the velocities and the co-ordinates must be known. In our
simple case, the Fourier transform of the correlator is determined as follows

K(w) = /_ h K(s)e™*ds = 2TReB|w] (4.9)
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where the one-sided Fourier transform of a function is indicated by square
brackets

Blw] = Blw] + plw].

4.1.2 Equilibrium Correlation Functions

The expansion of normal co-ordinates and their velocities (4.7) allows us to
calculate various moments of co-ordinates and velocities, which are needed
to determine physical quantities, first of all of second-order moments. For
simplicity, we shall omit the label of the normal co-ordinates at calculation of
the moments.

First, we shall consider moments at zero-velocity gradients; in other words,
the equilibrium moments that depend on just one argument

(pi(t)pr(t — 5))o = M(5)dik,
(pi(t)pr(t — $))o = L(s)dir, (4.10)
(pi(t)pr(t — $))o = S()dik-

The angle brackets denote the averaging over the ensemble of the realisation
of the random forces in the equations of motion (4.1) and (4.2).

It is easy to see that the equilibrium moments (4.10) satisfy the following
relations

M) =), P g = 5(-)
d?M (s) B B
g2 L(s) = L(—s).

Thus, we obtain relations between the Fourier transforms of moments
L(w) = —w*M(w), S(w) = —iwM (w) (4.11)

and, taking into account the symmetry properties of the moments (4.10), the
Fourier transforms can be represented by the one-sided Fourier transforms

We use relation (4.4) to write an expression for the moment of the normal
co-ordinate

M(u) = /0 /0 X(8)x(v)K(u— s —v)dsdv, (4.12)
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where the correlation function of the random forces is defined by relation (4.9).
Multiplying (4.12) by e?* and integrating with respect to u from —oo to oo,
we find

T(Blw] + Bl-w])
(2T uX — mw? — iwB[w]) (2T uX — mw? + iwB[—w])

M(w) = (4.13)

The last expression can be represented as a sum of two terms, which is, gener-
ally speaking, ambiguous. But as far as we know expressions for the moment
at t = 0, the expansion is not ambiguous

1 Blw] — imw B[—w] + imw
(W) =5~ — + ———————— | .
2ur \ 2T puA — mw? — iwBw] = 2TpA — mw? + iwB[—w|

Comparing with the above presentation, we have the one-sided Fourier trans-
form of moment

_ 1 Blw] — imw
©2u\ 2Tp\ — mw? — iwBlw]’

Mw] (4.14)

The first term of the expansion of the quantity in a power series of (—iw)~!

has the form

1 1
Mw = — ——.
] 2uN —iw
It is followed by
. 1
tim M(s) = 5%

Note that the case, when m = 0, gives the correct results only for B(w) # 0
at w — oo. Otherwise, to get the correct results, it is essential to maintain the
order in which the limit is approached, hence we ought to take m = 0 after
calculation.

The other moments of velocities and co-ordinates can be determined ac-
cording to relations (4.11) or can be obtained after multiplying some ex-
pressions from (4.7) and averaging the result. In either way, we obtain an
expression for the Fourier transform of the equilibrium moment of velocities

Lw) =T w n —iw
B 2TuX — mw? —iwBlw]  2TpA — mw? + iwB[-w] )
The last relation is followed by

w

Lw| =T .
] 2T pX — mw? — iwBlw]

(4.15)

It gives the correct result for the limiting value of the velocity moment

lim L(s) = Z

s—0 m
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In a similar way, the expression for the Fourier transform of the equilibrium
moment of co-ordinate and velocity can be found

T
Slw] = 2T\ — mw? —iwBw]’

(4.16)

The limiting value follows from (4.16)

lim S(s) = 0.

s—0

4.1.3 One-Point Non-Equilibrium Correlation Functions

We turn to the non-equilibrium moments of co-ordinates and velocities of
linear macromolecules. As a first step, we shall consider one-point second-order
moments. The expressions for co-ordinates and velocities (4.7) with the same
arguments can be used to make up proper combinations, and by averaging
over the ensemble of realisation of random forces, we find the moments with
accuracy to the first-order terms in velocity gradients. Then, by taking into
account the properties of equilibrium moments and the antisymmetry of tensor
wi1, we find that

(i) = gy 2 [ WMt - s)ds. (4.17)
(Pi(t)pr(t)) = %@k +2 /000 [1(s) M ()i (t — s)ds, (4.18)

(pi(t)pr(t)) = /OOO [1(s) S (s)vir(t — s) + fu(s) M (s)vpi(t — 5)

+ 7(8)S(s)wir(t — s) + 7(s) M (s)wi; (t — s)] ds.

The last expression can be simplified in the case, when the inertial forces
acting on the Brownian particles are unimportant, that is m = 0. This is the
only case that is of interest for application. In this case, by taking expressions
(4.4) and (4.14) into account, we find the auxiliary relation

7w(s) + p(s) + R(s) = 2uAM(s).

which contains a function R(z) of a non-negative argument x — the function
of instant relaxation.!

1 To keep the correct expression for correlation functions when limit m = 0 is approached,
it is convenient to use the function of a non-negative argument

1, t=0,

— I —t/T _
R(t) = lim e —{07 >0

T—0
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So as the moments (4.17) and (4.18) are expressed in terms of the functions
M (s) and u(s), it is convenient to express the third moment in these functions
as well. After calculating, we obtain

(o (1)) = Qﬂ%w + / " [N + 5) ()] it — s, (4.19)

We see that the non-equilibrium moments are expressed in terms of the
equilibrium moment of co-ordinate M (s) and its derivative, which were de-
termined in the previous section by their Fourier transforms.

4.1.4 Two-Point Non-Equilibrium Correlation Functions

Now, we turn to the calculation of two-point moments. We take the quantities
defined by expression (4.7) and average the products of p;(t) and py(t—s), p;(t)
and pi(t — s), respectively. By taking into account the properties of the equi-
librium moments, we find that

(pi(t)pr(t = s))
= M(s)0i + /0 {u(u) [M(u —s)vik(t —u) + M(u+ s)vg(t — s — u)]

+ 7(u) [M(u — S)wir(t —u) + M(u+ 8)wp;(t — s — u)} }du7

(pi(t)pr(t — 5))
= 5(8)0k; + /0 [p(u)S(u — s)vik(t —u) + p(u) M (u + $)vgi(t — s — u)
+7(u)S(u — $)wik(t — u) + 7(uw) M (u + 8)wgi(t — s — u)] du.

These expressions can be written in a simplified form when inertia effects are
not taken into consideration.

(pi(t)pk(t — 5))
= M(s)di + /o w(u) {M(u —8)Vie(t —u) + M(u+ 8)y(t — s — u)] du

oo
+ 2u)\/ M (u) [M(u — S)wir(t —u) + M(u+ $)wi;(t — s — u)] du,
0
(pi()pr(t — 5))
= 5(8)0ir + M(8)wi(t — )
The derivative of the function of instant relaxation is expressed in the delta-function

R(t) = —25(¢).
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[ T = 9t = )+ M+ 5)nlt = s~ )] du
0
+ 27r)\/ [M(u)M(u — S)wir(t —u)
0

+ M (u)M (u + 8)wpi(t — 5 —u) | du.

These expressions ought to be transformed to eliminate the dependence
on the antisymmetrical tensor of the velocity gradients. We can use the new
variable v = s — u to rewrite some of the integrals in the above expressions.
So, for example,

/000 Mu)M(u — 8)wi(t — u)du = 700 M+ s)M(v)wiy(t — s —v)dv
o) 0
= /0 M(u+ s)M (u)wi(t — s —u)du + M(u+ s)M (u)wir(t — s — u)du.

—S

Similar transformations allow us to find new expressions for the considered
moments

{pi()pr(t = s)) = M(s)dik

4 [+ M) + a0 M G+ )t — 5 — i
0

0
+ / wlu+ s)M(uw)vr(t — s — u)du

0
+2ur | Mu+ s)M(uw)wir(t — s — u)du,

—S

(0i(8)pr(t — 5)) = S(s)dir, + M(s)wri(t — s)

[ lutuck )31 + 00 (0t st~ 5~ udu

0
+ / w(u 4 8) M (u)yk(t — s — u)du
0 .
+2u) | M(u+ )M (u)wir(t — s — u)du.
—S
We see that the last integrals in the previous formulae can be omitted, so
the final expressions for the moments take the final form
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(pi(t)pr(t — 5)) = M(s)dix
+ /0 [p(u+ s)M(u) + p(u) M (u + 8)|ygi(t — s — u)du,
(4.20)
(i (0)e(t — ) = S(3)5u, + M(s)eopa(t — 5)
+ [ I+ 9N ) + M+ )¢ = 5 =
(4.21)

Naturally, the expressions (4.17) and (4.19) for one-point moments follow,
at s = 0, from formulae (4.20) and (4.21), respectively.

4.2 Relaxation of Macromolecular Coil

The results discussed in the previous section are valid in linear approximation
for any concrete representations of the memory functions 3(s) and ¢(s). To
calculate relaxation times for macromolecular coil, one has to specify the
memory functions and include the effect of local anisotropy.

4.2.1 Correlation Functions for Isotropic Motion

In accordance with equations (3.15), the memory functions 5(s) and ¢(s) in
the dynamic equations are given by their one-sided transforms

B (E
Bl =¢ (141 ) el = o (1.22)
In this case the theory, apart from the characteristic Rouse relaxation time 7%,
contains three more parameters, namely: the relaxation time 7 of the medium,
the measure B of the increase in the resistance of the particle when it moves
among the chains, and the measure of internal viscosity E associated with
resistance to the deformation of the coil due to the present of ambient macro-
molecules.

We use expression (4.22) to specify the quantities (4.4) and calculate equi-
librium correlation functions (4.14) for the case, when m = 0,

2(1+ B — iwr)Ty

ol = i = w2 (4.23)

W] = 1 214+ B+E—iwn)7)
T 2N (1 —dw2n)) (1 —iw2r )

(4.24)

Here, 7 are the relaxation times of the macromolecule in a monomer viscous
fluid — Rouse relaxation times
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C * CbQ N2
R _ - * = 4.25
7 W L (4.25)
and symbols for the new sets of relaxation times are introduced
2rf =1, + (7'3 — 27-7-5‘)1/2 ;
(4.26)

T 1
where ¢ = E/B and, in accordance with definition (3.16), x = 7/(27*B). The
following relations are valid for introduced relaxation times

— +

27T = ArfT), T,

-7, = (73 — 27’7’5‘) 1/2 .

The dynamic equations determine the two relaxation branches, while one
of them contains the small relaxation times 7, the other — the large ones 7.
which practically for long macromolecules coincide with the relaxation time
Te. Further on, it is convenient to consider asymptotic formulae for small
and large mode numbers separately, so that for these branches, one has

approximations

144
+ — (B + Er} - — T 2
Ta =B+ E)y, T4 B R ¢ ST
. (4.27)
7'2_217 7—07:7-3’ 042>> +L/)
2 X

To determine the functions p(s) and M(s) from equations (4.23) and
(4.24), one can use the reciprocal Laplace transform. Before calculating, we
remind the reader that the correct results can be obtained when the mass is
retained in expressions (4.4) and (4.14). This changes expressions (4.23) and
(4.24). However, it is easier to operate with limiting (at m — 0) expressions.
The final results can be improved by adding terms that contain function R(t),
described in a footnote on one of the previous pages. We can also find, by
simple alternative calculations, that

1o(t) = TF exp <— 2; j> T exp (— 2;_) _R(t),  (4.28)

1 4 _ t
M,(t) = 2 [S’j‘ exp <—27—+) — S, exp (— 27__)] , (4.29)

where
1+ B)—71F Y"1+B+E)—T1F
I )R DI T ) B (4.30)
Tv — Tv Tv — Ty

Equation (4.29) defines a correlation function due to the diffusive mech-
anism of relaxation. One can see that time dependence of the equilibrium
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correlation functions of normal co-ordinates is determined by relaxation pro-
cesses.

Some simplifications can be achieved for the large values of B. It appears
to be valid the following relation

R 2
T, LT,

and the relaxation times (4.26) can be written in the form

R

+_ . Ty -_ T 4.31
TS =T, o7, T, o7, (4.31)

In the limiting case of very large values of the parameter B when ( — 0
(but (B # 0, (E #0), we find that

+ -
T, — Ty, T, — 0.

In this limiting case, expressions (4.28) and (4.29) can be written as

ut) = 2% xp (-5 ) = 2 R, (432)
M, () = QJAV {(B tf)ﬁ exp (—%) 4 QTTVR(t)] @33

Let us note that formula (4.33) is a generalisation of the equilibrium cor-
relation function of the normal co-ordinates of the macromolecule in a viscous

liquid
M (t) = — ! (4.34)
=5 exp o ) )

There is a great difference between the relaxation behaviour of the system of
entangled macromolecules and the relaxation behaviour of a macromolecule
in a dilute system. Two relaxation branches have been shown to exist in a
system of entangled macromolecules.

4.2.2 Effect of Local Anisotropy

Derived from linear approximation of the equations (3.37), the equilibrium
correlation function (4.29), defines two conformation relaxation times 7.7 and
7., for every mode. The largest relaxation times have appeared to be unrealis-
tically large for strongly entangled systems, which is connected with absence
of effect of local anisotropy of mobility. To improve the situation, one can use
the complete set of equations (3.37) with local anisotropy of mobility. It is con-
venient, first, to obtain asymptotic (for the systems of long macromolecules)
estimates of relaxation times, using the reptation-tube model.
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Correlation Functions for Pure Reptation

Tt is not difficult to reproduce an expression for the correlation function M, (t)
and estimate times of relaxation due to the conventional reptation-tube model
(see Section 3.5). Indeed, an equation for correlation function follows equation
(3.48) and has the form

dM, 72Ta?

dt —  (z3¢2 Ma.

The equation has a simple solution

1 t
Ma t) = - Te ) 4.35
() 2h ¥ ( 274 p) (435
re 273 1 3(R%)o 7*
= mr = g g 0= b2 <z (4.36)

These are exactly the known results (Doi and Edwards 1986, p. 196). The time
behaviour of the equilibrium correlation function is described by a formula
which is identical to formula for a chain in viscous liquid (equation (4.34)),
while the Rouse relaxation times are replaced by the reptation relaxation
times. In fact, the chain in the Doi-Edwards theory is considered as a flexible
rod, so that the distribution of relaxation times naturally can differ from
that given by equation (4.36): the relaxation times can be close to the only
disentanglement relaxation time 7;".

One can refer to equations (5.8) to use the other parameter

(R*o _=*
&2 2

so that the reptation branch of relaxation times can be written as

e = 2T T 12« 2 (4.37)

We have introduced here, instead of index 2, an index x, value of which can
be less than 2 according to the results of simulation (see the next subsection,
x ~0.5).

An Estimation of Relaxation Times

The rates of relaxation 7.,(t) in the moment ¢, or, in other words, the current
relaxation times of the macromolecular coil can be directly calculated as

-1
™ (t) = —% (dlog(MWC(l?/M”w))) . 4=1,2,....N. (4.38)
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Figure 6. The rate of relazation of a macromolecule.
The rates of relaxation of the first and the third modes of macromolecule of length

M = 25M. (x = 0.04, B = 429, ¢p = 8.27). The results calculated from analytical
correlation function (4.29) are depicted by solid lines. By straight dashed lines, the values
of the relaxation times due to the Doi-Edwards model are presented. The circles (for the
first mode) and squares (for the third mode) depict the results of simulation for above
values of parameters ¢ and B and values of parameters of local anisotropy ae = 0.3,
a; = 0.06. Adapted from Pokrovskii (2006).

In Fig. 6, the rates of relaxation 7,(t) for two modes are depicted by solid
lines, according to values of the equilibrium correlation function M, (t) given
by equation (4.29) for linear approximation. The correct result for big times
(slow relaxation) can be found at presence of local anisotropy, which is possible
by numerical integration of non-linear equations (3.52)—(3.54). The calculation
were fulfilled for the chain with M = 25M, divided into 10 subchains and are
depicted in Fig. 6 by points. The simulation for the small times reproduces the
theoretical dependence of the relaxation rates on the current time (with large
scattering, so as the changes of the correlation functions in this region are
small), while the results shows the existence of the two relaxation branches
as well, in accordance with equation (4.29). The introduction of the local
anisotropy of external resistance alone does not affect the relaxation times, in
contrast to the local anisotropy of the internal resistance. The latter provokes
changes of the largest relaxation times of the macromolecular coil, which is the
bigger, the bigger the coefficient of the local anisotropy of external resistance.
Asymptotic values of the relaxation times are estimated for each case as the
mean values of the rate of relaxation in the interval from 0.77* to 107*.
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Figure 7. The relaxation times vs internal anisotropy.
Each point is calculated as the asymptotic value of the rate of relaxation for large times

(see examples of dependences in Fig. 6) for a macromolecule of length M = 25M. (x =
0.04, B = 429, 1) = 8.27) with the value of the coefficient of external local anisotropy: ae =
0.3. The dashed lines reproduce the values of the relaxation times of the macromolecule
due to the reptation-tube model. The labels of the modes are shown at the lines. Adapted
from Pokrovskii (2006).

A particular choice of the coefficients a, = 0.3 and a; = 0.06 determines the
value 7y = 417 7* for the relaxation time of the first mode, which is close to
the reptation relaxation time 370 7*. The calculated relaxation times of the
third mode: 73 = 315 7* is a few times as much as the corresponding reptation
relaxation time 41.1 7%, which indicates that the dependence of the relaxation
times on the mode label is apparently different from the law (4.36). It is clearly
seen in Fig. 7, where the dependence of the relaxation times of the first six
modes of a macromolecule on the coefficient of internal anisotropy is shown.
The relaxation times of different modes are getting closer to each other with
increase of the coefficient of internal anisotropy. The values of the largest
relaxation time of the first mode for different molecular weights are shown
in Fig. 8. The results demonstrate a drastic decrease in values of the largest
relaxation times for strongly entangled systems induced by introduction of
local anisotropy.

In relaxation processes of the macromolecular coil to equilibrium, the com-
peting mechanisms of mobility of particles are present simultaneously. How-
ever, in the region of weakly entangled macromolecules, relaxation occurs due
to isotropic mobility of particles of the chain — the diffusive mechanism —
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Figure 8. The largest relaxation times of a macromolecule.

Each point is calculated as asymptotic value of the rate of relaxation for large times (see
examples of dependences in Fig. 6) for different molecular weights with corresponding
values of the parameters B and . The values of the coefficients of local anisotropy are:
ae = 0.3, ae = 0.06 for the circles and ae = 0.3, ae = 0.15 for the squares. The solid
line depicts analytical results for linear approximation. The dashed lines with the slope 1
reproduce the well-known dependence 71 ~ M3 for the relaxation time of macromolecules
in strongly entangled systems. Adapted from Pokrovskii (2006).

and, in the region of strongly entangled systems, the reptation mechanism of
relaxation predominates.

4.2.3 Transition Point

To determine the position of transition point, we shall compare the relax-
ation times (4.27) and (4.37), due to different mechanisms of conformational
relaxation, which gives an equation

32
Bl+¢) =3 o (4.39)
The transition point can be different, if one uses different modes, but only
the transition point for the first mode is considered here. For the strongly
entangled systems, according to relation (5.17), ¢ = 72/, so that, at ¢ > 1,
the left-hand side of the above equation is always bigger than the right-hand
side: the reptation mechanism of relaxation is realised. However, for short
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macromolecules ¢ ~ 0, and one can find a point, where the relaxation times
coincide. The transition point depends on the value of 1 in this point. At
1 = 1, the above equation reduces to the relation

3 o

xB = —-7*. (4.40)

4
One can consider the parameter B to be a function of y and, taking equations
(3.17), (3.25) and empirical value 6 = 2.4 into account, finds a solution of the
equation, and estimate the value of the transition point between weakly and
strongly entangled systems as

X ~01, M*=~10M,.

This value determines a point, where the mechanism of relaxation is changing.
The point practically coincides with the point of the change of mechanisms of
diffusion, determined by equation (5.23) in the next chapter, so that one can
say about a single transition point.

The position of the transition point can be estimated (see Section 6.4),
due to measurements of viscoelastic properties, as M* =~ (4.6-12.0)M,. It
corresponds to the above value of transition point, though the empirical eval-
uation of relaxation times could not be done with great accuracy in these
investigations.

So, one ought to conclude that large scale (slow) relaxation of the con-
formation of a macromolecular coil is realised through reptation, instead of
the more slow mechanism of rearrangement of all the entangled chains, if the
parameter B > 7% /2.

4.2.4 Conformational Relaxation Times

The dependencies of the relaxation times on the length of the macromolecule
are different in two regions. Besides, one has to distinguish the relaxing
macromolecule (with molecular weight or length M) and the neighbouring
macromolecules (with the length My), even if all of them are equal, so that
the dependencies can be written as

Q

conf __
To =

{ BT ~ M{M?, 2xB < 7%, weakly entangled system

%“7 -~ MYM?®, 2yB > 2, strongly entangled system

(4.41)
This relations are valid for small mode numbers, in any case, & < M/M,. The
index ¢ in the above formula can be estimated theoretically (§ > 2) and empir-
ically according to the measurements of the characteristics of viscoelasticity
(6 &~ 2.4). It remains to be a dream to get a unified formula for relaxation
times from the system of dynamic equations (3.37). One can expect that the
all discussed relaxation branches will emerge as different limiting cases from
one expression for general conformation branch.
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The mechanism of small-scale (fast) relaxation of conformation of the
macromolecule does not change at the transition from weakly to strongly
entangled systems; the times of relaxation are defined by formulae (4.31).
However, one has to take into account, that 1) < 1 for weakly entangled sys-
tems, whereas 1 > 1 for strongly entangled systems, so that one has for the
largest of the fast relaxation times

Tmax

" ~ M, 2xB < 7%, weakly entangled system ( )
o = . (4.42
T*x/ ~ M°, 2xB > 7%, strongly entangled system

One can see that the relaxation times 7, at a > (v/x)/? are the Rouse
relaxation times of the part of the macromolecule that correspond approxi-
mately to the length of the macromolecule between adjacent entanglements

M. There is an interval between slow and fast relaxation times, which is the
bigger the longer the macromolecules.

4.3 Macromolecular Coil in a Flow

4.3.1 Non-Equilibrium Correlation Functions

The non-equilibrium moments of the normal co-ordinates for an entangled
system are defined by expression (4.17) with accuracy up to first-order terms
in the velocity gradients. It is written down once more with the label of normal
co-ordinates

o) = o)+ 2 [ i (ML(9ale - 5)ds.

The functions M, (s) and pu,(s) are defined in previous sections. To describe
the most slow relaxation, we use expressions (4.32) and (4.33) and find that

1 BX1+E/B) [t2\* [ s
YL = v — )yt — 4.4
(pi Pk S, e (Ty) /0 eXp< n) Yik(t — s)ds, (4.43)

where 7,5 (x) is the velocity gradient as an arbitrary function of time x. The
assumption that
const, t <0,
Tk =, t>0

determines the law for relaxation of the moments to their equilibrium values

1 B2(1+ E/B)(})?
Voly = i+ 2 v
(o7 Py) e ik + -

v

ok OXP (Ti) . (4.44)

This expression demonstrates that the relaxation time 7, defined by rela-
tion (4.27), is the relaxation time of the mean square normal co-ordinate, or
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the mode labelled v, which can be separately approximated for the small and
big indices
T Bl(é-'ri,b)7 V2 < %7
T, = (4.45)
T*BY, V2> %

At a constant velocity gradient, expression (4.43) takes the form

! B2(1+ B/B)(r})?
iPk) = 5 Ok +2 i ) - 4.46
(P} Pk) 2Mu< K+ - ik (4.46)
For the small indices, this expression can be written as
v UV 1 +
(pi pr) = 2y (O +2B7)vik), V2 < Tw (4.47)

There are no major difficulties in calculating the mean square normal co-
ordinate when more general formulae (4.28) and (4.29) for the functions M, (s)
and i, (s) are used. In this case three sets (branches) of relaxation times

+ -
+ - 0 __ 2Ta Ta

0 “TaTa
v o —
T+ T

appear as the relaxation times of the macromolecular coil. One of the branches
contains large relaxation times 7,5, the other two small. This is a characteristic

feature of polymer melts, as is revealed in experiments.

4.3.2 Size and Form of the Macromolecular Coil

A macromolecular coil at equilibrium has a spherical form (Section 1.4). Under
deformation of the system, the macromolecular coil change its form that is
characterised in this case by the tensor of gyration

1 N
(SiSk) = N1 DAY = @)} — i)

v=0

where N + 1 is the number of Brownian particles in the chain which rep-
resents a macromolecule, ¢; is the co-ordinate of the centre of mass of the
macromolecular coil, and r{' is the co-ordinate of the particle labelled a.

In normal co-ordinates, to which we transform in accordance with the rule
defined by (1.13), the expression for the tensor of gyration acquires the form

N

1
S; = — Y or). 4.4
(S:Sk) NH;MPQ (4.48)
This relation is valid both for the macromolecular coil in a viscous liquid and
for the macromolecular coil in an entangled system.
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At constant velocity gradient v;, the moments (p?p%) are given by rela-
tions (4.46) for the diffusive mechanism of relaxation, and by similar formula
(there is a difference in definition of the relaxation times only) for the rep-
tation mechanism, so that we can evaluate the expression for the tensor of
gyration of the macromolecular coil, taking into account alternative mecha-
nisms of relaxation

Ok + %BT*%%, X > X*, non-reptation

(SiSk) = %<S2>o x (4.49)

Oir + %%T*ﬂm, x > x*, reptation

The sizes of macromolecular coils in flows can be estimated in experiments
with light and neutron scattering. For illustration, we refer to the results
of measuring the sizes of coils under flow by small angle neutron scattering
(Muller et al., 1990). A blend of hydrogenated and deuterated polystyrene
with M ~ 8 x 10° was used. For elongational flow (vos = v33 = %VU) at
T = 123°C, the sizes of the deuterated coils were measured in a both parallel
and perpendicular to the stretching direction. The data by Muller et al. (1990)
allow one to estimate the mean relaxation time of the macromolecular coil as
400 s. This relaxation time is certainly to be a reptation relaxation time. To
confirm the statement, it would be interesting to have similar measurements
for samples with different molecular weights to determine the dependence
of the relaxation time on the length of the macromolecule. In this case, the
relaxation mechanism could be revealed.

The function of density distribution p(r) can also be introduced in the
non-equilibrium state; it must now satisfy the following conditions

/ p(r)dr = N, % / p(r)riredr = (S:S).

In a deformed system, the average form of the macromolecular coil can be
approximated by an ellipsoid. The effective volume of the macromolecular
coil depends on the velocity gradients. The expansion of the effective volume
as a series in powers of the velocity gradients does not contain the first-order
term, so v;; = 0. This means that, at low velocity gradients, the coil does not
change its volume (one says: the coil is orientated by flow). At larger velocity
gradients, the volume of the coil is increased.



Chapter 5
The Localisation Effect

Abstract In this chapter, peculiarities of thermal motion of a macromolecule
in an equilibrium system of entangled macromolecules will be discussed. It will
be shown, that the mesoscopic stochastic equation of macromolecule dynam-
ics, considered in the previous chapters, is followed by a localisation effect.
This means that the time dependence of the mean square displacements of the
centre of mass of the macromolecule and the chain particles are non-linear,
so a dynamical internal length (a scale of localisation) can be introduced.
This internal length coincides practically with the radius of a tube conven-
tionally used in reptation theories. The macromolecule wobbles around in the
tube-like region, remaining near its initial position for some time (a time of
localisation), which is the larger, the longer the macromolecule is. A very long
macromolecule appears, in fact, to behave exactly as if confined in a tube,
though no other restrictions than the fundamental equation exist. Localisa-
tion of a macromolecule or tube formation is a linear mesoscopic phenomenon,
which can be revealed directly in experiments on neutron scattering, while the
reptation of the macromolecule is a non-linear effect.

5.1 Mobility of a Macromolecule

Diffusion of a macromolecule is understood as the diffusion of a co-ordinate
of the centre of mass of a chain, which is, according to relation (1.18), pro-
portional to the zeroth normal co-ordinate, that is,

q~p’

The mean square displacement of the centre of mass of a diffusing macro-
molecule for a time ¢ is calculated as

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_5, (© Springer Science+Business Media B.V. 2010
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One can use the expression

%@—mmzﬂ@®@,

to present the mean square displacement in another form

A@=AA@@MW®M- (5.1)

This expression reduces the calculations to the evaluation of the time-
dependent velocity correlation function

1

Lu—s) = 3(p"(s)p°(w)) ~ (a(s)a(w))

which appears to be dependent on the properties of the environment, that is
specific for different cases (see Section 4.2.1).

5.1.1 A Macromolecule in a Viscous Liquid

In this case, according to relations (2.43) and (4.15), the correlation function
of the zero normal co-ordinate is determined by equation

o= Loy (-2)

which allows one, after simple calculations, to find that the macromolecule
moves like a Brownian particle in a viscous liquid, and its displacement is
given by the standard relation

A(t) = 6Dyt, (5.2)

where the coefficient of the macromolecule diffusion is inversely proportional
to the mobility of the macromolecular coil

T
Dy~ —. (5.3)

The dependence of the friction coefficient (,, of the macromolecule on its
length M is affected by exclude-volume effects and effects of draining or non-
draining (permeability of macromolecular coils). Taking into account equa-
tion (2.14), the coefficient of diffusion can be written as

DO ~ M7(272)V.

The value of the index in this formula changes from 1/2 to 1 for different
situations. For example, (z — 2)v = 1 for a freely-draining macromolecule
without volume effects (Rouse case).
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The description of the diffusion of macromolecular coils (5.2)—(5.3) appears
to be in good agreement with experimental evidence for dilute solutions (Doi
and Edwards 1986; Gennes 1979). It has been also shown (Meerwall et al. 1982;
Fleisher and Appel 1995) that short macromolecules in melts at M < 2M, can
be considered to diffuse according to law (5.2) with the coefficient of diffusion

Do ~ M1 (5.4)

Computer simulations (Paul and Smith 2004) and calculations (Rostiashvili
et al. 1999) show, nevertheless, that, due to interactions between chains, the
index in the law (5.4) for a macromolecule in a melt can be less than unity.

5.1.2 A Macromolecule in an Entangled System
Diffusive Mobility of a Macromolecule

The mobility of a macromolecule, constrained by other macromolecules, can
be also calculated as (5.1). In the linear approximation, the zeroth normal
co-ordinates of the macromolecule (equation (4.1), at v;; = 0) define diffusive
mobility of macromolecule. The one-sided Fourier transform velocity correla-
tion function is determined by expression (4.15), so that we can write down
the Fourier transform

T T

Lw) = —iwm + Blw] * o + B[-w]’

Multiplying this expression by %e_m and integrating with respect to w from

—o00 to 0o, we find

T [ coswt
L(t) = — ——dw.
®) ™ /_Oo —iwm + Blw] “

We use the formula to write down the general expression for the mean square
displacement of a particle in an arbitrary viscoelastic liquid

A(t) dw.

B 6T /°° 1 — coswt
- m(1+N) J_o w?(—iwm + Blw])

Turning to the particular memory functions (3.15), one finds for this simple

case
(B

1 —iwr’

Blw]=(+

and calculates the displacement of the centre of mass of a macromolecule

A(t) = g;; (; +1—exp (—éB)) . (5.5)
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Figure 9. The mobility of a macromolecule.
The mean square displacement of the centre of mass of a macromolecule is measured

in units of the intermediate length £. The displacement has been calculated for macro-
molecules of different lengths according to equation (5.5) at B = 100 and B = 1000
(curves 1 and 2). The curves demonstrate the existence of the intermediate scale £ — the
value of the displacement on the plateau which is the longer the longer macromolecules
are.

The time dependence of the displacement of a macromolecule, shown in Fig. 9
as a function of the ratio t/7, is typical for diffusion of Brownian particle in
viscoelastic fluid (Zanten and Rufener 2000; Zanten et al. 2004). The func-
tion (5.5) for big values of B can be approximated as

STy, t<7/B,

N¢
Alt) =1 §eg, T/IB<t<T, (5.6)
6T
N7CB t, t >> T.

The mean mobility of the macromolecule changes at ¢ = 7/B, but the
displacement remains constant over a certain time of observation, and is given
by

67T (R*)T 2

N(B w?m™B 7
The characteristic time 7/B and the characteristic scale thus appear in the
theory. The non-dimensional quantity x, defined by equation (3.16), can be
interpreted as the ratio of the square of twice the characteristic scale to the
mean square end-to-end distance of the macromolecule

_ T w28 (2)?
XT 9B~ 8 (RY) T (RY)

52

(5.8)
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The quantity & may be expected to be a characteristic of the system of
chains, and is independent of both the length M of the diffusing macro-
molecules and the lengths M, of macromolecules of matrix, so that

X~ MIM™E (5.9)

For short times of observation, ¢t < 7/B, the expression for the displace-
ment is identical to (5.2) which was written for the displacement of a macro-
molecule in a viscous liquid. The situation is similar for long observation times
t > 7. So, we can see that the coefficient of diffusion of a macromolecule can
be defined differently for different displacements: for distances which are less
than ¢

T
D=—
N¢
and for distances which are bigger than &
T
=—. 5.1

In the last particular situation, the motion of a test chain is also coupled
to the motion of neighbouring macromolecules, and the diffusion coefficient
is determined both by the length of the test macromolecule M and by the
length of the ambient macromolecules My

D=DyB™ '~ My ML, (5.11)

The self-diffusion coefficient for long chains is proportional to M ~°~! and is
small. In this situation, however, a competing mobility mechanism gives a
different dependence of the diffusion coefficient on the length of the macro-
molecule. This will be discussed further in this section.

Localisation of a Macromolecule

One can see that the investigated equations of dynamics even in linear ap-
proximation describe anomalous diffusion of the mass centre of macromolecule
moving amongst the other macromolecules. The displacement of every parti-
cle of the chain is also anomalous in comparison with case of a macromolecule
in a viscous liquid. Now we shall consider, following work by Kokorin and
Pokrovskii (1990, 1993), the displacement of each internal particle of the chain

An(t) = qug(t) —r*0))%), a=0,1,...,N. (5.12)

It is convenient to transform the expression to normal co-ordinates and to
separate the zeroth normal co-ordinate
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Figure 10. The mobility of a macromolecule and its particles.
The mean square displacement A of the centre of mass of a chain (thick solid line) and

the mean square displacement Ay /o of the central particle are measured in units of the
intermediate length £. The curves are calculated according to formulae (5.5) and (5.13)
for the values of the parameters: B = 100; x = 10~2. The displacement of the centre of
mass does not depend on parameter ¢, but the mean square displacement of the internal
particles does. The values of parameter 1) are shown at the curves for Ay /5. The picture
demonstrates the existence of the universal intermediate scale £. Adapted from the papers
of Pokrovskii and Kokorin (1985) and Kokorin and Pokrovskii (1990).

1

Ao =§1

N

(L") =P (01?42 QayQar ((p”(t)p”(t» - <p”(t)p”(0)>)
~y=1

where the transform matrix Q.. is defined by (1.16). The first term of the ex-

pression present the displacement of the centre of mass of the macromolecule

A(t), which is defined by (5.5). To calculate the second term, we use expres-

sion (4.29) for the equilibrium moments and find the displacement

N
1
A (t) = A(t) +6 ayQay s
(1) = A) ;szm

R )| e

The quantity A, (t) — A(t) represents the mean square displacement of the
particle relatively to the displacement of the mass centre of the macromolecule.
The quantity can be evaluated in experiment (Kehr et al. 2007).

As an example, the time dependence of the displacement of the central
particle is shown in Fig. 10 for certain values of the parameters. We can see
that the dependence of any particle of the chain is similar to the dependence of
the entire macromolecule. Both dependencies are characterised by the different
mobility for short and long times of observation.
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The asymptotic (x < 1,4 > 1) evaluations for the mean square displace-
ment of a particle were found by Kokorin and Pokrovskii (1990, 1993). For a
short time of observation, ¢ < %, the mobility of the particle is V + 1 times
more than the mobility of the macromolecule

Aaﬁ)::%?t (5.14)

In the internal interval 5 < ¢t < 7, when the change of the displacement is
negligible, we can find the expression

127T1* By )1/2 (5.15)

Aalt) = C(N+1) <B+E

For a long time of observation, ¢ > 7*B, the displacement of any particle is
identical to the displacement of the entire macromolecule.

6T

Aalt) = sy B

(5.16)

Formula (5.15) defines a certain intermediate scale, which can be com-
pared to the intermediate scale revealed in the consideration of the diffusion
of a macromolecule (see expression (5.7)). We ought to believe that the local
displacement of any point of the macromolecule should depend neither on
the number of subchains nor on the length of the macromolecule, so that we
can identify the quantities (5.7) and (5.15) to find the relation between the
parameters of the theory at B > 1

2
) < (5.17)
This formula ought to be taken as an asymptotic relation, which requires
large values of the parameter ¢ for the strongly entangled systems. The above
value of ¥ ensures that any Brownian particle of the chain does not move more
than £ during the times ¢t < 7. For this time of observation, the large-scale
conformation of the macromolecule is frozen, but the small-scale motion of
the particles confined to the scale £ can take place, and the macromolecule,
indeed, can be considered to be in a “tube” with radius £. Reptation of the
macromolecule inside the tube is possible. Localisation of a macromolecule in
a tube was assumed by Edwards (1967a) and by Gennes (1971), who have in-
troduced reptation motion for the macromolecule as well. The latter is needed
to explain the observed law of diffusion of very long macromolecules in entan-
gled systems. The tube and its diameter are postulated in the earlier theories
(Doi and Edwards 1986).

Reptation Mobility of a Macromolecule

It is important to remember now that there is anisotropy of mobility, which
can bring the reptation mode of motion and a different law of mobility of
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macromolecules. To consider these effects, one can refers to the system of equa-
tion (3.37) or to the Doi-Edwards model of dynamics of the macromolecule,
which was described in Section 3.5. We start with the last model and specify
some parameters of the model. As we saw in the previous section, a macro-
molecule in the system is confined by the scale £ during the short time 7/B.
Up to this scale, a particle moves as in a viscous liquid according the law of
diffusion (5.2), so that one can chose the time step as

52
At = =— 5.18
where Dy = T/(Z is coeflicient of diffusion of macromolecule in a viscous
liquid. Then, the Doi-Edwards model assumes that the macromolecule moves
only along its axis by the specific mechanism, substituting the particles by
neighbouring ones, which is possible at b > £. Following Doi and Edwards
(1978), we accept that b = &, so that (R?)q = Z£2.
To consider the mobility of the macromolecule, one ought to calculate the
displacement of the centre of mass of the chain

1 A
q(t) = N1il rV(t).

v=0

After summing equations (3.43), we find
1
Aq(t) = q(t + At) — q(t) = ZR(t)¢(t) + Zv(?).

We assume that Z > 1 here, so Z + 1 ~ Z, whereas R = 7% — r? is the end-
to-end distance of the chain. Then, one calculates the correlation function

(Aq(t)Aq(u)) = —5

Taking into account the properties (3.44) of random quantities, we find

(Aq(t) Aq(u)) = b, (% ; §_> |

Thus, the one-step mean square displacement is determined, at Z > 1, by
relation
§2
At) = =.
(="
One multiplies the above quantity by the step number ﬁ = 65[;0 t, to find the
mean square displacement in time ¢
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Figure 11. Displacement of macromolecule vs time.
The straight solid line — the consequence of equations (3.52) and (3.53) at & = 0 —

depicts the analytical result for the Rouse dynamics. The solid curves represents the
displacement for a macromolecule of length M = 25M, (x = 0.04) with corresponding
(according to relations (3.25) and (3.29)) values of parameters B = 429 and ¢ = 8.27
and the values of parameters of local anisotropy ae = 0 and ae. = 0.3. For the isotropic
situation (ae = 0), the curve can be calculated analytically according to equation (5.5),
but for the parameter of local anisotropy ae = 0.3, the displacement ought to be calcu-
lated numerically. Internal resistance (parameters E and a;) does not affect mobility of
macromolecular coil. Adapted from Pokrovskii (2006).

&£t 6D
A=%5 =7

The written relation defines the diffusion coefficient of the chain as

52
D=Dy—=—.
(R?)o
Referring to the definition of the intermediate scale (5.7), we write down the
diffusion coeflicient in another form

2

One can see that the diffusion coefficient of the macromolecule due to reptation
does not depend on the length of the ambient macromolecules

D~ M{M™2. (5.20)

The reptation diffusion is connected with the local anisotropy of mobility
of particles, which can be confirmed by investigation of equations (3.37). As an
example, Fig. 11 contains the results for displacement of a macromolecule of
length M = 25M, (value of parameter y = 0.04) due to numerical integration
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of equations (3.52) and (3.53) for different values of the coefficient of external
local anisotropy a.. The displacement as a function of the ratio ¢t/7* follows the
dependence (5.5) in the case, if ac = 0. The non-zero values of the coefficient
of local anisotropy change the situation: mobility of the macromolecular coil
increases as can be seen in Fig. 11. The value a, = 0.3 gives the results
corresponding to the results of the Doi-Edwards model.

Coefficient of Self-Diffusion

The dependence of coefficient of self-diffusion on molecular weight shows the
existence of the two critical points. The first critical point, M, =~ 2M,, deter-
mines the transition between non-entangled and entangled systems. The po-
sition of the second transition point had been estimated empirically by Wang
(2003), who analysed data of various scholars on diffusion of macromolecules
and showed, that for both melts and solutions of linear polymers (with a few
exceptions, among them hydrogenated polybutadiene — hPB) there is a point
M* = 10M, dividing regions of different dependences of self-diffusion coeffi-
cient on molecular weight, while in the region of higher molecular weights the
reptation law of diffusion (5.20) is firmly valid. It was also noted earlier (Tao
et al. 2000), that ‘if there is a non-universal crossover to an exponent of —2.0,
for hPB it occurs at or beyond M/M, ~ 10%, whereas for PS and PDMS it
might occur near M /M, ~ 10.” So, for the linear polymers, there is a point
about M* = 10M,, as a rule, where the mechanisms of mobility change, while
the reptation mechanism of mobility dominates above the transition point
M* =10M, (or in the formulation, which has no exceptions: below the value
x* = 0.1),! and one can write for empirical dependence

M—3, M < M*, weakly entangled systems
D~ .
M2 M > M*, strongly entangled systems

Relation (5.4) is used to describe the dependence in the region of lengths
below 2M,, whereas in the region above 2M,, the two mechanisms of the
displacement of the centre of mass of the macromolecule are optional, so that
the resulting coefficient of self-diffusion has to be defined as

D = Ddif + Drep-

1 Some other scholars (Lodge 1999; Tao et al. 2000) consider that the transition point
coincides with the entanglement point 2M, and find, considering the data for the whole
region above 2M,, the empirical law of molecular-weight dependence of self-diffusion coeffi-
cient with the index about —2.3 instead of non-amended reptation law (5.20). However, to
estimate a real empirical value of index in the reptation law of diffusion, one needs much
longer macromolecules and, in any case, one has to exclude the transition interval below
10M,.. Note also that the measurements of diffusion of labelled chains in a melt matrix of
significantly higher molecular weight (tracer diffusion) show the index —2 (Wang 2003).
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The first and the second diffusion coefficients, Dgir and D, are defined by
relations (5.11) and (5.20), respectively. The two competing mechanisms have
a different length dependence of the self-diffusion coefficient

¢ 2°M~179  non-reptation
D ~ . (5.21)
c2M~2, reptation
One can see from the comparison of equations (5.10) and (5.19) that the
reptation motion of the macromolecules is revealed at the condition

1
xB > §7r2. (5.22)

This relation determines a molecular weight M* at which the mechanism
of diffusion changes. To determine the dynamic transition point M™*, which
separates the strongly entangled (M > M*) and weekly entangled (M < M™*)
systems, one considers the parameter B to be dependent on y and, taking
equations (3.17) and (3.25) into account, finds a solution of the equation

1
xB(x) = §7r2. (5.23)
It is not difficult to solve this equation, taking empirical value 6 = 2.4 into
account, and estimate the number value of the transition point between weakly
and strongly entangled systems as

x*~0.1, M*=10M..

This is the point, above which the reptation mechanism of diffusion predom-
inates.

The results of estimation of coefficient of self-diffusion due to simulation for
macromolecules with different lengths are shown in Fig. 12. The introduction
of local anisotropy practically does not affect the coefficient of diffusion below
the transition point M™*, the position of which depends on the coefficient of
local anisotropy. For strongly entangled systems (M > M™*), the value of the
index —2 in the reptation law is connected only with the fact of confinement
of macromolecule, and does not depend on the value of the coefficient of local
anisotropy. At the particular value a, = 0.3, the simulation reproduces the
results of the conventional reptation-tube model (see equation (5.21)) and
corresponds to the typical empirical situation (M* = 10M,).

5.2 Quasi-Elastic Neutron Scattering

The convincing confirmation of existence of intermediate length is given by
experimental results on the neutron scattering. To observe the scattering on a
single macromolecule in a system of entangled chains, the investigators have
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Figure 12. The coefficient of diffusion of a macromolecule.
Diffusion of a macromolecule of length 25M, among macromolecules with various lengths

My (left plot), and among macromolecules of the same length — self-diffusion (right plot) is
depicted. Each point is calculated as the ratio of asymptotic values of the displacement of
a macromolecule for large times (see the dependence in Fig. 11) to values of displacement
for the Rouse chain at the corresponding values of the parameter B and the values of the
parameter ¢ = 0. The values of the parameters of local anisotropy are ae = 0.3, ac = 0
for the circles and ae = 0.1, ae = 0 for the squares. The slopes of the dashed lines on the
left plot are —2.4 for short macromolecules and 0 for long ones, so that the simulation
determines the point of transition between diffusive and reptation modes of motion. The
slopes of the dashed lines on the right plot are —2.4 for short macromolecules and —1
for long ones, so that the simulation gives the well-known dependence D ~ M~—2 for
coefficient of self-diffusion of macromolecules above the point of transition. The results
do not depend on the arbitrary number N of subchains, whereas it is taken N = 10 for
the sample calculations. All calculations are fulfilled at the step of integration h = 0.001,
and the number of realisations is 100 in each case. Adapted from Pokrovskii (2008).

taken blends of chemically identical deuterated and non-deuterated macro-
molecules (Daoud et al. 1975; Higgins and Roots 1985; Richter et al. 1990).
A small quantity of non-deuterated macromolecules among deuterated macro-
molecules determines scattering which can be considered to be scattering on
a single macromolecules.

5.2.1 The Scattering Function

An introduction to the theory of neutron scattering can be found, for instance,
in a books by Hansen and Donald (1986) and Higgins and Benoit (1994). The
scattering function for a single macromolecule is known for some models of
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polymer chain in dilute solutions (Gennes 1967; Dubuis-Violette and Gennes
1967; Akcasu and Gurol 1976) and in entangled systems (Gennes 1981; Ronca
1983; Kokorin and Pokrovskii 1990; Des Cloizeaux 1993; Wishnewski et al.
2002). We shall consider the entangled systems, using the mesoscopic model
of dynamics of macromolecule, which allows us to avoid some assumptions,
which were included in the previous calculations, and present a generalised
scattering function.

The neutron scattering on a single macromolecule is determined by the
dynamic structure function or scattering function

S(k,t) = 3 (explik(re(t) — 7 (0))). (5.24)

oLy

N +1

The double sum is evaluated over all the Brownian particles of the macro-
molecule. In equation (5.24), k is the vector in the direction of the scattering,

having the length

4
kf—ﬁsmt9
2

A

where A is the wave-length of the initial beam and 6 is the scattering angle.
To investigate the motion of the internal parts of a macromolecular coil, the
relation k(R?)Y/2 > 1, or A < (R?)Y/? must be fulfilled. For typical macro-
molecules, it gives for the wave-length the value A < 1076 cm.

We are considering the scattering function (5.24) and can see that the
expansion of the expression

(explik(r®(t) —r7(0))]) =1 - % DR = (0)%) — - (5:25)
i=1

has real components only. Since the averaged values of the quantity (r{*(¢) —
7(0))? do not depend on the label of co-ordinates i, expression (5.25) can be

T
written as

3

(exp[ik(r®(t) — 77(0))]) = exp l—ék2 PR(GROR 7‘7(0))2>] .

i=1

This is an exact relation in the case, if the averaging is fulfilled over a Gaussian
distribution function.
Hence, the scattering function (5.24) takes the form

S(k, NHZeXp [——WZ« (1) - r3<0)>2>]. (5.26)

To evaluate the function, we omit the correlation between particles with dif-
ferent labels and consider the non-coherent scattering function
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Figure 13. The neutron scattering function.
The results for a macromolecule of the length M = 25M, (x = 0.04, B = 429, 1) = 8.27).

The analytical results due to equation (5.26), in which A (t) is defined by (5.5) and (5.13),
are shown by dashed lines. The results of calculation of function (5.24) due to simulation
are shown for the above values of parameters B and 1) and for values ae = 0, a; = 0 by
solid lines and ae = 0.3, a; = 0.1 by open circles. The values of k(R?)!/2 are shown at
the curves. Adapted from the paper of Pokrovskii (2006).

S(k,t) N+1 Zexp <——k24 ()) (5.27)

where the mean square displacement A, (t) = ([r®(t) —7%(0)]?) of the particle
« is determined by expression (5.13). We can easily see that all the properties
of function A, (t) from Section 5.1.2 are reflected in the scattering function,
which is shown in Fig. 13 for some values of parameters. In particular, a
plateau is revealed on the plot of the scattering function.

5.2.2 An Estimation of Intermediate Length

The value of the scattering function in the plateau region is connected directly
with the intermediate length &

S(k,t) = exp (—ék2§2> ) Tct<r (5.28)
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Similar results are reported by Ronca (1983) and Des Cloizeaux (1993). Their
calculations were based on models, which contained the tube diameter d as an
introduced parameter. Though the tube diameter is an arbitrary parameter, it
appears, that this quantity is practically the same as the double intermediate
length

= 226"

Though their theories appear to be not quite consistent, the final results
provide an estimate of the intermediate length.

The intermediate length is defined by equation (5.7) and, taking into ac-
count formulae (1.4) and (3.30), can be represented as

€2~ c2OA(T). (5.29)

This relation was confirmed by Kholodenko (1996) who started from detailed
picture of geometrically confined polymer chain and used more sophisticated
methods of calculation.

Results on neutron scattering by specially prepared samples (Higgins and
Roots 1985; Richter et al. 1990) reveal the plateau region. The beam of neu-
trons characterised by k in the range from 0.058 A~! till 0.135 A~! was used
by Richter et al. (1990). It gives the values of k(R?)'/? from 5.8 to 13 for the
typical size of macromolecular coils. We can see that the actual values expose
the special time dependence revealing the intermediate length. The time de-
pendence of the observed scattering functions appears to be very similar to
the depicted scattering functions.

For an interpretation of the results and evaluation of the intermediate
length, Richter et al. (1990) have used the scattering function calculated by
Ronca (1983). Richter et al. (1993), Ewen and Richter (1995) and Ewen et
al. (1994) have found the typical values of the tube diameter at different
temperatures which are 35-50 A for alternating poly(ethylen-propylene) and
65-70 A for poly(dimethylsiloxane); the corresponding values of intermediate
length & are 16-23 A and 30-32 A. According to relation (5.29), the quan-
tity £cCoo(T) does not depend on the temperature. Nevertheless, Richter et
al. (1993), at investigating the temperature dependence of the intermediate
length in polyethylene-propylene melts, have found that the quantity £cCoo (T')
increases slightly when the temperature increases. One ought to remember
that the written relations follow the simplest schematisation of the entangled
system.

The results of the investigations of Higgins and Roots (1985) and Richter
et al. (1990) confirm the existence of the dynamic intermediate length and
this is satisfactory from the point of view of all theories. However, it does not
mean that investigators confirm the reptation of long macromolecules. The
existence of an intermediate length is the effect of first order in respect of
co-ordinates in the equation of macromolecule dynamics, while the reptation
of a macromolecule is connected to terms of higher orders. Other arguments
are needed to confirm the reptation mobility.



Chapter 6
Linear Viscoelasticity

Abstract In the course-grained approximation, polymer solutions and melts
can be considered as a suspension of interacting Brownian particles, which
allow us to determine a general expression for the stress tensor, following a
method developed in the theory of liquids (Rice and Gray in Statistical me-
chanics of simple liquids (Wiley, New York), 1965; Gray in Physics of simple
liquids, ed by H.N.V Temperley (North Holland, Amsterdam, pp. 507-562),
1968). The general theory is specified to calculate dynamic modulus both for
dilute and concentrated polymer systems. The approach allows one correctly
to describe the linear viscoelastic behaviour of dilute polymer solutions over
a wide range of frequencies, if the effects of excluded volume, hydrodynamic
interaction, and internal viscosity are taken into account. As far as the very
concentrated solutions and melts of polymers — entangled polymers — are con-
cerned, the results for the linear approximation of macromolecular dynamics
are only available now. As one can anticipate, it is not sufficient for complete
description of relaxation processes in strongly entangled systems, though some
relations for terminal characteristics are obtained for these systems. Remark-
ably, the mesoscopic theory appears to be self-consistent for entangled sys-
tems: the relaxation time of the environment is equal to the relaxation time
of the entire system, which is calculated in this chapter. The intermediate
scale introduced in Chapter 5 appears here once more as connected with the
well-known length of a macromolecule between adjacent entanglements M. It
casts a new light on the old terms and old theories. The pictures given earlier
by different theories appear to be consistent.

6.1 Stresses in the Flow System

6.1.1 The Stress Tensor

As before, we shall consider each macromolecule either in dilute or in concen-
trated solution to be schematically represented by a chain of N 4+ 1 Brownian

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
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particles, so that a set of the equations for motion for the macromolecule can
be written as a set of coupled stochastic equations
d2

mT—FO‘—FGa—FKOL—‘rqb, Oé:071,...7N, (61)
where m is the mass of a Brownian particle associated with a piece of the
macromolecule of length M/(N + 1), »® are the co-ordinates of the Brown-
ian particles. The dissipative forces F¢ and G acting on the particles were
discussed in Chapter 2 for dilute solutions and in Chapter 3 for entangled
systems.

We consider n to be the number density of macromolecular coils in the
system, so that the system contains n(N + 1) Brownian particles in unit
volume. This number is sufficiently large to introduce macroscopic variables
for the suspension of Brownian particles, namely, the mean density

=> m{§(x —r*)) =m(N + D)n(,t) (6.2)

and the mean density of the momentum

pvj(z,t) Zm (u*(x —r")). (6.3)

The angle brackets denote averaging over the ensemble of the realisation of
random forces in the equations of motion of the particles. The sum in (6.2)
and (6.3) is evaluated over all the Brownian particles. The double index ac
consists of the label of a chain a and the label of a particle « in the chain.

The methods developed in the theory of liquids (Rice and Gray 1965,
Gray 1968) was used by Pokrovskii and Volkov (1978a) to determine the
stress tensor for the set of Brownian particles in this case. One can start with
the definition of the momentum density, given by (6.3), which is valid for an
arbitrary set of Brownian particles. Differentiating (6.3) with respect to time,
one finds

%pfuj:f Zm (uf“uf*o(x — r*® +Z< J 5a:fr )> (6.4)

The right-hand side of equation (6.4) has to be reduced to a divergent form.
To transform the second term, we use the dynamic equation (6.1), which ought
to be multiplied by §(x — r**). After summing over all the particles of the
macromolecule and averaging, one uses the requirement that there is no mean
volume force, that is,

N

> ((F* +¢™)s(x — %) =0, a=12,...,n, (6.5)

a=0
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So, for each macromolecular coil, one can write

N ac N
mz <d%5(;c - 7"”)> = Z (K™ + G*)o(x —r*)), a=1,2,...,n.

a=0 a=0

Next, the formal expansion of the d-function into a Taylor’s series about
the centre of mass ¢® of the ath macromolecule can be used, retaining only
the first two terms of the expansion

0
i@~ 1) = 3@ — g") = (1" — gf) 5—0(z — ).

So, the above formula is transformed into

N
Z<(K;’a7’ga+G?arga)(s($—qa)>, a = 1,27'.',77“

a=0

2
8xk

Here, the sum is conducted over all the particles in a given macromolecule.
Assuming that all the macromolecules are identical, and neglecting the statis-
tical dependence of the position of the centres of mass of the macromolecules
on the other co-ordinates, one obtains an expression for the second term on
the right-hand side of equation (6.4) in the divergent form

N

j ac 6 ac,ac ax,,ac
Z<m d; S(x—r )>:_8—xkn (Ko™ 4+ Gori®).

a,o a=0

The first term on the right-hand side of (6.4) can also be rewritten in a
more convenient form. One uses the definition of the mean velocity v; and,
taking only the first term of the expansion of the J-function into account, one
finds that

m Y (st — g)) = nm S0 {(f = o) (= ) + priey.

a,x a=0

Thus, an equation, which has the sense of a law of conservation of mo-
mentum has been obtained. There is an expression for the momentum flux
pvivj — 0; under the derivation symbol, which allows one to write down the
expression for the stress tensor

N
oy = 0> [l — ) (uf — v) + (KErS + GEr)]. (6.6)
a=0

The assumption that the particle velocities are described by the local-
equilibrium distribution yields
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N
or; = —n(N + )Tk —n > (K& + GSryy). (6.7)

a=0

As was demonstrated by Pyshnograi (1994), the last term in (6.7) can be
written in symmetric form, if the continuum of Brownian particles is consid-
ered incompressible. In equation (6.7), the sum is evaluated over the particles
in a given macromolecule. The monomolecular approximation ensures that
the stress tensor of the system is the sum of the contributions of all the
macromolecules. In this form, the expression for the stresses is valid for any
dynamics of the chain. One can consider the system to be a dilute polymer
solution or a concentrated solution and melt of polymers. In any case the
system is considered as a suspension of interacting Brownian particles.

6.1.2 Oscillatory Deformation

Experimentally a variety of quantities are used to characterise linear viscoelas-
ticity (Ferry 1980). There is no need to consider all the characteristics of linear
viscoelastic response of polymers which are measured under different regimes
of deformation: in linear region, they are connected with each other. The study
of the reaction of the system in the simple case, when the velocity gradients
are independent of the co-ordinates and vary in accordance with the law

Yik ~ e
for different deformation frequencies w, gives a clear picture of the phenomena
of linear viscoelasticity and yields important information about the relaxation
processes in the system. For this case, the expression for the stress tensor can
be written in the form

oik(t) = —pdir + 2n(w)yik(t) (6.8)
which defines the complex viscosity coefficient — dynamic viscosity
n(w) =n'(w) +in" ().

Since the velocity gradient is related to the displacement gradient by the

expression 1o = —iw13, it follows that, instead of the dynamic viscosity, the
use may be made of another characteristic — the dynamic modulus
G(w) = G'(w) —iG" (w) = —iwn(w). (6.9)

The components of the above complex quantities are linked by the relation
G =wn’, G" =wrn. (6.10)

Dynamic modulus is a convenient characteristic of viscoelasticity. To anal-
yse the results, it is convenient also to consider the asymptotic behaviour of
the dynamic modulus at high and low frequencies. In the latter case
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G(w) = —iwn + w?v. (6.11)

The expansion determines the terminal quantities: the viscosity coefficient 7
and the elasticity coefficient v which, in their turn, determine the terminal
relaxation time and steady-state compliance, correspondingly,
v v
T=— Jo=—. (6.12)
n n

Both the dynamic modulus and the terminal quantities are characteristics of
viscoelasticity of a system and are subject of interest of experimentalists.

Note that the dynamic modulus is the Fourier-transform of the relaxation
modulus G(t)

Glw) = —iw / Gt)et dt,
0

which is also often used to characterise viscoelastic behaviour on the system.

6.2 Macromolecules in a Viscous Liquid

The dilute polymer solution can be considered as a collection of non-interacting
macromolecular coils suspended in a viscous liquid, the stress tensor of which
is written as

O’?k = —pdir + 2N5Yik- (6.13)

The dynamics of a separate macromolecular coil in the viscous liquid, dis-
cussed in Chapter 2, allows one to determine the problem.

6.2.1 The Stress Tensor

To find the stress tensor, one can use equation (6.7), in which the elastic and
internal viscosity forces, according to equations (2.2) and (2.25), have the form

K¢ = —2TpAqgyr], G = =Gy (] —wr)).

This gives the expression for the stress tensor

Oik = 777,T(1 + N)(Slk
N
1S BT A () — Tt + G (72} — witrr)]
v=0

Furthermore, it is convenient to switch to normal co-ordinates (1.13). We can
use the expressions for forces (2.26) to rewrite the expression for the stress
tensor in normal co-ordinates



104 6 Linear Viscoelasticity

Ok — 7Tl(N + 1)T5@k
N
> [20TAalpf 0R) — Tou + Cpa ((05) — wnalppf)) ] (6.14)
a=1

Here the linear terms in respect to the coefficient of internal viscosity ¢, have
taken into account only. Averaging with respect to the velocity distribution
has been assumed here. One ought to add the stresses (6.13) of carrier viscous
liquid to stresses (6.14) to determine the stress tensor for the entire system,
that is for the dilute solution of the polymer.

Let us note that the extra stresses arise due to the differences in the rate of
diffusion w® of a Brownian particle and the averaged velocity of the medium
v® at the point where the particle is located. It results in the emergence of
forces

F° = —((v* —w").

Accordingly, the extra stresses after averaging can be written as

N
—n¢ Y (v — w)rg) (6.15)
a=0

where the angle brackets denote averaging with respect to the distribution
function for the particle co-ordinates. One ought to determine the diffusion ve-
locity w® to arrive at expression (6.14) for the stress tensor. Expression (6.15)
was the starting point in the calculations of the extra stresses in dilute so-
lutions of polymer in works by Cerf (1958), Kirkwood and Riseman (1948),
Peterlin (1967), and Zimm (1956).

One can use equation (2.37) to obtain the other form of the stress tensor

N
11 1
oir = —nT(N + 1)d; + n¢ E 3 [T— (<P¢VPZ> Y §ik> + 20, (07 7 )ik
v=1 1% v

(6.16)
where the times of relaxation 7,5 and 7} = (1 + ¢, )7, were defined earlier by
expressions (2.30).

Note that the internal viscosity is a residual of internal relaxation pro-
cess in the case, when the slow deformation is considered. In a more general
case, the elastic and internal viscosity forces acting on the chain, according to
equations (2.2) and (2.28), can be written as

KO = —9Tudoyr?, G =— / Gony(5) (] — wigr)e_sds.  (6.17)
0

Then, equation (6.7) gives, instead of (6.14), the expression for the stress
tensor in normal co-ordinate
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N
oi(t) = —n(N+1)Tér +n Z{ZuTAa(pf‘pﬁ — T,

v f " us) (1602~ )R (0) — wult — ) (o (¢ - s)pz<t>>)ds}.
(6.18)

The validity of the theory for the non-linear region is restricted by terms
of the second power with respect to the velocity gradient for non-steady-state
flow and by terms of the third order for steady-state flow, due to approxima-
tions described in Chapter 2, when the relaxation modes of a macromolecule
were being determined.

6.2.2 Dynamic Characteristics

Let us write down first of all the stress tensor for dilute solution (6.16) as a
function of the velocity gradients. We can use expressions (2.41) for moments,
in order to determine the stresses with accuracy within the first-order term
with respect to velocity gradients

Oik = —DOik + 215Yik

N
ligou > S
n Vz::l |:1 901//(; XP< Ty)Vzk( S) 5+ OuT Vik ( )

This equation contains two sets of relaxation times, which are defined by
equations (2.30), that is,

V=114 ¢a), Th=10a"", pa=pid?, a=1,2... < N.
The exponents in the above expressions can be estimated beforehand from
the dependence of the limiting values of the characteristic viscosity at low
and high frequencies on the length of the macromolecule.

In the case of the oscillatory motion, equation (6.19) defines, in accor-
dance with equation (6.8), the complex shear viscosity n(w) = 1’ + in” with
components

N
i
’ . v
' (w) =ns JFTITVZITVi [C,Oy + m
- (6.20)

) =ity L
1+ (nw)

)

Figure 14 illustrates the dependence of the characteristic viscosity

n—"s
=1 BLE—
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Figure 14. The components of characteristic viscosity.
The real and imaginary components of characteristic viscosity have been calculated ac-

cording to equations (6.20) for zv = 2, 1 = 0.5, § = 0.5. The dashed curves depicts the
alternation of the dependencies in the case when an internal relaxation process is taking
into account, whereas equations (6.28) are used at 7/27; = 1075.

as defined by equations (6.20) on the non-dimensional frequency 7w for some
values of the parameters zv, 1 and 6 which appeared in the formulae for
relaxation times, introduced previously.

Equations (6.20) are followed by the expression for the characteristic dy-
namic modulus, components of which are

, Y (rpw)?
’ :nT;m’ (6.21)
(1-,) '

N
G = -+ nT 1 L
Nsw n ZTUW Y2 1-|—(7'Jw)2

v=1

Figure 15 demonstrates a comparison of the characteristic modulus

. G —inw

(6] =l — 7
calculated according to equation (6.21), with the corresponding experimental
values. One can note, that for certain values of the maximum relaxation time
71 and certain values of the exponents zv and € (whereas, in virtue of equa-
tion (6.27), 8 = 2v — 1), the theory satisfactorily reproduces the experimental
relations for polymer solutions at infinite dilution. We may note yet again
that the identifying constants are unambiguously determined by the limiting

values of the characteristic viscosity and can be estimated independently.

The results (6.20) and (6.21), which are valid in the first order with re-
spect to the coefficient of internal viscosity o1, were found by Peterlin (1967).
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Figure 15. The components of characteristic dynamic modulus.
Frequency dependence of characteristic dynamic modulus for polystyrene solutions in

decalin (A) and in toluene (B). Experimental values due to Rossers et al. (1978) (see
also the last lines of Table 2) are shown by filled points (for the real part) and empty
points (for the imaginary part). The theoretical curves have been plotted for zv = 1.788,
6 =0.788, 71 = 2.5 x 1073 s for case A and for zv = 1.5, § = 0.5, 71 = 8.35 x 10~ % s for
case B. Adapted from the paper of Pokrovskii and Tonkikh (1988).

A generalisation of the theory for the case of arbitrary values of internal vis-
cosity was done by Pokrovskii and Tonkikh (1988). We may note that the case
when @1 = 0 and zrv = 2, corresponds to an ideally flexible freely-draining
macromolecule, and reproduces the relations indicated by Rouse (1953).

Thus, one may conclude that, in the region of comparatively low frequen-
cies, the schematic representation of the macromolecule by a subchain, taking
into account intramolecular friction, the volume effects, and the hydrodynamic
interaction, make it possible to explain the dependence of the viscoelastic be-
haviour of dilute polymer solutions on the molecular weight, temperature,
and frequency. At low frequencies, the description becomes universal. In or-
der to describe the frequency dependence of the dynamic modulus at higher
frequencies, internal relaxation process has to be considered as was shown in
Section 6.2.4.

As an illustration, certain data characterising dilute polymer solutions are
presented in Table 2.

6.2.3 Initial Intrinsic Viscosity

In the study of the linear response, it is convenient to consider quantity inde-
pendent of concentration and viscosity — the characteristic (intrinsic) viscosity

=" (6.22)
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TABLE 2. Characteristics of dilute polymer solutions

T ps s M-1075% [n] 71 - 104
System °C gem™3 P cmig=l s
Polystyrene in decalin* 16 0.8868 0.0295 8.6 76 0.35
Polystyrene in
di-2-ethyl-hexylphthalate* 22 09827 0.678 8.6 — 7.59
Polystyrene in
a-chloronaphthalene* 25 1.195 0.0315 8.6 197 1.26
Polystyrene in arochlor 1232* 25  1.269 0.142 8.6 183 3.98
Polystyrene in arochlor 1232* 25 1.269 0.142 4.1 111 1.2
1.4-Polybutadiene in
chloronaphthalene** 25 — 0.0312 2.2 200 0.26
1.4-Polybutadiene in
chloronaphthalene** 25 — 0.0312 9.1 510 2.75
1.4-Polybutadiene in decalin** 25 — 0.0245 9.1 510 2.14
Poly-a-methylstyrene in
a-chloronaphthalene™** 25 — 0.0315 14.3 252 2.0
Poly-a-methylstyrene in decalin*** 25 — 0.0245 14.3 135 0.79
Polystyrene in decalin®*** 15 0.887 0.0287 180 300 23
Polystyrene in toluene**** 20 0.867 0.0059 180 3100 69

* Johnson et al. (1970); ** Osaki et al. (1972a); *** Osaki et al. (1972b); **** Rossers et
al. (1978).

where 75 is the viscosity of the solvent and ¢ = nM Ngl is the weight concen-
tration of the polymer (Ny = Avogadro number).

The limit of the characteristic viscosity at low frequencies, according
to (6.20), is defined as

n'o = T ZT; = C—nSC(ZV)Tl (6.23)

where ((z) is Riemann’s zeta-function. This quantity makes it possible to
estimate the role of the volume effects and of the hydrodynamic interaction
in the dynamics of the macromolecule, which influence the dependence of
the quantity under discussion on the molecular weight (the length of the
macromolecule)

[1]o = KM 1. (6.24)

Theoretical estimates of the quantity zv — 1 are in the range from 0.5
(non-draining Gaussian coil), to 1.11 (draining coil with excluded-volume in-
teraction). A compilation of empirical values of K and of the power exponents
for different polymers and different solvents may be found in the literature
(Flory 1969, Tsvetkov et al. 1964). The empirical values of the exponent zv—1
do not exceed 0.9, which indicates significant impermeability of the macro-
molecular coil in a flow. We may note that once a relation of type (6.24)



6.2 Macromolecules in a Viscous Liquid 109

has been established for a certain polymer, it can be used to determine the
molecular weight of the polymer from the characteristic viscosity (Flory 1969,
Tsvetkov et al. 1964). If the value of the index zv is known, equation (6.23)
allows us to estimate the value of the largest relaxation time 7y.

For a non-draining coil, the characteristic viscosity defined by equa-
tion (6.23) can be expressed in the form

0o <S2>3/2
in'lo = -2 (6.25)

where (S?) is the average square of the radius of inertia of the coil, while the
experimental value of the constant @ (called the Flory constant) according to
Flory (1969)

@ = (2.66 £ 0.1) x 10%* mol .

Equation (6.25) makes it possible in this case to interpret a dilute solution
of macromolecules as a suspension of solid non-deformable spheres with a
radius close to the mean square radius of inertia.

The initial characteristic viscosity defined by equation (6.23) is seen to be
independent of the characteristics of intramolecular friction, but this is a con-
sequence of the simplifying assumptions. It has been shown for a dumbbell (Al-
tukhov 1986) that, when account of the internal viscosity and the anisotropy
of the hydrodynamic interaction is taken simultaneously, the characteristics
of these quantities enter into the expression for a viscosity of type (6.23). This
result must be revealed also by the subchain model when account is taken of
the anisotropy of the hydrodynamic interaction.

6.2.4 On the Effect of Internal Viscosity

The characteristic viscosity (6.22) is of special interest in the study of the
influence of intramolecular friction on the dynamics of a macromolecule in a
viscous liquid. At w — oo, characteristic viscosity can be written as

T & T
1l = == D e = —C(av = O)mipn (6.26)
cns £ s
where ((x) is Riemann’s zeta-function.
Experimental studies indicate (Cooke and Matheson 1976, Noordermeer
et al. 1975) that the limiting characteristic viscosity for a given polymer-
homologous series is independent of the length of macromolecule and the type
of solvent. Taking into account that 7y ~ M** n~ M~! and ¢; ~ M~? one
can find the relation

0—zv+1=0 (6.27)

which follows from equation (6.26) and from the fact that the limiting char-
acteristic viscosity is independent of the length of macromolecule.
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The independence of the limiting characteristic viscosity on the type of
solvent means that ¢; is independent of the viscosity of the solvent, that is
the dimensional characteristic of the ‘internal’ friction of the macromolecule
(1 is proportional to the viscosity of the solvent and the “internal” friction is
not solely internal. The conclusion that the solvent contributes significantly to
the intramolecular viscosity was reported by Schrag (1991), and was dubbed
as the “solvent modification effect”.

The fact that the value of the characteristic viscosity at high frequencies
is not zero indicates the existence of intramolecular (taking into account the
solvent molecules) relaxation processes with relaxation times smaller than
the reciprocal of the frequency of the measurement. The true limiting value
is naturally zero and experiments sometimes reveal a step at a frequency w
which indicates the occurrence of a relaxation process with a relaxation time
T ~ w~! which is compatible to the times of the deformation of a system.
This phenomenon may be described by including the relaxing intramolecular
viscosity, as it was done by Volkov and Pokrovskii (1978).

One uses expression (6.18) for the stress tensor in which the memory func-
tion can be chosen in the simplest way

where @, is a coefficient of the intramolecular viscosity which can be defined
by relation (2.27), for example. Then, we use the results of Chapter 4 for the
correlation functions to write down the stresses for oscillatory deformation
and to find an expression for the coefficient of dynamic viscosity

n(w) —ns—l—nTZ( —m)QU_i Wl—lZ_wZ(;;—Té)]

«

rh 47yt =15 1 —iw(r) — 7))
TS TE — T4 l—Zw'Tg
+7}I<T;T{)2Ta[1iw§7‘a_’r;)] 7 (6.28)
Ta \T& — Ta 1 —iwTs

where the relaxation times are defined by

1/2
=1, & (Tc% - 27'7';) , T = L )
azl/
=+ 72 (14 pa) 0 ZaT o
Ta ==+ 74 o) Ty = :
2 v T4+ Ta

In the case, when one neglects the relaxation time of the intramolecular
process,

o= 7 = T (L Pu),

7'+—>7'“ 7, —0, 70-0
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and expressions (6.28) reduce to the equation for dynamic viscosity

n(w) —775+nTZ 1*“"—”]7) (6.30)

1 —iwTs

which has the components (6.20).

Figure 14 illustrates the dependence of the viscosity on the frequency, while
taking into account the intramolecular relaxation process with a relaxation
time 7 according to expression (6.28). It may be hoped that the study of
intramolecular relaxation processes from a phenomenological point of view will
promote the establishment of the detailed mechanism of the rapid relaxation
processes in polymers, although there is no doubt that more detailed models
of the macromolecule studied, for example, by Gotlib et al. (1986), Priss and
Popov (1971), Priss and Gamlitski (1983) must be used at high frequencies.
These models make it possible to describe the small-scale motions of the chain.

6.3 Macromolecules in a Viscoelastic Liquid

One of the first attempts to find a molecular interpretation of viscoelastic be-
haviour of entangled polymers was connected with investigation of the dynam-
ics of a macromolecule in a form of generalised Rouse dynamics (Pokrovskii
and Volkov 1978a; Ronca 1983; Hess 1986). It formally means that, instead of
assumption that the environment of the macromolecule is a viscous medium,
Brownian particles of the chain are considered moving in a viscoelastic liquid
with the stress tensor

o}y = —poij + 2/0 1s(8)7i5(t — s)ds. (6.31)

The generalised Rouse dynamics is proved to be not sufficient for consistent
explanation of viscoelastic behaviour of entangled polymers, but appears to
be interesting from methodological point of view.

6.3.1 The Stress Tensor

To obtain the expression for the stress tensor for the set of Brownian particles
suspended in a viscoelastic liquid, we use equation (6.7), in which the elastic
and internal viscosity forces are specified in Section 3.2

K = -2TpAqri, Gf =0.

It is convenient to write the stress tensor (6.7) in terms of normal co-
ordinates:

N
oik(t) = —n(N + )T6i +nT Y (2ura(pfpf) — bik) - (6.32)

a=1
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Expression (4.17) for non-equilibrium moments allows us to determine the
stress tensor for a dilute suspension of macromolecular coils in the linear
viscoelastic liquid

N

Oik = —poik + 2 /OOO <77(5) + nTZ ZMAaua(s)Ma(s)> ~ir(t — s)ds. (6.33)

a=1

Expressions (4.28) and (4.29) allow us to write the functions

py(t) = T, eXp<2n> T’ﬂp<2;>—RW,

t t
M, (t T+eX T, exp | — ,
() = 2;0\ [ p( 27’) p< 2TV):|
where
. 1+ B)—1F
S

In accordance with definitions (4.26) the relaxation times are defined as

2rF =1, £/72 — 277F, T,,:%—l—rlf‘(l—&—B), 7‘5:?.
In equation (6.33), the stresses in the moving viscoelastic liquid (6.31)
are added to the stresses in the continuum of Brownian particles. When the
equations of motion are formulated, we have to take into account the presence
of the two interacting and interpenetrating continuous media formed by the
viscoelastic liquid carrier and the interacting Brownian particles that model
the macromolecules. However, the contribution of the carrier in the case of a
concentrated solution is slight, and we shall ignore it henceforth.

6.3.2 Dynamic Characteristics

We are studying the simple case, when the viscoelastic carrier liquid is char-
acterised by the dynamic viscosity

nsB
1—wr

ns(w) = s + (6.34)
where 7y and 7 are the coefficient of viscosity and the relaxation time of
the carrier liquid. The equation of dynamics of a single macromolecule in a
viscoelastic liquid has the form (3.11) in which, for this case, the memory
functions are determined by the transforms

(B

1 —dwr’

Blwl =+ plw] = 0.

In this case, expression (6.33) for an oscillatory shear gradient gives the
dynamic modulus of the system
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Glw) = Golw) =T Y iwliud(s)}

where £{12(s)} is the Laplace transform of the functions 12 (s).
When calculating the Laplace transform, one finds an enhancement of the
dynamic modulus due to the macromolecular coils in the viscoelastic liquid

N _. + _» 0 _. —

Glw) = nT T2 T e W 2T

() = S (o 2T T o
(6.35)

The dynamic modulus of the suspension of non-interacting macromolecular
coils is determined by three sets of relaxation times

+ —
+ — 0 __ 2Ta Ta

T, To = ~ 2T,
I o) (03 —
Ta + T4

o - (6.36)

Further on we shall consider the case of large values of parameter B,
when the first terms in the expansion of the relaxation times in powers of the
quantity 1/B are

2xa?

T~ 78B(1 H1 - —"2 6.37
To To ( +XOZ ) B(]. +Xa2)2 ) ( )
_ 2%y T
T =~ W, X = 27 B . (638)

At large values of B, the whole set of relaxation times can be divided into
two sets: large relaxation times 77 and small relaxation times 7, and 79,
while the times 7 are B times the largest times from the set 7, and 70.

One can see that the frequency dependence of the dynamic modulus is
determined by two parameters B and x

G(w) =nT f(wr™, B, X).

Before we discuss the frequency dependencies of the dynamic modulus, which
are shown in Fig. 16 for typical values of parameters, we shall find expressions
for the characteristic quantities at B > 1. The latter assumption allows us to
use expressions (6.36)—(6.38) and to define
T5 ~ _wB TF ~ LRBXO(Z.
S R

Expressions for viscosity 7, elasticity v and the real value of the dynamic
modulus on the intermediate plateau, when 7.} >> % > 1., follow from
formula (6.35)
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Figure 16. Macromolecules in a viscoelastic liquid.
The real and the imaginary components of dynamical modulus of a dilute suspension of

macromolecules in a viscoelastic liquid are calculated at values of B shown at the curves
and at x = 1. Adapted from the paper of Pokrovskii and Volkov (1978a).

al 1
=nIT"BY  ———
n nitT e 052(1+X042),
N
=nT *B2
y= T BRY

al 1
Ge=nT) Govams
= (1+xa?)

The replacement of the sums by integrals allows us to estimate the char-
acteristic quantities at N — oo. One can find that the elasticity does not
depend on the parameter y

4

— 7T_ * 2
v= 9OnT(T B)-. (6.39)

The viscosity and dynamic modulus value for the plateau can be estimated
at large and small values of x
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v m
n~ —nTT*Bx ™}, Gem~ —nTXx7%, x>1,
90 %0 (6.40)
, .
o~ (% - ng) nIT* B,  Gem %nTx*W, X <1

Now, we can try to relate the above results to the experimental data on
the viscoelasticity of concentrated solutions of polymers. For the systems of
long macromolecules, the estimated values of parameter y are small. Having
used expressions (6.40) for this case, one can evaluate the terminal relaxation
time of the system

v 7'('2

T=—=—T
n 15

which, due to the requirement of assumed self-consistency, ought to coin-
cide with the given relaxation time 7. This requirement, in virtue of defini-

tion (6.38), determines the self-consistent value of the parameter

*B, (6.41)

2

T m
2r*B 30 0.33 (6:42)

X

In the alternative case of large values of x one can use the upper line of
equation (6.40) to calculate the terminal relaxation time of the system, which
coincides with the given relaxation time in order of magnitude

_ v T
T = 02

The suspension of dilute macromolecular coils in a viscoelastic liquid is
suitable for the interpretation of results on the viscoelasticity of concentrated
systems with macromolecules, which are not long (M =~ M,). This case was
carefully investigated by Leonov (1994). He has confirmed the possibility of a
self-consistent description for a system of very short macromolecules.

6.4 Entangled Macromolecules

Investigation of viscoelastic behaviour of linear polymer solutions and melts
shows that there are universal laws for dependencies of the terminal char-
acteristics on the length of macromolecules, which allows to interpret these
phenomena on the base of behaviour of a single macromolecule in the system
of entangled macromolecules (Ferry 1980, Doi and Edwards 1986). The va-
lidity of the mesoscopic approach itself rests essentially on the fundamental
experimental fact that quantities that characterise the behaviour of a poly-
mer system have a well-defined unambiguous dependence on the length of the
macromolecule.

The dependence of the characteristics on molecular weight was used for
the classification of the systems (Ferry 1980; Graessley 1974; Watanabe 1999).
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The law for coefficient of viscosity, which was unambiguously established by
Fox and Flory (1948) for polystyrene and polyisibutilene and confirmed for
many polymer system investigated later (Berry and Fox 1968, Ferry 1980),
determines the first critical point M. ~ 2M, separating entangled and non-
entangled systems of linear polymers

M, non-entangled systems, M < M.,
n (6.43)

M34, entangled systems, M > M..

While the law with index 3.4 for viscosity is valid in the whole region above
M., the dependence of terminal relaxation time is different for weakly and
strongly entangled systems (Ferry 1980) and determines the second critical
point M*

M**, weakly entangled systems, M < M*,
T (6.44)

M34, strongly entangled systems, M > M*.

The data for melts of different polymers collected by Ferry (1980, p.379,
Table 13-1II) allows us to estimate the second critical point! M*. Assuming
that M. = 2M,, one has

M* ~ (4.6-12.0)M,.

The critical value of molecular weight can be identified with the transition
point between weakly and strongly entangled systems, the position of which
was estimated in Sections 4.2.3 and 5.1.2 as

M* ~ 10M,.

The difference in the molecular-weight dependence of the terminal relaxation
time can be attributed to the change of the mechanisms (diffusive and repta-
tion, correspondingly) of conformational relaxation in these systems. Further
on in this section, we shall calculate dynamic modulus and discuss character-
istic quantities both for weakly and strongly entangled systems.

6.4.1 The Stress Tensor

To calculate the characteristics of viscoelasticity in the framework of meso-
scopic approach, one can start with the system of entangled macromolecules,
considered as a dilute suspension of chains with internal viscoelasticity moving
in viscoelastic medium, while the elastic and internal viscosity forces, accord-
ing to equations (3.4)—(3.6) and (3.8), have the form

KE = —2pAar?s  GF = ~Guy [ pl9)u] — i) )emsds.
0

1 To avoid many subscripts, instead of Ferry’s symbol M/ for the second critical point,
I use the symbol M*.
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For calculation, it is convenient to write the stress tensor (6.7) in terms of
normal co-ordinates in the following form:

oi(t) = —n(N + 1)T6, + TLTZ{?/J)\ (p5p%) — ik
b [ (80 = 1) — e — 51 0~ 9 (0))as .

(6.45)

The contribution of the carrier segment liquid in the case of a concen-
trated solution is slight, and we shall ignore it henceforth. The contri-
bution of separate macromolecules, which is presented by the terms un-
der the sum in the above equation, can be divided into two parts. The
first terms describe external frictions due to connectivity of the particles,
while the integral terms present stresses due to intramolecular resistance
of the coils. The last can be interpreted, remembering the speculation in
Section 3.3.3, as stresses emerging at orientation of separate Kuhn seg-
ments in dense medium among the other segments. Let us note that expres-
sion (6.45) can be considered as a generalisation of the known (Cerf 1958,
Peterlin 1967) expressions for stress in dilute solutions of polymers with in-
ternal viscosity. Indeed, if ¢(s) ~ d(s), expression (6.45) for the stress tensor
reduces to (6.14).

The expression (6.45) for the stress tensor can be applied to both weakly
and strongly entangled systems, but, let us note, that the macromolecular dy-
namics is different in these cases. We use the expression (6.45) to calculate the
stress tensor for entangled systems in linear approximation of macromolecular
dynamics. Using expressions for moments (4.17), (4.20) and (4.21) one obtains

N 00
oik(t) = —pdix + 20T Y { / 2\t (8) My (s)vir (t — s)ds
a=1 0

o [0 [t i)

+ fia (W) Mq (u + 5)|vir(t — s — w)du ds}. (6.46)

The mesoscopic analysis, similar to truly phenomenological analysis, in-
cludes some mesoscopic parameters in final expressions for the stress tensor
and for viscoelastic characteristics and assumes the necessity of investigation
on the base of more specified models of the system. Some theories were based
on the image of the structure of polymer systems as a network with tem-
porary knots (entanglements) (Ferry et al. 1955; Lodge 1956; Chompff and
Duiser 1966; Chompff and Prins 1968). Those attempts helped us to under-
stand some features of polymer dynamics. A recent work by Schieber et al.
(2003) gives us an example of a very detailed picture of flowing entangled
polymer system.
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6.4.2 Dynamic Modulus and Relaxation Branches

There are plenty of measurements of dynamic modulus of nearly monodisperse
polymers starting with pioneering works of Onogi et al. (1970) and Vinogradov
et al. (1972a). The more recent examples of the similar dependencies can be
found in papers by Baumgaertel et al. (1990, 1992) for polybutadiene and for
polystyrene and in paper by Pakula et al. (1996) for polyisoprene.

To calculate the dynamic modulus, we turn to the expression for the
stress tensor (6.46) and refer to the definition of equilibrium moments in
Section 4.1.2, while memory functions are specified by their transforms as

(B
1—dwr’

(E

Blu] = ¢+ Pl = = (6.47)

It means, according to the speculations in Chapter 3 that the environment

of the chosen macromolecule is considered a viscoelastic medium, and, in

addition, the internal resistance or the internal viscosity is taken into account.
The latter was not considered in the previous section.

We are calculating dynamic modulus and characteristic quantities for en-

tangled systems, when the linear approximation of dynamic equation is used.

The Case of Low Frequencies

To begin with, let us consider the simple case, when ( can be neglected in
comparison to (B in equations (6.47), which can be done, if one considers low-
frequency properties of the systems with long macromolecules — the strongly
entangled systems. In this case, according to (4.32) and (4.33), we have

Bt} s BTE
ta(s) = . exp (——) — R(s),

o 274 Ta
1 (B+ E)TE s T
Ma(s) = 2 oxp (5 ) + 5—R(s)|
(s) 20Aq [ Ta b ( 27a> + 2T R(s)}
. Bt} 1 s 2Bt}
fra(s) = — oy &XP <27_) + - (s),
. 1 [(B+E)TE 1 s T
M = — a - [ R
o) 20U, { Te 274 SxP ( 27’a> + Te 6(8)}

where 7% = 7* /a? are the Rouse relaxation times and

To = % + (B + E).

Under oscillatory motion, the stress tensor (6.46) gives us an expression
for the dynamic modulus
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G(OJ) — nTZ (Tg) B(B+E)

T
o [e3%

o —iw —w2ETE —iw2ETE
1—iwTe 274+ 7 —2iwTTa (274 + 7 — 2iw77, ) (1 — iwTy)

We can introduce a new set of relaxation times

2T Ty

= 6.48
Ta 27, + T ( )

and, after some rearrangement, write an expression for the dynamic modulus
in the standard form

2 . .

TR — W, To —IWTH
w) =nT E ~©) B|B—% 4y p2___— o 6.49
J=n (Ta> ( 1 —iwr, Tl—in&*)’ ( )

(e

where for small a and large B, we have

Ta > Th, To &T.

One can, thus, see that, at low frequencies, the viscoelastic behaviour of
the system is determined by two sets of relaxation times, or, we can say
also, by two relaxation branches. The first term in (6.49) is determined by
relaxation of conformation of the macromolecule. The second term in (6.49),
as will be shown in the next chapter, is connected with orientational relaxation
processes.

Note that the first and the second terms in (6.49) at w — oo have the orders
of magnitudes nTvy~2 and nTx !, respectively. The ratio of the quantities is
very small for systems of long macromolecules, so that the contribution of the
first, conformation branch to the linear viscoelasticity is negligibly small at
x < x*. Note also that, for strongly entangled systems, at y < x* or M >
M*, as it was shown in Section 4.2.3, conformational relaxation cannot be
occurred via the diffusive mechanism (considered here), but via the reptation
mechanism, so that the first term in equation (6.49) ought to be replaced by
other term, for example, in the form

/X pr 7T2 T*
(e}
nT E TP = —

— W, &ep e x al5’

Though the reptation relaxation times are defined by equation (4.37), the
weights p, of the contributions of separate relaxation processes remain un-
known, and in fact, the replacement is forbidden, so that we prefer, as an
initial approximation, to consider evaluation of dynamic modulus without
any modification.
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The Case of Higher Frequencies

To extend the theory for higher frequencies, we have to consider the general
case, when the micro-viscoelasticity is given by (6.47). Using equations (4.28)
and (4.29), after some rearrangement, one can find the dynamic modulus

5 (a) (a)

1-— 1w7'o(£a)

(6.50)

a=1 «

where the times of relaxation and the corresponding weights are given by the
following expressions

1 1/2
) =1l =3 <m + (72— 2r72) ) :

+@ — ﬂ’ @ _ 2TaTa , @) _ 27Ty 7
T2 ot T 42r,
1 1/2
7’0(;5) =71, = 3 (Ta — (7’2 — 27'7'3) > ,
2ETR
oD =T 5} (1 -2,
274 — T
ETE 2ETR 2E TR
= SEE L TS S (TS + T S —2,
27—04 -T 274 — T
ETE Er®
(3): T+S’_+T—S+ o + «a 1
Pa (a « a a) 2T+—T o — 71 y
ETE 2F ETE
) = —s; =0 77 — (T Sy + Ty S ——2—,
2Ta -7 2Ta — T

R
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2T — T

Expression (6.50) for the dynamic modulus includes now five relaxation
branches and generalises formula (6.49) for higher frequencies.

The situation is illustrated in Fig. 17, which contains experimental values
of dynamic shear modulus for polystyrenes with different molecular weights
and theoretical dependences calculated according to equation (6.50) and pre-
sented by the solid lines. This comparison illustrates insufficiency of linear
approximation for macromolecule dynamics to describe the effects of linear
viscoelasticity of entangled systems. For polymers with the length M > 10M,
— strongly entangled systems, the most essential contribution is given by the
second relaxation branch, that is the orientation relaxation branch with relax-
ation times close to 7, which determines terminal characteristics (see the next
section). The largest conformational relaxation times, contribution of which
are shown by the dashed lines, have appeared to be unrealistically large for
strongly entangled systems in linear approximation of macromolecular dy-
namics. It was shown (see Section 4.2.2) that introduction of local anisotropy
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Figure 17. Dynamic modulus of typical polymers.
The experimental points (taken from the review by Watanabe 1999) are due to the

measurements of Schausberger et al. (1985) for polystyrenes. The numbers indicate the
lengths of macromolecules 1073 - M. The reference temperature is T = 180° C, G%, =
2 x 10° Pa. The length between entanglement is M, = 16000, so that the theoretical
dependences, shown by the solid lines, are calculated for the numbers of entanglements
per macromolecule Z = 2.125,3.813,7.813,18.25,47.31,158.75, which induce, according
to relations (3.17), (3.25) and (3.29), the corresponding values of parameters x, B, and
E. The separate contributions from the conformational relaxation branches are shown by
dashed lines.

of mobility helps one to improve the situation: the largest relaxation times de-
crease when the coefficient of local anisotropy increases. However, one can see
that the contribution of the conformation reptation branch into dynamic mod-
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ulus appears to be negligible for the high-molecular-weight polymers in the
region of low frequencies, so that, whichever mechanism of conformational re-
laxation is realised, the second branch gives a good approximation of terminal
quantities for the strongly-entangled systems. The remaining branches merge
and form a group of slow relaxation times. The absence of non-linear terms
in the macromolecular dynamics affects also the behaviour in the transition
region about M = 10M,. The difference between theoretical and empirical
results for polymers with length M < 10M, — weakly entangled systems, can
be also connected, in particular, by polydispersity of polymers, which is larger
for low-molecular weight samples, than for high-molecular weight ones.

One can see that the approximation of the theory, based on the linear
dynamics of a macromolecule, is not adequate for strongly entangled systems.
One has to introduce local anisotropy in the model of the modified Cerf-Rouse
modes or use the model of reptating macromolecule (Doi and Edwards 1986)
to get the necessary corrections (as we do in Chapters 4 and 5, considering
relaxation and diffusion of macromolecules in entangled systems). The more
consequent theory can be formulated on the base of non-linear dynamic equa-
tions (3.31), (3.34) and (3.35).

6.4.3 Self-Consistency of the Mesoscopic Approach

One can notice that the dissipative terms in the dynamic equation (3.11)
(taken for the case of zero velocity gradients, v;; = 0) have the form of the
resistance force (D.3) for a particle moving in a viscoelastic liquid, while the
memory functions are (with approximation to the numerical factor) fading
memory functions of the viscoelastic liquid. The macromolecule can be con-
sidered as moving in a viscoelastic continuum. In the case of choice of memory
functions (3.15), the medium has a single relaxation time and is characterised
by the dynamic modulus

Gow)= —2 G, = lim Gw) =&

1 —dwr w—00 T
where 7 is the correlation time introduced in (3.15), and 7 is a constant.
One can say that the written dynamic modulus characterises the micro-
viscoelasticity.

On the other hand, the properties of the system as a whole can be cal-
culated and the macroscopic dynamic modulus can be determined. Here the
question of the relation between the postulated micro-viscoelasticity and the
resulting macro-viscoelasticity appears. The answer requires a properly for-
mulated self-consistency condition. Simple speculations show that equality
of the micro- and macro-viscoelasticity cannot be obtained. Nevertheless, it
is natural to require the equality of relaxation times of micro- and macro-
viscoelasticities. It will be shown in this section that this condition can be
satisfied.
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First, we shall consider in detail the characteristic quantities: the viscos-
ity coefficient n and the elasticity coefficient v, defined by expansion (6.11),
and the value of the dynamic modulus on the plateau G.. The latter can be
calculated as the limiting value of the modulus at frequencies satisfying the
relation X

To <w71<7'of%r.

The estimation of the main terms of expansion of dynamic modulus (6.49)
determine the expressions for the terminal quantities

2xa2 Xaz—l—l—i—w)

K
a=1

X 1 P
n=ndT BZ (aQ(XaQ-i—l—i—w) 2(2xa2+1+w)>’

a=1

= a?(2xa? +1+1)

A preliminary estimate of x which, according to (5.8), can be interpreted
as the ratio of the square of the tube diameter (2¢)? to the mean square end-
to-end distance (R?)g, shows that y < 1 for strongly entangled systems. For
large N, this enables us to replace summation by integration and, according to
the rules of Appendix G, to obtain expressions for the characteristic quantities

L T 29 1/2}
12x(1+) 8 (1+w)3/2x ’
T

2 . Y 1/2
6 2 m>

31+¢ 2

: (6.51)

These expressions are valid for arbitrary ¥ and small x. We can then
distinguish between two cases, namely: for systems consisting of very long
molecules in the almost complete absence of the solvent (strongly entangled
systems) we have ¥ > 1, whereas ¢ < 1 for a concentrated system consisting
of not very long macromolecules (weakly entangled systems). In the latter
case expressions (6.51) at ¢» = 0 are identical to expressions (6.39) and (6.40).
Here, we shall consider the former case, when ¢ > 1 and find from (6.51) the
zeroth-order terms in power of ¢!

2 2 2

G. — ﬁnTx . op= %HTT*B, v = %nT(T*B)Qx. (6.52)

One can note that the relaxation times of the second branch are very close
to each other, so that the frequency dependence of the modulus could be
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approximated by a expression with the single relaxation time determined by
the relation "
?:G—e:2T*BX:T.

The relaxation time that we have determined may be referred to as the
terminal viscoelastic relaxation time; it is equal to the relaxation time which
was introduced to characterise the medium surrounding the chosen macro-
molecule. Thus, for ¢ — oo, the theory is self-consistent and this confirms
the statement of Section 3.1.1 that chains of Brownian particles are moving
independently in a liquid made of interacting Kuhn segments.

The condition of self-consistency, as a requirement of the identity of the
times of relaxation of macro- and micro-viscoelasticity, gives the following
relation for the first-order terms in power of 1)~! of expansion of (6.51)

Y= (6.53)

This relation is practically identical to relation (5.17).

Equation (6.52) and the experimental data allow us to estimate the pa-
rameters of the theory x and 7B which can be also estimated directly by
other methods discussed in Chapter 5. So, the consistency of the theory can
be tested.

6.4.4 Modulus of Elasticity and the Intermediate Length

Initially, the elasticity of concentrated polymer systems was ascribed to the
existence of a network in the system formed by long macromolecules with
junction sites (Ferry 1980). The sites were assumed to exist for an appreciable
time, so that, for observable times which are less than the lifetime of the site,
the entangled system appears to be elastic. Equation (1.44) was used to esti-
mate the number density of sites in the system. The number of entanglements
for a single macromolecule Z = M /M, can be calculated according to the
modified formula

Ge = nT]\A/i
where n is the density of the number of macromolecules and 7" is temperature
in energy unit.

The length of a macromolecule between adjacent entanglements M, is used
as an individual characteristic of a polymer system. Table 1 contains values
of M, for certain polymer systems. The more complete list of estimates of the
quantity M, can be found in work by Aharoni (1983, 1986). One can compare
expressions (6.52) and (6.54) for the value of the modulus on the plateau to
see that the length of a macromolecule between adjacent entanglements M,
is closely connected with one of the parameters of the theory

(6.54)

[\~

3
S5

X = (6.55)

[
[\)
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We should note, recalling the interpretation of x as the ratio of the doubled
intermediate length to the size of the coil discussed previously (formula (5.8)),
that the length M., determined in the usual way, is actually related to the
intermediate length &. Expression (6.52) can be rewritten in a form which is
identical to the relation by Doi and Edwards (1986)

2 (R?)
Ge = -nT .
REERCIE
Note that the squared diameter of the Doi-Edwards tube relates to our inter-
mediate length as follows

d* = 2(25)2. (6.56)

The intermediate length (tube diameter) 2¢ can be estimated from the mod-
ulus with the aid of the above equations. Comparison of values of the in-
termediate length found from dynamic modulus and from neutron-scattering
experiments was presented by Ewen and Richter (1995). They found the val-
ues to be close to each other, though there is a difference in the temperature
dependence of the values of intermediate length found by different methods.

Although a network is not present in a concentrated solution, there exists
a characteristic length, which had earlier been assumed the distance between
neighbouring network sites. The characteristic length is a dynamic one. There
are no temporary knots in a polymer system, though there is a character-
istic time, which is the lifetime of the frozen large-scale conformation of a
macromolecule in the system. So, the conceptions of intermediate length and
characteristic time are based on deeper ideas and are reflected in the theory.

6.4.5 Concentration and Macromolecular Length Dependencies

Thus in the mesoscopic approximation or, in other words, in the mean-field
approximation, the dynamic shear modulus of the melt or the concentrated
solution of the polymer (strongly entangled systems) is represented by a func-
tion of a small number of parameters

Gw)=nTf(7*w, B, X). (6.57)

In this case, one assumes that B > 1, and, hence, it follows that 7 > 7%,
which fact imposes certain restrictions on , so that 1/B < y < 1. For these
values of B and Yy, the theory is found to be self-consistent for ¢ > 1, so
that once again, as was shown in Section 6.4.3, the formulae for the dynamic
modulus lead to expressions for the characteristic quantities

2
n= FnTT*B7 T =27"By,

5 e (6.58)
v= ?nT(T*B)QX7 G.=—nTx "
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Experiments reveal that the dynamic modulus and the characteristic quan-
tities (6.58) depend on the polymer concentration ¢ and length M of the
macromolecule (Ferry 1980), and these dependencies are implied through the
parameters of the theory.

In accordance with equations (1.33) and (4.25) we can write

2
c . CoM="Csx
n~ —, ~N —

6.59
where (j is the monomer friction coefficient and C is a quantity connected
with the temperature dependence of the size of a macromolecular coil (see
Section 1.1). The values of parameter C,, which reflects the thermodynamic
rigidity of the macromolecule, are given for different polymers in tables of the
monographs by Flory (1969) and by Tsvetkov et al. (1964).

The mesoscopic parameters x and B, as was shown earlier in Section 3.3.4,
can be written as functions of a single argument, which can now be rewritten
as

n(R%)3/% ~ C3/2cMY/2, (6.60)

This allows one to write the dependencies of the characteristic quantities on
the concentration of polymer and on the thermodynamic rigidity, if the de-
pendence on molecular weight of the macromolecule, for example, is known.
With help of the result of Section 3.3.4 (see formulae (3.30)), one can obtain
for the strongly entangled systems

1~ GO AT v~ O30T N 202
Ge ~TC3 M, T~ %40033*2025*2M5+1. (6.61)

These equations allow one to establish various relations between the char-
acteristic quantities, while the only index § ought to be evaluated empirically.
The data obtained for almost monodisperse samples of polymer melts of dif-
ferent molecular weight allows one to evaluate for high molecular weights
0 = 2.4 (Berry and Fox 1968, Ferry 1980). Empirical estimate corresponds to
the coarse theoretical estimation in Section 3.3.2, according to which § = 2
or § = 3. The molecular-weight dependencies of other quantities in (6.61) are
typical for high-molecular-weight polymers: G, ~ MY, the dependence of 7
and of 7 on the length of a macromolecule is the same (Ferry 1980).%.

2 The reptation-tube model, being used for interpretation of viscoelastic behaviour of the
system, has allowed to obtain (Doi and Edwards 1986) the relation for terminal character-
istics
n~ M3 T~ MIME.

The small deviation of the derived value of the index 3 from the empirical value 3.4 (see
equations (6.43) and (6.44)) gave rise to the hopes that some improvements of the model
could bring the correct results, at least, for strongly entangled systems. However, it ap-
peared that the results delivered by the model far from empirical results (6.43) and (6.44)
more, than one could earlier imagine (Altukhov et al. 2004). To appreciate these results
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At the comparison of concentration dependencies of the characteristic
quantities (6.61) with experimental determinations, one has to remember that
effect of excluded volume was not taken into account in equations (6.61),
which allow us to say only about qualitative correspondence. The behaviour
of the initial viscosity is the most widely studied (Poh and Ong 1984,
Takahashi et al. 1985). The concentration dependence of the viscosity co-
efficient in the “melt-like” region can be represented by a power law (Phillies
1995). The index can be found to be approximately 26 + 1, in accordance
with (6.61). There are some differences in the behaviour of polymer solutions,
which are connected with different behaviour of macromolecular coils at dilu-
tion.

One should note once again that the above discussion and expressions are
valid only for very long macromolecules and in the limit of very high concen-
trations. For semi-dilute solutions, the analysis should also include another
non-dimensional parameter (see Sections 1.5 and 1.6), but then the results
would become more complicated.

6.4.6 Frequency—Temperature Superposition

The dependence of the characteristic quantities (6.58) on temperature is
mainly determined by the monomer friction coefficient (p, which depends on
temperature, concentration, and (for small M) of molecule length (Berry and
Fox 1968). The dependencies were recently discussed by Tsenoglou (2001).
The monomer friction coefficient (y is a material characteristic of the system,
its value is strongly determined by chemical structure of macromolecule as
was shown for polybutadiene by Allal et al. (2002).

The value of the coeflicient of friction is connected with relative motion
of small portions of the macromolecule, so that its temperature dependence
is similar to that found for low-molecular-weight liquids, and can be written
in the following form at temperatures much higher than the glass transition
point

U
Co ~ exp T (6.62)

where U is the activation energy that depends on the molecular weight (for
small M), on the concentration, and also on the temperature, if the tem-
perature range in which the viscosity is considered is large. Near the glass
transition point T, we have

properly, one has to consider the terminal relaxation time, distinguishing the probe macro-
molecule (with molecular weight or length M) and the neighbouring macromolecules (with
the length Mo), even if all of them are equal. The reptation relaxation time, derived by
Doi and Edwards, does not depend on the length of neighbouring macromolecules, which
strongly contradicts to empirical evidence (see Section 6.5.3, equation (6.78)). The numer-
ous attempts to improve the situation were controversial, so that there is a strong conviction
that the Doi-Edwards model does not provide the first or even zero approximation to the
theory of viscoelasticity of entangled system, though the reptation motion itself exists and
influences effects of viscoelasticity as will be discussed later in this chapter and in Chapter 9.



128 6 Linear Viscoelasticity

o ~ exp {M} (6.63)

where A is an individual parameter, f, is the volume fraction of free volume,
and o is the expansion coefficient of the liquid. Quantities A and f, are prac-
tically independent of the concentration and molecular weight, so that the
dependence of (y on c and M is determined by the dependence of T, on these
quantities.

We note that, since the parameters B and y are practically independent
of temperature, the shape of the curves showing G/nT as a function of the
non-dimensional frequency 7*w does not change as the temperature increases,
so that we can make a superposition using a reduction coefficient obtained
from the temperature dependence of the viscosity.

To determine the procedure for the reduction, we shall write down the
dynamic modulus at two different temperatures, one of which is a reference
temperature Trof and the other is an arbitrary temperature 7',

G(w7 Tref) = nTOf(T;:ref W, B7 X)7
G(w,T) =nTf(r;w, B, X).
One can consider the parameters B and x to be independent of the tem-

perature and change the argument in the first line in such a way as to exclude
the non-dimensional function. Then we write down the rule for reduction as

T..
Gazw, Tre) = 2ot 21 G, 1), (6.64)
prT

where the shift coefficient is given by

an = T;f = et (ngp26+1>Trcf Nr (6 65)
1 7—;fref T (ngp25+1)T nTref

The above expressions confirm the known (Ferry 1980) method of reduc-
ing the dynamic modulus measured at different temperatures to an arbitrarily
chosen standard temperature T}of, while offering a relatively insignificant im-
provement on the usual shift coefficient

_ Tret Preee TIT
L T ety

6.5 Dilute Blends of Linear Polymers

The change in the stress produced by the small amount of macromolecules of
another kind is, clearly, determined by the dynamics of the non-interacting
impurity macromolecules among the macromolecules of another length, so
that this case is of particular interest from the standpoint of the theory of the
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viscoelasticity of linear polymers. By studying a mixture of two polymers, one
of which is present in much smaller amounts, — a dilute blend, one has a unique
opportunity to obtain direct information about the dynamics of a chosen
single macromolecule among the neighbouring macromolecules (Pokrovskii
and Kokorin 1984).

6.5.1 Relaxation of Probe Macromolecule

Consider a system consisting of linear polymer with molecular weight My and
a small additive of a similar polymer with another molecular weight M. We
shall assume that the amount of the additive is so small that its molecules do
not interact with each other. The matrix is characterised by two characteris-
tic length: M, — the length of macromolecule between adjacent entanglements
and M* =~ 10M, — the critical length dividing weakly (macromolecules of the
matrix do not reptate) and strongly (macromolecules of the matrix do reptate)
entangled systems. To uncover which mechanism of diffusion and relaxation
of a probe macromolecules of the additive is realised, one can consider, fol-
lowing the speculations in Sections 4.2.3 and 5.1.2; the competition between
the diffusive and reptation mechanisms of motion of a macromolecule of the
additive to obtain the condition for realisation of reptation mechanism

2x(Z2)B(Zo) > 7°, (6.66)

where Zy and Z are the lengths of macromolecules of the matrix and the
additive, respectively, in units of M,. The function x(Zy, Z) and B(Z,) are
given by equations (3.17) and (3.25). Taking these equation into account, one
can find from equation (6.66) that the lengths of the macromolecules of the
matrix and the macromolecule of the additive in the point, where the mech-
anism of relaxation of macromolecules of the additive changes, are connected

by relation
o
M 1 M,

M, 321w (ﬁ) : (6.67)

If § = 2.5, this relation reduces to equation

M MO 2.5
T =003 (M> , (6.68)

which is identity at M = My ~ 10M,, in accordance with the results of
Section 5.1.2.

Equation (6.68) determines a critical length M*, above which macro-
molecules of the additive do not reptate. The dependence of M*/M, on
My /M., according to the above equation at 6 = 2.5, is depicted in Fig. 18
by solid line. For the matrix of short macromolecules, when My < 10M,,
the transition point is situated in the short-length region, so that the macro-
molecules of the additive, which are shorter than My but longer than M*,
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Figure 18. Alternative modes of motion of a macromolecule.
The realisation of a certain mode of motion of a macromolecule among other macro-

molecules depends on the lengths of both diffusing macromolecule and macromolecules
of the environment. The solid line M* divides the dilute blends into those, in which
macromolecules of the additive can reptate, and those, where no reptation occurs. The
dashed line marks the systems with macromolecules of equal lengths.

do not reptate. However, if the matrix consists of macromolecules, for which
My > 10M,, there is a region between 10M, and M* in which a probe macro-
molecules of the additive reptate. However, the macromolecules of additive
longer that M™* do not reptate in the matrix of shorter macromolecules with
My > 10M,. One has to discuss two cases: non-reptating and reptating macro-
molecules.

6.5.2 Characteristic Quantities

The considered system contains ng macromolecules of the matrix and n macro-
molecules of the additive per unit volume and can be characterised by dynamic
modulus G(w). The medium, in which the macromolecules of the additive
move, is a system consisting of a linear polymer of molecular weight My,
which is characterised by the modulus Go(w) = —iwno(w). The change of dy-
namic modulus, taking into account the fact that some of the macromolecules
of the matrix have been replaced by impurity macromolecules, can be written
as
M
G(w) = Galw) = (4(e) = 300 ) (6.69)
0
where g(w) and go(w) are the contributions to the dynamic modulus, respec-
tively, from a single macromolecule of the impurity and the matrix, which can
be easily found from the derived expressions. We shall consider the case of
low frequencies, for which the dynamic modulus can be written in the form
of the expansion given by (6.11), and introduce the characteristic quantities
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[7] = lim =" [v] = lim ry—%

: (6.70)
c—0 C?’]O c—0 Cl/o

which are apparently functions of the length (or molecular weight) of the
macromolecules of the matrix and the additive. The index 0 refers to the
matrix and c is the impurity concentration.

To calculate the characteristic quantities both for the matrix and for the
additive, we use equation (6.39), if ¥ < 1, or (6.52), if ¥ > 1. We shall
assume that the macromolecules of the matrix are long enough, so that one
can write, taking also relations (6.69) into account, for coefficients of viscosity
and elasticity

4
’ sl (16 B)?, Mo < 10M,
No = 7T—TL()TTSB, vy = 92 0 (6.71)
° =noT (15 B)?x0, Mo > 10M..

To choose a formulae for calculation the contributions of macromolecules of
the additive, one have to estimate value of v, which, according to equa-
tion (3.29) depends on both macromolecules of the matrix and macromolecules
of the additive. One can consider that the conditions of reptation correspond
also to the big values of 1, which is realised at M < M™*, and the case
M > M* corresponds to the small values of ¥, so that one can write expres-
sions for coefficients of viscosity and elasticity of the system of independent
macromolecules of the additive suspended in the matrix as

4
2 LnT(T*B)Z, M > M*,
n= 7T—nTT*B, V= 92 (6.72)
6 TnT(r*B)*x, M < M*.

In equations (6.71) and (6.72), the quantities B and 7§ are considered as
functions of My, and the characteristic relaxation time of the macromolecules
of the additive 7* as a function of M.

Taking all this into account, one can find increments of viscosity and elas-
ticity in the form

2 M
n—no= %TLTT*B (1 — ]\40) ,
nT(r*B)? (1 - %—) : My < 10M,, M > Mo,

4

90 (6.73)

vy — 1 = { TnT(r*B)2 M (1 _ J‘Aj—i) . My >10M,, M < M*,
4

sanT(rB)? (1 - BAHE) | My > 10M,, M > M,

90
Using the above relations and equations (6.58), one finds that for M > M,
Mg3M3, My < 10M,,
I ~ My *M, [v]~<{ My2M?, My > 10M., M < M*, (6.74)
My2M3, Moy > 10M,, M > M*.
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On the other hand, when M < M, (this condition excludes the case My <
10M,) the characteristic quantities are negative and are independent of the
length of the matrix and of the impurity macromolecules

MSMO, My < 10M,,

n] ~ MIMO, V] ~ (6.75)
) ~ Mo ] Mg MO, My > 10M.

Results (6.74) and (6.75) do not depend upon any choice of the dependence
of B on the length (molecular weight) of the macromolecule.

The viscoelastic behaviour of dilute blends of polymers of different length
and narrow molecular weight distributions was investigated experimentally for
polybutadiene by Yanovski et al. (1982) and by Jackson and Winter (1995)
and for polystyrene by Watanabe and Kotaka (1984) and Watanabe et al.
(1985) (the results can be found in the work by Jackson and Winter (1995)).
The results for polybutadiene were approximated by Pokrovskii and Kokorin
(1984) by the dependencies

[77] ~ ‘2\4'070‘8]\40457 [V} ~ MO*(1»8H2»2)M1.3—>3.0. (676)

The comparison of the theoretical formulas (6.74) with the experimental
ones (6.76) shows the consistency of the results, though the absolute values of
indexes in formula for characteristic viscosity has appeared to be less that the-
oretical value 1. Unfortunately, the accuracy of original empirical data (in fact,
the required linear dependence of quantities on concentration had never been
reached in the work by Yanovski et al. 1982) does not allow one to say whether
there are any certain deviations from relations (6.74) or not. If relations (6.76)
are confirmed, it could mean that there are some unaccounted issues (intra-
chain hydrodynamic interaction, for example), which would decrease in values
of the index. Apparently, one needs in extra experimental data for different
polymer systems in both weakly and strongly entangled states to analyse the
situation in more details. Nevertheless, the above results confirm that the
contribution of the orientational relaxation branch of a macromolecule in an
entangled system dominates over the contribution of the reptation relaxation
branch in phenomena of linear viscoelasticity. Otherwise, by considering the
competing mechanism of relaxation — the reptation of the macromolecules,
one would apparently have, following Daoud and Gennes (1979), instead of
relation (6.74), the other expression for characteristic viscosity of blends for
M > M

[n] ~ My 3 M3 (6.77)

which deviates from empirical evidence (6.76) more than relations (6.74).

6.5.3 Terminal Relaxation Time

It was assumed that the quantity B is a function of My, but, luckily, one does
not need in expression for explicit dependence to obtain the final results (6.74)
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and (6.75) for characteristic quantities for dilute blends of linear polymers.
However, the dependence of the quantity B on My can be recovered due
to empirical data. To estimate this dependence, one can consider terminal
relaxation time

VvV —1)

T = ——

n—="o

and use equations (6.73) to obtain for M > M*

(6.78)

B(Mo)M?, My < 10M,,
T ~
B(Mo)M2, My > 10M,.

The first line is valid for the case when matrix is a weakly entangled matrix,
the second line — a strongly entangled matrix.

Watanabe (1999, p.1354) has deducted that, according to experimental
data for polystyrene/polystyrene blends, when the matrix is a weakly entan-
gled system, terminal time of relaxation depends on the lengths of macro-
molecules as

T~ M3M?, (6.79)

while also for polystyrene/polystyrene blends, Montfort et al. (1984) found
different values of indexes (2.3 instead of 3 and 1.9 instead of 2); the difference
is discussed by Watanabe (1999, p.1356). No empirical relation, similar to
relation (6.79), is available for strongly entangled matrices, but, as it can be
seen in plots of the paper (Watanabe 1999), that the value of the first index
are less that 3 in this case. It is possible that situation is different for weakly
and strongly entangled matrices, so that values of the index in formula (6.79)
could be different for these two types of systems.

The comparing formulae (6.78) and (6.79) allows one to estimate the de-
pendence of coefficient of enhancement on the lengths of macromolecules as

B~ Mgg (6.80)

that is § = 3, in contrast with previous estimate of index as 2.4. The last value
of the index, as discussed in the end of the previous subsection, is followed
the suggestion that hydrodynamic interaction inside macromolecular coils is
ignored. One cannot exclude that this index could be greater, but, in this
case, value of the second index in equation (6.79) must be less.

The empirical result (6.80) does not correspond to the reliable results
for monodisperse (My = M) system well. Indeed, taking result (6.80) into
account, the terminal relaxation time (6.58) can be written as

(6.81)

M5, M < 10M.,
T ~
M4, M > 10M..

To provide the validity of empirical dependencies of viscosity and terminal
relaxation time on the molecular length (relations (6.43) and (6.44)), the sum
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of the two indexes in equations (6.81) must have value 4.4 in the case, when
the matrix is a weakly entangled system, and value 3.4, when the matrix is a
strongly entangled system with macromolecular length M between 10M, and
M*.

6.5.4 A Final Remark

The investigation of viscoelasticity of dilute blends confirms that the reptation
dynamics does not determine correctly the terminal quantities characterising
viscoelasticity of linear polymers. The reason for this, as has already been
noted, that the reptation effect is an effect due to terms of order higher than
the first in the equation of motion of the macromolecule, and it is actually
the first-order terms that dominate the relaxation phenomena. Attempts to
describe viscoelasticity without the leading linear terms lead to a distorted
picture, so that one begins to understand the lack of success of the reptation
model in the description of the viscoelasticity of polymers. Reptation is im-
portant and have to be included when one considers the non-linear effects in
viscoelasticity.



Chapter 7
Equations of Relaxation

Abstract The discussion of relaxation and diffusion of macromolecules in
very concentrated solutions and melts of polymers showed that the basic
equations of macromolecular dynamics reflect the linear behaviour of a macro-
molecule among the other macromolecules, so that one can proceed further.
Considering the non-linear effects of viscoelasticity, one have to take into
account the local anisotropy of mobility of every particle of the chains, in-
troduced in the basic dynamic equations of a macromolecule in Chapter 3,
and induced anisotropy of the surrounding, which will be introduced in this
chapter. In the spirit of mesoscopic theory we assume that the anisotropy is
connected with the averaged orientation of segments of macromolecules, so
that the equation of dynamics of the macromolecule retains its form. Eventu-
ally, the non-linear relaxation equations for two sets of internal variables are
formulated. The first set of variables describes the form of the macromolecu-
lar coil — the conformational variables, the second one describes the internal
stresses connected mainly with the orientation of segments.

7.1 Normal-Modes Form of Dynamic Equation

7.1.1 Transition to the Normal Modes

According to speculations in Chapter 3 (see Section 3.2), the standard equa-
tion of macromolecular dynamics can be written in the form

merf‘

de?

= —((rf —viyr§) + FY + G = 2uT A1 + 6] (1) (7.1)

The external resistance force of a particle in equation (7.1) is split into two
terms, the first of which is equal to ((u;’ — vjr]) — the resistance in a cor-
responding ‘monomer’ liquid, and the second one, F;, is connected with the
neighbouring macromolecules and satisfies the equation, which can be written
in the simplest covariant form (see Section 8.4 and Appendix D).

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_7, (© Springer Science+Business Media B.V. 2010
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dF° .
T ( dtl — wilF}o‘> + F = —(BH; (u] —vur)). (7.2)

Similarly, the internal resistance force G§* satisfies the covariant-form equation

T (d(i’ — wile‘> +Gf = —CEG (u] —wjr)). (7.3)

The matrices H;;" and G, describe the mutual influences of the particles of
the chain and depend not only on the direction of particle motion in com-
parison with direction of chain in the vicinity of the particle labelled « (the
local anisotropy) (see equation (3.13)), but also on the mean anisotropy of
the medium (the global anisotropy).

Equations (7.2) and (7.3) determine the covariant expressions for the exter-
nal and internal resistance forces, which, in linear approximation, can be writ-
ten as expressions (3.6) and (3.7), respectively. We may notice that to obtain
a more general linear form of equations for forces, the terms v; F;* and v; G*
multiplied by arbitrary constants which, nevertheless, could depend on the
mode number, should be added to the left-hand side of equations (7.2)
and (7.3) respectively. Then, after having calculated the results, the arbitrary
quantities can be estimated on the basis of certain requirements (Pyshnograi
1997). However, further on we shall proceed with expressions (7.2) and (7.3),
for simplicity’s sake.

It is convenient to introduce the normal co-ordinates, using the transfor-
mation (1.13). In terms of the new variables

Tz'a = QMP;Y, ¢za = Qmib?, Fia = QO{’YF;Ya qu = Qa'yTi’Y
and one can rewrite the set of equations (7.1), (7.2), and (7.3) in the form

d (a3 «
dtID’L - Yio

d
m@ﬁ’? = =i —vigpf) + 1Y + T = 2puT Ao pf + &,
d
. (arf - w,»ﬁf‘) + I = —CBH (WY — vinpl),

d
(T - e ) T2 = ~CEGE (0 — el
(7.4)

where
H%‘V = QuaH{lj’ynya ggy - Q#O&GZ“YQ’YV~ (75)

We reproduce the procedure used in Section 3.4 and consider the stochastic
forces &' in the above system of equations as the sum of two independent
processes

E1(8) = E2(t) + £ (1),
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It is convenient to introduce a variable o = I'® + T + £%(t), to write the
dynamic equations (7.4) in more compact form

(0% (o3

&Pi: i

d -
m—yf = — (Y —vijp]) + @i = 2puTAapi + &,
dt ( J ]) (7.6)

d<pla o « av 14 v
T < a Wiy ) =—¢; - CBHij (T/Jj —vjipl)
— CEGE (V] —wipi’) + o (1)

The stochastic process of*(t) is related to the random force £ (see details
in Section 3.4). Both £* and o(t) are assumed to be independent Gaussian
processes.

The set of stochastic equations given by (7.6) is equivalent (in the linear
case) to (3.4)—(3.7) with the memory functions defined in Section 3.3.1 but,
in contrast to the latter case, set (7.6) is written as a set of Markov stochastic
equations. This enables us to determine the variables that describe the col-
lective motion of the set of macromolecules. In this particular approximation,
the interaction between neighbouring macromolecules ensures that the phase
variables of the elementary motion are the position co-ordinate, the velocity,
and the external random force. The set of elementary modes describes the
dynamics of the entire set of entangled macromolecules.

We note once more that the Markovian representation of the equation of
macromolecular dynamics cannot be made for any arbitrary case, but only for
some simple approximations of the memory functions. The above system de-
scribes the situation when the medium is characterised by the only relaxation
time, but generalisation for few relaxation times is possible.

7.1.2 Anisotropy of Particle Mobility

The quantities (7.5) can be determined in some simple cases. In the simplest
case, when no hydrodynamic interaction is assumed, one uses equation (3.8)
with matrix (3.10) and, omitting the diffusive normal mode with the label 0,
has

H = bawdijs Gii" = bandij- (7.7)

A more complicated cases take into account global and local anisotropy.

Global Anisotropy

The system of entangled macromolecules becomes anisotropic when velocity
gradients are applied, and one can assume that each Brownian particle of
the chain moves in the anisotropic medium. The expressions for the discussed
quantities (7.5) for case, when one can neglect the hydrodynamic interaction
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and consider the particles of the chain moving in anisotropic medium!' can be
written as

H%—V = 6ayﬂij7 g;,;y = 6041/61']’7 (78)
where 3;; and €;; are tensor functions of the anisotropy tensor a;; which is
discussed later. In linear approximation, the functions have the simple form

!
Bik = Oir, — 3Bagy, — kaydix,

7.9
€ik = 6ik — 36@21C - I/a”(sik ( )

where the notation for the deviator of the tensor of anisotropy is used
Ay, = Qi — galléik-

The linear approximation (7.9) is insufficient to describe the variation
of the friction coefficient at large velocity gradients. In this case, approxi-
mation (7.9) can be generalised (Pokrovskii and Pyshnograi 1990, 1991) to
become

B, = (0ar, + 3Baly, + kaudu) ',
€ik = ((5“7C + 3€a;,€ + Z/a”(sik)_l. (7.10)

With accuracy up to the first-order terms in respect of the tensor of anisotropy,
expressions (7.9) and (7.10) coincide. Of course, one can use any other approx-
imation that is consistent with (7.9).

The tensor of local anisotropy a;x is assumed to be determined by orienta-
tion of the segments of macromolecules which, according to the stress optical
law (see Chapter 10), is proportional to the stress tensor, so that

Qij ~ Ojj. (711)

In the simplest cases it can be reduced to the tensor of deformation of macro-
molecular coils

aij = (Zy}ﬁﬁ)/;%%h) - é%

In this case, the friction coefficient of the Brownian particle changes, if the
form of the macromolecular coils, described by the terms with parameters 3
and €, changes or the volume of the macromolecular coil, described by the
terms with parameters x and v, changes.

1 Expressions for the resistance coefficients of a particles in an anisotropic liquid can be
found in papers by Tskhai and Pokrovskii (1985) and by Pokrovskii and Tskhai (1986).
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Local Anisotropy

The situation is getting considerably complicated, if one takes local anisotropy
into account. The mobility of a particle along the axis of a macromolecule is
considered to be bigger than that in the perpendicular direction, so that the
entire macromolecule can move easier along its contour. Introduction of the
local anisotropy of mobility in Chapter 3 (equations (3.12) and (3.13)) allows
us to specify the extra forces of external and internal resistance and define
the quantities (7.5) as

H%U = Q[LQHZ’YQ’YV7 gg‘y = QuaGéLj’YQ’yya

o3 3 o o 1
H{Y =64 (51']' ~ 50 <6i e — g@j)) ’

Gij—Y = N {(N + 1)d0y {(Sij - §ai (ei €; — 55”>]

1

where a, and a; are measures of local anisotropy. Every internal particle of
the chain can be ascribed by the direction vector

T,a+1 _ ,,,afl

o« _ - 000000000000 — i
e gl — a=1,...,N—1,

while the zeroth and the last particles having no direction, so that there are
N — 1 vectors for a chain. It is convenient formally to consider the product of
components of vectors e® and e” to be defined as

e?e? = elNeéV = %&j.

While introducing of the global anisotropy, the equation for the macro-
molecular dynamics remains linear in co-ordinates and velocities, the intro-
duction of the local anisotropy makes it non-linear in co-ordinates. Both global
and local anisotropy are needed to describe the non-linear effects of the relax-
ation phenomena in the mesoscopic approximation.

7.2 Equations for the Non-Equilibrium Moments

The dynamics of the macromolecule in the form of a set of differential equa-
tions of the first order is convenient for derivation of relaxation equations
(Volkov and Vinogradov 1984, 1985; Volkov 1990). As a starting point, we
use equations (7.6) and consider m = 0 in this system, so that the second
equation allows us to define
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o = CUR — vip§) + 2uTAapfl + &¢ (7.13)

and to rewrite the system of equations (7.6) as

d a L«
dtpz - %o
d
dtw’ ’
TP = Twael = G = viip§) = 2uTAapy

= (B (W5 = viup)) = ¢G5 (b — wipl) + & + oF.

These equations allow one to find relaxation equation for different mo-
ments, if the quantities Bf}” and G} are given. We consider here that the
quantities are independent on the co-ordinates; the more complicated case,
when these quantities depend on the co-ordinates of particles, is left for other
researchers. It is convenient in this section to omit the mode label and write
down the above equations in the form

dp;

a v

d
— i =0, 7.14
¥ (7.14)
dspl 1 Qo a

o = il t iyt wiges + (& + i),

where
¢ 1
Rij = — —F&'j +vi; + Bavyy + Eywiy )
Aij = —g (65 + Bij + Eij) , (7.15)
¢
Bij = BBij, Eij =Eej, 7%= o

Further on we shall use the following symbols for the moments of the
considered variables

ik = (PipPk), Nik = (PiPk)s
Yik = {(Pi¥k), mik = (Vi)
zik = (Vith), lik = (PiPk)-

The moments can be found as solutions of the set of equations, which are
followed by set (7.14)
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d’l“ik =y + )
ar Yik T Yki,
dyix -
dt ik
dzi
ik
dt ’
dnik: 1 e
Tk + KkjTji + AkjYij + wiinig + ;(Pi(fi +0i),
dmg 1 Fo @
= Fkalii + AijZii + wiima; + ;Wz‘(@‘ + 7)),
dlix
5 = Rk Rk AigMk + Agimygi + wiglie + wiglji

il + 0T (0) + ou(E + o))

To determine the average quantities, which contain the random forces in
the above-written equations, one can consider the equilibrium situation. The
unknown terms can be evaluated through the equilibrium values of moments,
which can be used to rewrite the equations for the moments. Finally, the set of
relaxation equations has the form of the above-written equations, where the
terms with random forces and the terms containing the product of velocity
gradient and an equilibrium moment are omitted. Instead of moments, the
differences in the moments and their equilibrium values, such as rj; — rf,
instead of 7, for instance, ought to be written, so that one has

d’l“'k
dz =Yik + Yki,
dyin _
dt ik»
dz;k o,
dt
dnk 7.16
d; =Mjr — m?k + KkjTji — /ﬁgjr% + )\kjyij + WgjNij, ( )
dmik
kY + WM,
dlsg
d; = RijNjk = KNGk + Kigfyi = Kpgng; + XMk + A
+ wijljk; + wkjlji
where k). = —%ﬁélj is the value of k;; given by (7.15) at zero velocity

gradients. The fact that some of the equilibrium moments are equal to zero,
as shown below, has already been taken into account in equations (7.16).

The system of equations (7.16) determines the unknown quantities as func-
tions of time and the parameters of the problem: ¢, B, F, and the parameters
of anisotropy. To find a solution, one uses the equilibrium values of moments,
three of which are found in Section 4.1.2
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1 T
T?k = 2/7)\51%, Z:',)k = Eéik’ y?k =0. (7.17)

The others are contained in the following relations, which are consequences of
relation (7.13)
ik = ny + C(Yik — viyrii) + QT—R(Tik — 7,
ma = mQ + C(zik — vijyji) + %%ykia (7.18)
Lik = Iy, + C(mpi — vijngs) + 27_LR(TLM —np;).

One can note that, with help of the one of the above relations, the fourth
equation in the set (7.16) can be written as

dni k
dt

¢ 0.0
= (zik — (VkjYji + ﬁyki T KT — KTy + AkjYij + Wijini;.

From the other side, after having differentiated the first of equations (7.18),

one has
dnik

dt
These equations are followed by the relation

¢
= ((zik — vy (Yji + viz)) + QT—R(yik + Yki)-

-
(%_—R(Skj + Okj + Brj + Ekj) Yij
1 T
= —%—R(Tik — %)+ <2T—R5kz + 6t + B + Ekl) wi;T5i + Brivigrii
T T
+ TV Yij + TWkjYji + Ewkjn?i + %—ka]‘?”?i, (7.19)
where terms containing velocity gradients in the second power are already
excluded.
The equation (7.19) has to be considered as an equation for the quantity
yik- When the velocity gradients are absent,

1 T
Yik = —s—(ra —1%), To=5+7"(1+B+E). (7.20)

27¢ 2
The symbol ¢ is used here to show the place of label of relaxation times which
are identical to relaxation times (4.26). Then, one can see that the last four
terms in (7.19) can be neglected and the last equation allows us to find the

relation
1 0 Br®
Yik = _%(Tij — 15)bjk + Wi + =

where the following notations are used

rij'}/jlclk; (7.21)
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T E -1
7o <§5ik + Br* <5ik + EQk)) ;

it = Bijbjk, (7.22)
Bik = (Ojk + Kkaudji + 36aj;,) ",

€ik = (6jk +vaydj, + 3€a;k)_1.

bir

Now one can find the quantity y;x + yx; and then, according to the first
equation from (7.16), write down the relaxation equation for the moment r;;

dT’ik BTR
— — WigTjk — WkiTji — —— (TijVjicik + TkiYjicu)
dt T
1 0 0
= _% ((rij — Tij) bj + (rej — Tij) bji) - (7.23)

We remind the reader that the equations are valid for the case when m — 0,

C—0,(B+£0,CE#0.

7.3 Relaxation of the Macromolecular Conformation

The mean size and form of the macromolecular coil is characterised by the set
of the tensors (pf‘p?‘), a=1,2,...,N. To describe relaxation of macromolec-
ular coil, it is convenient to use the non-dimensional tensor variables

xg = (0505 /(PP )o-

We have to take into account that there are two competing mechanisms of
conformational relaxation, whereas it is clear that only one of them is re-
alised for a given system with a certain values of parameters B, x and 1.
After having compared the relaxation times of the two competing mecha-
nisms (Section 4.2.3), we ought to conclude that there is a certain value of
the parameter x* ~ 0.1 at which the mechanism of relaxation changes. So, we
have to consider two cases.

7.3.1 Diffusive Relaxation

The relaxation equation for conformation of macromolecule follows directly
from the relation (7.23) of the previous section

dx& ET;}
dzk — Vi, — Vi + — (@ vck + Thvc0)
Ta
1 o 1 o« 1

where the notations of the previous chapters are used for relaxation times
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Ta =3+ BIi(1+ E/B), 1i=1"/a%

[0

We consider the situations when the values of parameter ¢ are small, in
other terms
X <x<05, Yv<Ili,

so that the first term in the expression for the relaxation time 7, in the above-
written formula can be neglected

To =BTy, a=12... K (I/X)% .
This relation allows us to write relations (7.22) as
bir ~ B, cik &~ Ok

and simplify the relaxation equation (7.24) as

dxg o o 1 o 1 o 1
(7.25)

Let us note that one can neglect the effect of anisotropic environment and
have obtained the simpler linear form of relaxation equation

dxs, 1 1
d;ﬁk — VTG, — VT = - (ch‘k — 5(5%) . (7.26)
(0%

A solution of equation (7.25) for a steady case at small velocity gradients
can be easily found as an expansion in series in powers of velocity gradient. Up
to the second-order terms with respect to velocity gradients, equation (7.26)
immediately gives

« 1 2 R 2 R)2 4 R\2

ik = 30 + 3 Brain + 3 (Bra) (W + wama) + 5 (Bra) ik (7.27)
Now it is not difficult to calculate the amendment to formula (7.27) due to
effect of anisotropy. At small velocity gradients, the tensor of anisotropy a;j is
small, so that according to formulae (7.10) and (7.22), in linear approximation

T

bir, = dir, + 3Pai.

Then, the solution of equation (7.25) with approximation up to the terms of
the second order in velocity gradients has the form

1 2 2
xg, = §5ik + gBT(S’Yik + g(BTS)Q(wimk + Wrivii)
4
+ §(373)2%mk — BBT (auvik + arivii)- (7.28)

One can see that relations (7.27) and (7.28) up to the first term coincides
with relation (4.47) which is valid for small values of a, namely, a? < 1/x.
We have to consider this relation to be a condition of applicability of the
equation (7.24).
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7.3.2 Reptation Relaxation

Equations of the previous subsection describe relaxation of large-scale con-
formation of the macromolecule due to diffusive motion of particles through
the sea of segments, which is valid, as we considered in Chapters 4 and 5, for
weakly entangled systems. For highly entangled system, when

X< x <1,

relaxation of the macromolecular coil is realised through reptation instead of
the more slow mechanism of rearrangement of all the entangled chains.

One has no results for this case derived consequently from the basic equa-
tions (7.6) with local anisotropy. Instead, to find conformational relaxation
equation, we shall use the Doi-Edwards model, which approximate the large-
scale conformational changes of the macromolecule due to reptation. The
mechanism of relaxation in the Doi-Edwards model was studied thoroughly
(Doi and Edwards 1986; Ottinger and Beris 1999), which allows us to write
down the simplest equation for the conformational relaxation for the strongly
entangled systems

dzg, . N 1 o 1 W 1

[e3

We assume in the above equation, that anisotropy of environment is possible.
If one neglect the latter, the relaxation equation takes the simpler form

dxzqk a a 1 «a 1
dt — Vijxjk — l/ijji = _Té_ep <xij — 551]> . (730)

One can compare equations (7.29) and (7.30) with equations (7.25) and
(7.26) to see that the only difference between this and previous case is the
difference in relaxation times, which for the strongly entangled systems, ac-
cording to formula (4.37), are

T
TP = ¥ TR TR =1%/d% (7.31)
However, the effect of anisotropy of the environment is expressed differently.
One can see from formula (5.17), that the parameter 1 is big in the case of
strongly entangled system (x < x*), so that, according to equation (7.22),

~ 1
bik ~ €L -

For a steady-state case, equations (7.29) and (7.30) allow one at small
velocity gradients to obtain a solution as an expansion in series in powers of
velocity gradient. Up to the first-order terms with respect to velocity gradients,
equation (7.30) immediately gives
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72
T, = —5m + —ToYiks bik, = dip, + 3eay,.
3 X
Then, the solution of equation (7.29) with approximation up to the terms of
the second order in velocity gradients has the form

1 2 7'('2 2 7T2 2
T, = g@'k + g;ﬂ”%k + 3 (;ﬂ?) (wijVik + whjVii)
4 (2 ? ?
+ 3 (XT§> Vit Vik — ;eﬁj(aimk + arii), (7.32)

where one can use the relation

772_E

X B

in the case of the strongly entangled system at y < x*.

7.4 Relaxation of Orientational Variables

We can notice that, apart from the deformation of the coil, the stresses (6.7)
are determined by the forces of internal viscosity which satisfy equation (7.3)
or, in normal form, it is the last equation from set (7.4). It is convenient to
consider quantities

1 1 1
W= o (HTY),  who=—sn(ETY),  oho= o (T
as variables that describe the situation. In fact, one needs in the equations for
the first set of variables only, but to get them, the two other sets of variables
has to be also included into consideration.

We use the last equation from (7.4) and equations (7.14) to obtain the
equation of relaxation for above-defined quantities. After the procedure, which
is quite similar to that used in Section 7.2, we write down

1
o ik — Wit + Ui = wii + 3—T;Eij(yz‘3‘j — WjiT)s
1 1
qp Wik — wawiy + —wip = s 2 Eiwjiyii
Yik —O‘:Faku + Apiwss + wiiv
dt 7 J 9 Yy J
1 C (6% (6% «
+ 25 3T TEZJ (ka: - mjk:(o) — wjingy,)-

One can use the relations, which follow equation (7.13), that is
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Vit = C(wiy = vrjuy) + 20T Xy,

d d dug; du$
'U7,k: — C( wzk} — U i )+2 T}\ :;Zk

to exclude the variable v}, and to obtain the relation

1
o ugy + (2 Wrj + Vij + Brivy; + Ekl%) ug;

( 6k]+6kj+Bkj+Ekj)w +kajw + TV Wy

¢ 1 N . . §
~3r _ZEij(mjk —m§y,(0) + wjingy) + Eijwjyi

1 o
— v Enyg + ok s Lij (ykj wjlrkl)) .

Here terms containing velocity gradients in the second power are already ex-
cluded.
One can see that in zeroth approximation

Wig, = —%Um, Ta =35 +75(1+ B+ E). (7.34)

In the second iteration, some of the terms in the above relation can be ne-
glected, so that this relation is followed

o 1 BTk
ws, = —5- 5 brjuf; + wij ug; + ek]'y]lull (7.35)

Now one can return to the first equation from the set (7.33) and, also
using equation (7.21), obtain the equation of relaxation of the orientational
variables

du$
dzk Wij U?k Wk U?Z
1 1 o ETE o 1 o
== <;5z‘j + ?bm‘) Uk~ K% - g%‘) dj, = 2BTy v fin
Btk o
+ T—aeijleulk- (7.36)

(03

In equation (7.35) and (7.36), in line with the previously introduced auxiliary
quantities (7.22), we use the notation

eik = bijBjk, dir, = bijer;, fik = cijerj- (7.37)

Equation (7.36) contains terms with velocity gradients, which cause devi-
ation of the internal parameter from its equilibrium value and terms which
determine the approach to the equilibrium. We can see that the relaxation of
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quantity u$}, depends on the quantity x{j which is in turn determined by the
relaxation equation (7.25) for weakly entangled systems or equation (7.29) for
strongly entangled systems. Equation (7.36) can be simplified for these two
limiting cases for which, according to equation (4.45), one can write asymp-
totic expressions for relaxation time

B, v <1, V<,
Ty, =

TRE, ¢v>1, 1< %

7.4.1 Weakly Entangled Systems

For the weakly entangled systems (1) < 1), coefficients (7.22) and (7.37) can
be approximated as

~ -1 ~ ~ ~ -1 ~
bik = B, Cik = Ok, €k R Ok, dik = B €rg,  fin & €
J

and the equation of relaxation (7.36) reduces to

du?k: a a
dr Witk T Wil
1 1 o 1E[( . 1 N
=- (;%‘ + Eb”) Uik~ — g [(% - g%‘) djk — QBTfixmljfjk}
+ Yirug)- (7.38)

In steady state, the quantity uf;, can be calculated as an expansion in
powers of velocity gradients. Up to the accuracy to the second order, equa-
tion (7.38) is followed by the relation

« (3 « 1 (e}
Ui = "B K% - §5ij> djr — QBTgxil’Yljfjk]

where

2
dik, = 0ir, — 3(e — B)aig, fik = 0, — 3eak, To = o
2T + T

One uses equation (7.28) for z7; to be convinced that the expansion begins
with the second-order terms
2

ugy, = —gEB(TE)Q(wiﬂjk +wijvji) — B (B + €)q (aijvje + arjvji) - (7.39)

7.4.2 Strongly Entangled Systems

In the opposite case (¢ > 1), coefficients (7.22) and (7.37) can be approxi-
mated as
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~ 1 ~ —1 ~ 1 ~ ~ 1
bik ™€y s  Cik R Bucy s €k X € Bk,  dik 2 ik, fik & € Buery,
so that we can obtain from equation (7.36), at 7, = ET%, the simpler form of
the relaxation equation
«
dugy,
dt

= Uik - (Jﬁzk — 50— 2375%1%]%) + € Vit ik (7.40)

To calculate the quantity u) in steady state as an expansion in powers
of velocity gradients, one can use the relation that is following from equa-
tion (7.40)

« «
— WijUjp — WEjUj;

1 B
ufy, = —x?k—s—géik—i-ZBT(‘fxﬁwjfjk + 7 (wijugy, —&—wkju?i)—i— ETGijleuzO;ga (7.41)

where
fir = 0, — 3Pagk, eir ~ i + 3(e — B)aik.

Now, one has to rely on the reptation mechanism of changing conformation
and use equations (7.32) to find the expansion of the quantity ug,. In the first-
order approximation, one can obtain

2 2 2
u?k = g <B — ;) Tolj’yik ~ gBTg’yik. (742)
We believe that for sufficiently long macromolecules, we can neglect the second

term 72 /x as compared with B, so that from equations (7.32) and (7.41) one
has

2 2 (7 \°
30T =3 (;ng) ] (wigYik + whj ;i)

2B2 4 7 4 (7% \°
+ 3 ETaT+3 % aTa 3 (X (J/) 7]71k
7.‘.2
+ (;6 — Bﬁ) To (@ijvjk + arjvji)- (7.43)

One can see that dependence of the steady-state values of the moments on the
anisotropy coeflicients appears in terms of the second order, as was assumed
previously.

7.5 Relaxation of the Segment Orientation

7.5.1 Rubber Elasticity and Mean Orientation of Segments

It is impossible, apparently, to discuss the phenomena of elasticity, optical
anisotropy and dielectric permittivity of polymer without referring to mo-
tion of the Kuhn’s segments. Indeed, for example, from the time of classical
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achievement of Werner Kuhn (the 20-30 years of the last century), it is well
known that the elastic stresses in polymers are connected with stochastic ro-
tation of segments. With help of the known (Flory 1969) connection of the
tensor of mean orientation of segments of a chain with the end-to-end distance

R of a chain ) 5 )
(eser) — §5ik = 5Gie (RiRk - 5325ik> (7.44)

the results of Section 1.7 can be easily reformulated, so that, for a network in
the equilibrium situation, the stress tensor can be easily written as

1
oik = —pOii + dv2T <(eiek> — 35%) , (7.45)

where v is a number of chains in the volume unit, z is a number of Kuhn
segments in each chain. We have assumed for simplicity, that all segments are
in a similar situation.

Considering the entangled systems in the coarse-grained approximation,
we forget about segments: the theory contains the effective elastic forces be-
tween the fictious adjacent particles, and the stress tensor (equation (6.7))
can be expressed through the variables z$; and ug}, in the form

1

However, in this case, the stresses in entangled systems can also be related
to the tensor of mean orientation of the segments with a relation similar to
equation (7.45), but with other coefficient of proportionality, because we deal
with non-equilibrium situation in this case. In this way one can correspond the
two expressions for the stress tensor to each other and relate the introduced
variables zfj and ug;, to the tensor of mean orientation of the segments

N

1 k
iek) — 0k = — E
(eiex) 37T

a=1

1
(U?k + ) — §5ik> ) (7.47)

where z is number of segments in a macromolecules and k is a numerical
parameter.

The relaxation of orientation of segments is intrisinsigly included in the
theory from the very beginning. Indeed, in Chapter 3, discussing the main
assumption of the theory, we assumed that there is an underlying relaxation
process, which is described by relaxation equation (3.14), that is

d<€(’1it3k> _ _% <<eiek> _ %M) , (7.48)

One can guess that this relaxation process describe the relaxation of mean
orientation of segments with the relaxation time 7. It is remarkable that for
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the strongly entangled systems, there are relaxation variables ug},, each of
them relaxing with the rate 1/7, as can be seen from equations (7.40). When
the conformational variables are fixed, equations (7.40) and (7.47) are followed
in linear approximation by relaxation equation

d<6i€k> B 1 1 o
T = —; <<€l€k¢> — 367k> + 7;B771k7 (749)

which is a generalisation of equation (7.48). In this case of large internal
resistance, when 1) > 1, variables u$) can be directly corresponded to the ori-
entation of Kuhn segments. A value of the parameter k in equation (7.49) can
be estimated due to the stress-optical law. It is known that for polymer sys-
tems the tensor of dielectric permittivity is proportional to the stress tensor,
while coefficient of proportionality (the stress-optical coefficient) is universal
for polymer of given chemical structure and can be found independently (see
Chapter 10). One can admit optical anisotropy of the system is determined
by the mean orientation of the segments. This allows us to determine the
unknown parameter as k = 3/5.

In the steady state, one can find the mean orientation of segments from

equation (7.49)
2

1 ™1
<6i6k> = g(szk + 1—5;7' B’y,k. (750)

One can see that the velocity gradients directly affect the mean orientation
of segments, while the effect of the disturbed conformation of macromolecules
(the end-to-end distance) can be neglected here in comparison with the latter.

One can apply formula (7.44) to every subchain of the macromolecule,
assuming that every subchain of the macromolecule is in the situation of
equilibrium. Perhaps, it is possible to reach such a division of a macromolecule
in subchains that the distribution of orientation of segment is the equilibrium
one, though the entangled system is in deformed state, but the problem about
distribution of orientation of the interacting, connected in chains, segments
apparently is not solved yet.

7.5.2 Elementary Theory of Dielectric Relaxation

The relative permittivity tensor for the system e;;, is defined (see, for example,
Born and Wolf 1970; Landau et al. 1987) by the relation

ey = E; +4nP; (751)

where Fj, is the average electric field strength acting in the medium and P;
is the polarisation per unit volume of the system expressed in terms of the
polarisabilities of the constituent elements of the system. According to con-
ventional opinion (Riande and Siaz 1992; Adachi and Kotaka 1993; Watanabe
2001), polarisibility of a system of macromolecules, each of them is assumed
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to consist of z Kuhn segments with electric dipoles p aligned in the direction
of the segment axis (type-A dipole), is connected with mean orientation of
segments (er) as

P = nzuleg), (7.52)

where n is the number density of macromolecules. We consider here that the
applied electric field F; acts directly on separate dipoles, omitting discussion
of the relationship between external and internal fields, which can be found
elsewhere (Frohlich 1958; Havriliak 1990).

The segments are connected in chains, but one can consider each segment
to be in a similar situation and regard the mean orientation of segments as a
mean orientation of a single segment. In linear approximation, one can imagine
that each segment is rotating in the medium as in an isotropic liquid, so that
one can adjust the result for the motion of an ellipsoid in the electric field F;
(Pokrovskii 1978, p. 80) and write the relaxation equation

dleg) 1 L p
& 3T

(Ek — <6k€j>Ej). (753)

We have taken into account here, according to the conventional theory
(Pokrovskii 1978), that the relaxation time of the first-order moment is three
times bigger than the relaxation time of the moment of the second order in
equation (7.49). A solution of equation (7.53) can be written in the form

1

o[ 1
(eg) = T ; exp (_3_78) (Ex — (ere;)Ej),_, ds. (7.54)

It is known that, in equilibrium situation, the segment mean orientation
is linked with the end-to-end distance as a characteristic of the whole macro-
molecule or separate subchain (see relation (7.44)), so that, if deviation from
equilibrium is small, the relaxation of mean orientation of segments follows
the conformational relaxation as it is described by the coarse-grained co-
ordinates. The statement is assumingly valid for macromolecules in dilute
solutions. The result for dielectric relaxation can be presented in terms of
relaxation of the end-to-end distance or, considering the subchain model, in
terms of the coarse-grained conformational co-ordinates (Zimm 1956). The
situation appears to be more complicated in a condense system of strongly
entangled macromolecules; the relaxation of the mean orientation of segments
appears to be independent on conformational relaxation, and one has to con-
sider relaxation equation (7.53) independently to obtain a result for dielectric
relaxation of entangled systems.

One can consider the oscillating amplitude of the field E ~ exp(—iw),
while assuming that the second-order moment does not depend on the field,
to have from equation (7.54)

_ Ly By — (eres) Ej

) = 5T T 37w (7.55)
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and, using the above equations, together with equation (7.50) and (7.51), to
write the tensor of dielectric permittivity for a polar system under steady-state
flow ) . ) 2,
When velocity gradient is absent, the above formula looks like any other for-
mula for dielectric permittivity for a system with the only relaxation process,
which is used for estimation of dielectric relaxation time.

A frequency dependence of complex dielectric permittivity of polar poly-
mer reveals two sets or two branches of relaxation processes (Adachi and
Kotaka 1993), which correspond to the two branches of conformational re-
laxation, described in Section 4.2.4. The available empirical data on the
molecular-weight dependencies are consistent with formulae (4.41) and (4.42).
It was revealed for undiluted polyisoprene and poly(d,l-lactic acid) that
the terminal (slow) dielectric relaxation time depends strongly on molecular
weight of polymers (Adachi and Kotaka 1993; Ren et al. 2003). Two relax-
ation branches were discovered for cis-polyisoprene melts in experiments by
Imanishi et al. (1988) and Fodor and Hill (1994). The fast relaxation times
do not depend on the length of the macromolecule, while the slow relaxation
times do. For the latter, Imanishi et al. (1988) have found

M?, M < M,
Ta M4.oio.2’ M > M, )

This is exactly the molecular-weight dependence of conformational relaxation
times of polymer in non-entangled state and for the region of diffusive mobility
(see equation (4.41), weakly-entangled system).

Comparison of the dielectric and viscoelastic relaxation times, which, ac-
cording to the above speculations, obey a simple relation 7, = 37, has at-
tracted special attention of scholars (Watanabe et al. 1996; Ren et al. 2003).
According to Watanabe et al. (1996), the ratio of the two longest relaxation
times from alternative measurements is 2-3 for dilute solutions of polyisobu-
tilene, while it is close to unity for undiluted (M = 10M,) solutions. For
undiluted polyisoprene and poly(d,i-lactic acid), it was found (Ren et al.
2003) that the relaxation time for the dielectric normal mode coincides ap-
proximately with the terminal viscoelastic relaxation time. This evidence is
consistent with the above speculations and confirms that both dielectric and
stress relaxation are closely related to motion of separate Kuhn’s segments.
However, there is a need in a more detailed theory: experiment shows the
existence of many relaxation times for both dielectric and viscoelastic relax-
ation, while the relaxation spectrum for the latter is much broader that for
the former.



Chapter 8
Relaxation Processes
in the Phenomenological Theory

Abstract This chapter contains an outline of the phenomenological theory of
flow and deformation as a consequence of the conservation laws and the prin-
ciples of non-equilibrium thermodynamics. We exploit the concept of internal
thermodynamic variables that describe the deviation of a state of the system
from equilibrium. This concept has a long history beginning with the pioneer-
ing work of Mandelstam and Leontovich (Zh. Exper. Theor. Fiziki 7:438-449,
1937) and has appeared to be useful in description of a deformable viscoelas-
tic continuum (Coleman and Gurtin in J. Chem. Phys. 47:597-613, 1967,
Pokrovskii in Polym. Mech. 6(5):693-702, 1970; Wood in The thermodynam-
ics of fluid systems (Calendron, Oxford), 1975; Maugin in Thermomechanics
of nonlinear irreversible processes (World Scientific, Singapore), 1999). The
purpose of the chapter is to show how relaxation processes are included in the
phenomenological theory of flow. The principles of the formulation of the phe-
nomenological theory of viscoelasticity for any real materials are clear. In this
sense, one can postulate a general phenomenological theory of viscoelastic-
ity, which includes all known particular cases, among them those constitutive
equations that are formulated on the basis of macromolecular dynamics in
the previous and in the subsequent chapters. Principles of the theory, which
allows classify the various phenomenological constitutive equations proposed
for a viscoelastic medium, are discussed but no attempt is made to review
available constitutive equations.

8.1 The Laws of Conservation of Momentum and
Angular Momentum

The general form of transfer equations for a medium of arbitrary structure,
including melts and solutions of polymers, is established on the basis of con-
servation laws of mass, momentum, angular momentum and energy (Landau
and Lifshitz 1987a, Shliomis 1966).

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_8, (© Springer Science+Business Media B.V. 2010
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A continuous medium is characterised by its mean density, a function of
co-ordinates and time

p=p(x,t).
The motion of a continuous medium is described by its velocity vector v,

which is a certain mean macroscopic velocity and has three components —
functions of the co-ordinates and time —

’Ui:UZ‘(.’I},t), 1= 1,273.

The law of conservation of mass can be written in the form of the continuity
equation
dp
ot
where pv is the flux of mass density. Here and further on, the density of some
quantity means the amount of this quantity in the volume unit of the medium.
The law of conservation of momentum can be written as

8(,01)1) aﬂlk o

ot 0w "
where II;;, = pv;vi — 0 is the tensor flux of momentum density, which consists
of the convective flux and the stress tensor; o; is the density of the external
forces that act on the fluid.
We can use the above relations to rewrite the law of conservation of mo-
mentum density in the form

8vi 8’Ui adik
v — ] = 3 2
p(@t —H}jaxj) Oxy, o (82)

+divpr =0 (8.1)

The law of conservation of the angular momentum for the medium can
be written under an assumption that there is an internal angular momentum,
the density of which S;; obeys the law

0Sij a(vlsij) agijl
ot " om | om

where G;; is the density of force torque which acts on the inner elements
of the system, and g;;; is the density of the non-convective flux of angular
momentum.

No assumption was stated when equation (8.3) was written down. Without
any assumption we can also formulate the law of conservation of the total
angular momentum

=Gy (8.3)

0 0G ik
a(Jik + Six) + 83; = Ni + xi0) — T(0; (8.4)
where J;, = —p(2;v; —2,v;) is the density of the external angular momentum,

G is the flux of the total angular momentum, and Ny is the torque density
from the external volume forces.
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The definition of the density of external angular momentum can be used
to express, with the help of equations (8.1) and (8.2), the rate of change of
the external angular momentum through the stress tensor o;i

Y B
8t + a_xl(vljzk) = 0Oki — O4k —

(ziok — TKoq) — 0k + xR0 (8.5)

9
8.’El
After summing equations (8.3) and (8.5), we obtain

O(Ji + S; 0
% + o2 (Jik + Sik)vi + 2308 — TRoq) + gikl:|

=G — Oik + Oki — TiOk + Tp0;.
The last equation can be compared to (8.4), which determined the relations

Gir = (Jik + Sik)vi + (ziok — 2x0i) + Gikis
Gik = Nik + 0k — Ok

Then, equations (8.3) and (8.4) can be written in the form

o(Ji + S; 0
O(Jik + Sik) + — | (Jir + Sir)vi + 08 — TR0o0 + gikl}

ot axl
= N — x;0 + 2107, (86)
0S;i 0
— (0 S; ikt) = Ni ik = Oki- 8.7
ot +8a:l(vl k + Gikl) k + Oik — Ok (8.7)

The set of motion equations (8.1), (8.2), (8.6) and (8.7) contains the un-
known quantities o;; and g;x;, which will be determined later.

Before we come to further determinations of the unknown quantities, we
shall estimate here the effect of the internal angular momentum on the motion
of the liquid. Let a be the characteristic size of internal structural elements,
then S;i &~ pav, o =~ nv/a, where 7 is the viscosity coefficient. An estimate
of the characteristic relaxation time of the balance of the internal and external
rotation follows from equation (8.7)

TR p—.

For a polymer solution, 7 &~ 1072 Ps, p ~ 1 g/cm?®, and the size of macro-
molecular coil is @ ~ 10™° c¢m, which allow us to estimate the relaxation time
T~ 10719 5. Processes with relaxation times so small are not essential when
compared to other relaxation processes in polymer solutions.

For times which are much bigger than the relaxation time, the internal
and external rotation are balanced, so equation (8.7) is followed by

Oik — Oki = —Nyg. (8.8)
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In this case, the stress tensor is non-symmetric, if there is an external force
torque. The law of conservation of angular momentum follows from the law
of conservation of momentum.

So, we shall further assume, that the internal and external rotation are
balanced in polymer solutions and the stress tensor is symmetric, when there
is no external force torque.

8.2 The Law of Conservation of Energy and the Balance
of Entropy

We assume that there are no internal sources of energy in the liquid, so that
the change of the energy density F is connected with fluxes through the surface
of the volume. The law of the conservation of energy can be written in the
form

%}f +divg =0 (8.9)

where q is the flux of energy density.

The law of the conservation of energy is also known as the first principle of
thermodynamics. To formulate the motion equation of a liquid, it is necessary
to use the second principle of thermodynamics also, which can be written as
the equation for the change of the entropy s for unit mass.

The balance equation for the entropy density has the form

8(ps) +div(vps+ H) =X
ot
where H is the non-convective flux of entropy density, X' is the non-negative
quantity of emerging of entropy — entropy production. This equation can be
rewritten in another form

p (% + vi%> +divH = X (8.10)

For systems, which are in a state of equilibrium, there is only convective
transfer of entropy. This is the case of an ideal fluid, for which

Os Os

The entropy arises in systems, which can be considered as systems that
are locally in equilibrium. The increase of entropy can be connected with heat
production in units of volume of fluid or, in other words, with the dissipation

of energy .
s Jds ¢
il . = —. 12
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Non-equality can be written for the case when we cannot consider the
system as to be locally in equilibrium.

o5 05\ _ @
P ot ’Uza(Ei T

In this general case, equation (8.10) is valid.

So as there is a thermodynamic relation between entropy and internal
energy, the unknown quantities g, H in equations (8.9) and (8.10) can be
connected with each other and also can be determined production of entropy
X through other quantities. The density of total energy E in equation (8.9)
can be represented as a sum of the kinetic energy and the thermodynamic
total energy of the resting volume

1
FE = 5pv%rEO. (8.13)

In equilibrium situations, the quantity Ey is internal thermic energy Fy = pe,
which is directly connected with entropy s per unit of mass by relation

dEy = pT'ds+wdp (8.14)

where ¢ is internal energy per unit of mass, w = ¢ 4+ p/p is the enthalpy for
unit mass. This relation (8.14) is followed directly from known (Landau and
Lifshitz, 1969) thermodynamic relation, which connects change of internal
energy ¢ for unit mass with specific volume v and entropy s

de =Tds — pdv. (8.15)

In non-equilibrium situations, local states of the deformed system are de-
scribed by some internal thermodynamic variables £%, where the label « is
used for the number of a variable and its tensor indices. All the equilibrium
values of the internal variables are functions of two thermodynamic variables:
for example, density and entropy

§&e =& (s,p).

The deviation of the thermodynamic system from the equilibrium state is
described by the differences £€* — £ which are noted as £* henceforth.

In non-equilibrium situations, the quantity Ey includes also potential of
internal variables (Wood 1975, Maugin 1999, Pokrovskii 2005), so that the
differential of this function has the form

dEy = pT'ds +wdp + =, d&* (8.16)

where the thermodynamic force has appeared:

- 0Ey 5(P5))
z,=(Z0) =71 0.
(aga)s,p < aga T,p g
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The quantities T, w and =, are functions of the variables s, p,£%. At equi-
librium, when there is no external fields, all the £¢ = 0, while the quantities
T and w take their equilibrium values. The external field affects the internal
variables, which determine the state of the system.

Now, taking relations (8.13) and (8.16) into account, we are ready to write
down the rate of change of the density of the total energy of the moving fluid

OE v ds dp &
ot platJrTatJr( +_>6t+ T

We can use equations (8.1), (8.2) and (8.10) to transform the above ex-
pression to the equation which has the form of the law of the conservation of
energy

oF 0 v2
e + — . {pvk (w + 2) — vi(oik + Poix) + THk}

83

d
=TY — (Uzk +p($1k)l/zk + H V T+ g (817)

where, as before, v, = g;’k is a tensor of the velocity gradient.

Comparison of equations (8.9) and (8.17) determines

2
QK = pUk <w + %) —vi(oi + pdix) + THy,
(8.18)
Efl , S Vi —H-VT—E:
*T (01k er ik )Vik i Vi dt —a | -

Internal variables £€% are introduced in relation (8.16) formally. However,
the success of the theory depends on the proper choice of the internal variables
for the considered case. Consideration of models usually helps to recognise
which quantities describe the deviation of the system from its equilibrium
state and which can be used as internal variables. A set of internal variables
were identified in Chapter 2 for dilute polymer solutions and in Chapter 7 for
polymer melts.!

8.3 Thermodynamic Fluxes and Relaxation Processes

The laws of conservation determine the equations of fluid motion which, how-
ever, contain a few unknown quantities discussed below.

1 Note, that a set of internal variables with labels, which take a continuous set of values, can
be considered. Grmela (1985) and Jongschaap (1991) have generalised the above-written
relations for this case. They showed that the values of the distribution function itself W (p, t)
in the problem of dynamics of dumbbells (see Appendix F), for example, can be considered
as a set of internal variables, whereas the arguments of the function play the role of the
label o with a continuous set of values p.
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Expression for production of entropy (8.18) can be now compared with the
general results of non-equilibrium thermodynamics, which are known for both
non-stationary and stationary cases. It is obvious, that last term in the right-
hand side of relation (8.18) corresponds to a non-stationary case and includes
the equation of change of internal variables that is relaxation equation. The
first two terms in formula (8.18) correspond to a stationary case and should
be considered as the products of thermodynamic fluxes and thermodynamic
forces (it is possible with any multipliers). When the internal variables are
absent, we should write a relation between the fluxes and forces in the form

oij +pdi; = fij(vss, ViT),
_Hi = Hi(l/js, VlT)

At small gradients, the right parts of these relations can be expanded in a
power series. In linear approximation of a parity for the anisotropic environ-
ment one gets

Oik + POik = NikjsVjs + Linj VT,
—H,;, = Eijs'Yjs + AijVjT.

Here one can take advantage of the Onsager principle, that is equate factors
at cross members.

In situations when internal relaxation processes cannot be neglected, it is
necessary to include in consideration relaxation equation for internal variables,
and we write down

0ij +poij = fij(vjs, ViT,£7),
—H,; = Hi(vjs,V,T,&7), (8.19)
de”
S odt
One can note that the diffusion of the internal variables, i.e.the diffusion of
structural elements at non-homogeneous distribution of the values of internal

= ga(yjm VlT> g’y)

variables, is neglected here. Otherwise, the quantities 8(2:2,?;;1 must be added
to the set of arguments of the right-hand side functions in (8.19). We shall
not discuss this situation henceforth.

It is known, that thermodynamic forces are functions of internal variables
(not speaking about other thermodynamic variables)

so that relations (8.19) can be understood in such a way, that the quantities
1 1 1 de”
T(Uu@ + pdik), e TTrTar

are functions of the thermodynamics forces

Vika v?,Ta Ea .
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The application of general thermodynamic theory can be considered, first,
in linear approximation. In practice, it is sufficient for the most part of ap-
plications. We can use our usual notations for symmetric and antisymmetric
tensors of the velocity gradients

1 1
vig = 5wt vg), o wy = S+ v)

and divide the stress tensor into symmetric and antisymmetric parts, to write
the fluxes as quasi-linear function of the forces

1
5(0% + ki + 200ik) = NikjsVis + Kinjswis + Liki VT + Migaa,

1 _ _ _
E(Uik — 0ki) = Kikjsvjs + Nikjswijs + Cirj VT + Dikala, (8.21)
—H; = Lijsjs + Cijswis + Aij VT + Ginéa,
de> _
*E = Mozjs’Yjs + Dajssz +GoiViT + Pa'yf’y'

The matrix coefficients in (8.21) depend on the thermodynamic variables,
which, in the case under discussion, are pressure p or density p (we can chose
any of them, so as there exist an equation of state, connecting these variables),
temperature T and internal variables £{%. The coefficients can be expanded
into series near equilibrium values of internal variables. Zero-order terms of
expansions of the components of the matrices in a series of powers of the
internal variables are connected due to the Omnsager principle (Landau and
Lifshitz 1969) by some relations

>0  _ 10 ~0 0 70 _ 0
Kjgir = Kigjs Cirj = —Cliks L, = —Lik;-

The bars over letters denote matrices, which are obtained from the original
matrices (without bars) by simple transformation. Note once more that these
relations are valid for equilibrium values. Further on we shall be interested
in non-linear relations, so we consider all matrices to depend on the internal
variables.

In the simple case when all the internal variables are scalar quantities,
the state of the system is isotropic, all the matrix coefficients in (8.21) are
expressed in unit matrices, and the relations (8.21) take the simpler form,
which can be easily written for every given set of internal variables.

In rheological terms, equations (8.20) and (8.21) make up a set of consti-
tutive relations of the system. Together with equations (8.1), (8.2) and (8.10),
they determine the equations of motion of the system.

We should pay special attention to the last relation in (8.20), which is a
relaxation equation for the variable £%. One can find examples of relaxation
equations in Section 2.7 for dilute solutions of polymers and in Chapter 7
for concentrated solutions and melts of polymers. The presence of internal
variables and equations for their change are specific features of the liquids we
consider in this monograph.
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8.4 The Principle of Relativity for Slow Motions

The form of the above-written relations (8.21) can be specified more by ap-
plying some restrictions which follow from the assumption that the motion
of structural elements of medium does not change very rapidly, so that the
following relation is valid

2«1 (8.22)

Here, a is the characteristic size of the structural element, p is the density,
which is approximately equal to 1 g/cm?, 7 is the effective viscosity coefficient
of the medium which is 107210 Ps, and u is the characteristic velocity of
motion of the particle, which is not more than the mean thermal velocity
(T/m)Y/2. It is easy to see that, at room temperature and with the above
values of the parameters, condition (8.22) is valid if @ > 1077-107% cm.

As is well known, the equations of mechanics are covariant with the Galileo
transform. This can be also said about relations (8.19) and (8.21). In the case,
when the motions of the internal particles are slow (in the sense discussed
above), we can state that a stronger principle is valid. It says that all the
processes run in the same way and, consequently, should be described by
similar equations in all the co-ordinate frames which are connected to each
other by the transform

x; = aikx; + ¢ (8.23)

where an orthogonal tensor a;;, and a vector ¢; are arbitrary functions of time.
In contrast to the Galileo principle, the above principle, which is also called
the principle of material objectivity (Coleman and Nolle 1961), is valid for
the cases when the forces of inertia can be neglected.

Let us consider the restriction imposed on the form of the transfer equa-
tions by the discussed principle. It is easy to see that, when transformation
(8.23) is applied to the co-ordinates, the tensor of velocity gradients trans-
forms as

Vik = QilQkjV]; + G0kl

The superscript point denotes differentiation with respect to time.
The symmetrical tensor of velocity gradient transforms as a tensor, which
does not depend on time

Yik = it ;- (8.24)
The antisymmetrical tensor transforms in the following way

1 .
Wik = QiAKW + Qi1 Qk- (8.25)

Let us now turn to the internal variables. We can consider that one of
the internal variables is a tensor of arbitrary rank and transforms as the co-
ordinates do, that is, contravariantly

ikl = QijQks - Qg
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Differentiating the tensor with respect to time, we find that

déik-1 _ . : : dgj,...
Zit :aijapj§pk---l+akjapj§ip-~-l+'"+aljapj§ik---p+aijaks'"aln%~

We can define the expression a;ay; from (8.25) to rewrite the last expression
in the form

d&ik-.
(Zit — Wipépk-1 — Wem&imt =+ — Win&ik.n
dgl / ! / ! ! !
— aijaks s Qp (% - qugqs...n - wsqé—jq..»n - = wnqéjs...q .

We can see that the combination

Déig.i d&ige.
Dt - dt N Wipgpk...l - wkmfim,wl - wln{ikmn (826)

transforms as a tensor, which is independent of time. Expression (8.26) is
called the Jaumann derivative of tensor ..., with respect to time.

There are plenty of covariant derivatives of the tensor &;x...; among which
the Jaumann derivative has the simplest form. Indeed, expressions (8.24) and
(8.25) are followed by the relation

. / /!
Qi1ak] = Wik + KYik — QisQkj (wsj + H’Ysj)

where k is the arbitrary constant. We can use this relation to introduce deriva-
tives, which are generalisations of (8.26).
Covariant tensors can be considered in a similar way.

8.5 Constitutive Relations for Non-Linear Viscoelastic
Fluids

One can now return to the set of transfer equations (8.20) and (8.21), to
which the discussed principle of covariance can be applied. The new form of
the equations which is covariant under transformation (8.23) is written as
follows

1
i(aik + oki + 2p0ik) = NikjsVis + Lik; VT + Mikaba,

1 _
—(0ik — 0ki) = Diraba,
2 (8.27)

—H;, = Eijs'Yjs + AijVjT + Giafou
D¢~

Dt = Majs’yjs + GaiviT + Pa’yg'\/;
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where the Jaumann derivative is noted as
DEx dege
Dt dt
For every given tensor £%, this expression can be compared to (8.26) which de-
termines the matrix D,;, and, consequently, in linear approximation, matrix
Dike in relations (8.27).

The set of relations (8.27) determines the fluxes as quasi-linear functions
of forces. The coefficients in (8.27) are unknown functions of the thermody-
namic variables and internal variables. We should pay special attention to the
fourth relation in (8.27) which is a relaxation equation for variable £*. The
viscoelastic behaviour of the system is determined essentially by the relaxation
processes. If the relaxation processes are absent (all the £* = 0), equations
(8.27) turn into constitutive equations for a viscous fluid.

One can see that the equations of motion for a viscoelastic fluid can always
be written, when a set of internal relaxation variables is given, however, a set
of internal variables cannot be determined in the frame of phenomenologi-
cal theory and equations (8.27) cannot be specified any more without extra
assumptions.

As an example, we shall consider a simpler case of the isothermal motion of
a liquid without the external volume forces and without the external volume
force torque, so that equations (8.27) acquire the form

+ Dajssz.

Oik + POik = NikjsVis + Mikaas

Dee (8.28)
Dt

The set of internal variables &7 is usually determined when considering
a particular system in more detail. For concentrated solutions and melts of
polymers, for example, a set of relaxation equation for internal variables were
determined in the previous chapter. One can see that all the internal variables
for the entangled systems are tensors of the second rank, while, to describe
viscoelasticity of weakly entangled systems, one needs in a set of conforma-
tional variables z{j which characterise the deviations of the form and size of
macromolecular coils from the equilibrium values. To describe behaviour of
strongly entangled systems, one needs both in the set of conformational vari-
ables and in the other set of orientational variables uj which are connected
with the mean orientation of the segments of the macromolecules.

To simplify the situation, one can keep only one internal variables with
the smallest number from each set, that is z}, and u},. It allows one to spec-
ify equations (8.28) for this case and to write a set of constitutive equations
for two internal variables — the symmetric tensors of second rank. The par-
ticular case of general equations are equations (9.24)—(9.27) — constitutive
equations for strongly entangled system of linear polymer. For a weakly entan-
gled system, one can keep a single internal variable to obtain an approximate

= 7ajs'7js + Pa'yg’w
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description of viscoelastic behaviour of the system. To consider this case in
more details, we specify equations (8.28) for a single internal variable — the
symmetric tensor of the second rank and rewrite relations (8.28) as follows

Oik + DOike = NikjsVis + MikjsEjss

D&, (8.29)
- thj = M;jisis + Pijis&is-

In a more general case, we do not know the dependencies of the matrices
in (8.29) on the internal variable, so one can rewrite relations (8.29) in the
form

ik + POik =ikjsVjs + Tik(Epg),

D& - (8.30)
—Ditj = Mij1s(Epg)nis + Bij (§pq)-

The tensor functions in (8.30) can be written in a general form, according
to the rules described, for example, for the arbitrary tensor function in the
book by Green and Adkins (1960)

Gik = 000ik, + o1&k + 02815,

(8.31)
ik = P00 + P18k + P28ulin

where the coefficients o; and ¢; (i = 0,1,2) are functions of the three invari-
ants of the tensor &

3
1
=Y &, D= 3 D (&b — Gakys), s =1l
=1

%]

The relations (8.30) and (8.31) make up a general form for a non-linear
single-mode constitutive relation. To specify the constitutive equation for a
given system, one ought to determine the unknown function in (8.31) relying
on experimental evidence. A particular form of relation (8.30) and (8.31),
called canonical form (Leonov 1992), embraces many empirical constitutive
equations (Kwon and Leonov 1995). One can obtain the canonical form of
constitutive relation (Leonov 1992), if one neglects the viscosity term in the
stress tensor (8.30), which is quite reasonable for polymer melts, and put an
additional assumption on matrix M

1
Mijis = *iﬂ(fizfsjs + &0t + &isdjt + Eidis)

where k is a numerical parameter, usually taken as 1 or 0. One can look at
equations (9.48) and (9.49) in the next chapter as particular case of system
(8.30) and (8.31) as well.

Let us note that, according to Godunov and Romenskii (1972) and Leonov
(1976), the internal variable ;; can be considered to be a second-rank tensor
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of the recoverable strain. This statement changes neither definition (8.16) of
the thermodynamic force 5, nor the form of equations (8.30), but it does
specify the form of the unknown functions and matrices in (8.30). In this case,
a form of matrix M;y;s can be determined, taking the relation between the
stress tensor and the strain tensor (given by formula (B.7) of Appendix B)
into account. Some simplification can be also achieved, because one has for
an incompressible continuum an extra condition

|€ij] = 1.

In this case, one has only two invariants of the internal tensor, which makes the
general relations for the tensor functions simpler. However, it does not mean
that the final relations will be simpler. We can see later (see Section 9.3.5)
that there is a relation between the recoverable strain and the deformation
of macromolecular coil (see formula (9.75)), so a transfer from one formalism
to the other can be performed and the results of the two approaches can be
compared.

8.6 Different Forms of Constitutive Relation

All the constitutive relation that we have discussed in this chapter include
some relaxation equations for the internal tensor variables which ought to
be considered to be independent variables in the system of equations for the
dynamics of a viscoelastic liquid.

However, in the earlier times, the constitutive relation for a viscoelastic
liquid were formulated when the equations for relaxation processes could not
be written down in an explicit form. In these cases the constitutive relation was
formulated as relation between the stress tensor and the kinetic characteristics
of the deformation of the medium (Astarita and Marrucci 1974).

In this section, we shall show that the constitutive relation with internal
variables is followed by two types of constitutive relations which do not include
internal variables. For the sake of simplicity, we shall consider the simplest set
of equations

1
Oik + Pl = 32 (&k - g&‘k) ; (8.32)

déix
dt

1 1
= Vig&ik — Vij&ji = ; (&k - §5¢k> (8.33)

where the coefficient of viscosity 17 and the time of relaxation 7 are functions
of the invariants of the internal tensor variable &;.

Indeed, we can obtain a relation between the stress tensor and the velocity
gradient tensor if we exclude tensor §;; from the set of equations (8.32)—(8.33).
This can be done in two different ways.
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Firstly, from equation (8.32), we can define the tensor §;; which can be
inserted into the second equation of (8.33). As a result, we obtain a differential
equation for the extra stresses

dTik

1
qp  VidTik T VkiTii = —;(Tik —20%ik), Tik = Oik + DOik. (8.34)

The quantities 7 and 7 in equation (8.34) depend on the invariants of
the tensor 7;;, in accordance with equation (8.32). We ought to note that the
behaviour of a non-linear viscoelastic liquid in a non-steady state would be
different, if a dependence of the material parameters 7 and 1 on the tensor
velocity gradients or on the stress tensor is assumed. This is a point which is
sometimes ignored. In any case, if 7 and 7 are constant, equation (8.34) belongs
to the class of equations introduced and investigated by Oldroyd (1950).

The linear case of relation (8.34) is the Maxwell equation (see, Landau
and Lifshitz 1987b, p. 36).

d(oik + pdik)

1
a + = (ou + pou) = 2207 (8.35)
T T

where, as before, 7 is the relaxation time, and 7 is the coefficient of shear
viscosity. There are different generalisations of equations (8.34) and (8.35)
(Astarita and Marrucci 1974).

On the other hand, we can imagine that a solution of equation (8.33) can
be found. Below, the solution is written for uniform flow with accuracy up to
the second-order terms with respect to the velocity gradient

1 > s
ik = 55% + /0 exp (—;) vii (t — s)ds

() [T ()
X it — $)yjr(t —s —w) — vg(t — s)v5:(t — s — u)] duds.

Then, the solutions should be inserted into equation (8.32), which deter-
mines the stress tensor as a function of the tensor of the velocity gradient in
the previous moments of time. The linear term has the form

& s

A generalisation of (8.36) for the case of many relaxation processes can
easily be found. In the simplest case of uniform motion one has

Oik = —Poik + 2/ n(s)vik(t — s)ds. (8.37)
0

The memory function 7(s) can be calculated if a set of internal variables are
given.
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In general case, the stress tensor ought to be written as
oik + Pk = Yok (t — 8), Yim (1)) (8.38)

Instead of velocity gradients, displacement gradients can be used in rela-
tion (8.38). In this form, relations of the kind (8.38) are established on the
basis of the phenomenological theory of so-called simple materials (Coleman
and Nolle 1961). To put the theory into practice, function (8.38) should be,
for example, represented by an expansion into a series of repeated integrals, so
that, in the simplest case, one has the first-order constitutive relation (8.37).
Let us note that the first person who used functional relations of form (8.38)
for the description of the behaviour of viscoelastic materials was Boltzmann
(see Ferry 1980).

Another form of the relation for slow motions can be obtained from equa-
tion (8.38). We can expand the velocity gradients in (8.38) into series in powers
of time near the moment ¢. The zeroth terms of the expansion determine a vis-
cous liquid. The next terms take viscoelasticity into account. This description
is local in time.

One can see that there are several forms for the representation of the
constitutive relation of a viscoelastic liquid. Of course, we ought to say that
all the types of constitutive relation we discussed in this section are equivalent.
We can use any of them to describe the flow of viscoelastic liquids. However,
the description of the flow of a liquid in terms of the internal variables allows
one to use additional information, if it is available, about microstructure of
the material, and, in fact, appears to be the simplest one for derivation and
calculation. We believe that the form, which includes the internal variables,
reflects a deeper penetration into the mechanisms of the viscoelastic behaviour
of materials. From this point of view, all the representations of deformed
material can be unified and classified.



Chapter 9
Non-Linear Effects of Viscoelasticity

Abstract Now we are in a position to formulate a system of constitutive
equations for polymer systems on the basis of the mesoscopic approach, de-
scribed in the previous chapters, to investigate non-linear behaviour of poly-
meric liquids. In the first section, the known results for dilute polymer so-
lutions are described. The other sections contain derivation of constitutive
equations for entangled systems, while the weakly (2M, < M < M*) and
strongly (2M. < M* < M) entangled systems are considered separately. In
the latter case, the reptation motion of macromolecules emerges. Though the
reptation motion practically does not contributes to terminal properties of
linear viscoelasticity of strongly entangled system, it has to be included in
the consideration at higher velocity gradients to obtain the correct depen-
dencies of non-linear effects on the length of the macromolecules. One can
demonstrate how different non-linearities can be explained in terms of macro-
molecular dynamics. Simplifications of the many-modes constitutive equations
will be considered in Sections 3. The simplest form of constitutive equations
appears to be the well-known Vinogradov equation. Despite of essential sim-
plification, the reduced forms of constitutive equation allow one to describe
the non-linear effects for simple flows: shear and elongation.

9.1 Dilute Polymer Solutions

Comparison with experimental data demonstrates that the bead-spring model
allows one to describe correctly linear viscoelastic behaviour of dilute polymer
solutions in wide range of frequencies (see Section 6.2.2), if the effects of
excluded volume, hydrodynamic interaction, and internal viscosity are taken
into account. The validity of the theory for non-linear region is restricted by
the terms of the second power with respect to velocity gradient for non-steady-
state flow and by the terms of the third order for steady-state flow due to
approximations taken in Chapter 2, when relaxation modes of macromolecule
were being determined.

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_9, (© Springer Science+Business Media B.V. 2010
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9.1.1 Constitutive Relations
Many-Mode Approximation

The set of constitutive equations for the dilute polymer solution consists of
the definition of the stress tensor (6.16), which is expressed in terms of the
second-order moments of co-ordinates, and the set of relaxation equations
(2.39) for the moments. The usage of a special notation for the ratio, namely

v Apiok)

2 « UV
ik = = —H/\u<ﬂi Pk>,

(P’p")o 3

allows us to write down these equations in more compact form

8

Oik = —POik + 205 Vik

N
1 1
+3nT E [ (:I:Z”k - g&k) + 7500 (Vi + i) |5 (9.1)
v=1

1+ ¢,
dx’:k v v
ar Witk T Wity
1 174 1 v 174
= Tip — g‘sik + (1 = 0) (Vi @5 + i 2%;) (9.2)

where 7! = (1+ ¢, )7, and 75 = 7, is an orientational relaxation time of the
mode « of the macromolecular coils.

In some cases, if we consider, for example, the slow motion of a solution of
very long macromolecules, the effect of internal viscosity is negligible, so that
the set of constitutive equations can be simplified and written as

N
1
ik = —POik + 20sVik + 3T Y <x§’k - 5%) : (9.3)
v=1
dz?; 1 , 1 y y
dtk == (%k - §5ik> + Vig T + Vi 5 (9.4)

For the steady-state case, both equations (9.1)—(9.2) and (9.3)-(9.4) are
followed by the steady-state form of the stress tensor

N
ik = —DPOir + 2nsYir + SnTZ T, (yijx;-’k + ija:?i) . (9.5)
v=1
This equation makes it possible to calculate stresses for low velocity gradients
to within third-order terms in the velocity gradient if one knows the moments
to within second-order terms in the velocity gradients. Due to the approxima-
tions, used earlier in Chapter 2, the results are applicable for small extensions
of the macromolecular coil and hence for low velocity gradients: the results for
the moments are valid to within second-order terms in the velocity gradients.
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Single-Mode Approximation

We can see that a set of constitutive equations for dilute polymer solutions
contains a large number of relaxation equations. It is clear that the relaxation
processes with the largest relaxation times are essential to describe the slowly
changing motion of solutions. In the simplest approximation, we can use the
only relaxation variable, which can be the gyration tensor (S;S;), defined by
(4.48), or we can assume the macromolecule to be schematised by a subchain
model with two particles. The last case, which is considered in Appendix F in
more detail, is a particular case of equations (9.3) and (9.4), which is followed
at N = ].7 )\1 = 2,

—n, 1
Oik = —POik + 2nsvik + 32 T77 (&'k - géik) , (9.6)
d¢; 1 1
% = 7 (&'k - §5zk> + vk + Vi (9.7)

The following notations are used in the equations written above

3
Gk =i, =15+ 5nC.

Equations (9.6) and (9.7) make up the simplest set of constitutive equa-
tions for dilute polymer solutions, which, after excluding the internal variables
&ij, can be written in the form of a differential equation that has the form
of the two-constant contra-variant equation investigated by Oldroyd (1950)
(Section 8.6).

Note once again that equations (9.6) and (9.7) determines the stresses for
the completely idealised macromolecules (without internal viscosity, hydro-
dynamic interaction and volume effects) in dilute solutions. To remedy the
unrealistic behaviour of constitutive equations (9.6) and (9.7), some modifi-
cations were proposed (Rallison and Hinch 1988; Hinch 1994).

The expressions for the stress tensor together with the equations for the
moments considered as additional variables, the continuity equation, and the
equation of motion constitute the basis of the dynamics of dilute polymer
solutions. This system of equations may be used to investigate the flow of
dilute solutions in various experimental situations. Certain simple cases were
examined in order to demonstrate applicability of the expressions obtained
to dilute solutions, to indicate the range of their applicability, and to specify
the expressions for quantities ¢,, which were introduced previously as phe-
nomenological constants.

9.1.2 Non-Linear Effects in Simple Shear Flow

We shall consider the case of shear stress when one of the components of the
velocity gradient tensor has been specified and is constant, namely v15 # 0.
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In order to achieve such a flow, it is necessary that the stresses applied to
the system should be not only the shear stress o1, as in the case of a linear
viscous liquid, but also normal stresses, so that the stress tensor is

o1 o120
o021 022 0
0 0 033

The shear stress 012 and the differences between the normal stresses o11—092
and o99—033 are usually measured in the experiment.

For the specified in this way motion, equation (9.2) defines, as was shown
in Section 2.7.2, the non-zero components of the second-order moments

1
Y, = 3 [1 +(2+ wy)(Tyulg)Q] ,

y 1

Tog = 3 [1 - @V(TVVH)Z] ,
9.8

o (9-8)
L33 = 3

y 1
Ty = =Ty119,

12 3 12

where, in accordance with (2.27) and (2.30), for high molecular weights
o =p1a’, o1 ~M? 0<6<1,
To =m0 Y, m~M¥" 15<z<2L

According to the theoretical estimate of the exponent, zv varies from 1.5
(non-draining Gaussian coil) to 2.11 (draining coil with volume interactions).

Then, equation (9.5) defines the non-zero components of the stress tensor,
which makes it possible to formulate expressions for the shear viscosity and
the differences between the normal stresses:

N
n= TLTZ’TV [1 - Spu(Tl/V12)2] ) (99)
v=1
N
o1 — o3 =nT Y (T,112)7, (9.10)
v=1
099 — 033 — 0. (9.11)

It follows from equations (9.9) that the viscosity (or, what amounts to the
same thing, the characteristic viscosity) is independent of the velocity gradient
for flexible chains (¢1 = 0). For chains with an internal viscosity, the viscosity



9.1 Dilute Polymer Solutions 175

diminishes with increase in the velocity gradient; the nature of the variation
may be estimated. Using the known dependences of the relaxation times and
coeflicient of internal viscosity on molecular weight and mode label, one can
obtain

n—1g ~ MSzy—0—1V122.

From empirical equation (6.27), according to which § = zv—1, the dependence
of the viscosity on the molecular weight can be estimated as follows

n—no ~ M**" V2, (9.12)

The dependence of the first difference of normal stresses on the molecular
weight follows from equation (9.10)

011 — 0929 NM2ZV71. (913)

In another way, this expression was obtained by Ottinger (1989D).

Experimental data and analysis of the shear-dependent viscosity for di-
lute solutions of polyethelene oxide in water can be found in work by
Kalashnikov (1994). These data show that the deviations in reduced vis-
cosity (9.12) at constant shear rate from initial (at 12 — 0) values are
the more, the more is the molecular weight of the polymer. Other empiri-
cal estimates of the exponent zv in equation (9.12) for solutions in which the
coils are nearly unperturbed yield the exponent 2zv =~ 3 (Lohmander 1964;
Tsvetkov et al. 1964).

We may note that it has been shown for the dumbbell (Altukhov 1986) (see
Appendix F) that the combined allowance for the internal viscosity and the
anisotropy of the hydrodynamic interaction leads to the appearance of a non-
zero second difference between the normal stresses o99—033. Since the internal
viscosity may be estimated, for example, from dynamic measurements, this
effect may serve to estimate the anisotropy of the hydrodynamic interaction
in a molecular coil.

9.1.3 Non-Steady-State Shear Flow

In this section we shall continue to investigate shear motion, while, in contrast
to the previous section, we shall assume that the velocity gradient depends
on the time but, as before, does not depend on the space coordinate. We shall
consider a simple case of ideally flexible chains, for which the stress tensor
and relaxation equations are defined by equations (9.3) and (9.4).

For simple shear, equation (9.4) is followed by the set of equations for the
components of the second-order moment

dl‘ll 1 1
_ = —— —_ — 2
7t - (3?11 3) + 2v12212,

drp _ 1( 1
a — T \"® 3)
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d$33 1 1
s - S— 9.14
dt T (x33 3) ( )
d
2;2 = —;9612 + V12222,
d 1
Z;B = —;$13 + V12223,
dl‘gg 1
— = ——T93.
dt P

Here and henceforth in this section, the label of mode is omitted for sim-
plicity. Consider the case when the motion with a given constant velocity
gradient v12 begins at time ¢t = 0. Under the given initial conditions, the set
of equations (9.14) has the solution

1 t t t
= {1 + 272 (1 — —exp (——) — exp <——>) I/122:| ,
3 T T T
; [ ( t)]
Tio=—-T|l—exp|—— )| 1o,
3 T

1
Ty = Tg3 = 3 T13 = w23 = 0.

T11

Now, we can determine, according to equation (9.3), the non-zero compo-
nents of the stress tensor

o= s oS- o) e ()]

N
_.0 t
o12(t) = n V12 +HTZ:1704 [1 — exp (a V12, (9.15)
a=
o22(t) = o33(t) = —p,
Ulg(t) = Ugg(t) = 0

These expressions describe the establishment of stresses for given uniform
shear motion.

9.1.4 Non-Linear Effects in Oscillatory Shear Motion

From the methodical point of view, it is very interesting to consider the non-
linear terms of the stresses under oscillatory shear velocity gradients, which
it is convenient to write in the complex form
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Vg ~ efiwt.
Akers and Williams (1969), calculating non-linear terms, noticed that the
stresses are real quantities, which are determined through real quantities.
That is why we ought to remember that formulae always contain the real
parts of complex quantities, so that one has to bear in mind that v;; means
%(uik + U;x), where the operation of complex conjugation is denoted by the
bar above the symbol.

Assuming that the flow is described by the set of equations (9.3) and
(9.4), one can use equations (9.14) for arbitrary time dependence of velocity
gradient, to obtain for oscillatory simple shear the solution in the form

1 72|52 1 7212 7
x11=—{1+ 12| +_< i2 N i2 >]7

3 T+w?r2 " 2\ (1 —iwt)(1 — 2iwt) | (1 + iwt)(1 + 2iwt)
1 TU19 TU19
2= <l—iwt * 1+iwt> ’
1
T22 = T33 = ga
T12 = T23 — 0.

Since all non-oscillatory terms in the solution are now omitted, we shall

determine the non-zero components of the stress tensor according to equation
(9.3)

1 _
012 = 7755(1/12 + 12)

2 .
wTy 1

Ta 1 _ _
T E T —c — 1
+n a [1 T 2(1/12 + 12) + Tz 2(V12 V12):| , (9.16)

_ Talviaf?
o= T |
@ (e}

Ta(1l = 2w12) 5 (v + 7fp) + 3wrld 3 (Vs — %)] (9.17)

1+ b5w?72 + 4wt
022 = 033 = —P.

Expression (9.16) determines the non-linear dynamic viscosity and dynam-
ical modulus. The first difference of the normal stresses o11—0922, defined by
expressions (9.17), oscillate with a frequency twice that of velocity gradients
(Akers and Williams 1969).
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9.2 Many-Mode Description of Entangled Systems

9.2.1 Constitutive Relations
Stress Tensor

The expression for the stress tensor (6.7) allows us to investigate the non-linear
with respect to velocity gradient effects. We use the normal co-ordinates (1.13)
to write equation (6.7) in the form

ik = —n(N + D)Top +n>_ (2uTx\uw?k — T, — <pZTi”>)

where T} = Q,,G} is the transformed force of the internal viscosity de-
termined by equation (7.4). It is convenient to use the macroscopic mean
quantities

o« 2 1

[e3

ol = 3malpfef), = =3 (i T (9.18)

to write the stress tensor in the more compact form
1
Ok = —pdi + 3nT§U: (:ggk - g+ u;-’k) . (9.19)

The pressure p includes both the partial pressure of the gas of Brownian
particles n(N 4+ 1)T and the partial pressure of the carrier “monomer” liquid.
We shall assume that the viscosity of the “monomer” liquid can be neglected.
The variables z¥, in equation (9.19) characterise the mean size and shape
of the macromolecular coils in a deformed system. The other variables u},
are associated mainly with orientation of small rigid parts of macromolecules
(Kuhn segments). As a consequence of the mesoscopic approach, the stress
tensor (9.19) of a system is determined as a sum of the contributions of all the
macromolecules, which in this case can be expressed by simple multiplication
by the number of macromolecules n. The macroscopic internal variables x7,
and uf, can be found as solutions of relaxation equations which have been
established in Chapter 7. However, there are two distinctive cases, which have
to be considered separately.

Relaxation Equations for Weakly Entangled Systems

In the cases, when concentration of solution is not very high or melt consists
of short macromolecules, the values of parameter y ascend above the critical
one x* = 0.1. It is also implies the small values of the parameter 1, that is

X <x<03, vl

The internal variables are governed by relaxation equations (7.25) and (7.38)
which are valid for the small mode numbers a? < 1/ and can be rewritten
in the form
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dxiak a «
ar Ytk T VkiTji
1 o 1 . 1
= —R ((.’L‘” - gém) bjk + <$kj - gékj> bj) 5 (920)
du?k « a
dr WijUsg — Wkl
1 1 o 1E[/ ., 1 N
=- (;%’ + ?bm) Uik~ - g [(% - g%‘) djk — QBTgxilryljfjk:|
+ Yiruy (9.21)

where the set of relaxation times is defined as

1\ /2
T, Ta=BT1y, Toa=— a:1,2,...<<<—) . (9.22)
o X
In this case, the auxiliary quantities bk, d;x and f; are defined, in limits of
applicability of the equations (a? < 1/x, 1 < 1), in terms of the anisotropy
tensors (3 and €y as

bik = By dir =B exjr ik = € (9.23)

Relaxation Equations for Strongly Entangled Systems

This is a case, when the parameter y has values less than a certain critical
value x*, while additionally one requires that values of the parameter 1 are
big, that is

x<x"<03, ¥>1

The internal variables for this case are governed by relaxation equations (7.29)
and (7.40) which are valid for the small mode numbers a? < v/x. This is a
case of very concentrated solutions and melts of polymers. Keeping only the
zero-order terms with respect to the ratio B/ E, the set of relaxation equations
for the internal variables can be written in the simpler form

dz$
T Vit — Vkies
1 1 1
= _Q’I'Tp ((x% — g&j) bjk: =+ (xi‘] — gékj> bji) R (924)
du?k e} e
i Wij UGy — WU

1 1 1 B
=——uj, — — (Ifk - géik - 2B7’§£3’Yljfjk> + Eevzﬂjluzofm (9.25)

where the set of relaxation times is defined as
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2 % 1/2
7, mee=l g m T a:1,2,...<<<%> . (9.26)

The auxiliary quantities b, e;5 and f;; are introduced in Chapter 7 to take
into account the effect of the induced anisotropy of medium on the dynamics
of a single macromolecule in the system. In limits of applicability of the above
equations (a? < 1/x, ¥ > 1), the quantities are defined in terms of the
anisotropy tensors ﬁjl and €g; as

bik = €, €k = €' Bik,  fir = € Bjicnl- (9.27)

Let us remind that equation (9.24), describing the relaxation of macro-
molecular conformation, can be considered only as an assumed results of accu-
rate derivation of the relaxation equation from the macromolecular dynamics.

Tensor of Anisotropy

Thus, two sets of constitutive relations are formulated. The systems of equa-
tions both (9.19)—(9.22), applicable to the weakly entangled systems, and
(9.19) and (9.24)-(9.26), applicable to the strongly entangled systems, in-
clude, through equations (9.23) and (9.27), the tensors of global anisotropy

Bik = (851 + Kaudsk + 3Baly,) ™", €ik = () + vayd;k + 3ealy,) ™,

1 1 v ]‘
Q5 = Z <xij - 5513 + uij) y agj = Q5 — ga”(&j.

v

The set of equations both for weakly and strongly entangled systems con-
tains only two relaxation branches and describe viscoelastic behaviour in the
region of small frequencies (One can look at Fig. 17 to be convinced that
essential contributions to the modulus are given by the first and the second
branches in the region of small frequencies). These sets of equations are the
basic constitutive relations which allow us to develop a reliable theory of
non-linear effects in viscoelasticity of non-dilute polymer systems following
the works by Pokrovskii and Pyshnograi (1990, 1991) and Pyshnograi (1994,
1996).

9.2.2 Linear Approximation

To calculate characteristics of linear viscoelasticity, one can consider linear
approximation of constitutive relations derived in the previous section. The
expression (9.19) for stress tensor has linear form in internal variables z%,
and u¥,, so that one has to separate linear terms in relaxation equations for
the internal variables. This has to be considered separately for weakly and
strongly entangled system.
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Weakly Entangled Systems

In the cases, when
X <x<03, <1,

the relaxation equations (9.20) and (9.21) reduce to the simpler form

dx$, 1 1 2
C R P

dt Ta 3 3
(9.28)
dugy, 1 1 1 2
. A y) S Qs — ZBria,
dt = Usk 7_1/} <xzk: 3%k 3 To Y Ic)

where the set of relaxation times is defined as

2T T, T 1\ /2
T, T;:T—i—;m’ Ta = BT}, T§‘:$, a—1,2,...<<(;> .

Equations (9.28) have the following solutions for oscillatory motion

To

Ty, = —5zk + 31 Ziwor ik
- «

21 T, T
R - P LI
ik 3Tw( To 1—ma) 1— iwry *

Then, one can make use of the expression (9.19) for the stress tensor to
obtain the coefficient of dynamic modulus

VX W, 1 W, T
=nT e ¢ | B1Y — = @ .
Z {1—%)7}1 7’1/} ( Y1l —iwt, ) 1 —dwTs
This expression can be written in standard form

RAL aTo —IWT,
=nT 1 @
- e Z {( +¢ (1 —Ta)>1—iw7a

1 * s *
+ =4 <BT§— TaTo ) “%*]. (9.29)
T

* —
TE—Ta ) 1 —iwry

The terms of the first and the second orders give the coefficients of viscosity
and elasticity

gy TaTh w2

n=nT ; (Ta - o;_“) 2 FnTT*B, (9.30)
1/ﬂ T * 7.(.4

v=nT Z (Tg e Jr’l'a)) > %nT(T*BF (9.31)
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Value of the dynamic modulus on the plateau can be found as G, =
lim,, o0 G(w) which gives

1/vX
1
Ge=nT Y 1mnTy 2. (9.32)

It is natural that estimates (9.30)—(9.32) practically coincide with estimates
(6.39) and (6.40), at x < 1, for corresponding quantities for a system of
macromolecules in viscoelastic liquid.

Strongly Entangled Systems

In the cases, when
x<x* =01, >1,

the internal variables are governed by relaxation equations (9.24) and (9.25)
which are valid for the small mode numbers o? < v/x. Keeping only the zero-
order terms with respect to velocity gradient, the set of relaxation equations
for the internal variables can be written in the simpler form

dx¢ 1 1 2
dug, 1., 1(, 1 2 (93
EE A G R R
where the set of relaxation times is defined as
2 * 1/2
T T P
T, Téep:;T§7 7‘2:?, 0[1,2,<<<X) .

Equations (9.33) have the following solutions for oscillatory motion

1. 2 g
.Qf-a = —9; + = 97 ik
ik = 3%k T g T iwte? ik
2 Trep 1
a — B R __ o 1.
Yik = 3 ( Ta 77T z‘wr;ep> 1—iwr *

Then, one can make use of the expression (9.19) for the stress tensor to
obtain the dynamic modulus

/X —wTeP TICP —iw
G(w) =nT Z [70‘ + (B T — o rep) ] . (9.34)
a=1

re . .
1 — iwry® 1 —wra 1 —wr

This expression, after some transformations, can be written in the standard
form
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/X rep rep R re .
—iWwTE BT TIeP —iWT
=nT g e & .
K — éep> 1 —iwra? * < T T— Téep) 1—iw7’]
(9.35)

This equation, also as equation (6.49) gives description of the frequency de-
pendency of dynamic modulus at low frequencies (the terminal zone). Both in
equation (6.49) and (9.35), the second terms present the contribution from the
orientational relaxation branch, while the first ones present the contribution
from the conformational relaxation due to the different mechanisms: diffusive
and reptational.

The terms of the first and the second orders in expansion of expression
(9.34) or (9.35) in powers of —iw determine the coefficients of viscosity and
elasticity

/X

= nTZBT —nTT B,
(9.36)

/X 72 4
V—?’LTZ (Br7y —775P) —nT( 3 (BT*)*x — %B(T*)2>.

a=1

One can see that the last terms in the last relations can be omitted in com-
parison with the other, so that this equations reduce to equations (6.52), that
is
2 2
n= ETLTT*B, v= ?nT (BT%)2x. (9.37)

Value of the dynamic modulus on the plateau can be found as
G. = lim,,_,, G(w) which gives

/X B TR 21
G —nTZ(l—i— (X)NTLT( +E;) (938)

a=1

The contribution from the first term (reptation branch) has the same order of
magnitude as the contribution from the second term at very high frequencies.
However, one has to take into account that, due to distribution of relaxation
times, the limit value of the first term is reached at higher frequencies than
the limit value of the second term. At lower frequencies the plateau value of
the dynamic modulus is determined by the second term and coincides with
expression (6.52).

One can see that introduction of the reptation mechanism of conforma-
tional relaxation, instead of diffusive mechanism, does not affect the values
of the terminal quantities, but, one can expect, improves the situation in the
region of the minima of the loss modulus G”: reptation branch fill the gap be-
tween the orientational and the second conformational branches of relaxation
times. Thus, the description with help of two relaxation branches is valid in
the terminal zone and for higher frequencies close to it.
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9.2.3 Steady-State Simple Shear Flow

To demonstrate the consistency of constitutive relations with experimental
evidence for entangled systems, some particular cases, when the velocity gra-
dients are known and can be assumed to be independent of time, have been
investigated (Pyshnograi and Pokrovskii, 1988; Pyshnograi, 1994, 1996; Al-
tukhov and Pyshnograi, 1995, 1996). We shall consider here steady-state shear
flow of both weakly entangled system and strongly entangled system. The
stress tensor is given by equation (9.19), that is

1
ik = —pOik + 3nTZ <x;’k — §6ik + uZ”k) .

For the case of small velocity gradients, the variables xf}. and ugy, can be found
in the form of an expansion in powers of velocity gradients. The first terms
are defined by equations (7.28) and (7.39) for the case of weakly entangled
systems (x > x* &~ 0.1) and by equations (7.32) and (7.43) for the case of
strongly entangled systems (x < x* & 0.1).

Further on, we shall consider the case of shear stress when one of the
components of the velocity gradient tensor has been specified and is constant,
namely v12 # 0. This situation occurs in experimental studies of polymer
solutions (Ferry 1980). In order to achieve such a flow, it is necessary that the
stresses applied to the system should be not only the shear stress o12, as in
the case of a linear viscous liquid, but also normal stresses, so that the stress
tensor is

o1 o1z 0
091 o322 0
0 0 J33

The shear stress 015 and the differences between the normal stresses 011 — 022
and o992 — 033 are usually measured in the experiment (Meissner et al. 1989).
The results of calculation of the stresses up to the third-order terms with
respect to the velocity gradient will be demonstrated further on. For simplicity,
we shall neglect the effect of anisotropy of the environment when the case of
strongly entangled systems will be considered.

Shear Viscosity

In steady-state shear, when the only component of the velocity gradient tensor
differs from zero is 142, equation (9.19) is followed by

2
oly =Tovi2, 1o = %TLTBT*7 x <0.5. (9.39)

The third-order terms in shear stress give us the expression for the effective
shear viscosity
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5 2
(31577[’4' 5 X+4$72r55+945 )(BT*VIZ) s X > X5

2 w2 x 276 2 * (940)
1*(4X*ﬁ§*m(XB)2)(BTV12)7 X <X

n="mno X

One can see that two factors lead to non-linear effects in shear, namely, the
relaxation response of the surrounding (y and ) and the effects associated
with the change in dimensions and the shape of the macromolecular coils (3
and k). Though comparative influence of these effects does not investigated
enough, one can suggest that the influence of x and 1 is small as compared
with the influence of the other parameters at xy > x*, while at x < x* the
change of the environment (3 and &) can be neglected. The first term in the
parentheses in (9.40) at x < x* dominates for the long macromolecules. The
above relation, in agreement with the experimental evidence (Schreiber et al.
1963; Ito and Shishido 1972), shows that the deviation of the behaviour of
the system from Newtonian starts at the shear stress which is the lesser, the
larger the length of the macromolecule is. For very long macromolecules the
deviation does not depend on the length of the macromolecules.

Normal Stresses

Calculation of terms of the second order reveals that normal stresses are

4 2 4
nT(35 + G x — 50)(Brv)?, X > X5,
o1 +p: % 1 2 B w2 * 2 *
nT(mB—X+?X§+7X)(BT vi2)%, X <X
—nT(% + g—oﬁ)(BT vi2)?, y>y*, (941)
722 +p: 1 2 B T * 2 *
NT(—OB—‘*‘?XE—? )(BT r12)%, x < x5,
o33 +p=0.

Specific characteristics of viscoelastic medium are differences of the normal
stresses

011 — 022

4 2
{nT(Zs +5x)(Briviz)®, x> X",

2
nT25-x (Br*uiz)?, X < X5,
L (9.42)
—nT (% x + g—oﬁ)(BT*V12)27 X > x5
022 — 033 = 6 2
nT(%BLX + %Xg - )(BT v12)?, x < x*.

The ratio of the first difference of the normal stresses 017 —092 to the square
of the shear stress is an important characteristic quantity. The expressions for
the steady-state modulus in the region of low velocity gradients are defined
as
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5 15 .
207, _ { snT(1-23x), x> X" (9.43)

2
O11 — 022 =nTx™ !, x < x*.

For the weakly entangled system, the steady-state modulus depends on the
molecular weight of polymer as M !, while for strongly entangled system, the
steady-state modulus does not depend on the molecular weight of polymer,
which is consistent with typical experimental data for concentrated polymer
systems (Graessley 1974). The expression for the modulus is exactly the same
as for the plateau value of the dynamic modulus (equations (6.52) and (6.58))

Expressions (9.42) lead to the following relation for the ratio of the normal
stresses differences

15 1 *

099 — 033 7?)(727 X > X,

— = = L 5 (9.44)
_ s *

g11 022 028 T1E — 30 X <X

This ratio depends on the molecular weight of polymer M and predicted to be
negative for typical values of parameters. For the strongly entangled systems,
according to equations (3.30), B ~ M%, x ~ M~! so that the ratio (9.44)
approaches —1/2 for very long macromolecules. According to experimental
evidence, the second difference of the normal stresses g9o — 033 is negative
and less than the first. The ratio has generally been reported to be in the
range of —0.15 to —0.3 (Brown et al. 1995), though Faitelson (1995) found
the values of the quantity for polybutadiene with narrow molecular-weight
distribution to lie in the range from —0.3 to —0.45. It would be desirable to
measure the ratio of differences of the normal stresses for well-characterised
systems to test the validity of relation (9.44).

9.3 Single-Mode Description of Entangled System

Notwithstanding the simplifying assumptions in the dynamics of macro-
molecules, the sets of constitutive relations derived in Section 9.2.1 for polymer
systems, are rather cumbersome. Now, it is expedient to employ additional
assumptions to obtain reasonable approximations to many-mode constitutive
relations. It can be seen that the constitutive equations are valid for the small
mode numbers «, in fact, the first few modes determines main contribution
to viscoelasticity. The very form of dependence of the dynamical modulus in
Fig. 17 in Chapter 6 suggests to try to use the first modes to describe low-
frequency viscoelastic behaviour. So, one can reduce the number of modes to
minimum, while two cases have to be considered separately.

It is clear that at transition from many modes to a single mode, weight
coefficients for mode contributions into the stress tensor have to be introduced.
One has to require correspondence of some specified quantities to the same
ones calculated within the many-mode theory. The procedure eliminates the
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arbitrariness to the choice of the weights. One can see that the following form
of the stress tensor

2 1

provides the correct form for initial coefficient of viscosity both for the weakly
and strongly entangled systems.

9.3.1 Weakly Entangled Systems
Constitutive Relations

First, we refer to constitutive relations (9.19)-(9.22) which describe the be-
haviour of the system with moderate concentration of polymer and/or the
systems with shorter macromolecules, when the characteristic parameters of
the system are satisfied to conditions

X" <x<05 Y<l1.

Every mode contains two relaxation processes, described by the relaxation
equations (9.20) and (9.21). One can retain one relaxation equation from
each relaxation branch only, so that the two relaxation equations have to be
considered

da}
T Yiin ~ VkiTi
1 1 1
= o szlj - 551'3') bjk + (alecj - §5kj> bj} ; (9.46)
du!
dzk wlju}k wk]“}i
1 1 1 1
= - (75” + Qﬁbij) uje = ¢ Kﬂﬂ}j - 35”-) djr — 2BT{'@i v fin
+ Vit (9.47)

where the relaxation time 71 = 7" B and the auxiliary quantities are
bik = By dir, = B;; " exj, fik = €k,
Bik = [(1 = 6+ (k — B)au)dir + 3Ba) ",
j

1
er =[(1—v+ (v—e€ay)dix + 3ea¢k]71, Qi = Tl — 55” + ul1

The relaxation equations (9.46) and (9.47) describe the joint non-linear re-
laxation of the two variables which appear to be weakly connected with each
other through the term with the small quantity v in equation (9.47).
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It is convenient to introduce new variables, so that expression (9.45) for
the stress tensor can be written in the form

1
oik = —pdix + 3? (fik - g&‘k) ik = iyt uy, (9.48)
0

where one retains the previous definitions of the shear viscosity 79 and define
the relaxation time 7 as

2
no = ERTT*B, T0 = 7" B.

The set of relaxation equations in the single-mode approach (9.46) and
(9.47) can be written in different approximations. One can see, that in zero
approximation (¢» = 0), the relaxation equations (9.46) and (9.47) appear
to be independent. The expansion of the quantity u}, in powers of velocity
gradient begins with terms of the second order (see equation (7.39)), so that,
according to equation (9.47), the variable u}; is not perturbed in the first and
second approximations at all and, consequently, can be omitted at ¢y = 0. In
virtue of ¢ < 1, the second variable has to considered to be small in any case
and can be neglected with comparison to the first variable, so that the system
of equations can be written in a simpler way. In the simplest case, relaxation
equation (9.46) in terms of the new variables ;5 can be rewritten as

d&ix
dt

— vij&ik — Vi = —7—10 14 (k= B)(&s — 1)] (fuc - %&k)

1 1 1
T 30 (fzg - g@j) <§jk - géjk) . (9.49)

One may note that the system of constitutive relations (9.48)—(9.49), which
were derived and investigated by Pyshnograi et al. (1994), Pyshnograi (1996),
Altukhov and Pyshnograi (1996), is a particular case of a set of the phe-
nomenological constitutive equations (8.30)—(8.31).

Steady-State Simple Shear Flow

The expressions for stresses in simple shear flow are followed constitutive
relations (9.48)—(9.49). With accuracy up to the third-order terms with respect
to velocity gradient 115 one has

1
012 = NV12, ﬂ =1- _(25 + 7,8)(T()V12)2,
7o 3
-
o11 — 022 = 2oToli, = 271—0 0%, (9.50)
0

-
2 0 2
022 — 033 = —[NToViy = _ﬁn_ O13-
0
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In the region of the higher velocity gradient, the viscosity coefficient 17 and the
coeflicients of normal stresses as functions of velocity gradients were calculated
(Golovicheva et al. 2000) for different values of the parameters 3 and . The
relations for simple shear flows are typical for polymer solutions of moderate
concentration.

Constitutive relations (9.48)—(9.49) determine certain amendments to
known expressions for flow of viscous liquid through the long channels. The
results are available (Erenburg and Pokrovskii 1981; Altukhov and Pyshnograi
1996) for flow between parallel planes with the gap h and for flow through a
round tube with the radius R, correspondingly

A 1 (Ahro\?

2
Q=g <1+ % (ARTO) (2I<L+/6)> :

8o 0

In these expressions, @ is the volume rate and A = p/L is gradient of pressure
along the channels.

One can concluded that the constitutive relations (9.48)—(9.49) do indeed
approximate the behaviour of systems containing long macromolecules.

9.3.2 Strongly Entangled Systems
Constitutive Relations
In this case, when
x<x <1, ¢>1,
the expression (9.45) for the stress tensor can be used in the previous form

2 1
Oik = —POip, + % nT (J:Zlk — 55““ + ullk> . (9.51)

Now, one can refer to constitutive relations (9.19) and (9.24)—(9.26) and, as

in previous case, one can keep one relaxation equation from each relaxation

branch only, so that one has two relaxation equations in the following form
to be considered

dz},

dt

1 1 1
= 5o [(xij -~ 5&4) bjk + (xllcj - g%‘) bﬁ] ; (9.52)

du},c
dt

1 1
T VijTjg — Vel

1 1
T Wil — Wkjltyy

1 B
1 1 * 1 1
i (xik - §5ik — 2Bt fUiz’Yljfjk) + i Vittin (9.53)
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where the auxiliary quantities are
-1 —1 —1
bir, = €, €ik = €5 Bjk fik = € Bji€i,

Bir = [(1 — K + (k — Bau)dir. + 3Baix]

1
€ik = [(1 —v+ (V — G)CL”)(Sik + 3€aik]_1, Al = x%,f — 56” + ullj

In linear case, the dependence of the tensors (3;; and €;; on the anisotropy
tensor can be neglected, and all the above quantities become the unit matrixes.

Equations (9.52) and (9.53) describe the non-linear relaxation processes,
which are featured, in particular, by the anisotropy of relaxation which means
that in a deformed system, different components of the tensors z}, and u},
relax at different rates. The change of the second variables depends on the
first one, so that the two variables of each mode are closely connected with
each other.

One considers the anisotropy of environment to give a small contribution
to the terms of the second order and higher with respect to velocity gradient,
so that it can be neglected for the beginning, and relaxation equations (9.52)
and (9.53) take simpler forms

daj, 1 1 1 < 11 >
B — Vi — Vi = ——wes | T3 — =045 | (9.54)
dt (¥ hady] 7 g1 7_1 P 1] 3 ]
du}
d;k — Wiy, — Wi,
1 1 1 i} B
= —;u}k - = (x}k — gaik —2B1 x}lm> + E%—lu}k. (9.55)

The set of equations (9.51)—(9.53) or (9.51) and (9.54)—(9.55) makes up the
set of constitutive equations of strongly entangled system in the single-mode
approximation.

Linear Viscoelasticity

In linear case, one can rewrite the relaxation equations (9.54)—(9.55) in the

form
dxl, 1 11 2
R 7, A — ik _(S’L q liks
dt e (mlk 30) T
1 (9.56)
du; 1 1 1 2 .
—dtk = —;u}k - (l’llk - §5ik - 37 BWf) :

These equations have the following solutions for oscillatory motion
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1 2 i
1 _ 1
ik = gaik T31C iwr) P ik

92 rep 1
1 * 1
7, — — B — ik~
Yik 3 ( 1_iw71rep> 1 — w7 ik

Then, one can make use of the expression for the stress tensor from (9.51),
to obtain the coefficient of dynamic viscosity

2 TP P 1
= —nT|—— *B— 1 . 9.57
n(w) 6" [1 —iwr, P + (T 1-— in{ep) 1- in] (9:57)

At w = 0, this expression reduces to the steady-state viscosity coefficient
2
T
n= ERTT*B .

Expression (9.57) leads to an expression for the dynamic modulus G(w) =
—iwn(w), from which the value on the plateau can be found

. 72 T*B 72 1
Ge—wlgI;OG(w)— 5 nT( . +1> ~ 12nTX .

Thus, one can see that the single-mode approximation allows us to describe
linear viscoelastic behaviour, while the characteristic quantities are the same
quantities that were derived in Chapter 6. To consider non-linear effects, one
must refer to equations (9.52) and (9.53) and retain the dependence of the
relaxation equations on the anisotropy tensor.

9.3.3 Vinogradov Constitutive Relation

It is important to have a simple but reliable constitutive relations to inves-
tigate flows of polymer liquids in different appliances of complex geometrical
forms. Now we can take one more step to simplify the set of constitutive equa-
tions (9.48)—(9.49), which approximate the behaviour of polymer liquid in the
region of the applicability of the relation: xy* < x < 0.5, ¥ < 1. Let us note
that these conditions define the systems, which can easily flow in the devices.

One can assume that the anisotropy of the relaxation process can be ne-
glected. This means that, in relaxation equation (9.49), we equate to zero
the parameter (3, but retain the parameter x, so that the set of constitutive
equations can be rewritten as follows

n 1
oij = —p(sij + 3; (61; - g&‘j) ’ ( )
9.58
ey _ ! . =
1 — Vzlfl] — le&l - _; (fzg - 561j> ) T = m
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The relaxation time 7 can be considered to be a function of the first
invariant of the tensor of additional stresses

D =3(€s 1) = 100 +3p). (9.59)

The quantity 7 in set (9.58) represents the shear viscosity coeflicient and
depends on the invariant of the anisotropy tensor in the same way as the
relaxation time L

n T 1
P (1 + 3f<;D> @(D). (9.60)
The suffix zero signifies the initial values of the relevant quantities (at D — 0).

One can see that the set of constitutive equations (9.58)—(9.60) contains
two rheological parameters: the initial shear viscosity 1y and the initial relax-
ation time 7y, as well as a single non-dimensional parameter k.

In this and in the next sections, we shall demonstrate the consequences of
the simplified description for shear and extension motions in order to under-
stand the applicability of the approach. We shall deal with uniform steady-
state motions for which we have, from (9.58), the expression for the stress
tensor

Oij +p5ij = 3?7(1/1'151]‘ + l/jlfh-). (9.61)

For the simple shear flow, the only one component of the velocity gradient
tensor differs from zero, namely, 115 # 0. The shear stress and the differences
of the normal stresses are defined by equation (9.61) as

012 = Nl12,
011 — 022 = 277TV%2, (962)
092 — 033 = 0.

The first equation of the set (9.62) confirms that n is the coefficient of
shear viscosity, which can be estimated according to the rule

012

9.63
s (9.63)
We may note that the function ¢(D), which is introduced by relation (9.60),
can be excluded from expressions (9.62) which leads to a relation between
normal and shear stresses

011 — 09292 — 2E0%2. (964)
"o

This relation can be used to estimate the value of the shear modulus 79 /7.
Measurement of the first difference of normal stresses allows us to evaluate

the relaxation time
011 — 022
T= """ 9.65
2012V12 (9.65)
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TABLE 3. Characteristics of the sample systems

System T c Z—g -1074 o 0 No. on
°C % dyncm—2 P s Fig. 19

Polyisobutylene 22 100 4.8 1.7-107 354 1

M=7-10** 40 100 4.6 3.46 - 106 77.8 2

Blend of 62% low

density polyethylene

and 38% high

density polyethylene** 170 100 3.1 1.41-106 45 3

Low density
polyethylene** 170 100 5.6 4.2-10° 7.5 4

Solution of poly-

acrylamide in the

mixture glycerine—

water (1:1)*** 25 1.5 0.038 1.8-10* 47 5

Solution of poly

(ethylene oxide) in

the mixture

glycerine-water (1:2) +

11% isopropanol*** 25 3.0 0.02 1-10* 50 6

* Fikhman et al. (1970); ** Weinberger and Goddard (1974)
**#* Pokrovskii et al. (1973)

Equations (9.63)—(9.65) were used, in fact, to evaluate the shear viscosity
coefficient and the relaxation times which reveal the nature of dependence on
the velocity gradient v15 or shear stress o1 (Isayev 1973). It is convenient to
consider the shear viscosity coefficient and the relaxation time as a generalised
function of the first invariant of the tensor of additional stresses

2
D=0 1 3p) =2 <Eau> —ar?, (9.66)
1o Mo

It is remarkable that the dependencies of the non-dimensional quantities 1/
and 7/79 on the non-dimensional argument o125 or (7o/n)o12 are universal.
The dependencies are not essentially effected by the temperature, the molecu-
lar weight, and the concentration and chemical nature of the polymers (Isayev
1973).

Despite the apparent deficiency of description (9.58) when applied to a real
system, we may note that the set of constitutive equations (9.58)—(9.60) repre-
sent qualitatively the behaviour of concentrated polymer solutions and melts
under shear. The set of equations include two material constants which are the
individual characteristics of the system, namely, the initial shear viscosity and



194 9 Non-Linear Effects of Viscoelasticity

the initial relaxation time, which depend on the temperature, the molecular
weight of polymer, and its concentration in the system. As an illustration, the
estimation of the material constants for some systems are shown in Table 3.
The returning to the fuller approximation (equations (9.48)—(9.49)) improves
the description, as has been shown by Pyshnograi et al. (1994).

The constitutive equations (9.58)—(9.60) were derived as a consequent sim-
plification of general equations, discussed in Section 9.2.1, so that one can
conclude which assumptions have to be introduced to obtain the equations.
We may note that, before this consequent derivation, the considered con-
stitutive equations (9.58)—(9.60) were formulated (Vinogradov et al. 1972b;
Phan-Thien and Tanner 1977) and used for the investigation of simple
(Pokrovskii and Kruchinin 1980) and complex (Altukhov et al. 1986; Erenburg
and Pokrovskii 1981) flows of polymeric liquids. The constitution equations
named in honour of one of the pioneer investigator of polymer rheology G.V.
Vinogradov.

It is important to note that the constitutive equation (9.58)—(9.60) belong
to the class of the rare equations which are Hadamard and dissipative stable
(Kwon and Leonov 1995).

9.3.4 Relation between Shear and Elongational Viscosities

Consider the case of applying the system (9.58)—(9.60) to description of uni-
axial deformation with the constant elongational velocity gradient v77. The
elongational viscosity coefficient A is determined as the ratio of the extensional
stress o to the elongational velocity gradient. We shall calculate, according to
Pokrovskii and Kruchinin (1980), the ratio between the coefficients of elonga-
tional and shear viscosity, namely, the quantity A\/n for a polymer liquid.*

For uniform uniaxial elongational deformation along axis 1, the tensor of
the velocity gradients, taking into account the condition of incompressibility,
can be written in the form

V11 0 0
vie=1| 0 —3vn 0
0 O 7%V11

If we exclude the pressure from the relation for the stresses (9.58) un-
der the considered uniaxial deformation, we can obtain an expression for the
extensional stress

7= 32(511 — &22) = 30(2811 — €22)vna (9.67)

where, in a steady-state case,

1 The earlier history of the investigation of elongational flow can be found in the monograph
by Petrie (1979).
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lgn/A

-2 -1 0 1 2 3 lgD

Figure 19. The ratio of elongational to shear viscosities
The theoretical dependence of the ratio of elongational to shear viscosity coefficients on

the invariant of the additional stress tensor is calculated according to equation (9.71) and
" depicted by the dashed curve. The solid curves represent experimental data for systems
listed in Table 3. Adapted from the paper of Pokrovskii and Kruchinin (1980).

1 27'1/1‘1‘ .
w==1+—2—, =1,2,3. .
13 3( + 1_2TV11> i 3 (9.68)

The above formulae determine the elongational viscosity coefficient

3
\ = n

o 1 — TV11 —2(7’1/11)2. (969)

The viscosity coefficients n and X\ are functions of the first invariant of the
tensor of additional stresses

70
D = — (04 + 3p).
o
When relations (9.67) and (9.68) are used, the invariant can be expressed in
terms of the elongational velocity gradient or extensional stress

)\ 77 T0 2
D =2- =2l =20 . :
n(wu) 3 (no a> (9.70)

By eliminating the velocity gradient from relations (9.69) and (9.70) we
can obtain an expression for the ratio of the coefficients of elongational and
shear viscosity

A 5 3 9 \'?
. 34D+ (§D + 1—6D2> : (9.71)
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The ratio of the coefficients is a function of the invariant D which, for shear
motion, has the form
70

D=2 (—012)2. (9.72)

Mo

The expression for D in the case of uniaxial deformation is easily obtained
from equations (9.70) and (9.71)

3 1 1 2\ /2
D:————EU+—<9+GEU+9(EU) ) : (9.73)
7 2 o Mo

It should be noted that, when deriving this expression, we assumed that 7
and A are functions of the invariant D, but we did not use a specific form of
this function.

The applicability of relation (9.71) to a real polymer system was discussed
in works by Pokrovskii et al. (1973); Pokrovskii and Kruchinin (1980); Pyshno-
grai et al. (1994). Figure 19 represents the experimental values of the ratio \/n
depending on the invariant D for the polymer systems, listed in Table 3, in
comparison with the universal theoretical curve calculated according to equa-
tion (9.71). The experimental results can be seen to have a definite scatter
relative to the theoretical curve; this can be ascribed to both natural exper-
imental errors and the necessity of improving the theoretical calculation by
appealing to the fuller set of constitutive relations (9.48)—(9.49). In the former
case a variation of § in (9.49) leads to a set of A/n vs D curves (Pyshnograi
et al. 1994).

However, the observed consistency of the experimental and theoretical
appraisals can be considered as surprisingly satisfactory. Both these results
and the results of the previous section point to the possibility of employing the
Vinogradov constitutive equations (9.58)—(9.60) for qualitative investigations
of non-uniform flows of polymer liquids.

9.3.5 Recoverable Strain

One of the prominent features of polymeric liquids is the property to recover
partially the pre-deformation state. Such behaviour is analogous to a rubber
band snapping back when released after stretching. This is a consequence of
the relaxation of macromolecular coils in the system: every deformed macro-
molecular coil tends to recover its pre-deformed equilibrium form. In the con-
sidered theory, the form and dimensions of the deformed macromolecular coil
are connected with the internal variables z7; which have to be considered
when the tensor of recoverable strain is to be calculated. Further on, we shall
consider the simplest case, when the form and dimensions of macromolecular
coils are determined by the only internal tensor &;;. In this case, the behaviour
of the polymer liquid is considered to describe by one of the constitutive equa-
tions (9.48)—(9.49) or (9.58).
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To determine the tensor of recoverable strains, we have to equate the
stress tensor for a deformed polymer network (given in the simplest case by
equation (1.43)) with the elastic part of the stress tensor for a polymer liquid,
given in the general case by equation (9.19) or, in the simplified case by
equation (9.48). The latter case leads to the relation

Chijhs = 3¢y, — (’7—0 - ) Sin (9.74)
To To

where G is the shear modulus and \;; is the tensor of recoverable displace-
ment, such that A;; = A;jAp; is the tensor of recoverable strains. The latter
quantities are discussed in Appendix B.

To determine the shear modulus and the tensor of recoverable strains,
we calculate the determinants of the left-hand and right-hand sides of equa-
tion (9.74). Taking into account the incompressibility of the polymer liquid,
i.e.relation |A;; Ag;| = 1, we obtain

3 2
G3=27<@> 53—1<1—%)52+1(1—%> 5
7o 3 o 9 o

where the invariants of the tensor {;; are introduced as follows

1

[

3
- 1 -
1= me B2=3 Z(fijgji —&iikjj), Z3 = |&i;l-
i=1 i,

We consider these invariants independent of each other, so that we can de-
termine the shear modulus and the tensor of recoverable strains

1
G= 3\&5\1/3:7_—27 NijAkj = Ok + |6 73 (&k - §5zk> . (9.75)

As the expansion of the invariants into series with respect to the velocity gra-
dients do not contain terms of even order, one can directly see the correctness
of the above expressions with accuracy at least up to third-order terms with
respect to the velocity gradient.

As an example, we shall consider simple shear when vi5 # 0, and
find components of the tensor of the recoverable displacement gradients
A12, A11, A22, Az3; the components of the tensor &;; are calculated from the
relaxation equations (9.49) or (9.58). In this case the matrix of the deforma-
tion tensor is determined as follows

M+ AL AnA 0
A= X2 A2, 0. (9.76)
0 0 A

Further on we shall consider the simple case when the relaxation equation
is given by equation (9.58) and we shall assume the shear motion to be a
steady-state one. So, we have the expressions



198 9 Non-Linear Effects of Viscoelasticity

1 1 1
§11=§(1+2F2)7 Gz=3l fn=&s=g3,
§13 =83 =0

(9.77)

where I' = TV19 = ;—30’12.

Now, equations (9.75) allow us to calculate the shear modulus and the
deformation tensor. With approximation up to the third-order terms with
respect to the velocity gradient, we obtain

1
G=" (1 + —F2> : (9.78)
T0 3
1+3r*  r(1-3r?) 0
A=|Ir(1-3r?) 1-3ir7? 0 : (9.79)
0 0 1-1ir?

After comparing expressions (9.76) and (9.79), we obtain the components
of the recoverable displacement tensor

1 1 1
A =1+ §r2, Xog = Agz =1 — ér% Ao =1T (1 — 6F2> . (9.80)

In accordance with the experimental data (Ferry 1980), the shear mod-
ulus increases as the velocity gradient increases and the recoverable shear
deformation Aio deviates from proportionality to the velocity gradient.

We may note here that the sets of constitutive equations (9.48)—(9.49)
or (9.58) can be reformulated, taking into account the established connec-
tion between the internal variable &;; and the recoverable deformation tensor
(equation (9.75)), so that the constitutive equations would include the ten-
sor of recoverable deformation as an internal variable. In fact, such constitu-
tive equations were obtained independently (Godunov and Romenskii 1972;
Leonov 1976; Prokunin 1989). Therefore, two interpretations of the internal
variables and two formalisms are equivalent, but, nevertheless, one of them
appears to be simpler.



Chapter 10
Optical Anisotropy

Abstract Macromolecular coils are deformed in flow, while optically aniso-
tropic parts (and segments) of the macromolecules are oriented by flow, so
that polymers and their solutions become optically anisotropic. This is true
for a macromolecule whether it is in a viscous liquid or is surrounded by other
chains. The optical anisotropy of a system appears to be directly connected
with the mean orientation of segments and, thus, it provides the most direct
observation of the relaxation of the segments, both in dilute and in concen-
trated solutions of polymers. The results of the theory for dilute solutions
provide an instrument for the investigation of the structure and properties of
a macromolecule. In application to very concentrated solutions, the optical
anisotropy provides the important means for the investigation of slow relax-
ation processes. The evidence can be decisive for understanding the mecha-
nism of the relaxation.

10.1 The Relative Permittivity Tensor

In order to examine the optical anisotropy, we begin with the relative permit-
tivity tensor for the system e;, which is defined (see, for example, Born and
Wolf 1970; Landau et al. 1987) by the relation

ey = E; +4nP; (10.1)

where Ej, is the average electric field strength acting in the medium and P;
is the polarisation per unit volume of the system expressed in terms of the
polarisabilities of the constituent elements of the system.

One can make use of the heuristic model mentioned previously, in Sec-
tion 1.1: each macromolecule consists of z segments and is surrounded by
solvent molecules. It is not essential now to know whether the segments in the
chain are connected or independent; the results of this section are applicable
in both cases.

When considering the system consisting of solvent molecules and segments,
the simple old-fashion (Vleck 1932; Frohlich 1958) speculations allow us to

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8_10, (© Springer Science+Business Media B.V. 2010
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determine the relative permittivity tensor of polymeric system in terms of
the mean orientation of anisotropic segments of the macromolecules. The sol-
vent molecules have an isotropic polarisability «, while the segment has an
anisotropic polarisability «;x. In the co-ordinate system connected with the
segment, the anisotropy tensor is assumed to be diagonal. In any other co-
ordinate system, the polarisability tensor of the segment has the form

Qi = CisCksQss

where ¢;s is the cosine of the angle between the ith axis of the laboratory
system and the sth axis of the molecule. One can assume that the segment
has axial symmetry, so that ass = a3, and introduce the unit vector e in
direction of the axis. It allows us to rewrite the expression for the polarisability
tensor of the segment in the form

1
Qi = d(;ik + (ozu — agg) (eiek — gdlk) (102)

where @ = (11 + @22 + a33)/3. In case that is more general, we have to
introduce two unit vectors e! and e+ — along the direction of the axis of the
segment and in perpendicular direction, respectively. In this case

1 1
oy = 545,% + (0411 — 0133) (Gi 6‘]‘f — 361k> + (OLQQ — 0633) <6l+61i — 351]6) . (103)

The time of relaxation of the mean orientation of the lateral vector e* is
considered to be much less than the time of relaxation of the mean orientation
of the axial vector e, so that the last term in (10.3) can be neglected for rather
low frequencies and one can continue with the simpler case (10.2).

The true molecular field F' acting both on the segment and on molecules
of solvent differs from the average field E because the scale of the dimensions
of the segments is molecular. Each solvent molecule makes an isotropic con-
tribution to the polarisability vector; the contribution of each segment of the
macromolecule is anisotropic and is expressed by the formula

1
Bs = csicriaii by = {Oé&k + A (esek - 5551@)} Fy, Aa=ai; —an.

By taking into account all the molecules and segments and by designating
with nz and ng the densities of the number of segments and of the number of
solvent molecules (n being the density of the number of macromolecules), we
obtain, after averaging with respect to the orientations of the segments,

P; = (nzadj, + nzAasji + nsad;i) Fi, (10.4)

where a symbol has been introduced for the mean values of the directing
cosines of the segment relative to the laboratory co-ordinate system — the
orientation tensor
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1
sjk = (ejer) — 30jk-

The internal field Fj is assumed to be the same for the segments and the
solvent molecules.

Next, use is made of the simple hypothesis that all the positions of the
molecules and segments are equally probable, and, following tradition, we
shall formulate an expression for the internal field as a field within a spherical
cavity (Vleck 1932; Frohlich 1958)

4
Fy= B+ %PZ-. (10.5)
The internal field can be eliminated from relations (10.4) and (10.5), so
that we have a set of equations for the components of the vector of polarisation

(Adsj + ass;)Pj = —(Bds; + bss;) Ej

where the following notations are introduced

4 4
A= %(nzc‘v +nsa)—1, a= %nzAa,

B =nza+nga, b=nzAa.

The written set of equations has a simple solution for the components of the
polarisation vector. We use them to write, in accordance to equation (10.1),
the relative permittivity tensor

4 1
ik = Oi + 57( —A2B5ik + (AGB — A2b)sik + §G2BSj18jl5ik

1
+ (Aab — CLQB)SilSik + iazbsjlsjlvsik — a2bsij5jlslk R
1
D= A%— §Aa2siksik + a3|sik|.

In the case when there is no preferred orientation, that is s;z = 0, the
considered system is isotropic and is characterised by the relative permittivity

constant _
nza + nga

4

go=1+4r
0 — F(nza + nga)

from which one can find the relations

4 -1 3
?ﬂ(nzo_z + nga) = =0

, A=— .
eg+2 €0 +2

The written relations define the relative permittivity tensor for the system,
which is formulated below to within second-order terms in the orientation
tensor
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2\ 2

€ik = €00ik + 4mnzAa (EO; > Sik
9\ 3

1-— o+ 4 <60;_ >

3
(47Tnonz)2 <€O ;r 2> SilSik- (10.6)

1 2\?
+§ (47mzAa)2 (50;_ ) 5515150k

+

1
3

One can see that, to a first approximation, as it is well known (Vleck
1932; Frohlich 1958), allowance for the internal field by the Lorentz procedure
is equivalent to multiplication by the factor

o+ 2 2
(7).

In conformity with the significance of the terms employed by investigators
of anisotropy (Tsvetkov et al. 1964), the effects associated with the first-order
terms in equation (10.6) may be called the effects of intrinsic anisotropy, while
the second-order effects may be referred to as the effects of mutual interaction.
In the second approximation, the principal axes of the relative permittivity
tensor do not coincide, generally speaking, with the principal axes of the
orientation tensor. It is readily seen that interesting situations may arise when
Aa < 0; in this case, the coefficients of the first- and second-order terms have
different signs.

Let us note that the contribution from anisotropy due to the difference
in the isotropic part of the polarisability between segments and solvents
molecules, & — g, ought to be added to expression (10.6). This is a first-
order term in the orientational tensor (Tsvetkov et al. 1964). We shall not
consider this contribution to the anisotropy, as it is not so important for the
very concentrated solutions under consideration.

10.2 The Permittivity Tensor for Polymer Systems

Now, we have to return to the subchain model of macromolecule, which was
used to calculate the stresses in the polymeric system, and express the tensor
of the mean orientation of the segments of the macromolecule in terms of the
subchain model.

Equation (10.6), formulated in the previous section, defines the relative
permittivity tensor in terms of the mean orientation of certain uniformly
distributed anisotropic elements, which we shall interpret here as the Kuhn
segments of the model of the macromolecule described in Section 1.1. We
shall now discuss the characteristic features of a polymer systems, in which
the segments of the macromolecule are not independently distributed but are
concentrated in macromolecular coils.
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10.2.1 Dilute Solutions

In the equilibrium situation, at a given end-to-end distance R of a macro-
molecule, the tensor of mean orientation of segments of a chain is determined
(Flory 1969) as

(eier) — %@k = ﬁ (RiRk - ;)deik> . (10.7)
As before, we shall consider each macromolecule to be divided into N sub-
chains and assume that every subchain of the macromolecule is in the equilib-
rium. So, using the above formula relating the tensor of the mean orientation
of the segments of the macromolecules (e;ey) to the distance between the ends
of the subchains, we arrive from relation (10.6), taken in the first approxima-
tion, at Zimm’s (1956) expression for the relative permittivity tensor

1
cik = €00ix +nl ({r?AMrz> — §<T?Aa77”;-y>5ik> (10.8)
where n is the density of the number of macromolecules in the solution, and
the matrix A has the form specified by formula (1.8), while the coefficient
of the anisotropy of the macromolecular coil I', for the macromolecule as a
freely-jointed chain of Kuhn segments, is given by the following expression

e0+2)\° 3N
I' =47 Ax ( 3 ) WE
where z is the number of Kuhn segments in the macromolecule, and A« is
the anisotropy of the polarisability of a Kuhn segment.

The anisotropy of the coil has been calculated for other models of the
macromolecule. Expressions for the anisotropy coefficient are known in the
case where the macromolecule has been represented schematically by a con-
tinuous thread (the persistence length model) (Gotlib 1964; Zgaevskii and
Pokrovskii 1970) and also in the case where the microstructure of the macro-
molecules has been specified. In the latter case, the anisotropy coefficient of
the macromolecule is expressed in terms of the bond polarisabilities and other
microcharacteristics of the macromolecule (Flory 1969).

When account is taken of the excluded volume effects, one has also to
take into account the possible effect of the shielding of the inner segments
of the macromolecular coil, the latter effect being the greater the longer the
macromolecule, so that the expression for the anisotropy coefficient, which has
to be covariant in relation to subdivisions into subchain, assumes the form

2 2 NQI/
I = 4nAa (ﬂ> 5

—. 10.9
3 5(R2) ( )
The dependence of the polarisability coefficient on the length of the macro-
molecule follows from equation (10.9) as
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Expression (10.8) for the relative permittivity tensor in terms of the normal
co-ordinates introduced by means of equations (1.13), assumes the form

N
1
gik = €00i, +nl Z Aa <<P?Pg> - §<P?P?>5m)

a=1

or in terms of the ratios x¥,. = (p¥p%)/{(p" " )0

3l & 1
€ik = €00ik + o Z (mfk - 530%51‘1@) . (10.10)

a=1
The last equation can be compared with equations (9.1) and (9.3) for
the stresses in dilute solutions. On can see that, when internal viscosity is

neglected (¢, = 0), there is a relation between the permittivity tensor and
stress tensor in the form

€ij — 6051‘]‘ = 2nC ((Tij +p6ij — 2775'71‘3‘)7

r 27 9

where 7 is an isotropic value of the refractive index (? = g¢) and C' is the
stress-optical coefficient, which is universally expressed through the segment
anisotropy Aca. The stress-optical law (10.11) reflects the fact that both the
stresses and the optical anisotropy of a polymer solution under motion are
determined by the mean orientation of segments of the chains.

Expression (10.10) for the relative permittivity tensor is valid only to a
first approximation as regards the orientation of the segments and describes
the anisotropy of the system associated with the intrinsic anisotropy of the
segments. Apart from it, it was assumed that distribution of orientation of
the segments inside every subchain are considered to be in equilibrium though
under deformation. However, this expression has appeared to be very well ap-
plicable to dilute polymer solutions at low frequencies and small velocity gradi-
ent (Tsvetkov et al. 1964; Janeschitz-Kriegl 1983). In more general situations,
one has to take into account that the mean orientation of segments under de-
formation of the macromolecular coil deviates from equilibrium value (10.7).
One can believe that the stress-optical law (10.11) is valid in this case, so
that an expression for the permittivity tensor can be found as combination
of equations (9.1) and (10.11), whereby the internal viscosity is taking into
account. However, an independent calculation of the tensor of orientation and
the permittivity tensor in non-equilibrium situations is much desirable.

10.2.2 Entangled Systems

The situation is different for very concentrated polymer solutions. Though
equation (10.6) is applicable for this case, formula (10.7) is not valid neither
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for the entire macromolecule nor for a separate subchain. The subchain of a
macromolecule in the deformed entangled system is not in equilibrium even
in the first approximation, and the problem about distribution of orientation
of the interacting, connected in chains, segments apparently is not solved yet.
In this situation, which is also discussed in Section 7.5, we refer to exper-
imental evidence according to which components of the relative permittivity
tensor are strongly related to components of the stress tensor. It is usually
stated (Doi and Edwards 1986) that the stress-optical law, that is propor-
tionality between the tensor of relative permittivity and the stress tensor, is
valid for an entangled polymer system, though one can see (for example, in
some plots of the paper by Kannon and Kornfield (1994)) deviations from
the stress-optical law in the region of very low frequencies for some samples.
In linear approximation for the region of low frequencies, one can write the

following relation
€ij — Eo@j =2nC (Uij +p5ij) (10.12)

where 71 is a value of the refractive index (7i? = ¢) and C is the stress-optical
coefficient, which is assumed to be universally expressed through the segment
anisotropy Aa by formula (10.11). Relation (10.12) reflects the fact that both
the stresses and the optical anisotropy of a polymeric liquid under motion are
determined by the mean orientation of the interacting segments. One can use
expression (9.19) for the stress tensor to write

N
1
eij = £00ij + 6nTC Y {x% = 30 + u;%‘j} : (10.13)

a=1

One admits that the relative permittivity tensor of the system is deter-
mined by the mean orientation of the segments, so that we consider expres-
sion (10.13) to be equivalent to the first-order terms of relation (10.6) and,
at comparison, obtain the expression for the mean orientation of segments of
macromolecules in an entangled system

1 3 & 1
(eien) — 30k = = > {x% — 30+ ug‘j} (10.14)
a=1

where z is glumber of segments in a macromolecules. The set of the variables
5= T
the variables uf; are mainly connected with the mean orientation of the seg-
ments s;;. The variables z7; and uf; appear to be independent from each other
and can be found as a solutions of the relaxation equations (7.25) and (7.38)
for weakly entangled systems and equations (7.29) and (7.40) for strongly
entangled systems.
Relaxation equations for the mean orientation can be restored (see also
Section 7.5). In the case of strongly entangled system, in linear approximation,
assuming that E£/B < B, we have

represents the conformation of the macromolecular coil, while
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d{eser) 1 1 ™1 _T*
— __ . R ——B—~;;.. 10.1
dt . <ezek> 36116 + P = Yik ( 0 5)

One can see that, in this approximation, disturbed conformation of macro-
molecules does not affect the mean orientation of segments in the steady state,
that can be found from equation (10.15) as

1 5 w21 N
<61'€k> = g ik T 1—5;7' Bryi. (1016)
In contrast to the case of dilute polymer solutions (relation (10.7)), mean
orientation of segments does not depend (to the first approximation) on the
large-scale conformation of the macromolecule. However, an independent cal-
culation of the tensor of orientation in non-equilibrium situations is much
desirable.

10.3 Optical Birefringence

The value of the refractive index n of light in the anisotropic medium depends
on the direction of propagation s and on the direction of the polarisation of
the light. For the given relative permittivity tensor €;;, the refractive index
can be determined from the relation (Born and Wolf 1970; Landau et al. 1987)

eqkEy =n*E; —s;(s- E)). (10.17)

It follows from (10.17) that the refractive index for an isotropic medium
is determined by the permittivity constant only

TL2 = £&Q-

In the case of an anisotropic system, it is convenient to consider particular
cases. Further on, expressions for characteristics of optical birefringence in
two typical cases will be shown.

Methods for the experimental estimation of birefringence can be found
in the monograph by Tsvetkov et al. (1964), Janeschitz-Kriegl (1983) and in
papers by Lodge and Schrag (1984), Inoue et al. (1991), and Kannon and
Kornfield (1994).

10.3.1 Simple Elongation

In the simplest cases, the optical anisotropy of polymer systems is studied
under the conditions of simple elongation, when the elongation velocity gra-
dient vq1 is given. The system investigated then becomes, generally speaking,
a “triaxial dielectric crystal” with components of the relative permittivity
tensor
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€11 0 0
0 €929 0
0 0 £33

For a system under elongational deformation along direction 1, for a beam
of light propagating in direction 3, according to (10.17) one obtains different
refractive indices for different polarisation of the beam, so that, for polarisa-
tion in directions 1 and 2, one has a difference of refractive indices

An= ¢ ) (10.18)
n=—(11—¢ .
o5 \E11 22
where 7 is the average refractive index. This relation is written on the assump-
tion that the difference between refractive indices is small, so that non-linear
terms are omitted.

10.3.2 Simple Shear

For a system undergoing simple shear, when the velocity gradient vq5 # 0,
the relative permittivity tensor is non-diagonal

enn €12 O
€12 €22 0
0 0 £33

However, the tensor can be turned to diagonal form by rotating the co-
ordinate frame round axis 3 by an angle x (the extinction angle), defined by

the formula

2512

tan2y = (10.19)

€11 — €22

The differences between the refractive indices (the extent of double re-
fraction) in the different principal directions can be determined from equa-
tion (10.17). For a beam propagated in direction 3, we find that

1

An = -—
2n

(611 — 522)2 + 46%2. (1020)
This relation as well as relation (10.18) is valid in linear approximation
and can be therefore rewritten as

1
An = —£&12, (10.21)

while the extinction angle xy = 7 /4.
A little bit more complicated situation appears, if one considers a beam
propagating across the flow in direction characterised by the unit vector

s1 =sinf, sg =cosf, s3=0.
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This experimental situation is described, for example, in the work of Brown et
al. (1995). It is convenient to choose the electric vector of the beam in plane
(1-2) or in direction 3, whereas the differences between the refractive indices
can be easily found from equation (10.17)

An

. 1 (511622 — 8%2 — 822633(1 — Sin2 9) — 611633(1 — COS2 0)
2n €92(1 — sin? 0) —e11(1 — cos? 0) — 2e15 sin 6 cos
2e19€33 sin @ cos § )

e9a(l — sin? 0) —e11(1 — cos? 0) — 2e12sin 6 cos 6

For 8 = 0, this formula reduces to

1 2
An = — <€11€33612>~

2n €22

10.3.3 Oscillatory Deformation

One frequently deals with the linear effects of anisotropy which are induced
by oscillatory velocity gradients or by oscillatory strains
i (t) = —iwyip(t) ~ e ™t
In this case, it is convenient to characterise the behaviour of the system
by the dynamo-optical coefficient

S(w) =85 (w) + 115" (w)

due to Lodge and Schrag (1984), or by the strain-optical coefficient
O(w) = 0'(w) — 0" (w)

due to Inoue et al. (1991). These quantities are introduced by relations

gik = €00ik + 4nS (w)ik, (10.22)
gik = €00ik + 41O (w)usk. '

It is easy to find, from the above-written formulae, that the components
of dynamic characteristics are connected by relations

O (w) = wS"(w), 0" (w) = wS'(w). (10.23)

Relations (10.22) are quite similar to the definitions of dynamic visco-
sity n(w) and dynamic modulus G(w), so that relations (10.23) are similar
to the relations between the components of dynamic modulus and dynamic
viscosity (equations (6.10)).

Dynamo-optical and strain-optical coefficients can be estimated from mea-
surements of birefringence An under elongational flow or shear flow, corre-
spondingly
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An = 3S(w)ri1 = 30(w)uqy, (10.24)
An = 2S(w)ri2 = 20(w)us. (10.25)

Note that a frequency-dependent stress-optical coefficient C(w) can be
introduced by comparing the stress tensor and the relative permittivity tensor

€ij — 8()(5@' = 2ﬁC(w)(Gij +p5ij)

where

10.4 Anisotropy in a Simple Steady-State Shear Flow

Let us consider the anisotropy of polymer system undergoing simple steady-
state shear. This situation can be realised experimentally in a simple way
(Tsvetkov et al. 1964). The quantity measured in experiment are the birefrin-
gence An and the extinction angle x which are defined by formulae (10.19) and
(10.20), correspondingly, through components of the relative permittivity ten-
Sor.

10.4.1 Dilute Solutions

One can turn to equation (10.10) to find the components of the relative per-
mittivity tensor. Using expressions for the moments (2.42), one determines the
gradient dependence of the quantities for dilute polymer solutions to within
second-order terms

N
An =2C0nT Z T V12,
v=1 (1026)

1 T
=— -4
2Au1y X 4 V12

tan 2y =

where two non-dimensional quantities, the stress-optical coefficient C and the
characteristic angle A, have been introduced as

I 27
_ _ 2)2A 10.2
T~ T 0T A (10:27)
| X N -1
_ = 132, 1L
14722;@+4%Xn) (;;n> . (10.28)

We can see from equation (10.27) that the stress-optical coefficient depends
neither on the molecular weight of the polymer nor on the number of subchains
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and is proportional to the polarisability of the Kuhn segment Ac«. The stress-
optical coefficient can be estimated by investigation of the shear motion of
a very dilute polymer solution, as the ratio of the characteristic extent of
double refraction [An] to the initial characteristic (intrinsic) viscosity defined
by equation (6.23)

ny —n2

20 =+—, [An]= lim

(7)o w0 V12 '

(10.29)

As far as the characteristic angle (10.28) is concerned, taking into account
the dependence of the relaxation time and of the internal viscosity on the
number of the mode (formulae (2.27) and (2.31)), one can write, with the aid
of the zeta-function ¢(z),

_1 T

— 5@ [€(2zv) + p1((22v — 0)] .

The first term of the expression is proportional to the solvent viscosity 7
and the second to the internal viscosity (kinetic rigidity) of the macromolecule,
so that measurement of the anisotropy of solutions in different solvents makes
it possible to estimate the quantity

T1P1 ~ M#=?,

The experimental results (Tsvetkov et al. 1964) for macromolecules of different
lengths shows that
TIp] ~ M1H1.2

and one can write an approximate empirical relation
0—z2v+1=0. (10.30)

An independent empirical confirmation of this relation was discussed in Sec-
tion 6.2.4. The relation was mention in Section 2.5 and used at the choice
of specific values of the parameters for calculation of dynamic properties of
dilute solutions in Section 6.2.2.

Of course, all the derived relations are valid for velocity gradients which
are not too large. Otherwise, second-order terms of equation (10.6) should be
taken into account, when equation (10.10) is being written, which complicates
the situation. We may note that very interesting phenomena may occur, for
example, at high velocity gradients. If I' < 0, the so-called anomalous de-
pendencies (discovered in Tsvetkov’s laboratory and discussed, in particular,
by Gotlib and Svetlov 1964a, 1964b) of the extent of double refraction and
of the extinction angle on the velocity gradient are observed in experiments,
indicating that the principal axes of the tensor of the average orientation of
optical anisotropy do not coincide. In order to interpret these phenomena,
one has to turn firstly to equations of type (10.6) for the relative permittivity
tensor that are non-linear as regards orientation.
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10.4.2 Entangled Systems

Now we refer to formula (10.13) for the relative permittivity tensor to de-
termine the characteristic quantities in this case of strongly entangled linear
polymers. We use expansions (7.32) and (7.43) for the internal variables to
obtain the expression for the components of the tensor through velocity gra-
dients

71.2
E12 = E’I’LTﬁOT*B V12,

2
€92 — €11 = %TLTTLCTT Buvi,.

Then we can write the characteristic quantities

2
An="nTCrB V12, tan y = L (10.31)
3 TUV12
Of course, these relations are trivial consequences of the stress-optical law
(equation (10.12)). However, it is important that these relations would be
tested to confirm whether or not there is any deviations in the low-frequency
region for a polymer system with different lengths of macromolecules and to
estimate the dependence of the largest relaxation time on the length of the
macromolecule. In fact, this is the most important thing to understand the
details of the slow relaxation behaviour of macromolecules in concentrated
solutions and melts.

10.5 Oscillatory Birefringence

10.5.1 Dilute Solutions

One can turn to discussion of the dynamo-optical coefficient, defined by
equation (10.22). The expression for the relative permittivity tensor (10.10)
and equation (2.41) for the moments allow one to write

—nTCZ

The stress-optical coefficient C' is defined by equation (10.27) and the relax-
ation times 7+ and 7/ are defined by relations (2.30). One can see that the
dynamo-optical coefficient of dilute polymer solutions depends on the non-
dimensional frequency 7w, the measure of internal viscosity ¢; and indices
zv and 6

1—zw7'

S(w) =nTCr f(Tiw, ¢1, 21, 0).

For the components of dynamo-optical coefficient, one can find the equa-
tions, established by Thurston and Peterlin (1967),
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L

N
Z TaW
]; (10.32)
( 78 )’w
MO L0 e T
One can see that, in the case when the intramolecular viscosity is neglected
(¢1 = 0), the frequency dependence of the components of the dynamo-optical
coefficient (10.32) agrees with the analogous dependence of the shear viscosity

(see equation (6.20) and Fig. 14). The stress-optical law can be written in the

form
S'(w) 5" (w)
0N — & ’
n'(w) =7 n"(w)
Pokrovskii and Kokorin (1987) extended the results to the more general
case where the internal viscosity parameter assume arbitrary values and the
excluded-volume effects are taken into account.

Of course, equations (10.32) and (10.33) are valid in linear approxima-
tion for velocity gradients which are not too large and for low frequencies. Is
the stress-optical law valid, at the higher frequencies, when the intramolecu-
lar relaxation processes have to be taken into account? Deviations from the
stress-optical law can emerge, if one assumes the equilibrium distribution of
segment orientation, when the expression for the relative permittivity tensor
was written, whereas the internal viscosity in dynamic viscosity is included
in proper way. At correct consideration, the deviations from the stress-optical
law do not appear in the theory. At very high frequencies, the real part of
the dynamo-optical coefficient is zero, while the real part of dynamic viscos-
ity remains finite. By investigating optical anisotropy and stresses at high
frequencies, one can estimate from the experimental data the importance of
intramolecular relaxation processes in the dynamics of the macromolecule.

The work by Lodge et al. (1982) contains the experimental data on the
frequency dependencies of the dynamo-optical coefficient for infinitely dilute
solutions of polymer, which are represented as frequency dependence of the
magnitude and the phase angle, respectively

1/2 1"
Sm=((8)2+(5"?) ", tand, = %

=C. (10.33)

10.5.2 Entangled Systems

The strain-optical coefficient O(w), defined by equation (10.22), can be cor-
responded to dynamic modulus calculated in Section 6.4.2. Taking all the
previous speculations into account, an expression for the strain-optical coeffi-
cient can be written in general way as

et
=nT Z Z —iw @ (10.34)

a=1a=1
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where the times of relaxation Tél), TC(YQ) Tég)

sponding weights p&l), pg), pgf), pgl), pg’), p&G) are the same as calculated
for dynamic modulus in Sections 6.4.2, while the stress-optical coefficients
Cy, Cs, C3, Cy4, C5, Cg are assume can be different for different relaxation
branches. It is possible that the different relaxation branches are connected
with different types of motion and are characterised with different values of
the stress-optical coefficient. The stress-optical coefficients are proportional
to the polarisability of the structural units of the macromolecule, which can be
different for different types of motion of the chain (Gao and Weiner 1994). The
strain-optical coefficient of entangled system depends on the non-dimensional
frequency 7*w and on the non-dimensional parameters

7 Tc(y4), Tgf), 79 and the corre-

O((.«J) =nT f(C’l, 02, Cg, 04, 05, B, X,T*w).

The contributions into dynamic modulus and, consequently, into strain-optical
coefficient from the high-frequency branches are discussed in Section 6.4.2. In
the case, when the all stress-optical coefficients are equal, a graphs for the
components the strain-optical coefficient have the same form as the graph for
the components of the dynamic modulus, which, for example, are shown in
Fig. 17. In general case, expression (10.34) allows us to describe different types
of the frequency dependence of the strain-optical coefficient and this can gives
an explanation to the “curious behaviour” of the strain-optical coefficient of
polymer solutions and melts. In fact, considering strain-optical coefficient in
a great range of frequencies, scholars have to admit that the stress-optical
coefficient C' depends either on frequency or is different for different relax-
ation branches, to explain experimental data (Inoue et al. 1991; Okamoto et
al. 1995). We cannot discuss comparison between the experimental and theo-
retical curves any more, because it is an illustration of a phenomenon which
ought to be investigated carefully.

In application to very concentrated solutions, the optical anisotropy pro-
vides the important means for the investigation of slow relaxation processes.
It is important to confirm whether or not there is any deviations from the
stress-optical law in the low-frequency region for a polymer melt with dif-
ferent lengths of macromolecules. In fact, this is the most important thing
to understand the details of the slow relaxation behaviour of macromolecules
in concentrated solutions and melts. The evidence can be decisive for under-
standing the mechanism of the relaxation.



Conclusion

The mesoscopic approach gives an amazingly consistent picture of the differ-
ent relaxation phenomena in very concentrated solutions and melts of linear
polymers. It is not surprising: the developed theory is a sort of phenomeno-
logical (mesoscopic) description, which allows one to get a consistent inter-
pretation of experimental data connected with dynamic behaviour of linear
macromolecules in both weakly and strongly entangled polymer systems in
terms of a few phenomenological (or better, mesoscopic) parameters: it does
not require any specific hypotheses.

The approach is based fundamentally on a basic picture of thermal motion
of macromolecules in entangled polymer systems. The simple representation of
the macromolecules, as chains of Brownian particles, allows us to explain the
peculiarities of diffusion and relaxation of macromolecules both in weakly and
strongly entangled systems — the peculiarities, which puzzled investigators for
long times. The consequent analysis in the frame of the formal mesoscopic the-
ory justifies the suggestion about localisation of a macromolecule in the tube,
assumed by Edwards (1967a), and about reptation motion of macromolecules,
guessed by de Gennes (1971), while restricting the regions of emerging these
effects to the region of the systems of long macromolecules — strongly entan-
gled systems. The formal mesoscopic theory justifies intuitive introduction
of an internal intermediate length — a tube — into the consideration, though
defines the radius of the tube more precisely in terms of the fundamental
parameters. The motion of any Brownian particle of the chain in the system
of strongly entangled macromolecules is confined. A very long macromolecule
appears, in fact, to behave exactly as if confined in a tube, though no other
restrictions than mesoscopic dynamic equations exist (Chapter 5). The anal-
ysis justifies the very existence of reptation mobility in the strongly entangled
systems, but discovers that the role of the reptation mechanism in interpre-
tation of viscoelasticity was exaggerated. Conformational relaxation in the
strongly entangled systems is realised through the reptation mechanism of
motion of the macromolecule inside the tube, but it is not only relaxation
process. The reptation relaxation exists but practically does not affect lin-

V.N. Pokrovskii, The Mesoscopic Theory of Polymer Dynamics,
Springer Series in Chemical Physics 95,
DOI 10.1007/978-90-481-2231-8, (© Springer Science+Business Media B.V. 2010


http://dx.doi.org/10.1007/978-90-481-2231-8

216 Conclusion

ear viscoelasticity and optical birefringence at low frequencies (Chapters 6
and 10). However, the phenomena of diffusion of long macromolecules can-
not be understood without taking into account the reptation mobility. At
M > 10M,, the reptation mechanism of displacement predominates (Chap-
ter 5). The analysis of the non-linear effects of viscoelasticity also confirms
that the reptation relaxation has to be included in consideration to explain
correctly the observed dependencies of rheological characteristics on molecular
weight of polymer (Chapter 9).

Apart of empirical justification, the mesoscopic effective-field approach
itself is needed in proper microscopic justification. One can anticipate that
the more detailed theories could be very helpful in understanding the ther-
mal behaviour of macromolecules and explaining the introduced mesoscopic
parameters. One can imagine that a theory of a deeper level based on the
heuristic model of rigid, connected in chains and interacting with each other,
segments, we can say microscopic theory as compared with the exploited meso-
scopic approach, could help elucidate the meaning of mesoscopic parameters
and bring answers to some questions, in particular, to give us a description of
a few relaxation branches, including orientation and reptation branches. The
peculiarities of dynamics of macromolecules can be also deduced from geo-
metrical and topological aspects of macromolecular dynamics (Kholodenko
1996), so that the parameters of the theory eventually could be linked with
details of structure of entangled systems. One can believe that the developing
methods (Schweizer 1989a, 1989b; Vilgis and Genz 1994; Guenza 1999; Rosti-
ashvili et al. 1999; Fatkullin et al. 2000) can be helpful to bring a microscopic
justification of the mesoscopic approach to the entangled systems, which will
help to formulate the correct answer for the problem.

Although the microscopic theory remains to be the real foundation of the
theory of relaxation phenomena in polymer systems, the mesoscopic approach
has and will not lose its value. It will help to understand the laws of diffusion
and relaxation of polymers of various architecture. The information about
the microstructure and microdynamics of the material can be incorporated in
the form of constitutive relation, thus, allowing to relate different linear and
non-linear effects of viscoelasticity to the composition and chemical structure
of polymer liquid.



Appendices

A The Random Walk Problem

The conformation of a macromolecule consisting of N independent subchains
(or segments) can be considered as the result of a random walk of a Brownian
particle after N independent steps (Flory 1953).

One can assume that the displacement r of the particle is random and a
probability distribution function

o, [ i F(r)dr =1

exists, so that f(r)dr is the probability that the particle is displaced to a
distance r and is in the volume dr.

Since the space is isotropic, we consider the distribution function to be a
spherically symmetrical one, so that

f(r)dr = f(r)r?sinf dr dd de.

The mean square one-step displacement is written as

b = /f(r)err =4r /OO f(r)yrtdr.
0

The situation can be simplified by proposing that the one-step displace-
ment is constant and equal to b, so that the probability distribution function
takes the form

1 oo
flr)y= %5(7'2 —b?), 471'/0 f(r)yr?dr = 1.

It is easy to see that the function is normalised to unity and the mean
square displacement is equal to 2. Indeed
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/ 5(r? —bp?)dr = 4’7T/ 5(r? —b*)r2dr
0

o0

:27r/ 5(r? — b?)r dr? :27r/ §(z — b*)/x dz = 27b,
0 0

1 oo5(1"27b ) 2dr—g/oo5(r2 b?)rt dr

2mh b

b/5 rdr b/5 3/2x—b2

Now, one can calculate a mean displacement R of the particle after N steps

N
R = Z To-
a=1

First of all, we can write down the probability distribution function for R

00 N
Wx(R) :/_ B (Z re —R> FeOfE?) - feN)drtdr? .. ar.

Remembering the representation of the §-function

5(&@’—}2) = (27103 /_Oo exp lzq (R Zr )]dq,

a=1

we rewrite distribution function in the form

Wy (R) = (2%)3 [ 0; { [ 0; f(r)exp(—iqr)dr} ¥ expligR) da.

It is convenient to calculate separately the integral inside the square brack-
ets. Subsequent transformations determine the expression

o0 1 o0
/ () exp(~iqr)dr = / 52 — 1?) exp(—igqr) dr
- 27
=5 b/ / / 5(r? —b?)etareosty2in 9 dh do dr
iy
= Z/ / 5(r? — b2)e_iq”059r2d0059d7“
_ ,—igr
/ (5 .e dr
iqr

1
/ o(r 2qurdr = — sin bq.
qr bq

One can be interested in the situation when the one-step distance is small

but the number of steps is large, so that we can calculate distribution function
under the conditions
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bg<1l, N — .

In this case

1 N 1 N 1
<bq sian> & (1 — 6b2q2) = exp <6b2q2N) .

Therefore, the distribution function takes the form

Wy (R) = ﬁ /Z exp (iqR - Nq6262> dg. (A1)

To calculate the integral, we divide the expression (A.1l) into real and
imaginary parts, taking into account that

e = cos qR + isingR.

The imaginary part of (A.1) is equal to zero identically. The calculation
of the real part determines the distribution function

3\ 3R>

The mean square displacement for N steps can easily be calculated with
the help of (A.2)

(R?) = /WN(R)RQdR = Nbv2.

Now the distribution function (A.2) can be represented in the form 1.5.
As has been noted already, the results are valid under the assumption of
the independence of the separate steps and at large V.

B Equilibrium Deformation of a Non-Linear Elastic
Body

In an equilibrium state, the stress tensor is determined by the form and the
volume of a deformed body. To determine the stress tensor of the deformed
body at arbitrary (not small) deformation, we follow the method demon-
strated by Landau and Lifshitz (1987b) for the calculation of the stress tensor
for small deformation.

Thermodynamic Relations for a Deformed Body

Let us denote the Cartesian co-ordinates of an arbitrary point of the body
before deformation as z?. The co-ordinates of the same point after deformation
x, are functions of the original co-ordinates
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T = Tk (.’I} )

In the case of arbitrary deformation, one can determine the relations between
some small quantities in deformed and non-deformed states, namely, the re-
lations for the co-ordinate, length and volume, respectively

daz; = % da® = Nij, dz?,
k
(d)? = Nig A A, daf), (B.1)
AV = |A|dVs.

The last relation can easily be checked if the original volume dV; is taken as
the volume of a parallelepiped whose sides are situated along the co-ordinate
axes
dVp = da9da9dzd.
The tensor of the displacement gradients

8£Ei
OxY

J

)\ij =

appears in (B.1). One can notice that, when the body as a whole is rotated
round a point at some angle, the displacement gradient tensor appears to be
unequal to zero. So, this tensor cannot be a measure of the body’s deforma-
tion. It is convenient, following Murnaghan (1954), to choose the symmetrical
tensor Ag; = AijAir as a measure of arbitrary deformation.

Let us introduce the stress tensor oy referred to the deformed body, so
that the force per unit of the deformed volume can be written as follows

- 8a¢k
B 8$k '

F; (B.2)

Now, one can define the work done at the virtual transfer between two
deformed states of the body as
80ik 8aik

5.%‘1' dV =

ORAV =
Bxk (%g’

Ay 0z AV

The last relation can be integrated over a volume. We shall assume that
the stresses disappear on the borders of the integrating volume and, after
some simple transformation, obtain

/ SRAV = — / TikAj 6N AV
1% v
This relation determines the work per unit of deformed body

1
dR = —§A;ilaik/\;k1 dAjs. (B.3)
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The strain tensor Aj, describes both a change of form and a change of
volume of a body. It is convenient to separate these parts by introducing a
strain tensor \}; such that the determinator of matrix |\};| = 1. Then we can

write
1/3 2/3
P K / M\ N = K / "\
i Vo e ik Vo 1i Mk

21 /V\ 3 V\?
A = = — = AV (=) adl.
T3 <V0> w <V0) "

(B.4)

We can note that the change of volume during the deformation of a body
is usually small, so we can assume further that the original strain tensor can
be used instead of the newly introduced one.

Then, the relation (B.3) can be rewritten in the form

1 1. ._ _
dR = 77pdV - EAﬁlgikAs,j dA;g (B.5)
where the notation for isotropic pressure is introduced.
1
P = =39

The free energy F' of the body depends on the deformation and is deter-
mined (Landau and Lifshitz 1969) by the general expression

dF = —SdT - VdR. (B.6)

This relation together with expressions (B.3) and (B.5) determines the
stress tensor and pressure in the deformed body

2 OF OF
Oik = V)\ijis <m>T, p=— <W>T . (B?)

Free Energy and Stress Tensor of Deformed Body

The free energy of the deformed isotropic body depends on the strain tensor,
it is a function of three invariants of the strain tensor. The volume of the
deformed body

V = VolAul*/?

can be taken as one of the invariants. The others can be defined as

I = A = 3 I = A3

(Z3

— A A

The first of the expressions in (B.7) can now be rewritten as follows

2 F Ol F Ol F
AW“(@ ol OF 01, 0 8V). (B.8)

ik =y oI, 0A,, " 0L, 0A,, © 0V oA,
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The derivatives of the invariants with respect to the components of the
strain tensor can easily be calculated

ol ol oV 3 1
—— = 04 — = =2(A,g05105; — Ay = — 124,
aAsj 55]7 3/15j ( qq56l5]l éJ)’ aAsj D) (VOv) sj

where Ag; is the algebraic additive to components s,j of the matrix of the
strain tensor.

So, one needs to know the three undefined functions of the three invariants
of the strain tensor

1 0F 2 OF oF

“=ven “Tven PTav

to determine, according to expression (B.8), the stress tensor for an elas-
tic body

Oit = =ik + 201 XijAij + 202 (Nis ks A jiXji — NisArjXisArj)- (B.9)

Quantities C; and Cy are functions of the two invariants of the stress
tensor I; and I for incompressible material.

C The Tensor of Hydrodynamic Interaction

To determine the perturbation of fluid velocity under the influence of volume
forces o, we shall begin with the equations of motion of a viscous liquid at
low Reynolds numbers (Landau and Lifshitz 1987a)

nV?v —Vp+o =0, dive =0, (C.1)

where 75 is coefficient of viscosity, p is pressure, v = wv(x,t) is the velocity
and o; is the density of the outer forces.

Henceforth, it is convenient to use the Fourier transforms of the velocity,
pressure and volume force, correspondingly

v(k) = /v(m)expikaz dz,
p(k) = /p(m) expikx dx, (C.2)
o(k) = /a‘(a:) expikx dx

which obey a set of equations

—nsk?v(k) —ikp(k) + o (k) =0, kv(k) = 0. (C.3)

It is easy to see that the solution of the last set of equations takes the form
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(k) = %7,

1 kik;

The last relation determines the velocity as a function of co-ordinate
v(x) = /dm'H(:c —x)o(z') (C.4)

where H is a tensor of the second rank with components

1 dk kik; ,
Hii(r) = @ / = (515 -2 ) exp(—ikr) (C.5)

which, after the calculation of the integral, can be rewritten as

1 7T
Hij(r) = —— (6+ 5 ). C.6
% ( ) 87‘('7757“ vy r2 ( )
Let us note that the only assumption used here is that of slow motion: it
was assumed that the Reynolds number is small.
For a suspension of Brownian particles which are far from each other, the
volume force can be represented as a sum of point influences

o(x)=-Y F*(x)i(x - z°) (C.7)

where F'“(x®) is the resistance force acting on the particle. It is easy to see
that, in this case, expression (C.4) is followed by formula (2.5) where the
tensor of hydrodynamic interaction is defined by (2.6).

D Resistance Force of a Particle in a Viscoelastic Fluid

Let us find the resistance force acting on a spherical particle of radius a which
moves slowly with velocity « in an incompressible viscoelastic fluid. It means
that the Reynolds number of the problem is small, the convective terms are
negligibly small, and the equations of fluid motion are

6vi - 60’ij 8111‘
'Oat_axj’ 5‘;@-_’

(D.1)

o 1/ 0v; Ov,
ij = —Pdij +2 ij(t—s)ds, v =5 : ’
0ij = —pdij + /0 n(s)7vij(t — s)ds, i 2(8Ij+a$i>

where p is a constant density, v = v(x,t) is the velocity of the liquid and o;
is the density of the outer forces.
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A fading memory function 7(s) can be represented as a sum of exponential
functions

(03

The coefficients of partial viscosity 7, and relaxation times 7, are the char-
acteristics of the liquid.
It is convenient to apply the Fourier transforms of the variables

w) = [ wwetar
po) = [ et

to transform the equations of motion (D.1) to the form

0211,' 6’Ui o
5%1'6%]'7 axl o

Ip(w)
8(Ej

0 (D.2)

iwpv;(w) + = nfw]

where

el = [ e .

It can be easily seen that, if we consider njw] as a constant viscosity co-
efficient, the written equations are identical to the equations of motion of a
viscous liquid. The solution of the problem of motion of a sphere in a viscous
liquid is well known, so that the resistance force in our problem can be written
as follows

F(w) = —6man[w]u(w)

F(t) = —6ma /000 n(s)u(t — s)ds. (D.3)

These results are valid for an arbitrary memory function 7(s), which can
be represented as the sum of exponential functions. In the simplest case

T 1—iwr’

n(s) = L exp <—£) ;o) = (D.4)
F(t) = —E/OOO exp (=) ult — s)ds (D.5)

-
where ( = 6man is the friction coefficient of a sphere in a viscous liquid.
One can note that the resistance force (D.5) is a solution of the linear
equation
dF;
Tat
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To extend result (D.5) to non-linear cases, it is convenient to begin with
equation (D.6). The derivative with respect to time ought to be replaced by
the Yaumann derivative (see, Section 8.4), so that, in the simplest case, the
covariant equation for the resistance force has the form

dF; 1
A matrix satisfying the following equations
e dc;;' .
dt] = *C,’kwkj, th = *Oljlwil (D.8)

has to be introduced, in order to write the solution of equation (D.7) as

Fi= =5 [ 0 (0)C (- s)exp (f§>u3(t75)ds (D.9)
T Jo T
Indeed, the last equation can be differentiated with respect to time to
obtain equation (D.7) consequently

@ — _£ OOeXp <_§) d [Cm ( )ij(t_ S)U](t_ S)] ds

dt T Jo E
__£/°° BEAL SO
=7, eXp( T) gr ij(t s)u;j(t — s)ds

g/ exp( ;)C L C’kl(t—s)ul(t—s)]ds

:wiqg/ exp( f)C L) Chj(t — s)uj(t — s)ds

— 2u,(t) —%/ exp —E)C’ ) Cri(t — s)u(t — s)ds
1

= wigly — ;ul — —F;.

-

At low velocity gradients, expression (D.9) can be expanded in a series in
powers of the antisymmetrical gradient w;;. The first term of the series has
the form of (D.5).

E Resistance Coefficient of a Particle in Non-Local Fluid

The motion of a spherical particle in a non-local fluid was considered by
Pokrovskii and Pyshnograi (1988). We reproduce the calculation of the resis-
tant coefficient here.

We consider the viscous liquid to be incompressible and the motion of the
particle to be slow. It means that the Reynolds number of the problem is
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small, the convective terms are negligibly small, and the equations of motion
of the fluid can be written as follows
ov; . 8aij ov;

- iy = 07
"ot = oz, 70 b

(E.1)

- = —pd;: AV W/ ’ H_l avi 8’Uj
75(r) = =98y +2 [0l = 135" 7”—2(3%_+ %

where p is a constant density, v = v(x,t) is the velocity of the liquid and
0; is the density of the outer forces. The stress tensor o;; defines non-local
incompressible viscous fluid and contains a decreasing influence function 7(r),
which can be represented as a sum of exponential functions. Integrating over
the whole volume is assumed in (E.1).

As well as for the local viscous fluid (Landau and Lifshitz 1987a), we
consider the spherical particle to be immovable and to be situated at the
beginning of the co-ordinate frame, so that the flux of the fluid moves around
the particle with constant velocity u at infinity.

The equation of motion of the fluid takes the form

0

a—rjaij =0 at|r|>a. (E.2)

It is convenient to rewrite the equation of motion as follows

0
o, 71 = —fi(r). (E.3)
Here an induced force f;(r) is introduced such that equation (E.2) can be
determined for all values of the variable r. We shall assume that f;(r) = 0 for
|r| > a.
The force acting on the particle can be calculated by integrating over the
surface of the sphere or over the volume of the sphere

0
Fy=— [ oy(r)n;dS=— | —o;dr.
/Sa](r)n] /Varj‘” r

Taking equation (E.3) into account, the expression for the force can be
rewritten as

Then, we turn to the Fourier transforms of the quantities, which can be
defined, for example, as

fi(k) = /exp(—ikr)fi(r) dr.

So the equations of motion (E.1) and (E.3) for a non-local fluid take the
form
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ip(ke)k; + kn (k) (vi(k)kj T vj(k:)k:i) — fi(k),  kwi(k) =0

or

k*n(k)vi(k) = —ip(k)ki + fi(k),  kwvi(k) = 0.

The pressure in the last relations can be excluded so that we have an
equation for the Fourier transform of velocity

Rtk k) = (3 - 52) £i00

which has a solution

) = s (9 - 252) £i00), (£5)

The mean velocity of the fluid taken over the surface of the sphere is equal
to the velocity of the sphere. In the system of co-ordinates, where the liquid
is immovable at infinity we have

1
4ma?

/vi(r)é(r —a)dr = —u;. (E.6)

Relation (E.6) is followed by the relation for the Fourier transform of
velocity
1 sin ka
—u;(k)dk = —u,. E.7
o | o) dk = (E.7)

Then, we can return to expression (E.5) for the velocity transform and can
rewrite relation (E.7) as

1 kik; sin ka
i s | (az-j - k) k).

To calculate the integral, it is convenient to refer to polar co-ordinates and

write L3 > sinka f,(k2)
sin ka f;
—u; = ——= [ (6;5 — £2;92;)df? : dk
"= 3ra 82 /( " i42) /0 kE n(k$)

where 2; = k;/k is the direct cosine of vector k, and d{2 is the differential of
the surface of the sphere of unit radius.

Since the value of the integral does not change when we replace k by —k,
we can also write

1 3 1 [T sinka f;(kR)
s = 2 000 = )
YT Gra 8 /<6” i£2;)d 7r/ k nk$2) dk

—00

The last integral can be calculated with the use of the Cauchy theorem
about integral values. It results in
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11 filk = 0)
—u; = ——— [ (0;5 — 2,02 df
“ 67ra87r/( / J)n(k:O
or, eventually,
1
—U; = —————Ji k= .
“ 6mn(k = O)af ( 0)

So, since f;(k = 0) = Fj;, we obtain the following formula for the force
acting on a spherical particle in a non-local viscous fluid

F; = —6mn(k = 0)au; = —67Ta/77(r) dr u;. (E.8)

F Dynamics of Suspension of Dumbbells

In the simplest case, at N = 1, the considered subchain model of a macro-
molecule reduces to the dumbbell model consisting of two Brownian particles
connected with an elastic force. It can be called relaxator as well. The re-
laxator is the simplest model of a macromolecule. Moreover, the dynamics
of a macromolecule in normal co-ordinates is equivalent to the dynamics of
a set of independent relaxators with various coefficients of elasticity and in-
ternal viscosity. In this way, one can consider a dilute solution of polymer
as a suspension of independent relaxators which can be considered here to
be identical for simplicity. The latter model is especially convenient for the
qualitative analysis of the effects in polymer solutions under motion.

Beginning with pioneering works by Kuhn and Kuhn (1945), the relaxator
attracted the attention of researchers (Bird et al. 1987b). Further, on, we shall
consider the results concerning the dynamics of the dilute suspension of the
dumbbell while the hydrodynamic interaction between particles inside each
dumbbell is taken into account in correct form.

The Dynamics of a Dumbbell in a Flow

Equation (1.10) is followed by the expression for elastic forces acting on the
zeroth and first particles of the dumbbell

r0 —pl
Pl g0

= —2uT r

(F.1)

KO
K

We shall assume that the dumbbell is situated in the stream of viscous fluid
characterised by the mean velocity gradient tensor v;;. According to (2.8), the
resistance force for every particle of the dumbbell can be written as

F = —(Bj" (u] — Vljr;y). (F.2)

Here and henceforth in this appendix, Greek labels take the values 0 and 1.
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The matrix of the hydrodynamic resistance for two particles can exactly
be determined based on results of Section 2.2. The components of the matrix
are as follows

po_pu_ L s 31 oo
WUTW =Y (1= (1 -4 (F3)
l I(1+21%) ’
Bl — plo _ _ 8 — e
i A W A i PN SR R

where e is the unit vector in the direction from the first particle to the zeroth

one
0 1

r’ —r
e=———.
0 =]
The parameter of the hydrodynamic interaction is determined by the ra-
dius of the particle and by the distance between the particles

_ ¢ _ 3a
8O r0 — 1| 4]0 — 1

We shall also consider intramolecular viscosity. According to equation
(2.20), we can write the resistance force in the form

el
ol

% (F.4)

(u

Further on, we can ignore the inertia forces and introduce instead of the
stochastic thermal forces, the mean diffusion forces for each of the particles
of the dumbbell

(u) — uj)eje;
1
U

—uf)eje;

Oln W
oro
9ln W
ort

(F.5)

In this situation every particle is characterised by the mean diffusion velocity
in the co-ordinate space

w = (u%).

Now we can write down the balance of all the forces acting on each particle
of the dumbbell

CBOO(w — vy ) (BOI( — v )

A
—§ejel-(wi0 —w}) — 2,uT(7"? —r}) - T——F— =0,

—CB (w —Vlel) CBH( Vzﬂ”l)

A OlnW
—§ejei(wi1 —wd) — QMT(T; - r?) - TW =0.

J
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The Modes of Motion of the Dumbbell

Transformation (1.14) and (1.16) determine the normal co-ordinates of the
dumbbell

pOZ%(TO_’_,’J)7 p:%(,’ﬂo_,’,l)7
0 1 0 1 1 0 1 (F7)
V= Fwrw), ¢ =i —w).

To transform the set of equations (F.6), it is also necessary to take into
account that

o0 1 (o 9y o _1(0 o
or® /2 \0p®  9p)’ orlt 2 \0p° 9p)’
Then the set of equations (F.6) can be rewritten in normal co-ordinates

1 L 0 o OW
—¢ (1 ¥+ 15” N m%%) (Vi —vap)) — T(?—pg =0, (F.8)

1 l
- <m6ij + m%%) (i —vapr)

OlmW
dp;

- )\ejeiwi - 4‘LLT[JJ -T 0. (Fg)

Relation (F.8) determines the mean velocity of the centre of mass of the

dumbbell
TOInW

¢ o
To obtain the velocity of the relaxation mode, we shall transform vector

equation (F.9). By multiplying it by the unit vector in two optional different
ways (scalar and vector), we obtain the relations

¢§) = lep? — (1 + l)(Sji + lejez} (F.lO)

. 1 AT 12
R S
T T2y T T T (-2
_Z 1-2] e_@an
Cl+(1—20)y " 9p;
T oW oW
wjekiqpkej:Vﬂplekiyklplejiz(lil) <6k p; —G Ipx )

where the coefficient of relative internal viscosity v = A/( is introduced.
These relations define the velocity of the relative motion of the particles
of the dumbbell
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b= v — — A=Y e T 122
L T P [ G T L
s, LEO=DO=20 TTORW

T+ (1-20y 79 ¢ ap

One can see that the relaxation mode does not depend on the diffusion
mode and can be considered separately, whereas the diffusion mode cannot.

Diffusion Equation

The equation for distribution function W (t, p°, p) has the form

W~ [OWIW) AW
(%+Z< 870? + a;j =0 (F.12)

j=1

where velocities ¢ and 1; are defined by relations (F.10) and (F.11).
To separate space diffusion, we represent the distribution function as

1 1
W(t,p° p) =n(t,q) W(t, p), = (" +r)=—p"
(t,p", p) =n(t,q) W(t, p) q=5( )ﬁp
where g is the centre of mass of the dumbbell particles.
The distribution function W (¢, p) is a function normalised to unity, so that
the number density function n(t,q) can be calculated as

rmmz/ww&mw.

The mean value of a quantity A(p) depends on co-ordinate g and has to be
calculated according to the rule

i) = [ AW (e, .

n

After having integrated equation (F.12), one can obtain the equation of
diffusion
on T 0?
ot ¢ 0qi0q;

In the case of non-homogeneous flows, equation (F.13) determines the
effects of orientation on the diffusion of the particles. One can notice that the
equation for the diffusion of the centre of mass of the dumbbell, that is an
equation for W (t, p%), cannot be written down separately, without reference
to the equation for relaxation mode W (t, p).

In the case when mean values ([) and (le;e;) do not depend on co-ordinates,
equation (F.13) is reduced to the known diffusion equation

[(1 + <l>)5l] + <leiej>]n =0. (F13)
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on &*n
— —-D;;——— =0 F.14
ot J 8(]1‘8%' ( )
with the anisotropic diffusion coefficient
T
Dij = 2_C[(1 + <l>)5” + <l€i€j>]. (F15)

One can use the relations (1.23) to obtain the mean diffusion coefficient of
the centre of mass of the relaxators in equilibrium (Ottinger 1989a)

Dij = % (1 + \/§%> 5. (F.16)

Distribution Function

Equations (F.12) and (F.13) are followed an equation for the distribution
function of the distance between the centres of resistance of the relaxator

3
ow > a(w; W)

=1

where velocity 1; is determined by relation (F.11).

For the cases, when hydrodynamic interaction is neglected, that is [ = 0,
the equation for distribution function was found by Pokrovskii (1978) and was
confirmed later by Schieber (1992)

6_W_$82W+Z v (ZpiGW 66‘62W)
ot ¢ (pi)?  Cl+v \pjpj Opi 7 Op;iOps
AuT 1 < aW) ow
e (3W 4 pio— | +vieps—
¢ 149 P9 00, 7P 0,
5 oW
— L eeivs ) =o. F.1
1+7€56ZV51 (3W+pj 5pj) 0 (F.18)

Exact solutions of equation (F.18) can be found in some particular cases.
For example, if the tensor of velocity gradients is symmetrical, equation (F.18)
has an exact simple solution

W = C(vik) exp [=2p(pjp; — 2TVikpipk)] - (F.19)

When there are no velocity gradients, the solution of equation (F.18) nor-
malised with respect to unity has the form

Wi(p) = (%M) ' exp(—2upp). (F.20)
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In the case of low velocity gradients, the time-independent distribution
function may be found in the form of an expansion in terms of the invariant
combinations of vector p and the symmetrical and anti-symmetrical velocity-
gradient tensors v;x and w;x. In the steady-state case, one has, to within the
second-order terms in the velocity gradients,

W = Wo {1+ 4pryirpipr + 8(1)*YirVsj PiPrPsP;
— T YiwYie — 64G(uT)*Ysiwskpipk } (F.21)

where Wy is defined by equation (F.20) and the following notation for the
relaxation time has been introduced

¢

= = F.22
T= ST (F.22)

which is the characteristic relaxation time of the dumbbell.

In equation (F.21), the coefficient of the last term G depends on the scalar
p;jp; and the internal viscosity. It is not difficult to find the relations for two
asymptotic cases

1

ot 7=9

¢= { ”l; p* 2 o’ 2 2)2 (F.23)
F+®(5_4W’ )+W[35_112MP +48(pp*)7], > 1.

Let us note that in the particular case when the macromolecule has no
internal viscosity, equation (F.18) is followed by the equation
ow T 0*W L oW 2uA,T
o, T A g TVikPk T —
ot ¢ (0p;)? pi ¢

<3W + pig—?) =0. (F.24)

This particular form of diffusion equation was used in earlier works (Cerf
1958; Peterlin 1967; Zimm 1956).

In the steady-state case, the solution of equation (F.24) for simple shear
(v12 # 0) was deduced by Peterlin (see Zimm 1956).

2
W = Cexp { H 2 [pjpj — 27TV19p1p2 + 2(7'1/12p2)2 + (TV12p3)2]} .

1 + (Tl/12

The first terms of the expansion of the written functions are identical to
expression (F.21) taken for the appropriate cases.

Equation (F.18) and equations that are more general which can be ob-
tained in the case when [ # 0, can be used to calculate mean quantities
(1), (lese;) and others in non-equilibrium situations, which is needed to con-
sider macroscopic phenomena.
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Equations of Relaxation

The distribution function (F.21) considered in the previous section makes it
possible to calculate the moments in the stationary case, for example the
second-order moments

(eiek) :/Wez‘ek-{dp}v (pipK) Z/mek{dp}

as expansions in powers of velocity gradient.

In general, it is more convenient to determine the moments from equations
which can be derived directly from the diffusion equation (F.18). For example,
on multiplying equation (F.18) by p;pr and integrating with respect to all the
variables, we find the relaxation equation

o) _ 13 (1N (3
dt =5 2,LL/\ <ez€k> 36210 " <pzpk> 2/1)\ <ezek>

+vij(pjpr) + vij(pjpi) — (piprejes)Vjs- (F.25)

A
1+~

Two relaxation times appear here: the first time 7, defined by equa-
tion (F.22), refers to the orientation processes; the second time

T=01+7)7 (F.26)

refers to the deformation processes.

Indeed, by multiplying equation (F.18) by p? and integrating with respect
to all the variables, or, by carrying out a direct summation of equation (F.25)
with identical indices, we find

dg; Do % (<p2> - Q%) + %(pspﬁ%a‘- (F.27)

This equation describes only the deformation of the macromolecular coil and
therefore 7' is the relaxation time of the deformation process. In order to
isolate the orientation process, we now formulate the moments in the form

(pipk) = (P°)(eiex),  (piprejes) = (p?)(eierejes).

Then, equation (F.25) gives rise to the relaxation equation for the orien-
tation process

d(e;ex) 1 1
¥ - - <<€i€k> - g@k) + vij(ejer)
2y
+ vijlejeq) — (eiekejes)Vis- (F.28)

1+~
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Thus 7 is the relaxation time for the orientation process and 7’ is the
relaxation time for the deformation process.

We may note that, for a nonzero internal viscosity, the system of equations
for the moments is found to be open: the equations for the second-order mo-
ments contain the fourth-order moments, etc. This situation is encountered
in the theory of the relaxation of the suspension of rigid particles (Pokrovskii
1978). Incidentally, for v — oo, equation (F.28) becomes identical to the relax-
ation equation for the orientation of infinitely extended ellipsoids of rotation
(Pokrovskii 1978, p. 58).

In contrast to the situation described above, the system (F.25) for the
moments is closed for the case, when the internal viscosity may be neglected.
This factor makes it possible to find the moments in the form of a series
expansion for small values of the internal viscosity and the velocity gradients.

Second-Order Moments of Co-Ordinates

We use the expansion of the distribution function (F.21) and the relaxation
equations (F.25) and (F.28) to calculate the second-order moments of co-
ordinates in steady-state and non-steady-state cases in the form of a series
expansion for low values of the velocity gradients. Calculations are simple
but tedious. As a first step of calculations, we demonstrate the mean values
of the products of different variables or moment of equilibrium distribution
functions. They are defined, for example, as

(pipr)o = /WOPiPk{dP}7 (e;er)o = /Wop;Zk {dp}

and are calculated with the help of function (F.20)

1

3 - 51 )

(pipk)o 20k
1

(eier)o = 551'1@,

1
(piprpsps)o = W(&m%e)iksw

1
{ereneses)o = Tz (Gagdye)inss,

1
(eierpspj)o = m(éaﬁéve)iksja

1
<pipkpspjplpm>0 = W (Jaﬂ(s'yeduv)iksjlnu

<eiekpspjplpm>0 = W (5a65755pu)iksjlm7

1
<eiek€s€jplp’m>0 - m (&xﬁéveéuu)iksjlmv
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1
<eiekesejelem>0 = ﬁ (daﬁéweauz/)ik:sjlma

1
<Pz‘PkﬂstPlePqu>o = W((;aﬁa'ye(;uudan)iksjlmpm

In these formulae, an expression of the form (6,30~ )iks; means the sum of the
similar terms in which the Greek labels inside the brackets take subsequently
all the Latin labels outside the brackets. Identical terms are taken into account
only once, so, for example, the last formula contains 105 terms and the formula
before the last contains 15 terms.

In the steady-state case, the expansion assumes the form

1
(pipr) = 1 {8k + 2mvik + 277 2yi5vj% + (14 Z)(wijvje + wiryvii)] }
(F.29)

where
2, <,

7 =
£(0-2+28), 4>1

One may assume that Z is a monotonically increasing function of « which,
if necessary, may be fitted to any kind of convenient function.

In the non-steady-state case, the second-order moments of co-ordinates
are calculated as solutions of equations (F.25) and (F.28). We assume that
the velocity gradient and, consequently, the moments do not depend on space
co-ordinates. To find the solutions, we multiply equation (F.25) by exp(%),
equation (F.28) by exp(£), and integrate over time from ¢ — —oco. After some
transformation, we obtain

1 o s
(pipr) = 2/7\5% + o (—;) (vij(pipr) + vij(pjpi)) ds
1 3 ~ e S 1
T2uN1+7~ Jo exp( T/)((eek> 3 k) s
2~ &

S
T4/, eXP(—;;)(mem%pﬁvﬁd&

1 & s
(eser) = §5ik +/0 exp (—;) (vij{ejer) + vij(eje;) — 2vjs{ejenejes))ds.

The moments and velocity gradients in the integrands are taken at the
point ¢ — s.

Now we can use the equilibrium moments, shown in the beginning of this
section, to find the first terms of the expansion of the moments as a series of
repeated integrals
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1 2 [ s
(eser) = §5ik + 5/0 exp (—;) ~ik(t — s)ds, (F.30)

1 54 3y > s
i = 751 e —— _ i t— d
(pipK) 2 ,k+5u)\(1+7)/0 eXP( T,)'Yk( s)ds

- —— —— ) vk (t — s —u)duds.
T2uN1+7 Jo exp( T’)/O exp( T)’Yk( s —u)duds
(F.31)

The Stress Tensor

The results for the case, when hydrodynamic interaction is taken into account
(Altukhov 1986) are rather cumbersome. So, we consider here the more simple
case, when hydrodynamic interaction is neglected but internal viscosity is
retained. The results were obtained by Pokrovskii and Chuprinka (1973) (see
also Pokrovskii 1978).

When the elastic force and the force of internal viscosity are defined, at
N =1, the expression for the stress tensor directly follows relation (6.7)

1 1 3
o = — nT0 + 2nsvir + §n< {; (<l)ipk> - @<ek€i>)

13
T4

1 2
<<€i€k> - g&'k) + %<Pkﬂiej6s>7js:| - (F.32)
This equation contains two relaxation times: orientational and deformational,
correspondingly
¢

T 8T

One can consider relations (F.25), (F.28), and (F.32) as a constitutive set
of equations which determine non-linear stresses in a suspension of relaxators.
From the macroscopic point of view moments (p;pr), {ere;) and others in
equations (F.25), (F.28), and (F.32) are thermodynamic internal variables.
One can see, that at proper choice of thermodynamic forces, a set of relations
(F.25), (F.28), and (F.32) in linear approximation with respect to fluxes are
a particular case of relations (8.28). Though the set is not closed, solutions
can be found for small velocity gradients and/or for small internal viscosity.

The thermodynamic consistency of the theory was considered by Schieber
and Ottinger (1994). Following the methods of Grmela (1985) and Jongschaap
(1991), they considered the distribution function W (¢, p), determined by equa-
tion (F.18) to be a set of internal variables, while co-ordinate p serves as a
label, which takes a continuous set of values, and have demonstrated that
equations (F.18) and (F.32) are thermodynamically consistent. It is an im-
portant result, because there were some disagreements in the works concerning

P=(147) T (F.33)
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the method of calculation of the stresses. Eventually, their result confirms the
method used in Chapter 6 for the calculation of stresses.

We can use expressions (F.25) and (F.28) for moments, in order to deter-
mine the stresses with accuracy within the first-order term with respect to
velocity gradients

Oik = — POk + 215k

2 1 e
+ gnT? { -(5+ 37)/0 exp (f;) ik (t — s)ds
AN Xp (——) /Ooexp (——) Yir(t — s —u)duds
77" Jo 0 '
3y [ s
+ P /0 exp (—;) ~ik (t — s)ds + 2’7%4 . (F.34)

The constitutive equation (F.34) contains two relaxation times, which are
defined by equations (F.33).

The study of the reaction of the system in the simple case when the velocity
gradients are independent of the co-ordinates, and vary in accordance with
the law

Vi ~ e~
for different deformation frequencies w, yields important information about
the relaxation processes in the system.

In this case, equation (F.34) defines, as was shown by Pokrovskii and
Chuprinka (1973), the stresses in a dilute solution of a polymers in terms of
a linear approximation

oir = —pdi + 2n(w)7ik
where n(w) is the complex shear viscosity with components

1 3(1+7) 2
(W) =1 + nT——= |2
n(w) =ms+n 1+75{7+1+(7w)2+1+(7’w)2 ’

(F.35)

1 3 2
"w) = nTT%w= + .
W) Y51+ (Tw)? 14 (T'w)?

It is interesting for us to understand the effect of the non-averaged hy-
drodynamic interaction on the stresses in a suspension of the dumbbell under
deformation. The simple, but somewhat tedious calculations (Altukhov 1986),
for the considered case determine the stresses at simple shear
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16 P o
= s, =ns+nT7 1+ —h* (14 o~ | =———= |,
O12 = N2 n="mnTn T{ 5 ( 3’7) (1+7)3]
2 16 147 v
—ogs = 2T |1 — = 4 2 +
o11 — 033 = 2n [ 3y 105 ((14'7)2 (1+7)° (F.36)
+ 672 >:|( v )2 |
R — T )
(14)3 "
g 43 25 8
022 — 033 = S e ( - > (TV12)2
35 (1+’v) 3y

where n is the number density of the dumbbells, v = A/ is the coefficient of
the internal viscosity, and 7 = /8T is the relaxation time.

Results (F.36) are valid with approximation to the term of second order
with respect to the parameter of hydrodynamic interaction

927 a2 1/2
h= (2l ¢ )
<32 (|r0 — T‘”)O)

The expressions (F.36), calculated at the exact hydrodynamic interaction,
contain the terms, which disappear, if the hydrodynamic interaction is aver-
aged beforehand. It can, thus, be believed that, if hydrodynamic interaction
is taken accurately, extra terms will also appear for the subchain model.

G Estimation of Some Series

We shall estimate the sums of the form

N

> flasx).

a=1

So as the upper limit N in the sums, which need to be estimated, is large,
one can approximate it by infinity. In simple cases one comes to the known

zeta-function
oo
1
Z —

We use values of the zeta-function, to estimate the following sums
2 -

2% Latw oo

The more complicated sums depend on parameter y which is considered to
be small. This allows one to approximate the sums by integrals. For example,

76

Q‘,_.
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dependence on length, 78
diffusive branch, 72, 73
reptation branch, 74
transition point, 78
reptation mobility of macromolecule, 90
reptation of macromolecule, 57
shear viscosity, 184, 193
stress tensor, 111, 117

terminal relaxation time, 126
transition empirical points, 116
Vinogradov constitutive equation, 191
viscosity, 126

excluded-volume effect
general features, 8
screening of, 14

F
freely-jointed segment model, 2
frequency-temperature reduction rule, 128

H

hydrodynamic interaction
screening of, 44
tensor of, 23, 222

I
intermediate dynamic length
and localisation scale, 89
and neutron scattering, 96
and quasi-equilibrium elasticity, 125
and the tube diameter, 97
dependence on concentration and
temperature, 97
introduction, 87
problem of introduction, 16
internal variables in thermodynamics, 159
intramolecular resistance for bead-and-
spring chain
in entangled system, 52
in viscous liquid, 28

J
Jaumann derivative, 164

L

large deformation
stress-strain relation, 222
thermodynamics of, 219

M
macromolecule
bead-and-spring or subchain model, 3
elastic thread model, 1
freely-jointed segment model, 2
persistence length model, 2
radius of gyration, 7
random walk model, 217
memory functions, 47, 54
mobility of macromolecule
in entangled system, 90
diffusive mechanism, 86
reptation mechanism, 90



in viscous liquid, 84

N

network polymer
model of, 16
modulus of elasticity, 18
stress-strain relation, 18

neutron scattering measurement
intermediate length, 93
macromolecular dimensions, 15
macromolecular dimensions in flow, 81

normal co-ordinates, 5

normal stresses
for entangled system, 186, 192
for weakly entangled system, 188

(0]
orientation of segments
and end-to-end distance, 150
relaxation, 46, 150
oscillatory birefringence
dilute solution, 211
entangled system, 213

P
parameters of the mesoscopic approach, 53
permittivity tensor

dependence of orientation tensor, 201

for dilute solution, 204

for entangled system, 205
persistence length model of macromolecule,

2

polarisability tensor of segment, 200
principle of material objectivity, 163

R
radius of gyration of a macromolecule, 7
recoverable strains, 197
refractive index, 206
relaxation equation
for deformation of dumb-bell, 234
for orientation of dumb-bell, 234
for segment orientation, 150
relaxation modulus, 103
relaxation of conformational tensors
due to reptation, 145
in strongly entangled systems, 145
in viscous liquid, 34
in weakly entangled systems, 143
relaxation of internal variables, 162
relaxation of orientational tensors
in strongly entangled systems, 147
in weakly entangled systems, 148
relaxation of segment orientation, 46

Index 255

relaxation time of dumb-bell
deformational, 234
orientational, 233, 234
relaxation times of macromolecule
in entangled system
dependence on length, 78
diffusive, 72, 73, 78
numerical results, 80
reptational, 74
in viscous liquid, 31
resistance-drag coefficient
in non-local liquid, 225
in viscoelastic liquid, 224
molecular-weight dependence, 27
Stokes relation, 22
resistance-drag matrix, 24

S
screening of

excluded-volume effect, 14

hydrodynamic interaction, 44
self-consistency condition, 122, 124
strain-optical coefficient

definition, 208

entangled system, 213
stress tensor

method of calculation, 100
stress tensor in moments

for dilute solution, 104

for entangled system, 111, 117
stress-optical coefficient, 204, 205, 209, 211
stress-optical law, 204, 205
strongly entangled system

dynamic viscosity, 191

relaxation times, 78

single-mode constitutive equation, 190

transition point, 78
subchain model of macromolecule, 3
suspension of dumb-bells

diffusion, 231

normal stresses, 238

shear viscosity, 238

stress tensor, 237

T

temperature-frequency reduction rule, 128
terminal relaxation time, 126

theta solvent, 13

theta temperature, 11

transition temperatures, 13, 19

Vv

viscosity



256 Index

dependence on concentration, molecular A%%
weight and temperature, 126 weakly entangled system
for entangled system, 184 normal stresses, 188

relaxation times, 78
single-mode constitutive equation, 188
transition point, 78
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