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Abstract

This thesis is concerned with the molecular dynamics and rheology of polymer melts in
the vicinity of a hard flat surface. One initial motivation is the desire to better understand
the phenomenon of slip between flowing molten polymer and a bounding solid wall. Al-
ternation between sticking and slipping boundary conditions is suspected to be the cause
of ‘spurt flow’, widely observed in polymer extrusion. A related aim is to investigate the
nature of chain entanglements at surfaces, which also has important consequences for the
material properties of nano-composites and thin films. In addition more general effects of
confinement are considered.

The primary method of investigation is observation, using Molecular Dynamics (MD) com-
puter simulations of relevant systems. Single-chain models are fitted to the ‘fundamental’
multi-chain MD simulations, and the simplifying assumptions of this coarse-graining are

then examined.
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Notation

In this thesis only scalars, vectors and second rank tensors are used. Second rank tensors
are bold and double underlined, e.g. o is a second rank tensor: the stress tensor. Vectors
are bold, and unit vectors have hats, e.g. 9 is a unit vector. Elements of tensors and other
scalars do not have bond font, e.g. an element of the stress tensor, 0,3, is a scalar.
Tensor contractions are indicated via dot-product notation, e.g. v = H - F, where
Vo = 25 HopFp.

Subscripts a and 3 are used to indicate tensor components and subscripts ¢ and j are
particle identifiers. Both are placed as lower indices, and are separated by a comma if
they are simultaneously used: e.g. fi;. indicates the a component of the force acting on

particle j from particle i.

The squared norm of a vector, u - u is shortened to u?.

Sometimes in this thesis linear maps are used that do not have transformation rules with
respect to changes to the coordinate system. Such an object is referred to as ‘matrix’
in the text, in contrast to ‘tensors’ which do have transformation rules with respect to
changes in the coordinate system. Only two-dimensional matrices are considered in this

thesis and they are referred to using non bold double underlined symbols, e.g. M.

Temperature, T', is given in units of the Boltzmann constant, k;, throughout this the-

sis.
log() always refers to the natural logarithm.

All other notation is defined within context in the text at the first occurrence.
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Chapter 1

Introduction to the rheology of poly-

mer melts

Rheology is the branch of physics describing the relationship between stress and defor-
mation in a material. The material may be classified as a solid, characterised by a ‘yield
stress’: the minimum stress necessary for irreversible (plastic) deformation to occur; or a
fluid, which flows when subjected to an arbitrarily small shear stress. Elastic solids may
be deformed macroscopically and yet still approximately return to their original shape
once the stress is removed. Some fluids, such as liquids whose constituents include large
macromolecules, can behave like an elastic solid on small time-scales following deforma-
tion, and only display classical fluid behaviour after a characteristic relaxation time has
elapsed. A go-to example is silly putty, a polymer melt, which may be bounced off the
ground providing the impact velocity is sufficiently high; but, in the limit of being simply
placed in a container and left for a long time, will eventually flow and take the form of
its container. Such fluids are called ‘visco-elastic’, and also usually come under the more
general umbrella term of ‘complex fluids’ Depending on the conditions and time-scale of
an experiment, many materials that are usually sorted into the well known terms: solids,
liquids, and gases, can still have ‘complex’ properties, such that a simple three phase pic-
ture may only describe idealized materials, not necessarily real ones [88].

Macromolecules are constructed from polymers. A polymer is a molecule consisting of
many (poly-) repeat units (mers). The wide range of possible polymer topology and
chemistry provides a building block for a variety of materials, allowing for a vast range of

phenomena. Organic polymers (with carbon back-bones) are the main building blocks of
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CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

life and in the past century synthetic polymers have been created with widespread appli-
cations.

This thesis is particularly interested in the properties and rheology of molten polymer in-
teracting with a flat confining solid surface. An example of the importance of such systems
is discussed in 1.0.4. Chapter 1 introduces the tools and concepts that are used in later
chapters to model polymers at a surface, focusing on existing relevant knowledge of bulk
behaviour. Chapter 1 relies heavily on the material as it is presented in the first five chap-
ters of the book ‘The Theory of Polymer Dynamics’ [39] by Masao Doi and Sam Edwards,

and references therein. Features relevant for the purposes of this work are expanded upon.

Definition of material deformation

An instantaneous affine deformation applied uniformly to a material is completely char-
acterised by the affine transformation taking a vector g~ embedded in the material at a
time ¢t~ before the deformation is applied, to a new vector g after the deformation at
time t*:

" =q -F (1.1)

g~ may denote, for example, the vector connecting any two particles in the material before
the deformation. Where the affine transformation (usually called the inverse deformation

gradient tensor [87, 70]) is:
oqF  Oaf  9qf
0qz  0qr  Ogqz
Fl— |0 9ay g (1.2)
= dq, 0Oq, Oqy
dqF B4y 9¢F
0q;  Oqz  Ogz

An affine transformation allows for the stretch and rotation of material lines. An important
type of deformation that is investigated in this thesis is shear. The following tensor
corresponds to a shear deformation that leaves material lines orthogonal to the g direction

unchanged:
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q =(0,q,,0) qt = (vq, ,q,.0)
A

Figure 1.1: Vector g~ is transformed to vector g% by the shear deformation is_hlear, eqn
(1.3). Material lines in the g direction are stretched and rotated.

1 00
Fiw=17 10 (1.3)
0 01

The resulting transformation of a vector that is parallel to g is illustrated in figure 1.1.
Shear is a volume-preserving deformation, [110] such that material constituents may re-
arrange their orientations subject to the deformation without the breaking of covalent

bonds.

Definition of the material stress tensor

In order to have a microscopic understanding of rheology we must work with a microscopic
definition of the material stress tensor. A stress tensor is defined by the property that when
acted upon with the gradient operator it returns the rate of change of the momentum flux
vector. This definition does not lead to a unique microscopic stress tensor. Varnik et al.
[162] have compared different definitions whilst investigating the properties of a simulated
polymer melt. In this thesis a well established definition for the planar stress vector
derived by Todd et al. [160] is primarily used, which assumes only two body interactions
exist between constituent particles. This ‘method of planes’ (MOP) expression gives the

a component of the stress vector acting through the plane with normal unit vector ¢ and

3



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

A T

Y

T?
fi2
Figure 1.2: Particle 1 (purple) lies above the plane with unit vector g and equation y = ),

and particle 2 (blue) lies below it. The two Heaviside functions in eqn (1.4) are therefore
both equal to unity, so the force component, fis,, contributes to the stress o,,.

equation of plane y = ), as:

m

1 1 2,000’8
Tay(V) = ’ Zfij,a Oy, — V)Y —y;) + 7 Z PioPiy ?7y5(yi -Y) (1.4)
i,J i ?

4/ is the total area of the plane. p; and r; are respectively the peculiar momentum and
position of the ith particle with mass m;. The first term on the right hand side of eqn
(1.4) is a sum over forces, f;;, acting on particle j from particle s under certain constraints
imposed on their positions via Heaviside step functions, denoted by ©(y). An example
force contribution to o,, is illustrated in figure 1.2. At equilibrium, the second term
on the right hand side of eqn (1.4) is the ideal gas pressure; more generally it is often
termed the ‘kinetic stress’. In dense polymeric material it is usually assumed that away
from equilibrium the shear stress contribution from this term is negligible compared to
the ‘configurational stress’ contribution given by the first term.

Eqn (1.4) may be integrated over a range of positions, ), of the plane: this integral would
then coincide with the classical virial stress [39] once the integrated volume coincides with
that of the complete material. The MOP form is useful for calculating the stress tensor in
Molecular Dynamics simulations of inhomogeneous fluids such as thin films. In chapter 3

we shall use a MOP algorithm integrated over small volume slabs to calculate equilibrium

4



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

time correlation functions of the stress within inhomogeneous MD simulations of thin

polymer films.

Small deformation rheology: linear response

If we apply a small shear deformation to a fluid, previously at equilibrium, the fluid is
deformed away from equilibrium, leading temporarily to non-equilibrium restoring forces
in eqn (1.4), which result in a non-zero fluid averaged shear stress. The mean material
shear stress at time ¢, following a small instantaneous shear deformation that is completely
characterized by v = 0q; /0q, , performed at time ', depends generally on the stress
relaxation function, G(t —t'), of the material, which is an ensemble averaged function over

all possible initial configurations and relaxation pathways:

0ay(t) = G(t = t')y(t') (1.5)

If the decay time of G(t — t') is finite it is said to describe a visco-elastic material. For
example, the form of G(t —t') used in the simplest phenomenological model of a visco-

elastic material, the single-mode Maxwell model, is:

Gt —t') = exp (-“ - t’)) (1.6)

-
with characteristic material relaxation time 7. A contribution to the shear stress at time

t due to a small deformation performed in the past around time ¢’ over a time interval dt’

is defined:
dy(t')

Aoy (t) = Gt =) =2

dt’ (1.7)

The Boltzmann superposition principle [70], a phenomenological law, states that such

contributions to the stress are additive:

ou(l) = /_t G- () (1.8)

5



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

When there is a large separation of time-scales in the relaxation modes of the material-
e.g. there may be solvent (fast) and polymer (slow) phases, eqn (1.8) may be split into

two contributions relating to polymer-like and solvent-like stresses:

0y (1) = () + /_t Gpalt = )30 (1.9)

Here 71y is the solvent viscosity and Gpoy(t — t') is the part of the stress relaxation
function attributed to polymer modes. We see that the relaxation function for the solvent
contribution is:

Gsolv(t — t/) = nsolv5<t - t/) (110)

Therefore the solvent is considered purely viscous. However, the concept of visco-elasticity
depends upon the nature of the experiment. That the solvent is considered purely viscous
simply means that over the shortest characteristic time scale of the experiment, Texperiment,
Glsolv (Texperiment) has already decayed to zero. The material shear viscosity may be generally

defined as:
0= /Oo G(t)dt (1.11)
0

Beyond weak shear, 4 2 1/7, where 7 is a longest molecular relaxation time, the dynamic

shear viscosity may generally differ from eqn (1.11), and becomes a function of shear-rate,

n(y) = ouy/7-

Slip boundary conditions in polymer melts

In polymer processing a final product shape is realized by forcing molten polymer through
a die. This process is called extrusion, and the polymer exiting the die is called the extru-
date. Figure 1.3 illustrates a simplified extrusion experimental setup. Flow instabilities
are a serious problem for the plastic extrusion process. The reviews by Denn [37] and
Hatzikiriakos [59] cover effects found in industry and experimental studies, including a
summary of theoretical models. The ‘stick-slip’ instability, which is of interest in the
present work, is one such example: for a variety of materials it has been found that, at a

sufficiently high fixed pressure, the flow rate of the polymer in the die alternates between

6



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

Extrudate

Figure 1.3: A very simple example of the extrusion process: a piston pushes molten
polymer through a die. Swelling of the extrudate with respect to the die diameter may
occur due to normal stresses in the extrudate. Note: not to scale.

high and low rates, which are thought to correspond with slip and stick boundary con-
ditions. If instead the die flow rate is held fixed then oscillations in the pressure occur
[166]. These oscillations are further associated with varying degrees of ‘die swelling’, in
which upon exiting the die the extrudate diameter increases. Oscillations in the extrudate
diameter follow the pressure oscillations [166]. At sufficiently high flow rates this effect

may lead to fracture of the extruded polymer melt.

In most extrusion setups the die channel dimension is much greater than the molecular
dimension. Assuming that there is no bulk instability associated with boundary effects
[4], in wide channels the importance of the surface is relegated to a boundary condition
for the fluid velocity and molecular state. In the following we will consider the effect of
the boundary conditions on the velocity field in the sliding plate geometry (also known
as simple Couette flow) which is a drag flow - one surface plate, the ‘rotor’; slides relative
to a stationary plate, the ‘stator’: see figure 1.4. The sliding plate flow is generally
simpler than pressure driven flow: in the bulk it results in a uniform shear-rate. Polymer
melts are effectively incompressible and most flow situations correspond to the limit of
low Reynolds number, so that the Navier-Stokes equation reduces to ‘creeping flow’ over
relevant time-scales:

V- (1.12)

[S]
I
o

where o is the stress tensor. In the sliding plate geometry, assuming that the material
stress is invariant with respect to translations parallel to the surface, eqn (1.12) leads to

the condition:
00 4y

5 =" (1.13)

Under this condition the shear stress at the fluid-solid interface that is ‘slipping’ must be

7



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

-——

Figure 1.4: Sliding plate flow geometry. The rotor (top wall) slides relative to the stator
(bottom wall) with velocity V,&. This induces a rectilinear shear flow across the channel.
In this particular illustration, there is a high shear-rate region (‘apparent slip’) within a
distance a from the rotor, whereas the stator is a no slip boundary.

matched by the bulk value:

Ozy = Oyx = 7/}blllk;}/bulk = gsVs (114)

where npux and Apu are the bulk viscosity and shear-rate respectively. & is an interfacial
friction constant and Vj is the ‘slip velocity’. The condition that the stress tensor must be
symmetric if there is torque balance in the material has been used in eqn (1.14). Figure
1.4 depicts the case where slip only occurs at the rotor. For the purposes of this discussion
we define the edge of a surface region at the rotor, at a distance a from the surface, as
the point at which the shear-rate deviates appreciably from the bulk value. Then the slip
velocity may be defined by subtracting the fluid velocity at the edge of the surface region
(depicted by the blue arrow in figure 1.4) from the rotor velocity, V,.. The stick-slip (shear
flow) instability implies that for a given steady state shear stress, there are two or more

solutions of the average channel shear-rate:

§ =V, /L. (1.15)

8



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

where L. is the channel width. Assuming that the bulk flow curve (the relationship
between bulk shear-rate and stress) is monotonic, this means that the surface region flow
curve is not, i.e. at some point 9¢,/0V; < 0 such that the surface friction force, £V, does
not increase with increasing slip velocity.

An effective surface region shear-rate can be defined:

Vs
'surace: — 1.16
Yourt . (1.16)

The width of the surface region, a, may be identified as a characteristic monomer size in
the case of ‘true slip’, such that the slip occurs between the surface and the monomers in
the first fluid layer. If a is much greater than the monomeric length then ‘apparent slip’
is said to occur. In this case there exists a lubricating fluid layer at the surface with a
viscosity that is lower than the bulk viscosity. For example, even near to equilibrium this
may occur in polydisperse polymer melts if the lower molecular weight component wets the
surface, or in monodisperse entangled melts if there is a depletion of entanglements near
the surface. Chapter 5 investigates surface slip that is due to a non-equilibrium shear-flow
induced ‘coil-stretch’ transition of surface adsorbed chains. Note that ‘apparent slip’ is
also sometimes used to refer to bulk instabilities [17] which may be misinterpreted as wall
slip in experiments.

A common measure of the degree of slip: the ‘slip length’, gives the distance beyond
the surface at which an extrapolation of the bulk fluid velocity profile reaches the plate

velocity:
Vs u
o= Tbulk

leip = =
Ybulk &s

(1.17)

The slip length is often defined experimentally by assuming that a/Lg;, =~ 0, so that eqn
(5.3) becomes simply Lgip = Vis/Abuk. For a review of the seminal experiments investigat-
ing surface slip in polymer melts see Léger et al [104].

De Gennes [33] pointed out that if true slip occurs in entangled polymer melts, the effective
surface viscosity, Nsurtace = a&s, could be orders of magnitude lower than the bulk viscosity,
assuming that the monomeric surface friction is similar to that of a corresponding simple

fluid. The effect of fluid-surface interactions on slip has since been well studied using
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simulation [132, 131, 122]. Niavarani and Priezjev [122] investigated the slip behaviour of
rectilinear flows of very short non-entangled linear chains (comprising n = 19 bonds) in a
channel with width L. ~ 7\/(upu?), where (up,?) is the bulk mean square end-to-end
distance of the chains. Their study found that the slip length scaling depended on the

same parameters as for simple Lennard-Jones particle fluids [129]:

¢

T
Laip & | 7=~ 1.18
o |5 ] 1
The exponent was found to be ( = 1.44 for simple fluids and ¢ = 0.9 for the polymer study.
Here T is the temperature, G is the first reciprocal lattice vector in the flow direction;
pe is the ‘contact density’, which is defined as the maximum value of the particle density

in the first fluid layer. S(G}) is the structure factor in the first fluid layer defined as:

2

S(Gy) = (1.19)

Z exp(iGy - 7;)
J

1
N,
where here i = /—1, r; is the two-dimensional position vector of particle j in the surface
plane, and the sum is over all N; particles in the first fluid layer. Eqn (1.18) is found
to be valid near to equilibrium providing that the wall fluid energy is weak, e.g. for the
simple fluid the condition is: 0.3 < €,s/€ery < 1.1 [122], where €, and €7 are fluid-wall
and fluid-fluid interaction energies respectively.

As opposed to this true slip phenomenology, this thesis is interested in systems in which
a is of order a molecule size. For entangled polymers that do not have macroscopically
slipping boundaries, the De Gennes argument suggests that the dominant contribution to
surface friction results from topological interactions between adsorbed and non-adsorbed
molecules. Resultantly, when investigating the shear induced transition to slip in an
entangled melt in chapter 5, the contribution of monomeric friction, to the transfer of
stress across the surface, is explicitly neglected, through the application of a flat reflective
boundary. The stress across the surface is transferred via the interactions between chains

that are free with those that are permanently grafted by one end to the surface.

10



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

Statistical methods for rheology

We consider classical mechanical systems [55] comprising n particles, whose state is de-
termined by a complete set of particle positions and momenta; where for example {r"} =
{7rg, 71, ..,7_1} represents a complete set of n particle positions and correspondingly {p™}
a complete set of particle momenta.

The usefulness of a statistical description of physics depends primarily upon the assump-
tion that on experimental time-scales, Texperiment, the phase space of the system of interest
has been sufficiently well sampled such that the mean over the time of observation of a
phase space function, B({r"}, {p™}), gives a result that is equal to the limit of infinite
observation time. The ergodic hypothesis states that for t — oo, where ¢ is the time of

observation, the time average coincides with the ensemble average:

(B) = lim 1/t [ ¢ B ()} 9" ()} = [{drH {dp™ho({ ) (" DB p"))
(1.20)
where ({r"}, {p"}) represents the occupational probability density around the phase
space point ({r"}, {p"}), such that the total occupational probability within the infinites-
imal hypervolume bounded by ({r"},{p"}) and ({r¢ + dr,r, +dr,...,r—1 + dr},{po +
dp,p1+dp,..,pn_1 +dp}) is (dr dp)” ({r"},{p"}). [{dr"} {dp™} represents an integra-
tion over the complete 6n dimensional phase space.
According to the ergodic hypothesis, at macroscopic time-scales long compared to the fun-
damental microscopic dynamics, we only observe ensemble average material properties. In
this case it is convenient to use a statistical description of material properties.
Some materials, such as polymeric ones, may show time-dependent properties on relevant
time-scales since the decay of fluctuations away from mean behaviour can be slow. This
is characterised by the Deborah number: De = 7r/Texperiment Where 7r is a characteris-
tic longest system relaxation time. At small De, fluid-like behaviour is observed. The

Deborah number [137] is named after the prophetess Deborah, who in Judges 5:5' sings:

“ The mountains melted from before the Lord”

!King James Bible version. Many more modern translations such as the English Standard Version
replace “melted from”, with “quaked”.

11



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

An interpretation of the particular meaning of this verse is that solids may behave like
fluids on sufficiently long experimental time-scales (accessible only to God). The clas-
sification of fluids, solids, and visco-elastic fluids that we employ is a reflection of the
time-scales of human experience.

In the case of macroscopic systems comprising an extremely large number of constituent
particles, simple considerations suggest that even over very short time-scales (large De)
the time-average global material properties often deviate little from the ensemble average.
This is due to the fact that relative fluctuations in global material properties decrease
proportionally with the square root of the system size, providing that they are additive
properties (scale with the system size - e.g. the total surface stress scales with surface
area): consider any physical system (either closed or in contact with a secondary ‘environ-
ment’) that is sufficiently large so that one may imagine splitting it into a large number
of sub-systems which themselves are sufficiently large that physical properties of the com-
plete system can be written to a good approximation as a sum of the physical properties
of its sub-systems. This is equivalent to the statement that the surface interactions of
the sub-systems are negligible compared to bulk contributions. Then, on sufficiently short
time-scales, the interactions between each sub-system remain negligible (exchange of mat-
ter and energy). In this case the sub-systems are considered to be ‘quasi-closed’. Provided
the sub-systems remain quasi-closed over the time of observation, they cannot be corre-
lated with one another. Then the mean square fluctuation of the global observable can be

written as a sum over every sub-systems, and therefore for the relative fluctuation we get:

(B—(B)?2) /i ((B:—(B))?) 1.21
I I S A o

Resultantly, even without invoking the ergodic hypothesis, the global instantaneous prop-
erties of macroscopic systems are, for all intents and purposes, equivalent to the ensemble
average for all time: fluctuations may decay slowly in time as in the case of some poly-
meric materials, but for sufficiently large systems the fluctuations are so small that they
do not matter. For further discussion, including a quantitative example of the incredible

minuteness of fluctuations in macroscopic systems, see Landau [85].
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Even materials with a global dimension of order nano-metres: for example thin films, of-
ten also have a macroscopic dimension (the film is only ‘thin’ in one direction). Therefore
we may in principle predict properties of such systems via time-averages of much smaller

systems which may be simulated using computer models on reasonable time-scales.

Stress Optical Rule (SOR)

Which are the microscopic properties that dictate the macroscopic rheology of polymeric
materials?

A general experimental observation for polymer melts is that, under deformations which
are not too large, the instantaneous melt stress is proportional to the sum over all bond

orientation tensors of the NN, polymer chains constituting the material:

o(t) o % O'(t) (1.22)

where the bond orientation tensor of a chain is given by the sum over all dyadic products

formed from each of the n bond vectors within the chain with themselves:

Oap(t) =D Gjalss (1.23)
=1

where the jth bond vector is g; = r; — 7;_;.

Eqn (1.22) is generally known as the ‘Stress Optical Rule’ (SOR), since the bond orien-
tation tensor is proportional to the index of refraction tensor in polymer melts [39]. This
means that stresses may be inferred via optical measurements, which may be simpler to
perform compared with directly measuring stress [96]. When eqn (1.22) is satisfied [82],
the instantaneous stress in the material is completely dictated by the mean orientation
of the polymer constituents. Resultantly it is important to understand the statistical
distribution of the bond orientation tensor at equilibrium, and its evolution subject to de-
formation, in order to have a microscopic understanding of melt rheology. These subjects

will be discussed in sections 1.1 and 1.2.
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Chain orientations in polymer melts at equilibrium

Markoff chain models

For polymer melts it has for a long time [53] been postulated that chain orientations are
well described by the Markoff (random-walk) property at sufficiently large length-scales.
A chain model is Markoff if the probability distributions of all bond vectors in the chain
are uncorrelated. Then the probability distribution of the complete set of bond vectors in

the chain, {g"}, is given by the products of all individual bond vector probability weights:
v({qg"}) =[] Pa)) (1.24)
j=1

A simple example of such a chain model is the freely jointed model in which the chain
traces out an off-lattice random walk with fixed bond-length by. The bond vectors then
satisfy:

(a; - ar) = b3 (1.25)

The absence of correlations leads to a simple expression for the mean square end-to-end

vector of the polymer chain consisting of n bonds:

(u?) = <Z q; - qk> = nb; (1.26)

Jk

where u = 7, — 1y is the chain end-to-end vector. It can be further demonstrated that

the probability distribution of the chain end-to-end vector for this model is Gaussian in

Y(u) = ; exp (_3(u ' u)> (1.27)

27nbE 2nb3

the limit n — oo [39]:

Generally eqn (1.27) follows for any Markoff model and is a consequence of the central-
limit theorem [174]. In the case that (g, - qx) does not always vanish for j # k (chain
not Markoff), then provided that correlations decay sufficiently rapidly with respect to
|7 — k| compared to the total number of segments in the chain, the Gaussian distribution,

eqn (1.27), is recovered in a rescaled form. This can be shown quite easily in the case
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CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

of a freely-rotating chain model where a fixed bond length and one fixed bond angle are

prescribed [39]. The general case is discussed by Yamakawa [174].

What is the effect of non-bonded interactions?

For polymers in solution, non-bonded self-interactions break the Markoff condition; al-
though under special ‘theta’ temperature conditions [174] the interactions between solvent
and solute cancel and the Markoff condition is satisfied.

However in polymer melts, sufficiently long bulk chains are expected to have universal
Gaussian statistics independent of temperature. This now experimentally examined idea
[176] was first hypothesised by Flory - see De Gennes for a discussion [34]. Edwards
[39] performed a self consistent field calculation (SCF) to predict that bond correla-
tions decay exponentially in the melt over a characteristic length of density fluctuations
¢ = (b3/(12cv))"/?, where c is the polymer concentration and v is the excluded volume
parameter. The SCF calculations used harmonic bonded potentials with spring constant
3T /b3, where T is the temperature, and delta point ‘excluded volume’ non-bonded interac-
tions. According to Edwards, for bond index separations, |j — k| > (£/bg)?, the self-chain
excluded volume interaction is cancelled by the surrounding chains, satisfying the Markoff
condition. More recently, a correction to the calculation of Edwards has been given by
Wittmer et al. [172], which predicts a slower, power-law decay of correlations. These pre-
dictions have been corroborated by both lattice (Bond Fluctuation Model (BFM)) [54] and
off-lattice multi-chain simulation models (Kremer-Grest Molecular Dynamics (KG MD))
[96]. Compared to the case of a polymer chain in a dilute theta solution the total number
of allowable single chain conformations is much fewer in the melt, but the distribution of
segment vectors also tends to a Gaussian for sufficiently long segments. Such chains are
said to be ‘ideal

A summary of the existing literature regarding the influence of strong confinement on the
decay in bond correlations of melt chains is made in chapter 2, and in appendix B.1 the

influence of weak confinement is examined.

15



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

Dynamics of polymer melt chains near equilibrium

In 1953 Rouse [140] used the assumption of ideal Gaussian chain statistics as the basis for a
simple model describing the segmental dynamics of bulk polymer chains near equilibrium.
Rouse originally created the model to describe chains in dilute solutions but it was later
understood to be more appropriate for non-entangled melts and concentrated solutions.
Being a general description of polymer conformations, the Rouse model may be compared
to a large number of different polymer melt experiments [51].

This section describes the general formulation of a statistical dynamical model for a sys-
tem near equilibrium: the Smoluchowski equation, which has the irreversible property of
reaching the system equilibrium distribution function for long time, ¢ — oo, satisfies On-
sager’s reciprocal relations [36] with respect to the coarse-grained thermodynamic degrees
of freedom, and reproduces Fick’s phenomenological law for diffusion. For the case that
the non-equilibrium thermodynamic state of interest is completely determined from the
distribution function of a complete set of coarse-grained degrees of freedom of a polymer
chain, using the Flory hypothesis of chain ideality, a class of dynamical single chain models

is found, of which the Rouse model is a particular case.

The Smoluchowski equation and the Rouse model

We consider the dynamics of a sub-system consisting of a single polymer chain, forming
a small part of a large system comprising a fluid of many similar [34] chains. A complete
description of the composite system can be given by solving the fundamental equations of
motion for every degree of freedom of every chain. Later in this thesis the fundamental
system of interest will be a Molecular Dynamics model where the equations of motion
for the complete set of particle positions and momenta follow classical mechanics. This
fundamental model may be compared directly with the predictions of any single-chain
model which aims to be a coarse-grained description of the fundamental model.

Apart from the sub-system, the other much larger part of the composite system we call the
reservoir (or heat-bath). The sub-system may exchange energy in the form of heat with

the reservoir. The number of particles, n + 1, in the sub-system, and its volume, V), are
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prescribed and maintained such that there is a well defined monomer (or coarse-grained
bead) density. The exact energy of the sub-system is unknown but fluctuates about a
mean value (Fp) due to interactions with the reservoir. The reservoir is maintained at a
constant temperature, defined as the derivative of the total system entropy with respect

to its energy, with volume and total particle number held fixed:

08
YT = - (1.28)

Viot Ntot

where S, E, Vi, and nyy are the total system entropy, energy, volume and number of
particles respectively.

This situation was first described by Gibbs [85] in 1902, who derived the corresponding
equilibrium probability distribution of sub-system states: the ‘Canonical Ensemble’. The
key result of Gibbs gives the sub-system equilibrium distribution function in terms of the

total sub-system potential energy, %, and kinetic energy, % :

% {r o ({pm )
n n eXp\— T
e ({r" AP} = ( i ) (1.29)
where Z"*! is the sub-system partition function:
n+1 n+1
Zn+1 — /{d,r.n+1}{dpn+1}exp (_%({T }) —;‘%/({p })> (130>

Note that here we have already made the assumption that the chain energy only depends
on the positions and momenta of its monomers, and is independent of the surrounding
chains.?

The form of eqn (1.29) means that the distribution functions of particle positions and
momenta are uncorrelated. The distribution of momenta is generally given by the Maxwell-
Boltzmann distribution [85].

When the system ensemble is driven out of equilibrium via a deformation applied at

2Tt is a standard assumption of the Gibbs formulation that the energy of the sub-system and reservoir
is additive, i.e. there is no contribution to the total system energy due to interaction terms involving
both reservoir and sub-system degrees of freedom. As an aside it is noted that this assumption appears
questionable when the sub-system is a single chain which pervades a volume containing many similar
chains forming the reservoir.
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the system boundaries or otherwise, the faster dynamical modes (describing for example
relaxation of covalent bonds) in the chain quickly relax to equilibrium, but some ‘slow’
modes may be kept in a steady non-equilibrium state. This concept of partial equilibrium
is widely used in statistical physics [85]. Resultantly, in a simple description of chain
dynamics weakly perturbed from equilibrium, one may replace the complete set of chain
degrees of freedom with a coarse-grained set of thermodynamic degrees of freedom which
from now on will be referred to as the chain ‘beads’. Many different prescriptions for the
coarse-grained variables are possible, and choosing suitable ones is a non-trivial problem. A
good choice should lead to an accurate description of non-equilibrium dynamical properties
of interest.

Given a matrix M of size [N 4+ 1,n + 1] that maps from microscopic to coarse-grained

degrees of freedom:

j:

the equilibrium probability distribution of the set of N 4+ 1 (N < n) coarse-grained bead
positions, { RN¥*1}, may then be uniquely defined:

N n

Ve ({RV1}) = /{dT”“Weq({T"“}) 11) O(R; — z% Mijr;) (1.32)
i= j=

Eqn (1.32) is known in statistical mechanics as the ‘restricted partition function’. It allows
calculation of ensemble averages of functions of the coarse-grained variables.
The set of probabilities, eqn (1.32), may be calculated from MD simulations of the funda-
mental model, for which the microscopic probability distribution, 1e,({r"**}), is assumed
to be given by the canonical ensemble, eqn (1.29). See Voth [124] and Noid et al. [123]
for details and examples using this methodology. Finding a coarse-grained probability
distribution in this way is particular to the exact formulation of the fundamental model,
and since the integration cannot be performed analytically the functional form is usually
unknown. An alternative inexact method is to define a form for the probability distribu-
tion of the coarse-grained degrees of freedom which comes from a guiding principle such
as that of Gaussian statistics, as applied by Rouse for the case of flexible polymers. In the

inexact approach the distribution of microscopic variables cannot generally be mapped to
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the particular coarse-grained distribution via a linear transformation. Instead, generally
at least one moment can be matched; then if the form of the distribution is meaningful a
whole class of microscopic models can be coarse-grained in this way reasonably accurately.
This thesis is interested in understanding the dynamics of polymer molecules in contact
with a flat surface in a general way, not just for a specific system, therefore the inexact
method is the appropriate one. For the purpose of this discussion we may assume that
the mapping satisfies eqn (1.32) exactly; for an example of the inexact methodology see
2.14.

Writing eqn (1.32) in the form of Boltzmann statistics:

exp (—LUE)

ZN+1

Ve ({RY1}) = (1.33)

defines the coarse-grained effective potential, U({RNT1}); Z¥*1 is the partition function
of the coarse-grained system. If, as discussed in section 1.1, the distribution function may
be written in terms of a product of Gaussian distributions for the set of coarse-grained
bonds, {Q"}, where Q; = R; — R;_1, the Rouse bonded potential is found from writing
the Gaussian distribution, eqn (1.27) in the form of eqn (1.33):

U{Q™}) = Unowse = >_k@Q; (1.34)

Here k = 3T/b? is an effective bond spring constant, where b is the characteristic length
of the Gaussian chain. Each chain segment has mean-square length b%.

We define a non-equilibrium free energy density as:
FURY™}) =U({R"™"}) + Tlog(T({R"*'})) (1.35)

where the distribution W({RY*!}) may generally be a non-equilibrium distribution, dif-
ferent to eqn (1.33). As a basic model for the dynamics away from equilibrium, we can

match the gradient in the free energy density to a force. We define a thermodynamic force
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F; acting on coarse-grained bead j as:

OF({R™})

(R = -5

(1.36)
At equilibrium, solving eqn (1.33) for U({ R¥*'}) and inserting into eqn (1.35) gives:
Foq = —Tlog(ZNT1) (1.37)

so that the thermodynamic force vanishes. Eqn (1.37) is the equilibrium free energy from
statistical mechanics. A more general non-equilibrium free energy will be defined in eqn
(1.44).

We now derive an evolution equation for a non-equilibrium coarse-grained distribution
using the thermodynamic force, assuming that the traced over modes whose information

has been lost in the reductive transformation, eqn (1.31), remain at equilibrium. We
f

assume that on time-scales of interest the flux velocity of particle 7, v;, is related to
the thermodynamic force acting on particle j via a mobility matrix (which is generally a
tensor), H, by:

= 5]

v/ =S"H -F, (1.38)
J

In the case N = 0: beads do not form a chain, taking the potential as a constant and the
mobility matrix to be: H = 0;;L/€, where ¢ is the bead friction constant and I is the

identity tensor; we find:

T o
§ OR;

where J; is the probability flux of particle . Thus equations (1.35), (1.36) and (1.38) lead
directly to Fick’s phenomenological law of diffusion, eqn (1.39), relating a particle flux to a
gradient in concentration via a diffusion constant. Eqn (1.38) gives the diffusion constant
as:

T

D= E (1.40)

This is a non-trivial result first derived by Einstein [42], relating the diffusion constant of

a large particle (or coarse-grained coordinate) to the product of the temperature and a
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particle mobility.
In the general case we get for the probability flux of the ith bead:

ov ou >

=—>» H. - [T U— 1.41
Ji=-2LH, ( OR; " OR, (141)

The Smoluchowski equation is then found from the continuity equation for the probability

flux:

ov 0
E__;TRZ-"L (1.42)

The Smoluchowski equation is a partial differential equation for the distribution function:

W 0 (Taxp 8U> (143

o9 g \1;
ot ~ 2 oR, i \"OR, " oR,

Extending the concept of entropy beyond equilibrium, a dynamical free energy functional

is defined [39]:
AW = [{dRY (RN} (U{RYY) + Tlog(W({RV 1)) (1.44)

using the definition of the non-equilibrium Boltzmann-Gibbs entropy of the ensemble of

the coarse-grained beads:
SIW] = — [{dR YW R 1)) log(W({RV1}) (1.45)

The dynamics, eqn (1.43), have the important irreversible characteristic that the dynam-
ical free energy is a monotonically decreasing function (proven in Doi and Edwards [39])
providing that H is positive semi-definite: >, ; F; - (L i F;) > 0 for any set of vectors,
{FN+1}. At equilibrium the dynamical free energy coincides with the equilibrium free
energy, eqn (1.37), and therefore the dynamics, eqn (1.43), tend to the equilibrium distri-
bution for ¢ — oco.

The Smoluchowski equation tells us how the distribution function evolves and can therefore
be amenable to analytic calculation of equilibrium ensemble averaged dynamical observ-

ables which we shall employ in section 2.1.6 and appendix A. The Onsager regression
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hypothesis [36] states that the macroscopic relaxation of a system that has been driven
(weakly) away from equilibrium, as discussed in section 1.0.3, is identical to the mean
regression of microscopic fluctuations at equilibrium. This statement can be formally
demonstrated for some special observables under idealized conditions via the Fluctuation-
Dissipation-Theorem (appendix C).

Having defined the set of coarse-grained thermodynamic variables, { RV "1}, in eqn (1.31),
and their effective potential (conformational free energy) via eqn (1.33), a dynamical model
describing the evolution of the distribution function of the thermodynamic variables close
to equilibrium was defined, eqn (1.43), via the definition of the free energy density, eqn
(1.35), the thermodynamic force, eqn (1.36), and its relation to the flux velocity eqn (1.38).
This model is irreversible and correctly predicts Fick’s law. In addition to the constraint
that the phenomenological mobility tensor must be positive semi-definite, beginning with
an alternative phenomenological law, Onsager showed that time-reversibility of the micro-
scopic equations of motion enforce the constraint that H is generally symmetric in the
absence of a magnetic field (See de Groot and Mazur [36] chapter 7 section 4). Some ad-
ditional assumptions then lead again to the Smoluchowski equation, eqn (1.43); this time
with the symmetric constraint acting on the mobility matrix (See de Groot and Mazur [36]
chapter 7 section 6). Generally other constraints may exist for the form of the mobility
matrix, however all these considerations are beyond the scope of this work since we only
ever consider the simple form: H . = d;;1 /€.

In the case of polymer solutions, hydrodynamic interactions are frequently modelled using
the i # j elements of H i o give the contribution to the flux of one bead due to the force
acting on another bead via eqn (1.38) [39].

Finally, at this level of description the planar stress tensor may be defined via the ther-
modynamic forces, eqn (1.36), that act on the beads, in an identical way to the micro-
scopic case, eqn (1.4), except that there is no term involving velocities; there is only the
‘configurational’ term. This coarse-grained definition of the stress is consistent with the
thermodynamic definition [39].

For the Rouse model, the average material stress in a volume V' that contains NN, chains
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is given by:

17 =0 (1.46)

which predicts the Stress Optical Rule (at least applied to coarse-grained Gaussian bonds).
We now describe the corresponding dynamical equations for the micro-states of the ensem-
ble. This equivalent description, termed Brownian Dynamics (BD), consists of stochastic
equations of motion for the coarse-grained degrees of freedom. When quantities are not
amenable to analytic solution an alternative method is to solve them via numerical inte-

gration of the stochastic equations of motion.

Brownian Dynamics

The N + 1 dimensional Langevin equation subject to the potential U({R""'}) in contact
with a heat bath at temperature T is:

S
XZ:? H, (1.47)

Hm

()

f7(t) is a Gaussian white-noise random variable connecting the particle to the heat-bath:

{(fi(t) =0;

(1.48)
(FI@OF(t)) =2Ts(t — ) (H ),

where H ™' denotes the inverse matrix of H. The justification for using eqn (1.47) is
that the evolution of the probability distribution for position which results from using an
ensemble of systems described by eqn (1.47) is given by the corresponding Smoluchowski
equation, eqn (1.43), with the same system potential, mobility matrix and temperature (for
a complete discussion of the relation between the Langevin and Smoluchowski descriptions

see de Groot and Mazur [36] chapter 7 section 7).
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In the simple case that we consider: H = 0;;L/€, eqn (1.47) becomes:

iR, 1(,. . OU({RN'Y})
= g (o - D) (1.49)

Eqn (1.49) gives the standard Brownian Dynamics of a system of N + 1 particles in a
potential U. Note that U is an effective potential that depends upon the state point of
the fundamental system via eqn (1.32). If the temperature or density of the fundamental
system is changed then the effective potential must be reformulated, and there is no
guarantee that a previous definition of coarse-grained variables will remain a good one. In
section 2.1 we will use numerical integration of the Langevin equation for a single-chain

‘Brownian Dynamics’ model interacting with a flat reflective surface.

Molecular Dynamics

Eqn (1.49) may alternatively be found as the zero inertia limit (m; — 0, where m; is the
mass of the ith particle) of Newton’s second law:
d*r; tot

mi s = F, (1.50)

which, in addition to the thermodynamic force, includes the friction force —¢ dd’;i, and the

stochastic force, f/(¢):
d?r; ouU dr;

Mg T e S

+ fi(t) (1.51)

where again the friction constant is related to the variance of the random force via

< Fr@) i )> = 2T¢5(t — t'). The inertial term becomes negligible over time-scales At >
The loss of information associated with coarse-graining necessitates the introduction of
the dissipative and random terms. The accuracy of the assumption that the random force
in eqn (1.49) satisfies a Gaussian distribution can then be understood to depend on the
validity of the assumption that the forces acting from traced over microscopic degrees of
freedom can be considered uncorrelated on time-scales in which inertia is negligible, so

that their sum, represented by f7(¢), is Gaussian.
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Eqn (1.51) is also often used as a form of ‘thermostating’” Molecular Dynamics solutions
of Newton’s equations of motion for the microscopic degrees of freedom. In this case
we designate the thermostat friction constant as &yp. Although unphysical, thermostat
methods are used to counteract the increase in temperature resulting from cumulative
errors in the numerical integration scheme, or to simulate quasi-isothermal non-equilibrium
processes. Various alternative velocity renormalization schemes have been developed to
counteract these heating effects [9]. In the Molecular Dynamics simulations reported in
this thesis, the so called Langevin thermostat described by eqn (1.51) is employed. A
problem with this thermostat method is that it does not conserve momentum, which may
lead to unphysical behaviour if inertia is important over time-scales longer than those in
which momentum is approximately conserved using the thermostat. Once an MD system
has been properly equilibrated (via preparation using a thermostat or otherwise), it is
possible to solve Newton’s equations without the addition of a thermostat providing that
the simulation is run for a sufficiently short time at a given time-step such that temperature
is maintained throughout. In Section 2.2, in order to assess the effect of the thermostat
on the dynamics of polymer chains near a surface, we carry out identical simulations using
two values of the friction constant; a high value (the literature standard) and a much lower
value. Observables using the lower value correspond closely to the limit &yp = 0, since for
this value hydrodynamics is not important after the timescale At ~ m;/{yp for the chain
length investigated.

In Molecular Dynamics simulations reported in this thesis, the Verlet algorithm [9] has
been used to solve the equations of motion. The Verlet algorithm eliminates the velocity
from the evolution equation for particle position by summing the second order expansion

of the position at previous and future incremental time-steps:

a(t)

r(t+ At) = r(t) + v(t)At + TAtz + .

o) (1.52)
r(t — At) = r(t) —v(t) At + TAtQ - ..
leading to:
B 1 oU 9
r(t+ At) =2r(t) — r(t — At) — — tAt (1.53)
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To second order the velocity can be written in terms of position using eqn (1.52):

r(t+ At) — r(t — At)
2At

= (1) (1.54)

Hence the instantaneous velocity is not available until a time-step later. This means that

the velocity term in the Langevin thermostat, eqn (1.51), must be approximated using:

dr(t) _r(t+At)—r(t)
dt "~ At (1.55)

which introduces an error of order At into the frictional force in eqn (1.51). As an alter-
native, the Velocity-Verlet algorithm [9] is often used, for which the velocities are evolved
along with the positions. However we find that both algorithms give effectively identical

results at all time-steps used.

Molecular dynamics boundary conditions

Although the majority of MD simulations employ periodic boundary conditions in all di-
rections in order to avoid explicit boundary effects and directly simulate bulk systems,
there have been a number of studies using explicit boundaries, e.g. to investigate sur-
face friction in both simple and polymeric fluids [159, 131, 132, 122]. We employ similar
methods in order to bound the fluid using Lennard-Jones beads, and/or place surface
end-tethered chains. In both cases a Face Centred Cubic (FCC) lattice is used which is
oriented such that the plane bounding the fluid has Miller indices (111) [181] and unit
vector ¢. A view normal to the lattice plane is shown in figure 1.5.

The relative dimensions of the periodic widths in the & and 2 directions depend upon the
orientation of the lattice. The nearest neighbour distance between lattice sites is denoted
by 7Tuna. In the (111) orientation an infinite lattice conformation is invariant with respect
to translations of r,,4 in the & direction and v/3r,,q in the 2 direction. For this reason,
in order to produce an isotropic surface environment care must be taken that the periodic

width in the & direction be a multiple of r,,q, whereas in the 2 direction a multiple of

2
nnd*

V/37una is required. The grafting density is p, = 1/r

As an alternative to a physical boundary constructed with lattice beads, a reflective bound-
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Figure 1.5: View of the cross section of the lattice placement (lattice beads are placed at
centres of yellow spheres with radius 7,,4) in a simulation box with periodic width 47,4
in the & direction (horizontal) and 2v/3r,q in the 2 direction (vertical). The view into
the page is looking onto the surface plane in the surface normal (g) direction. The surface
plane has Miller indices (111).

ary may be employed (in isolation or in addition to a lattice placement of tethered chain
ends). Using a reflective boundary, if a bead in the fluid crosses the surface boundary
its current and previous positions are reflected in the surface plane. This simultaneously
reflects the bead velocity, defined in eqn (1.55).

The Generic Polymer Simulation (GPS) MD code written at the University of Reading
[101, 95, 22| is used in this thesis. When necessary, additions, such as the explicit bound-
aries described here, are made to the package.

Computer simulation using realistic polymer models is a modern method, complemen-
tary to experiment, for testing theory and making observation. However, no matter how

detailed the models are, they must be subject to validation via experiment.

Plan of the thesis, and summary of the principal

results

The content of chapter 2 has been published in ‘Macromolecules’ (in collaboration with
Patrick Ilg) [78]. The content of chapter 4 has been submitted for publication (in collab-

oration with Patrick Ilg and Zuowei Wang). The content of chapter 5 has been submitted
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for publication (in collaboration with Patrick Ilg and Martin Kroger).

In chapter 2 we will investigate, by extensive Molecular Dynamics simulations as well
as a simplified single-chain model, the influence of steric hindrance on the dynamic prop-
erties of non-entangled chains in polymer melt due to confining surfaces. Non-entangled
descriptions are also relevant for the dynamic correlations of longer entangled polymers
over a duration of time that is short with respect to a characteristic time, 7, (often termed
the ‘equilibration time’), for which dynamic correlations become aware of topological con-
straints. We extend the Rouse model to also include wall effects, using an additional po-
tential that results from the assumption that chain conformations have reflected random-
walk statistics, as first advocated by Silberberg. Results for end-to-end vector and Rouse
mode correlation functions of chains end-tethered to the surface compare well with those
obtained from Molecular Dynamics simulations of a multi-chain system using the Kremer-
Grest bead-spring model (KG MD). Even though the additional single-chain potential is
parameter-free, we show that the accuracy of the model for surface chains is comparable
to that of the Rouse model for bulk chains. An analytic dumbbell model accurately de-
scribes the longest Rouse mode correlation function of surface-tethered ‘mushroom’ chains

immersed in a polymer melt at low grafting density.

Chapter 2 looks at dynamical behaviour of individual chains in the melt, whereas chapter
3 investigates the behaviour of inter-chain correlations of segmental motions under con-
finement using boundaries with different degrees of roughness on a monomeric scale, and
compares the results to the case using periodic boundaries [24].

The most important conclusion from chapter 3 is that global rheological properties (stress
relaxation) of polymer melts that are confined in a channel are strongly dependent upon
the structure of the surface (the boundary condition). This remains true even when the
dimension of the channel considerably exceeds a characteristic size of the surface structure
(surface roughness).

Systems that are relevant to the industrial application of polymer extrusion will have

interfacial regions that are very narrow compared to their bulk region. However, for

28



CHAPTER 1. INTRODUCTION TO THE RHEOLOGY OF POLYMER MELTS

computational reasons we are limited to simulating channel widths which, although often
defined as ‘weakly confining’, are still no greater than ten times the bulk radius of gyration.
Although the chain conformations in the interfacial region of such weakly confined films
do not differ from the infinite channel limit, the degree of rheological coupling between
different regions of a film is not well understood. Therefore the non-local stress correla-
tions between different parts of a film are also investigated. This chapter sheds light on
the finite-size effects of our simulations and also has relevance with respect to the surface

rheology of thin films and polymer composites with large filler particles.

The success of the non-entangled model investigated in chapters 2 and 3 motivates its
extension to entangled systems via the introduction of slip-springs [94]. Chapter 4 inves-
tigates this model.

First, the dynamics of an entangled polymer melt confined in a channel by parallel plates is
investigated by Molecular Dynamics (MD) simulations of a detailed, multi-chain model. A
Primitive Path Analysis predicts that the density of entanglements remains approximately
constant throughout the gap and drops to lower values only in the immediate vicinity of the
surface. Based on these observations, we propose a coarse-grained, single-chain slip-spring
model with a uniform density of slip-spring anchors and slip-links. In order to evaluate the
value of a theoretical model it is necessary to compare its predictions with unambiguous
dynamical observations using a well defined and physically relevant system. Molecular
Dynamics provides an ideal platform for such observations, in addition to initially mo-
tivating the choice of slip-spring density profile. The slip-spring model is compared to
the Kremer-Grest MD bead-spring model via equilibrium correlation functions of chain
orientations. Reasonably good agreement between the single-chain model and the detailed
multi-chain model is obtained for chain relaxation dynamics, both away from the surface
and for chains whose center of mass positions are at a distance from the surface that is less
than the bulk chain radius of gyration, without introducing any additional model param-
eters. Our results call into question the widely held assumption of a drop in topological
interactions in the vicinity of a surface. We infer from the slip-spring model that the ex-

perimental plateau modulus of a confined polymer melt may be less than a corresponding
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unconfined system even if there is no drop in topological interactions for the confined case.

In chapter 5, we perform non-equilibrium Molecular Dynamics shear-flow simulations of
an entangled polymer melt consisting of flexible linear chains. A steady-state rectilinear
shear-flow is developed by sliding explicit walls with permanently grafted chains in a sim-
ple planar Couette flow geometry. As the channel average shear-rate is increased, a rapid
coil-stretch transition of the surface end-grafted chains is observed. The corresponding
primitive path network properties are investigated, revealing a disentanglement between
surface grafted and non-grafted chains during the coil-stretch transition. Changes in slip
length and surface friction are also measured. Grafted chains develop a trumpet like
conformation at high shear-rates, which correlates with an increased relative density of
entanglements near the free ends, a phenomenon that has already been considered by scal-
ing models. The same mechanisms leading to slip in the investigated system may remain
relevant for polymer melts of much higher (and more experimentally relevant) molecular
weights. Therefore we use the simulation results to examine the predictions and assump-
tions of some existing theoretical models. The conclusions drawn from the simulation
may be used in the future to further develop theoretical models for the surface rheology

of polymer melts.
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Chapter 2

Chain dynamics in a non-entangled
polymer melt confined by a flat sur-

face

In this chapter we employ the Smoluchowski, Brownian Dynamics and Molecular Dynam-
ics (MD) formalisms presented in the previous chapter in order to study the dynamics of
polymer melts near to surfaces. The content of this chapter has been published in Macro-
molecules (with Patrick Ilg) [78]. Some superficial changes have been made with respect
to the published article to allow for thesis integration. In addition, the text refers to some
results that were not originally included in the paper, which are included in appendix B.

Section 2.3 has an updated discussion involving these appendices.

Current interest in polymer dynamics at surfaces can be separated into two general system
categories. In the first category, the size of the region in which chains are influenced by
the surface is comparable to a bulk size. Examples of such systems are polymer melts
or solutions in thin films or narrow pores [163]. Also, systems with filler particles much
larger than the size of polymer coils, and sufficiently high filler concentration, belong to
this category [170, 164]. The global rheological properties will be strongly influenced by
the chain behaviour near to the filler surfaces. Strong confinement occurs when there is no
bulk region and any given chain may interact with more than one surface simultaneously,
leading to different chain statics and dynamics compared to weak confinement, which is

the focus of this thesis, where chains only interact with a single surface and at least the
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static behaviour of chains in the surface vicinity coincides with an asymptotically wide
channel.

In the second category, the only chain bounding surface lies at the system extremities,
and the boundary layer is small compared to the bulk dimension. Then surface chain
behaviour is relegated to a dynamic boundary condition, as discussed in 1.0.4, which can
be important for shear flows [15, 158].

For high molecular weight melts or dense solutions, a likely surface effect will be a change
in the behaviour of entanglements. At the time of writing, investigations into the dynam-
ics of entangled polymers in interfacial regions have concentrated on using equilibrium
Molecular Dynamics simulations [63, 146, 157] to find an ‘entanglement molecular weight’
parameter as a function of position relative to the surface. Theories for entangled poly-
mers are typically built upon the Rouse model [140], which in addition to low molecular
weight systems, describes the dynamics of long entangled polymers on short time-scales
before they are aware of the topological constraints formed from neighbouring chains. It
is therefore to some degree fundamentally important to investigate how the non-entangled
dynamics change near to surfaces, in order to identify the corresponding changes in entan-
gled dynamics and the crossover between the two regimes. Therefore before investigating
entangled dynamics at surfaces in chapter 4, the purpose of this chapter is to investigate
the corresponding non-entangled dynamics.

In addition to entanglements, many recent Molecular Dynamics studies of surface chain
dynamics have been motivated by experimental observations that the glass transition tem-
perature can change near to a surface [152, 80, 120, 175, 165, 151]. Both atomistically
detailed [152, 80, 175] and coarse-grained [165, 151] simulation models have been used.
Methods of investigation include probing changes in Rouse mode correlation functions or
monomer layer occupation survival functions [175, 165], and observing rates of diffusion
parallel to and normal to the surface [165, 151]. A quite comprehensive review of older
work was made by Mischler et al. [120].

In atomistic models, microscopic details not present in the coarse-grained descriptions,
such as torsional potentials, may influence the particular wall interaction. However, even

coarse-grained models, such as the Kremer-Grest Molecular Dynamics (KG MD) [81] poly-
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mer melt model that we investigate in this work, may conserve important dynamic mech-
anisms occurring over the length scale of a single coarse-grained bond, whose strength
depends on the particular choice of surface interaction and the parameters used in the
interaction potentials. One such example which could be important at temperatures ap-
proaching the glass transition is ‘layer-exchange dynamics’, [175] occurring between the
identifiably ordered monomer layers induced by smooth surfaces [159]. A recurrent issue
which we aim to settle is the distinction between such microscopic surface effects, which
depend strongly on chemical detail, and larger scale dynamics which are universal for all
flexible polymers. Chain relaxation at long time scales is entropic in origin and depends
more generally on how global chain orientation statistics differ near to a surface due to
steric hindrance.

It has already been identified that the conformations of chains near a flat confining surface
in a wide channel using the KG MD model are reasonably well described using reflected
random walk statistics [144]. In this chapter we construct a modified-Rouse model for the
Brownian dynamics of reflected random walks which reduces to the Rouse model in the
bulk. Within this model we explore the dynamics of chains that are either end-tethered
at the surface, or non-tethered but in the proximity of it, and compare the results with
those of the KG MD model.

We also consider how the inaccuracies of the Rouse model crossover to the modified-
Rouse model. In recent years it has become more clear for exactly which observables
and to what extent the Rouse model gives accurate predictions for general polymer melt
systems [51, 111, 125, 126, 72]. A joint experimental and simulation study of a CjooHage
melt revealed deviations from the Rouse prediction for the dynamic structure factor in the
high momentum transfer end of the considered spectrum [126], corresponding to the first
three Rouse modes. In the simulation portion of the same study, correlation functions
of even the longest Rouse modes displayed stretched exponentials, instead of the single
exponential modes predicted by Rouse. Despite such discrepancies, the Rouse model can
reasonably describe the bulk linear stress relaxation function of a wide variety of non-
entangled polymer melts when the effects of glassy modes are taken account of [51].

The Rouse model assumes the validity of Flory’s hypothesis [53], which states that in the
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melt, chain orientations satisfy random-walk statistics. Wittmer et al. [171, 172] have de-
scribed theoretically how the correlations of bond vectors within melt chains decay more
slowly along the chain contour than predicted by Edwards. [39]. Resultantly, even in
bulk there are non-negligible deviations from Gaussian statistics up to length scales which
may extend into the entanglement regime, as is the case for the KG MD model. There
have been attempts to understand the relative success of the Rouse model despite this
observation [50]. In turn, the accuracy of other key Rouse assumptions have been consid-
ered: screening of hydrodynamic interactions [47, 48], and the ‘phantom-chain’ picture in
which topological interactions between neighbouring chains are neglected [95, 49]. Under
strong confinement, approaching the two-dimensional and one-dimensional limit in poly-
mer films [145, 27] and nano-tubes [90] respectively, the Strasbourg group and co-workers
have demonstrated much stronger deviations from ideality. These papers have shown that
for ultra thin films of width comparable to a chain ‘blob’ length, there is a logarithmic
correction to the surface parallel chain dimension. Correspondingly it may be conjectured
that a similar correction may occur in a wide channel for chains whose centre of mass falls
within a single blob length from the surface. In this work we find that short flexible chains
near to the surface are only weakly swollen in the surface parallel direction, and that this
effect also has a contribution from a weak nematic interaction which occurs even for the
‘fully-flexible’ KG MD model. Although the ratio of confined radius of gyration to bulk
radius of gyration is an increasing function of chain length in the surface parallel direction
[27], in weak confinement the distance from the surface to the centre of mass of surface
chains scales with the bulk radius of gyration [144]; therefore in wide channels corrections
to ideality near the surface may be of even less importance for longer chains.

The multi-chain ‘soft MD’ model, which allows bond crossings and therefore explicitly
satisfies the phantom-chain picture of the Rouse model, has been shown to fail to match
the Rouse prediction for mid-bead mean square displacement [96]. In the same work, the
more realistic KG MD model, which does not allow bond crossings but has very simi-
lar conformation statistics to soft MD, showed improved agreement. This suggested that
topological interactions play a dynamical role even before the onset of the entanglement

regime, which for certain observables may even improve agreement with the Rouse model.
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In section 2.3 we compare results for mid-monomer and centre of mass mean square dis-
placement near the surface using the soft MD and KG MD models.

This chapter is organized as follows: in section 2.1 we review the structure of the Rouse
model and the ideas of Silberberg relating to the conformations of polymer chains in melt
at a surface. These ideas motivate a modification of the Rouse model to include surface
effects. We shall be interested primarily in the behaviour of the resulting model for chains
consisting of a large number of bonds, analogous to the continuous Rouse model, which
may be compared with the behaviour of reasonably long but non-entangled KG MD chains.
Generally, the modified-Rouse model is solved numerically, although the longest relaxation
behaviour of a surface-tethered chain is accurately modelled using a dumbbell, tethered
by one end to a reflective surface. We derive an analytic expression for the end-to-end
vector correlation function of the dumbbell in the wall normal direction. We show that
the functional form of the dumbbell end-to-end vector correlation function closely matches
the first Rouse mode auto-correlation function of a chain consisting of many bonds, and
that the correspondence between the two functions matches that of the standard analytic
Rouse model, applicable to chains without boundary constraints.

In section 2.2, the modified-Rouse model is compared to KG MD, via the end-to-end vector
and individual Rouse mode (mode numbers p > 0) correlation functions of surface-tethered
chains. We investigate chain lengths spanning the non-entangled regime (comprising 32,
64 or 128 bonds). Whilst we find that the choice of thermostat friction constant has little
effect on the end-to-end correlation function, which is dominated by the longest Rouse
modes, Farago et al. [47, 48] have shown that the zeroth Rouse mode, i.e., the centre of
mass motion, deviates strongly from simple diffusion at times shorter than the Rouse time,
and is strongly dependent on the coupling between chain elasticity and hydrodynamics.
In section 2.3 we show that the surface parallel component of the zeroth mode motion
has an enhanced diffusion rate in the presence of a perfectly smooth flat surface. Final

conclusions are made in section 2.4.
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The Rouse model with a reflective boundary

condition

A simple class of single-chain model assumes that the dynamics of a polymer chain, con-
sisting of NV + 1 connected beads, may be described via a set of N + 1 Langevin equations,

which without external force are of form (from 1.2.2):

dR; & ouU i TX 0o
. <_ o (t)) 3% on B, (2.1)

fori=0,1,..., N. The position vector of bead 7 is denoted by R;. In this work we consider
such a model of a single polymer chain in a channel bounded in only one direction such
that y.,1 < ¥; < Yw2, where the positions of the channel walls are denoted by ¥, and
Yw2; We resolve R; into surface normal and surface parallel components, R; = R; | + €.,
where €, is the wall normal direction unit vector.

In the case of the Rouse model, the assumption that hydrodynamic interactions are

screened led to a simple form for the mobility tensor:

H = (2.2)

This assumption is usually considered valid for the melt or concentrated solution. f7(t)

is then a Gaussian white-noise random variable:

(fi(t) =0

2.3
<f{(t)fj’."(t’)> — 2TE5(t —t')6;;L (2.3)

The equilibrium probability distribution of a given set of bead positions specifying a sys-
tem state is related to the potential U by eqn (1.33).

As discussed in the previous chapter, using the assumption that sub-segments of polymer
chains satisfy Gaussian statistics on all length scales, Rouse found a harmonic potential
acting between beads, eqn (1.34). In this chapter we investigate whether the assumptions

of the Rouse model are equally accurate near the surface. Namely that:
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1. Hydrodynamic interactions are screened: beads experience isotropic friction, eqn (2.2).
2. Time dependent topological constraints are not considered.

Under these assumptions, eqns (2.1), (2.2) and (2.3) remain valid, but with a modified
potential U, corresponding to a different probability distribution of segment orientations.
We determine the modified potential by requiring that the equilibrium probability distri-
bution corresponds to a random walk with a particular boundary condition. Crucially, any
such model reduces to the Rouse model far from surfaces. In 1982 Silberberg advocated
that the reflective boundary condition is appropriate to describe melt statistics at a flat

surface [148].

Silberberg’s hypothesis: surface chain conformations are

reflected random walks

Silberberg’s hypothesis is an extension of the Flory hypothesis [53] for polymer melts at a
flat surface. As a result of the effective incompressibility of the melt state, the monomer
density remains almost uniform up to an interface. Silberberg argued that since monomers
experience an isotropic environment right up to the surface, Flory’s argument should hold
equally well in this region. Then the probability distribution for the orientation of a chain
bond near (but not in direct contact with) a flat impenetrable surface is identical to the
bulk distribution, having no preferred direction.

In the simplified case of a random walk lattice chain model, the hypothesis means that
locally the polymer melt at a flat surface looks the same as the unconfined melt. The
only difference being that steps beginning at the surface are constrained to move away
from it, therefore satisfying reflective boundary conditions. Silberberg showed that a
method of images like conformation swap procedure conserves the unconfined segment
partition function and respects the boundary constraint. Since the random walk uncouples
in directions parallel and normal to the surface, the conformation swap only affects the
wall normal probability distribution.

Sussman et al. [157] have noted that the conformation swap procedure of Silberberg may

be generalized to the case of chains bounded by two surfaces in a channel of width L..
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The total partition function (number of walks) of a chain with fixed start position inside
the channel is conserved irrespective of the channel width, as must be the case under
reflective boundary conditions. If the 7th segment is near to one of the surfaces, and we
allow the channel width to go arbitrarily large, L. — oo, the probability weight for the
wall normal end position of the segment, y;, under the conditions of segment start position,
yi—1, and wall position, y,, reduces to the form found by Silberberg, given by a sum of

two unbounded walk weights (in the continuous limit):

P(yi’yiflayw) = P<yi|yi71> + P(§i|yi71)

_ 1 exp [ — (i — Y1)’ i 1 exp [ — (% — yi-1)’ (2:4)
V212 2012 V2o 2 20,2

where 7; is the surface reflected end position ¥; = yw — (¥; — ¥w), and 012 = b?/3. In
appendix A.1 we find eqn (2.4) directly by solving the formal boundary value problem

with a pair of reflective boundaries in the limit L. — oc.

Modified-Rouse potential

We propose a potential for eqn (2.1) when a chain segment is close to a flat impenetrable
surface in a wide channel, using eqn (2.4) and the general relation, eqn (1.33). The final
potential comprises the Rouse potential, eqn (1.34), and an additional term due to the
surface which depends on the set, {y¥ 1}, of bead positions in the wall normal direction,

relative to the surface position:

N
U({RN+1}) = URouse({RN+1}> + Z A(yu Yi—1, yw) (25)
i=1
where the additional term is:
2 T Yw i—1 — Yw
A(yi, i1, Yyw) = —T'log (1 + exp (— (v: =y )Jf‘g 1Y )>> (2.6)

Woo et al. [173] similarly derived a potential using absorbing boundary conditions. Ab-

sorbing boundaries are considered appropriate for an ideal polymer chain in dilute solution.
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The reader is referred to appendix A.2 for a derivation of the resulting potential in both
cases.

If the channel width, L., is very large compared to the characteristic chain segment length,
b, the contribution to the partition function corresponding to segment conformations which
are reflected at both surfaces is negligible. This is certainly the case for the weakly confined
simulations that we study in this work; therefore we neglect the finite channel corrections
[157] to eqn (2.4) and use a system potential consisting of two wall interaction terms of

the form given in eqn (2.6), corresponding to the two surfaces.

Single chain (modified-Rouse) model numerical scheme

Using the potential given by eqn (2.5), adapted to a system with two parallel walls, we
solve the set of equations (2.1), (2.2) and (2.3) numerically, using a two-stage predictor-
corrector algorithm for the conservative force, the simplest Euler scheme for the random

force [182] and reflective boundary conditions. The algorithm is:

_ At 2T At
R;(t+ At) =R;(t) + —£/(R(¢)) + n,
$ N $ 2.7)
R;(t + At) = Ry(t + At) E(f;(f{(t + At)) — f(R(1)))
where f(R(t)) = —%P:H})L is the conservative force, and n; is a normally distributed

random vector with unit variance in each direction. If the particle crosses a boundary
its position is reflected in the boundary plane. We are aware of numerical errors in this
scheme and more advanced algorithms have been proposed [128]. For the present case, we
have confirmed convergence of the numerical scheme, and validated agreement with static
and dynamic analytic results where available. In the bulk, the natural length unit is b.

We find the shortest natural time unit, 7, from the bead diffusion for very small ¢:

_

- (2.8)

Th

Accurate results are found using a time-step At = 7,/10. Smaller time-steps yield nearly

identical results.
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Mapping to the single-chain (modified-Rouse) model

While a number of detailed studies on coarse-graining interacting many-chain systems
exist [124], much less is known about mapping a many-chain system to an effective single-
chain model [67]. In order to investigate the usefulness of the modified-Rouse model for
describing polymer dynamics of non-entangled melts near surfaces, we study two multi-
chain bead-spring ‘fundamental’ models as references; both described in more detail in
section 2.2.

We restrict ourselves to fundamental systems with chains containing an even number,
n, of bonds, such that we can define a mapping ratio m : 1 to the modified-Rouse model
comprising N = n/m bonds and N+1 beads, where m is a divisor of n. The only constraint
within our mapping is that we pick b such that the chain mean square end-to-end distance

matches the fundamental model in the bulk:

<'U/bulk2>

b:
N

(2.9)

where <ubulk2> is the mean square end-to-end distance of bulk chains within the fundamen-
tal model using periodic boundaries. Then the degree to which other system observables,
such as more general internal square distances, are successfully mapped, depends upon
the accuracy of reflected random walk statistics on all length scales. Results presented
in section 2.2 will test the extent of this agreement. Within the modified-Rouse model
we keep T" = 1. This leaves two unknown parameters in the model: the mapping ratio
m which decides N, and the friction coefficient £. These two parameters are chosen from
the best simultaneous fit of the auto-correlation functions of the longest Rouse modes of
surface-tethered chains. For a more systematic derivation of single-chain friction coeffi-
cients using projection operator techniques, see e.g. Akkermans et al. [7] and Ilg et al.
[66].

Before mapping the fundamental models, we first investigate the general dynamical be-

haviour of chains end-tethered at the surface using the modified-Rouse model.
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Dynamics of the modified-Rouse model

For a chain connected by harmonic bonds, the dynamic equations of the Rouse normal
coordinates (modes) uncouple for all possible chain conformations. However, for such a
chain experiencing confinement, the real space description of dynamics cannot be replaced
by uncoupled Rouse modes, since they are effectively coupled via the boundary conditions.
We are left then with a complicated system of coupled equations and boundary conditions
even without the additional potential, eqn (2.6). Despite this, the Rouse mode corre-
lation functions remain important general observables, since they describe the decay of
chain structure correlations with characteristic segment number ‘wavelength’ m,, ~ 2N/p,
where p is the mode number. All correlation functions which depend solely on chain bond
orientations can be written as a function of Rouse mode auto- and cross-correlation func-
tions. Should the mapped modified-Rouse model predict these correlation functions well,
all orientation correlation functions must be well described.

In a different approach to Vladkov et al. [165], in which Rouse mode analysis was per-
formed over a limited time duration on free chains binned from chain positions in the
channel at t = 0, we first investigate the dynamics of chains which have a constraint
keeping them in the surface region for all time. We choose to make the constraint by
fixing one of the end beads at the surface. Surface-adsorbed chains themselves strongly
influence rheological properties [168, 149]. In section 2.3 we use a similar binning method
to Vladkov et al. to investigate the mean square displacement behaviour of free chains at
different points in the channel.

We analyse the orientational relaxation of the surface-tethered chains in terms of the
normal modes of unbounded Rouse chains with one end fixed. These coordinates differ
slightly from those usually referred to by ‘Rouse modes’ (this term is usually reserved
for the normal modes of Rouse chains with free ends), and are derived for finite N in A.

Likhtman’s short course: ‘Entangled Polymer Dynamics’: [93]

L SR (Fe=1/2)
X”_N+1/2ZRJ < N +1/2 ) (2.10)

Jj=1
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For simplicity we refer to the set of coordinates, X,,, as ‘Rouse modes’, to emphasize that
they correspond to the normal modes of tethered chains within the Rouse model.

We now show that the functional form of the longest Rouse mode correlation function
within a modified-Rouse model of a surface-tethered chain can be accurately modelled by

an analytic dumbbell model.

End-to-end vector correlation function of a surface-tethered

dumbbell

The dynamics of the modified-Rouse model uncouple in Cartesian coordinates providing
that one axis coincides with the surface normal direction. Since the dynamical equations
in each parallel direction coincide, we define dynamic functions for directions normal, 1,
and parallel, ||, to the surface. In this chapter, when we label functions using the subscripts
1 and ||, this always refers to functions of surface-tethered chains unless otherwise stated.
The end-to-end vector correlation function is an experimentally accessible observable for
type-A dipolar polymers, being proportional to the correlation function of the chain electric
dipole in this case. For end-tethered chains, in the « direction it may be generally written

in terms of the Rouse coordinates, eqn (2.10), as: [93]

(ua(t)ua(0)) =4 > (—1)P"cos

p,g=1

m(p—1/2) m(qg—1/2)
(o)) o (3 173} ) Boa0Xs000)

(2.11)

where u, are components of the end-to-end vector. We define a normalized end-to-end

vector correlation function with respect to the mean in each direction:

Bty — {(talt) = (1)) (0 0) ~ 1)) 212

(u2) = (ua)®

For a dumbbell, the normalized end-to-end correlation function, ®gp 4(t), coincides with

the first normalized Rouse mode auto-correlation function, A; ,(¢). The A, (t) are:

{(Xpalt)

B <Xp,a>) (Xp,oc(o) B <Xp,a>)>
<Xp,a2> e (2.13)
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Within the modified-Rouse model for an end-tethered chain, the surface normal component
of the end-to-end vector is described by a half Gaussian distribution where the first two

moments are:

i (2.14)

where u) is a component of the end-to-end vector in a surface parallel direction. Resul-
tantly, in the case of a surface-tethered dumbbell, the corresponding potential has a simple
harmonic form and therefore corresponds to an Ornstein-Uhlenbeck process [39, 182] with
a reflective boundary at the potential minimum. For details of the analytic solution of
the end-to-end vector correlation function of this dumbbell model, ®g4y, | (t), we refer the

reader to appendix A.3. The final expression is:

1 __t 1 Lt 2t
Dap, 1 (t) = 21 (arctan (e Tdb, | %) e "I 4\ 1 —e Tl — 1) (2.15)

1—¢ 7db

where 7qp, is the relaxation time of ®gp () which is simply the standard Ornstein-

Uhlenbeck process position correlation function.

Regimes of ®q, (1)

Expanding the dumbbell end-to-end vector correlation function to leading order around

t = 0 gives:

b? t 202
Uqp 1 (t) — (Uab.1)) (Uap,1 (0) = (ugp 1)) =~ = |1 — — | — —
(g (8) — (1)) (tam 1 (0) — (ua ) 3( ) 2 .

~ <Udb,||(t)Udb,||(0)> — (tan,1)”

so that in the limit ¢/7qp | — 0 (Pap, () is not analytic at ¢ = 0), the derivative of the
dumbbell end-to-end vector correlation function in the wall normal direction is identical
to the parallel direction. The dumbbell relaxes as if it were in the unbounded direction,

since it has not yet interacted with the surface.
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Figure 2.1: Comparison of ®g;, | (t), eqn (2.15), with its long time asymptotic expansion,
eqn (2.17), and numerical solution.

For exp(—2t/7qap,|) < 1, expanding eqn (2.15) in € = exp(—2t/7qp,) to leading order gives:

1 2t
d t) ~ e 2.17
()~ e (-2 ) 2.17)

In figure 2.1, eqn (2.17) is compared to the exact form, eqn (2.15), revealing that for
t 2 Tan,/2, Pab,1(t) is well approximated by a single exponential with relaxation time
Tab,|/2- In the intermediate regime between eqn (2.16) and eqn (2.17), there is a stronger
decay, well described by a power-law, ®q, | (t) oc 1/+/2.

In addition, figure 2.1 compares the analytic and numeric solutions for ®gqp, | (¢). This

presents one validation of our numerical Brownian dynamics method.

Correspondence between g, | (t) and A | (t) (for N — o0)

For the modified-Rouse model the Rouse modes completely uncouple parallel to the sur-
face, so that the functions A, (¢) remain single exponential irrespective of N [93]. Since
for a dumbbell we have: ®gpo(t) = Aj4(t), for N — oo, Ay (t) matches gy, (L) ex-
actly providing we use the correct correspondence between the bead friction coefficient in
each model: £ — &g, (In addition to matching the mean square end-to-end distance of
the dumbbell and the chain) where &g, is the corresponding free bead dumbbell friction.

This correspondence is found from equating the longest relaxation times of the models:
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Ti,| = Tab,|- For an unbounded end-tethered Rouse chain, the expression for the mode
relaxation times are [93]:
& (2.18)
Tp,| = o (7(p—1/2) .
12T sin (2(ﬁ+1/2))

For N >> 1, the longest relaxation time 7y | is well approximated by its limit 75 (N — 00):

AEN?D?
TR7|| = 37_(_72]7 (219)

Equating 7 | with the corresponding relaxation time for a fixed dumbbell gives the limiting

relation between & and Eg,:
4EN

2

£ab = (2.20)

Then if the same correspondence applies in the wall normal direction, the asymptotic ratio
of longest relaxation times in directions normal and parallel to the surface, must match

the dumbbell ratio which we already know:

1
TRL _ TdbL _ 1 (2.21)
TR Tab| 2

Figure 2.2 compares A, | (t) for a modified-Rouse chain comprising 32 bonds with the ana-
lytic solution of ®qp 4 (t), eqn (2.15). The time axis is normalized assuming the relationship
eqn (2.21), where 7y is given by eqn (2.18). As for the parallel direction, described by
standard Rouse theory, the large N converged behaviour of A; | (t) is reached by N ~ 32.
In appendix A.4 we explore the convergence of @, () as more bonds are used to model a
chain.

Figure 2.2 implies that the asymptotic relation, eqn (2.20), remains appropriate in the
wall normal direction, and that the form of A, (¢) is very close to being conserved from
a dumbbell to a chain consisting of many bonds. Specifically, we see the same power-law
crossover from the initial decay, eqn (2.16), to the final single exponential behaviour, eqn
(2.17), with relaxation time very close to half that of the unbounded case.

For intermediate modes we see the same qualitative behaviour: for modes p = 2,3, A, | (t)
(plotted and compared with the KG MD model in section 2.2) may be fitted to the form

of the dumbbell end-to-end correlation function reasonably well, although at very long

45



CHAPTER 2. CHAIN DYNAMICS IN A NON-ENTANGLED POLYMER MELT CONFINED BY A FLAT SURFACE

o 917
=
0.01 — — N\
0.01 0.1 1 10
t/c'

Figure 2.2: Comparison of the analytic solution of ®qy, | (), eqn (2.15), with A; , (¢) using
a chain of 32 bonds within the modified-Rouse model. We assume 7 | = 71/2.

times there are stronger deviations from the single-exponential form. The faster modes
mostly decay without interacting with the surface, and therefore we see a return to the
unbounded behaviour for A, | (t); p > 1. Resultantly, the mode relaxation times in the
wall normal direction approach those of the wall parallel direction for p > 1. From eqn
(2.18), taking N — oo, the relationship between successive mode relaxation times in the

parallel direction becomes:

ol _ (P 1/ (2.22)

Tt (p—1/2)2

In figure 2.3 we compare the first six Rouse relaxation times in the wall parallel direction,

Tp,|, found from eqns (2.19) and (2.22), with the corresponding relaxation times in the
normal direction, 7, |, which are found by fitting the functions A, , (t) to a single expo-
nential using the Reptate software [133]. The relaxation times, 7, , are found using a
modified-Rouse model consisting of 256 bonds. For this chain bond number and p < 7,
7y, has effectively asymptotic behaviour: eqn (2.22). Figure 2.3 shows that already at
p=4, 71 /7 >0.9.

In appendix A.4.1, the behaviour of the Rouse mode cross-correlation functions is inves-

tigated. Contrary to the unbounded Rouse model, cross-correlations do not vanish in the
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Figure 2.3: The ratio, 7, 1 /7, of relaxation times of the first six Rouse mode correlation
functions for a chain end-tethered to the surface (N = 256), using the modified-Rouse
model.

modified normal direction. Although non-negligible, the influence of cross-correlations is

small. Resultantly A, | () still dominates the terminal behaviour of @, ().

Comparing the modified-Rouse model to multi-chain
models

The purpose of the following two sections is to compare the modified-Rouse model with
interacting multi-chain models which are coarse-grained descriptions that nevertheless
exhibit the most important features of flexible polymer melts at the time and length
scales of interest. The primary model we will use is the well-studied KG MD model
[81]. This model has the realistic characteristic that bonds may not cross one another.
We also investigate a second model, soft MD, which comprises soft bonded and non-
bonded potentials, with parameters chosen such that, in the bulk, the mean square internal
distances along a chain, <(7°, — rj)2> /|i— 7|, match almost exactly those of KG MD; whilst
simultaneously allowing bond crossing events. Making a comparison between these two
models may help to elucidate the importance of chain topology in dynamics. The soft MD

model has previously been used to examine the effect of entanglements on chain orientation
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coupling [24], and as a means for faster equilibration of KG MD systems [22]; details of
soft MD and the parameters we use are given in these references. All MD simulations with
confinement use periodic boundaries in the & and 2 directions and reflective boundaries
in the g direction, whereby particle positions and velocities are reflected if they pass
the surface plane. The box dimensions in the periodic directions were set as L., L, ~
2y/(upuk?). In order to test against finite periodic box dimension effects, some simulations
were doubled in size by cloning all polymer chains and displacing the cloned chains by
L,, then resetting the box dimension in the & direction to 2L,. After re-equilibration, the
larger systems showed no significant deviation from the original ones in typical static or
dynamic observables. Bulk simulations use periodic boundaries in all directions.

The KG MD model consists of Lennard-Jones (LJ) beads connected via a FENE bonded

potential:

Uni(r) =4e((o/r)? = (o/r)* + 1/4), 1[0 <2/

—KQR% log (1 — (T‘/RQ)Q)

UFENE(T’) =

where the FENE parameters are Ry = 1.50 (corresponding to the maximum bond exten-
sion) and K = 30¢/0? (spring constant). o is the LJ bead radius and ¢ is the LJ energy.
The shortest natural time unit is set by the Lennard-Jones potential: 71; = \/o2my, /e,
where my, is the bead mass. The LJ potential we use is purely repulsive, corresponding
to a cut-off at 2/65. The temperature is maintained via a Langevin thermostat. In all
plots, unless otherwise stated, we use a thermostat friction constant &yp = 0.5my /11y
at T" = e. This is the most common value for the friction constant in the literature
[81, 101, 62, 144, 11]. Under these parameters the maximum time-step implemented
is At = 0.0127; using periodic boundaries and At = 0.017; using reflecting bound-
aries. Correlation functions generated using a smaller time-step produce negligibly dif-
ferent results. We also present some results using a much weaker friction constant,
&vwp = 0.05my /711y, in order to explore the influence of momentum conservation on the
dynamics. For the lower friction constant we use At = 0.0027y,;. We have verified that a

uniform temperature profile is maintained across the channel under these conditions. Lit-
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tle difference in dynamical behaviour is found if {yp is reduced beyond {yp = 0.05my, /715
for all observables considered, using chains with n = 64 bonds (appendix B.2 makes fur-
ther comparison using a yet lower friction constant). For the chain lengths of interest, the
larger, most standard friction constant, {up = 0.5my, /71y, is itself an intermediate value
for which there remain non-negligible effects due to inertia. Our comparison between
the high and low friction cases is therefore not a comprehensive study of the influence of
momentum conservation on the chain dynamics near surfaces, but should be sufficient to
observe the main trends. Importantly, for soft MD the dimensionless friction constant we
use is close to the high friction KG MD value.

The equations of motion are solved using the Verlet algorithm [9]. We calculate all corre-
lation functions using the multiple-tau correlator code developed by Ramirez et al. [136].
For the mean square displacement observable the block averaging is not performed, in

order to avoid all systematic error.

Molecular dynamics equilibration procedure

Within this work, all chain lengths (except n = 128) are below the threshold at which
entanglement effects become important in the bulk [81, 96], which greatly reduces the time
of equilibration. Free chains are initially placed in the simulation box with random start
positions. The other beads are then grown with mean equilibrium bond length and bond
angles that correspond closely to the equilibrium distribution. Tethered chain orientations
are similarly generated, but the start beads are ordered into a periodic face-centred cubic
lattice with Miller indices: (111). An example system snapshot including tethered chains
is given in figure 2.4. The interaction potentials are gradually turned on (‘push-off’) over
a single Lennard-Jones time unit [11]. The boundary condition leads to a small increase in
density at the surface relative to the channel centre. The initial volume is estimated such
that the density in the middle of the channel is close to the melt density, p = 0.850~3, that
we use for simulations with periodic boundaries in all directions. Then, during a second
equilibration step, the simulation box is affinely compressed or extended very slowly until
the middle channel density reaches 0.85 £ 0.0010~3. This equilibration step is typically

quick, since the initially chosen density is itself very close to the desired value. The
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Figure 2.4: A typical simulation box snapshot for the surface-tethered system. Left: all
chains included. Right: only surface-tethered chains shown.

simulation then runs for several longest system relaxation times before any observations
are made. The mean square internal distances are also monitored as a means to check

that the systems are well equilibrated.

Mean square internal distances

Sarabadani et al. [144] have already compared the static behaviour of an almost identical
KG MD variant to the one we use, with reflected random walks, including the cases of
attractive and repulsive surface interactions. Their results were in agreement with those
of Skvortsov et al. [150], who compared the Self Consistent Field (SCF) calculations of a
wall tethered chain immersed in a melt at different wall-fluid interaction strengths. The
results confirmed that static properties of a melt at a surface are largely unaffected by
changes in boundary interactions. All cases universally agreed well with a single-chain
under critical conditions, of which there are analytic expressions for bead density profiles
[43]. The MD simulations did however reveal some deviations from the Silberberg picture:
the entropic surface interaction of chain ends [108] is not described, and the mean field
description cannot take into account the surface induced ordering of monomers [159].

We now present some additional static results for the multi-chain models, which show that
the dominant deviations from reflected random walk statistics at the surface are similar

to known deviations from random walk statistics in the bulk [171].
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In figure 2.5 we plot the wall normal component of the mean square end-to-end distance
of chain sub-segments consisting of m bonds, such that at least one end be a distance y
from the surface, which we refer to as (u,,  *(y)). For reflected random walks, the internal

distance profile is [148]:

M =1- <4y> exp(—v?) + 4v%(1 — erf(v)) (2.23)
(u2,1(00)) VT
where v = y/1/20,,2 is a characteristic dimensionless distance and ¢,,> = (mb?)/3. Figure
2.5d shows that if we map KG MD and soft MD multi-chain models to a reflected ran-
dom walk, such that the mean square end-to-end distances match in the bulk, they also
match closely across the whole channel. Agreement between soft MD and KG MD for the
chain internal distances remains good at all points in the channel and at all length scales
({1 %(y)) for m = 8,16, and 32 are plotted in figures 2.5a, 2.5b, and 2.5¢ respectively).
The most notable difference between the two models is that soft MD has smaller wall
normal mean square end-to-end distances for segments with ends very close to the surface.
Across the channel, the mapped reflected random walks tend to predict larger mean square
internal distances than are found for sub-segments of multi-chain models, since segments
are progressively more swollen as the bond number increases. However, at around v =1,
the reflected random walk end-to-end distances approach, and actually become slightly
smaller than the corresponding multi-chain model values. That upon approaching the
surface the internal distances of the reflected random walks decrease at a faster rate com-
pared to the real chain segments they are mapped from, can be understood easily; they are
more extended and therefore more likely to come into contact with the surface, reducing
the end-to-end distance. The oscillations that are apparent for short segments are associ-
ated with the wall ordering phenomenon influenced by our choice of boundary condition
[159]. We have performed additional simulations using lattices of Lennard-Jones beads
acting as an explicit boundary. Increasing the roughness of the lattice reduces surface
ordering of monomers. At the density in question, p = 0.85072, we find that the degree
of bead ordering has no significant effect on chain dynamics near to the surface for all

observables considered in this section. However as will be discussed in section 2.3, the
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Figure 2.5: Comparison of KG MD with the mapped reflected random-walk prediction,
eqn (2.23), for mean square internal distances, (u,,12(y)), as a function of the reduced
distance v = y/v/20,,2, where y is the distance from an end bead to the surface, for sub-
chains consisting of m bonds. a) m = 8, b) m = 16, ¢) m = 32, d) m = 64. The chains
consist of n = 64 bonds.
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Figure 2.6: Complete chain mean square end-to-end distance in the surface parallel direc-
tion for chains with one end at distance y from the surface. v = y/v/20¢4%. Red: soft MD,
black: KG MD. The chains consist of n = 64 bonds.

degree of roughness does influence centre of mass motion. Chapter 3 also demonstrates
that surface roughness influences global film properties via cross-chain correlations.
Sarabadani et al. [144] have also shown that surface chains become swollen in the surface
parallel direction. We find that in the surface parallel direction the mean square end-to-
end distance of complete KG MD chains comprising n = 64 bonds is around 10% larger for
chains beginning with one end at the surface, compared to bulk chains, as shown in figure
2.6. The chains do not appear swollen in the perpendicular direction at the surface (fig-
ure 2.5); in fact, the end-to-end dimension is slightly shrunk with respect to the reflected
random walk prediction. This suggests that the surface induces a weak nematic chain
alignment which we investigate in appendix B.1. For soft MD chains the corresponding
swelling and contraction effect is slightly more pronounced.

We are also interested in systems with identical chain properties and architecture but
which are subject to constraints. These are our tethered chain systems, whose micro-
states coincide with a sub-ensemble of the confined free-chain system, whereby there are
chains with an end-bead fixed at regular lattice sites on the reflective surface. Figures
2.5a-c includes a comparison of (u,, ;*(y)) for free and tethered chains, within a system at

surface grafting density of end-tethered chains, p, = 0.65p7, where we define an approx-
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imate ‘overlap density’, py, which gives correct scaling for the grafting density at which

neighbouring tethered chains begin to interact and stretch:

1
= 2.24
Py <ubulk2> ( )

The grafting density we use is sufficiently low such that the square internal distances
of both the tethered and free chains almost exactly coincide with the completely free
chain system. We therefore expect very similar dynamical behaviour of tethered chains
compared to free chains with one end bead at the surface.

The free chain system used a smaller channel height of 31/ {upu2), compared to 44/ (tUpu?)
for the tethered system. This increases computational speed and only leads to a very small
difference in the mean square end-to-end distance of the complete chain in the middle of
the channel (figure 2.5d). For channel heights smaller than 3,/(upu?), there is no bulk

region and the surface chain behaviour begins to deviate from weak confinement.

Rouse mode correlation functions of surface-tethered chains

We map to the modified-Rouse model from surface-tethered chains immersed in a free
chain matrix using the KG MD system. Both free and tethered chains consist of the same
number, n, of bonds. The two free parameters, m and £, are determined by ensuring the
best simultaneous agreement between the models for the first four Rouse mode correlation
functions, A, | (t);p = 1,2,3,4, of the tethered chains, which are plotted in figure 2.7a.
For n = 64, at grafting density p, = 0.65p}, we find m = 2 and {/m = 22my, /75, where
the mapping ratio is m : 1. The longest parallel tethered-chain Rouse time may then be
defined in Lennard-Jones time units as, e.g. for n = 64:

4(§/m)n (u?)

s~ 202007 (2.25)

TL|| ~

Using this mapping, A; (¢) is very well matched between the models. As the mode
number increases, the corresponding correlation functions in the KG MD system gain

stronger stretched exponential behaviour, but the dominant contribution is universally
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Figure 2.7: For chains consisting of n = 64 bonds and mode number p = 1, 2, 3, 4 from right
to left. Open symbols and lines correspond to the KG MD model and mapped modified-
Rouse model respectively. a) First four Rouse mode correlation functions, A, | (t), eqn
(2.13), in the surface normal direction, for surface-tethered chains at grafting density
pg = 0.65p;. b) First four Rouse mode correlation functions of free chains, using periodic
boundaries for the KG MD model, compared to the analytic Rouse model. Filled squares
correspond to KG MD using the reduced friction, {yp = 0.05my, /71,5, plotted in reduced
time units, Trequced = 0.86713.

well described by the modified-Rouse model. In figure 2.7b we see the same behaviour for
free chains in periodic boundaries, using correlation functions of the Rouse modes of free
chains, and the same mapping parameters as for the fixed chains. Figure 2.7b includes
plots for the low thermostat friction, {yp = 0.05my, /7,5, with the time axis corresponding
to these plots given in reduced units, Tiequceda = 0.86713, which takes into account the
simulation speed-up resulting from the change in friction constant. With this rescaling
of time we see close agreement for all Rouse modes using both high and low friction
constants. However, the zeroth mode describing the centre of mass diffusion is more
strongly dependent on the thermostat friction [48] (see section 2.3 for further discussion).
Figure 2.8 shows that the good agreement with reflected random walk statistics on large
length-scales corresponds with good agreement for the Rouse mode amplitudes at small
p. Resultantly, since the small p modes (particularly the first mode) dominate ®,(¢) (and
Rouse mode cross-correlations are also small for KG MD), we get excellent agreement
between the models for ®,(t). For p > 4 the modified-Rouse model fails to predict
A, | (t) accurately within the KG MD model using this mapping.

25



CHAPTER 2. CHAIN DYNAMICS IN A NON-ENTANGLED POLYMER MELT CONFINED BY A FLAT SURFACE

0.1 4

i <] Modified Rouse model
v KG MD
o~
A
! <
Q.
>§ 0.01 4
! <
A
-
N g <4

1E-3

mode number p

Figure 2.8: Surface normal amplitudes (variance) of Rouse modes for surface-tethered KG
MD chains at grafting density p, = 0.65p;, compared to the mapped reflected random walk
(modified-Rouse) prediction using mapping ratio 2 : 1. The amplitudes are normalized by
the bulk chain mean square end-to-end distance in one direction. n = 64.

We see that &, (¢) (figure 2.9a), described by the modified-Rouse model, predicts the
corresponding KG MD correlation functions as accurately as the analytic Rouse model does
for ®(t) (figure 2.9b) and the end-to-end vector correlation function of free chains in the
bulk (figure 2.9¢) using periodic boundaries. In figures 2.9a and 2.9b, plots corresponding
to the low friction system in units of Tyequcea are given for n = 32, which match the high
friction plots well. We find that Rouse mode correlation functions of tethered chains are
also well matched between the high and low friction cases for n = 32, upon renormalization
of time-scales using Treduced = 0.86 (not plotted). In figure 2.9 we use a bond mapping ratio
of 2 : 1 up to a maximum of N = 32. The friction coefficients used are: for n = 32 : {/m =
20my, /1y; for n = 64,100,128,200 : £/m = 22my,/71;. In all cases, the same friction
coefficients and mapping ratios are used in both the periodic and bounded simulations,
meaning that the modified-Rouse model can simultaneously give a good description of
both bulk and surface chains. That we also use the same friction coefficients in parallel
and normal directions means that the theoretical prediction for the ratio of relaxation
times, eqn (2.21), is valid within the KG MD system.

The plots corresponding to tethered chains consisting of n = 32 or 64 bonds have a

grafting density p, = 0.65p;. The plots for n = 128 used a higher grafting density,

56



CHAPTER 2. CHAIN DYNAMICS IN A NON-ENTANGLED POLYMER MELT CONFINED BY A FLAT SURFACE

~~
=, =
v
<] S, v
v
v
o v N=32 KG MD v
7 N=S2KGMD 2 - N=32,§,.=0.05m /1 , KG MD v
011 N=32, £,,=0.05m 1, KG MD 5, 017 Suo bu v
O N=64 KG MD o v N=64 KG MD <
0 N=128 KG MD o v N=128 KG MD
modified-Rouse model o Rouse model analytic
— T — T T T J T T T T
10 100 1000 10000 100000 10 100 1000 10000 100000
'[/TL ; t/'[LJ
14
=
N
8

* N=32 KG MD
014 +« N=64 KG MD
] = N=100KG MD
N=200 KG MD
Rouse model analytic

T T T
10 100 1000

t/TLJ

T T —
10000 100000

Figure 2.9: Normalized end-to-end vector correlation function in directions normal to,
a), and parallel to, b), the surface, for surface-tethered KG MD chains mapped to the
modified-Rouse model and analytic Rouse respectively. The tethered chains consist of
n = 32,64, or 128 bonds. For n = 32, KG MD using reduced friction, {up = 0.05my /11y,
is plotted in reduced time units, Trequcea = 0.86713. ¢) End-to-end vector correlation

function for free bulk chain systems consisting of n = 32,64, 100 or 200 bonds, mapped to
the analytic Rouse prediction.

o7



CHAPTER 2. CHAIN DYNAMICS IN A NON-ENTANGLED POLYMER MELT CONFINED BY A FLAT SURFACE

pg = 1.3py; however, chain stretching due to ‘brush’ interactions remains minimal. We
therefore associate the deviations from the single-chain model prediction at n = 128 bonds
with the onset of entanglements, which may be compared with the analogous deviations

of free chains comprising n = 100 and 200 bonds, shown in figure 2.9c.

Influence of the flat boundary condition on mean

square displacement

In simulation, a widely used observable is the mid-bead mean square displacement g; ;4(%)-
For a chain consisting of an even number of bonds, g; ,.14(t) can be written in a particularly

simple form in terms of the normal coordinates of free Rouse chains [96]:

gl,mid(t) = Z (_1>(p+q)/2 (2 - 5p0) (2 - 5(10) <(Xp(t) - Xp<0)) ’ (Xq(t) - Xq<0))>

p,q=0,even

(2.26)

g1 mia(t) generally encompasses motion of the chain on all length scales, unlike the end-to-
end vector correlation function, eqn (2.11). In the Rouse model, cross-correlations do not

contribute, and eqn (2.26) may be written as:

6Tt b Yo [1-exp (4]
glRousc,mid(t) = + Z . T . (227)
(N + 1)5 (N + 1) p=2,even SlIl2 (2(1\]11))
The first term is the centre of mass mean square displacement:
61t
(2.28)

Z3Rouse(t) = N+ 1)e

Eqn (2.28) results immediately for any stochastic model only comprising bonded forces.
Upon a transformation to the centre of mass coordinate, all forces are pairwise and cancel.
This leaves a sum of uncorrelated Wiener processes acting on the N + 1 beads in the
chain. Even in the bulk, g,(f) of real chains is not diffusive on short time scales. Both

experiment and simulation find a sub-diffusive regime, which for ¢ < 75z has characteristic
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scaling gs(t) o< t*3, v3 ~ 0.8 [49]. 7 is the Rouse time for free chains:

272
TR = 2]7\:2; (2.29)
so that 7 = 7g /4 where 7 is given in eqn (2.19).
This sub-diffusive regime has been attributed to hydrodynamic-viscoelastic couplings,
[47, 48] and soft sphere like interactions between nearest neighbour chains [49].
In figure 2.10 we plot the centre of mass diffusion of free chains in both wall parallel,
g3 (t)/(t/Tr), and normal, g5 | (t)/(t/7r), directions, for chains with different start po-
sitions relative to the surface in a channel of width 3y/(upu?). Chains are assigned to
narrow bins of wall normal width 0.25,/(upu?) at t = 0, depending on the distance, yem,
from the centre of mass to the nearest wall at that time. For example, the bin closest to
the surface corresponds to chains that at ¢ = 0 have centre of mass position located within
a distance 0.25y/(upui?) from the surface. Then the correlation functions are calculated
for a duration ~ 1.77g. In this time the chains move a distance normal to the surface of
approximately the bin diameter.
Note that for all such spatially dependent correlation functions, such as those plotted in
figure 2.10, the horizontal axis corresponds to the time interval, ¢, between correlations,
f(&)f(t' +t), such that ¢’ > 0 (section 4.4 describes such correlation functions in greater
detail). It is possible to consider a second type of correlation function using the constraint
t" = 0 for all time correlations. Such a correlation function should give a more exact
comparison between two different models since in the first type of function the initial con-
straint that all chains at time zero in both models have centre of mass positions within a
certain region is blurred out. However at long time there is little difference between both
types of correlation function. For computational simplicity and efficiency we stick to the
first type.
For soft MD, 75 is found from the centre of mass mean square displacement in the dif-
fusive limit, using a simulation box with periodic boundaries, assuming the relation, eqn
(2.28); whereas for KG MD 75 is found directly from our previously fitted friction value,

&/m = 22my /7y (this also applies to mid-bead mean square displacement in the next
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Figure 2.10: Centre of mass time dependent diffusion rate in the wall parallel direction: a)
KG MD, b) soft MD; and wall normal direction: ¢) KG MD. Black: yem < 0.254/ (tpun?);

blue: 0.251/(Upuk?) < Yem < 0.51/(upui?); green: 0.51/(Upu?) < Yem < 0.751/(Upui?);

magenta: 1.25y/(upu®) < Yem; orange: periodic boundaries. Filled stars are KG MD

using Evp = 0.5my, /71,5 and open stars are KG MD using &yp = 0.05my, /Ty, Treyp=0.05 =
0-86TR,§MD:0.5-

60



CHAPTER 2. CHAIN DYNAMICS IN A NON-ENTANGLED POLYMER MELT CONFINED BY A FLAT SURFACE

sub-section). For each model, the simulation was repeated more than 100 times. The
resulting statistics are good enough to ensure that in a corresponding simulation of the
modified-Rouse model using the same total number of chains, the relative error in the final
correlation point for the mid-bead mean square displacement observable with respect to
the analytic Rouse expression is less than 1%. Again we use chains consisting of n = 64
bonds within the fundamental models, and mapping ratio 2 : 1. We also include plots cor-
responding to systems using periodic boundaries which are in good agreement with similar
simulations from an existing study [48], whose theory predicts an enhanced super-diffusive
regime at early time followed by the sub-diffusive regime until ¢ ~ 7. We find that for
KG MD chains beginning with centre of mass in the channel centre, for gz (¢)/(t/7r),
figure 2.10a, the results match closely to the periodic simulations except that the sub-
diffusive regime has a weaker slope. Although in the channel centre it appears that the
high and low friction cases tend to the same diffusive limit, which matches closely to the
periodic simulation, it appears that this is not the case closer to the surface. It is clear
that the final diffusion rate is generally faster closer to the surface. This is in contrast to
the parallel centre of mass diffusion using the soft MD model, figure 2.10b. In this case all
regions appear to tend to the same diffusive limit, although, at early time, the increase in
the super-diffusion near to the surface is similar to KG MD (=~ 10%). However it is only
for the two bins closest to the surface that deviations from the channel centre behaviour
become discernible. It is interesting to note that the sub-diffusive decay of the diffusion
constant for soft MD using periodic boundaries scales with ¢~912, whereas for KG MD the
scaling follows t~%2: see dashed lines in figure 2.10.

Preliminary simulations investigating gs(¢) using boundaries formed from Lennard-Jones
beads with varying degrees of roughness (see appendix B.3) have also been performed.
We find that in the limit of zero roughness the results tend to the flat reflective surface
case. Increasing the roughness reduces the strength of the super-diffusive regime near the
surface, and thus appears to counteract hydrodynamic effects, such that at sufficiently
large surface roughness the parallel centre of mass diffusion is actually reduced near the
surface compared to the channel centre. At an intermediate surface roughness we find that

the HI effect is close to constant across the channel so that gz (t) is almost independent of
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channel position. However, in all cases investigated the centre of mass parallel diffusion is
generally faster in the bounded channel compared to periodic boundary conditions. More
details are given in appendix B.3. We find that g5 | (f) is close to independent of surface
roughness.

The comparison of KG MD with soft MD may appear suggest that to some degree the in-
creased rate of diffusion occurring for KG MD surface chains is associated with a decrease
in topological interactions at the surface. However it must be noted that the viscoelastic-
hydrodynamic effect could behave differently for soft MD, and we have not sufficiently
investigated this in order to unambiguously associate the qualitative differences between
KG MD and soft MD with the topological interaction, independently of hydrodynamics
and the effects of surface roughness. The influence of the surface on topological interac-
tions will be investigated in more detail in chapter 4.

In the surface normal direction, figure 2.10c, we find that both high and low friction cases
appear to tend to the same diffusive limit and that in contrast to the surface parallel
direction there appears to be little difference in the behaviour of HI effects closer to the
surface. Interestingly the channel centre diffusion in the normal direction appears to tend
to a higher diffusive limit compared to periodic simulations (We observe the same feature
using soft MD - not plotted).

It is clear that at the surface, as in the bulk, the simple centre of mass diffusion on all
time scales predicted by the Rouse model parallel to the surface, eqn (2.28), is strongly

inaccurate.

Chain mid-monomer mean square displacement

The deviations from Rouse behaviour due to hydrodynamic-viscoelastic couplings are not
expected to be as strong for individual bead diffusion [48], which is instead dominated by
the bonded forces and expected to follow the Rouse scaling more closely. For 7y <t < 7g,

Z1Rouse.mid () 15 well approximated by [110]:

JT 2(u?) |t
glRouse,mid(t) ~ Qb\/ﬂ'»f ~ 7T3/2 % (230)
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where the second relation in eqn (2.30) uses N + 1 = N. The physical origin of the /¢
scaling in eqn (2.30) is traced to an increasing effective drag that the bead experiences
as its displacement becomes correlated with other beads along the chain. Here we repeat
this argument as laid out by McLeish [110]. Over time-scales in which a bead becomes
aware of its connection to other beads in the chain, the sum of all forces acting along the
correlated section of chain contour must balance on average, so that g; (¢) only depends on
the sum of uncorrelated random forces acting on the correlated beads. The mean number
of other beads that a labelled bead is correlated with, N, can be approximated in terms

of its mean square displacement:

g (t)

Ncorr (t) = b2

(2.31)

Approximating g; () with the mean square displacement resulting from a sum of Neo,

uncorrelated forces described by three dimensional Wiener processes with variance 67°¢

6Tt 6Tb%t
gi(t) = N (€ \/ : (2.32)

This matches eqn (2.30) up to the pre-factor. Since melt chains are not strictly ideal but

gives:

experience swelling, if we wish to map the KG MD and soft MD models onto N, (%) in
eqn (2.31), b* becomes a time dependent increasing function. For this reason we can ex-
pect that for these models, at least in the bulk, g, (¢) o< t"* with v > 0.5 for 7y < t < 7.
Likhtman [96] has compared the Rouse model prediction of g ;4(t) to soft MD and KG
MD using periodic boundaries and free chains comprising n = 64 bonds. Here we in-
vestigate the same observable for free chains confined in the channel of width 34/ {wpun?).
Figure 2.11 includes plots of mid-bead mean square displacement in the wall normal direc-
tion (g miq 1 (f)), for chains with different start positions relative to the surface. For this
observable the chains are assigned to bins at t = 0 depending on the distance, yiq, from
the mid-bead to the nearest wall at that time. Then the correlation functions are again
calculated for a duration ~ 1.77x. The data is presented to test the scaling regime of eqn
(2.30), normalized such that the Rouse model (in the limit N — 0o) gives the value 2/7%/2,

for v St S 7. For N = 32 the analytic Rouse solution has not yet met this limit, as
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Figure 2.11: a) Mid-bead mean square displacement in the wall normal direction normal-
ized to test the v/t scaling. Black: ymig < 0.25\/(upun?); green: 0.5,/ (upun) < Ymia <

0.75¢/(upui?); magenta: 1.251/{(upui?) < Ymia. Circles are modified-Rouse, crosses are soft

MD, and filled stars are KG MD using &yp = 0.5my/71,5; dashed line is 2/7T3/2 and solid
black line is analytic Rouse. b) plots for KG MD using {yp = 0.5my /11, are compared
with KG MD using &up = 0.05my,/71,5 (open stars). Tre,,p=0.05 = 0.867Tr.¢yp—0.5-

apparent in figure 2.11a. The analytic Rouse solution matches the modified-Rouse model
in the centre of the channel, indicating that in this region the modified-Rouse chains are
not influenced by the surface. The KG MD plot in figure 2.11a which represents chains
satisfying 1.251/(upux?) < Ymid, matches closely to the Rouse plot for ¢ 2 75.

In figure 2.11a we observe that, before the first Rouse time is reached, t < Ty, g pq(t) for
the MD models is not captured well by modified-Rouse since Rouse has no super-diffusive
regime. For t 2 0.017x the soft MD chains in the centre of the channel exhibit a scaling
exponent v; > 0.5 as expected; however, the KG MD model matches the Rouse scaling
more closely. This difference between KG MD and soft MD appears to suggest [96] that
adding chain topology slows down g; ,;4(t) in such a way that the time-dependence of the
speed-up due to the effect of chain swelling is counteracted.

Closer to the surface, for 0.5y/(Upuk?) < Ymia < 0.754/(Upuic?), all models are still in rea-
sonable agreement at ¢t ~ 7r; However, for chains beginning immediately at the surface,
Ymid < 0.251/(upu?), the values of the soft MD and modified-Rouse plots in figure 2.11a
are less than KG MD, indicating that the relative drop in mobility from the channel centre

to the surface is less for KG MD compared to the other two models. Analogous behaviour
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Figure 2.12: Mid-bead mean square displacement in the wall parallel direction normalized
to test the v/t scaling. Black: %mia < 0.25\/(upa?); green: 0.5/ (upui?) < Ymia <

0.75¢/(upu?); magenta: 1.25\/(Upu?) < Ymia. Solid black line is analytic Rouse, crosses
are soft MD, filled stars and open stars are KG MD using &yp = 0.5my /75 and Eyp =
0.05mb/7'LJ respectively. TR,&Mp=0.05 — 0'867—R,§MD=0.5'

occurs for the surface parallel mid-bead mean square displacement shown in figure 2.12; for
soft MD, the surface parallel diffusion is effectively constant across the channel, agreeing
with the simple modified-Rouse model in this regard; whereas the KG MD model displays
a weak increase in parallel mobility, and a slope which matches more closely to the Rouse
plot for ¢ = 0.17g, for chains near to the surface.

In figure 2.12 it is apparent that the KG MD model using the low thermostat friction has
progressively faster surface parallel mid-bead diffusion for chains approaching the surface,
with respect to the high friction model. In figure 2.11b the corresponding comparison is
made in the wall normal direction. Here the difference between the high and low fric-
tion cases is very small (this small difference matches closely to the results of periodic
boundary conditions). A simple approximate characterization of the chain diffusion in a
channel parallel to the walls may be now given: the centre of mass motion experiences a
lower friction near the surface when the surface is perfectly smooth. The mid-monomer
diffusion, eqn (2.27), crosses over from a channel independent rate at early time to an

enhanced rate near the surface at later time when it must coincide with the zeroth Rouse
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mode. This characterization can change quite dramatically depending on the particular

structure at the surface (see appendix B.3).

Conclusion

This chapter has investigated the accuracy of a Brownian dynamics of reflected random
walks as a model to describe the motion of polymer chains in melts near a flat surface.
As for the Rouse model there are only two phenomenological parameters: the number
of bonds forming a chain, and the bead friction coefficient. We map to this single-chain
‘modified-Rouse’ model from multi-chain MD models which capture the dominant be-
haviour of flexible chains. The same mapping parameters are used across all bulk and
surface observables, in order to test the generality of the modified-Rouse description.
Within the MD models, near a flat surface the deviations of chain orientation statistics
from reflected random walks are similar to those of chains in bulk from unbounded random
walks. In turn, we find that modified-Rouse describes the end-to-end vector correlation
function of non-overlapping surface-tethered chains within KG MD as well as the Rouse
model does for unconfined free chains. This success follows from the fact that the model
accurately describes the correlation functions of the longest Rouse modes, which dominate
the end-to-end vector correlation function. The longest Rouse mode correlation function
of a surface-tethered chain at low grafting density is well modelled by a reflected Ornstein-
Uhlenbeck process, and the ratio of longest relaxation times in wall normal (bounded) and
wall parallel (unbounded) directions is 7, /7y = 1/2. We have demonstrated that this good
agreement remains when momentum-conservation is approximately restored, by reducing
the thermostat friction coefficient by an order of magnitude.

As has been widely observed with the Rouse model, the modified-Rouse model does not
describe so well the correlation functions of faster modes. Despite this, far from a surface,
the mid-bead mean square displacement of free chains, which depends more strongly on
the faster mode dynamics, is reasonably well described by the Rouse model. Using a
perfectly smooth flat surface, modified-Rouse simultaneously predicts the mid-bead mean

square displacement at t ~ 7x for both soft MD chains in the immediate surface vicinity
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and in the channel centre. However the KG MD model predicts a weaker relative drop in
bead mobility at the surface compared to the modified-Rouse mapping. These results may
appear to suggest a weakened topological interaction at the surface compared to in bulk,
even before the onset of the entanglement regime [21]. However, further investigation,
made in appendix B.3 using rough lattice surfaces, strongly questions such a conclusion.

We find that the most important deviation from the simple Rouse picture near to the
surface is the neglection of hydrodynamic interactions (HI). However, the influence of HI
are only very strong for the zeroth mode dynamics, already described theoretically and
investigated with simulation by Farago et al. [48]. For a smooth flat surface we observe
an increase in the centre of mass surface parallel diffusion rate for chains close to the
surface with respect to those in the channel centre; whereas for a roughened surface the
opposite effect is observed. In the wall normal direction there is no discernible influence
of boundary condition on centre of mass motion.

Despite the failure to describe centre of mass motion, since the simple modified-Rouse
picture does a reasonable job of describing the correlation functions of Rouse modes for
p > 0, the model is still useful for several interesting quantities. This suggests that the
simple modified-Rouse description of surface dynamics may be experimentally relevant.
The most straightforward test might be to compare the dynamic structure factor of chains
in a thin (but weakly confined) film with the prediction of modified-Rouse.

As a single-chain model, the modified-Rouse will not necessarily describe stress relaxation
of films, since this generally necessitates a complete description of how contributions to
the stress due to orientation cross-correlations between chains at different relative surface
positions decay, although for bulk blends Cao et al. [24] have shown that the decay of
cross-correlations between different polymer species may be understood in terms of the
decay of auto-correlations. A similar phenomenological attempt at adapting a single chain
model to include the cross-correlations between surface and bulk chains was recently made
by Abberton et al. [3]. The relevance of the simple modified-Rouse description may be
useful to this end. The behaviour of cross-correlations of bond orientations of different
chains, and their influence on stress correlation functions of thin films, are investigated in

the following chapter.
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Additionally, there is a lot of interest in the dynamics of tethered chains at higher grafting
densities [138, 149]. At higher grafting densities eqns (2.1), (2.2), and (2.3) may give a
good description using an appropriate potential [35, 116, 98, 107]. However, it is expected
that entanglements between neighbouring grafted chains, and therefore deviations from

this simple single chain picture, will occur at lower molecular weights in this case [86].
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Chapter 3

Stress correlation functions in thin
films: influence of the boundary con-
dition

God made the bulk; the surface was

invented by the devil.

Wolfgang Pauli

In the previous chapter, using a particular model well above the glass-transition tem-
perature, it was shown that the changes in equilibrium auto-correlation functions of indi-
vidual chain orientations in weak confinement can be quite well described by only taking
into account the changes in the equilibrium probability distribution for chains near the
surface. What about the cross-correlations between the orientations of different chains
under confinement?

The most important conclusion from this chapter is that, for polymer melts confined
in a channel, global rheological properties (stress relaxation) are highly dependent upon
the structure of the surface (boundary condition), even when the dimension of the chan-
nel greatly exceeds a characteristic size of the surface structure (surface roughness). This
means that the choice of boundary structure in molecular simulations is highly non-trivial.
It is identified that the surface structure strongly influences the behaviour of cross-chain
orientation correlation functions. Results are compared with a previous study [3], where

the influence of the boundary structure on stress relaxation may not have been properly
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taken into account.

Introduction

Recent studies [95, 24] have demonstrated that cross-chain correlations make a large con-
tribution to the total bulk bond orientation correlation function. Applying the Stress
Optical Rule (section 1.0.6) implies that they are also important for the material stress
relaxation. This chapter examines stress correlation functions in confined films, in addi-
tion to corresponding auto- and cross- chain bond orientation correlation functions.

One important motivation is the possibility that cross-chain orientation correlations play
a role in the strain hardening effects frequently found under confinement. There were
a series of experiments performed in the 1990s investigating the shear rheology of thin
films of non-entangled or weakly entangled close to monodisperse polymer melts, span-
ning both strong and weak confinement. Both weakly attractive [127] and strongly at-
tractive [65, 57, 103] surfaces were investigated. For strong attraction, the presence of
very slowly relaxing ‘pinned’ surface chains was hypothesized. Contrasting behaviour
between total film di-electric spectroscopy [31] and rheology of thin films of type A di-
polar Cis-polyisoprene with molecular weight 14500g mol~! using smooth mica surfaces
pointed towards the possibility of non-local collective dynamics dominating the terminal
linear stress response. Reducing the film thickness led to a broadening of the peak in the
di-electric response frequency. For sufficiently thin films the frequency of the di-electric

peak exceeded greatly that of the peak of mechanical loss. In the words of the authors [31]:

‘this suggests the interesting possibility that the rheological measurements at low frequency
either were dominated by a subpopulation of confined chains, or reflected slow collective

motions.’

A general limitation of many older experiments is that the molecular structure near the
surface was not completely characterized, which, in addition to the challenging experimen-

tal procedures, may have contributed to some contradictions in the literature [109]. Very
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recently, Lee et al. [89] investigated the effect of covalently grafting polystyrene chains
with molecular weight M, = 28000g mol™! to a flat epoxide functionalized layer. This
molecular weight is below the critical entanglement molecular weight in the bulk. Then
a melt of close to monodisperse non-grafted polystyrene with M, = 2200g mol~' was
incorporated into the samples via spin coating, forming a free surface opposite the func-
tionalized boundary. Different amounts of the low molecular weight polystyrene melt were
added to the samples in order to create films with different thicknesses. The grafting
density was approximately 0.1nm~2 for every sample, which is more than ten times the
characteristic overlap density, eqn (2.24), of the tethered chain species, but still allowed
for good interpenetration of the free species inside the brush layer. It was found that even
for a film more than 20 times thicker than the radius of gyration of the tethered species,
the characteristic film relaxation times at all frequencies were around twice as long with
respect to a reference film of the same thickness comprising only the free low molecular
weight species. Most notably, when the film thickness was reduced under around 10 radii
of gyration of the tethered species, the film relaxation times increased by several orders of
magnitude.

In this chapter, polymer melts confined in channels both with and without permanently
grafted surface chains are considered. In section 3.2 the auto-chain bond orientation cor-
relation functions of chains that are in the vicinity of a surface are investigated. The
results from Molecular Dynamics are compared with predictions of the modified-Rouse
model, showing good qualitative agreement. In section 3.3 cross-chain bond orientation
correlation functions are investigated and compared to the auto-chain correlation func-
tions via orientation coupling parameters [24]. In section 3.4 stress correlation functions
of the confined melts are examined. The applicability of the Stress Optical Rule under
confinement is discussed, and examined via comparison of the total film stress correlation
functions with total film bond orientation correlation functions. The influence of cross-
chain correlations on the total film stress relaxation is considered, via the results from
section 3.3.

In addition to the important subject of thin film rheology, within the scope of this thesis

it would be useful to know how important finite channel width effects are with respect to
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non-local stress correlations between a surface region and the rest of the film; this is rele-
vant for the surface slip behaviour that will be investigated in chapter 5. Clearly molecular
simulations are limited to quite narrow channels even if the experimental interest is that of
effectively asymptotically large channels. In section 3.4 total film, regional, and non-local
stress correlation functions are defined, and the relationships between these correlation
functions and non-equilibrium material stress relaxation functions are considered. Section
3.4.5 investigates the non-local stress correlation coupling in the film comprising both free

and surface end-tethered chains.

Bond orientation auto-chain correlations in weakly

confined polymer melts

Bond orientation auto-chain correlation function of tethered

chains

Within the modified-Rouse single chain model where cross chain correlations do not exist
by definition, we can calculate the stress contribution from the tethered chains using
a single chain and eqn (1.46). Since from section 2.2 we know about the correlation
functions of the normal modes of tethered chains in directions both normal and parallel
to the surface, it will be ideal to formulate the correlation function of eqn (1.46) in terms
of these functions. The bond orientation tensor of a chain, eqn (1.23) is (in terms of our

coarse-grained chain notation introduced in chapter 2):
N-1
Ous(t) = D (Riv1a(t) — Ria(t)) (Rip1,5(t) — Rip(t)) (3.1)

1=0

where N is the number of bonds in the chain. Transforming to the normal modes of

tethered chains (eqn (2.10)), eqn (3.1), becomes:

Oaﬁ@) =4 Z:l Z:l Hpq(N)Xp,a (t)Xqﬁ(t) (3-2)
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where the function H,,(N) is:

H,(N) = N~ (Sin <7r(j 1)l ;)> o <W>>2

(1 m () e ) s ) 4
2N +1 COS (2]\?“) 1

We consider correlation functions of the bond orientation tensor averaged over all tethered
chains: <O||L(t)O||L(O)>T. The notation: || L indicates that the average is taken over xy
and zy components which are found to be effectively identical for the flat boundary case
considered here. Note that in principle they could be different using the chain grafted
surface since the graft lattice is not invariant with respect to the transformation x — z.
Considering at the moment the modified-Rouse model in the terminal relaxation regime,
t 2T, <0Hi(t>OHL(O)>T may be approximated by the time correlation of a single term
in eqn (3.2): p = ¢ = 1 (assuming for the moment that the other terms involving the

longest mode correlation functions are negligible):

(01L(1)0)L(0)), ~ T6HT (N) (X1, 1 (6) X1, (0)) ( X1 () X1y (0)) ;¢ 2 70

X exp(—t/71,))(2 + (7 — 2) exp(—2t/7))/7

(3.5)

where in the second line the results of section 2.1 have been applied.
The numerical solution of eqn (3.5), using N = 32 and the modified-Rouse model is plotted
in figure 3.1 alongside (O}, (1)0)1(0)) (using a chain with N' = 32: Hy(N) & 0.038).

There is effectively exact agreement at ¢ 2 7).

Wersion 18

73



CHAPTER 3. STRESS AND ORIENTATION CORRELATIONS IN THIN FILMS: INFLUENCE OF THE
BOUNDARY CONDITION

0.01

1E-3

f(t)

1E-4 4

{-<0, (10, (0)>,

o

1= 16H11(32)2<x1,D(t)X1,D(O)><X1,||(t)xl,||(o)>T

1E-5 A B AL I UARAL B T
1 10 100 1000 10000 100000
t/t
Figure 3.1: Comparison between the shear orientation correlation function,

<O||L(t)0||L(0)>T, and its term with the longest relaxation - eqn (3.5); using the modified-

Rouse model for a chain with N = 32 bonds. Note that the y axis values are normalized
by N?. For example the black line plots the quantity Ar(t) = <O||L(t)0||L(O)>T /N?

An important point is that since limy_,o (X711 (£)X1,1(0)), = (X17L>2T is large

((Xl,L>2T / <X1’J'2>T ~ 2/3 for this long chain - close to 2/7 for the exact dumbbell case,
eqn (2.14)), there would be a non-negligible contribution to the shear modulus of the
tethered chain Rouse model from a single exponential with relaxation time 7. This is
twice the longest relaxation time of the stress correlation function corresponding to a bulk
end tethered Rouse model, and eight times longer than the standard longest Rouse stress
mode for a free chain. For a free Rouse chain model the longest stress relaxation time is
half the longest Rouse mode relaxation time, 7, eqn (2.29). The Rouse time, 7g, is often
referred to as the ‘rotational relaxation time’ [39]. For the surface tethered chain we can
then conclude that the longest stress relaxation time matches the rotational relaxation
time of a surface end-tethered chain, 7y .

Figure 3.2a compares the mapped modified-Rouse prediction for <O|| L(1)O L(0)>T, now
using N = 64 bonds, with the KG MD model films of chains comprising n = 64 bonds
(so mapping ratio 1:1; using the Langevin thermostat with &yp = 0.5my/71,;. Mapping
parameters are as in chapter 2.) at two grafting densities, p, = 0.006250 2 = 0.65p; and
pg = 0.02507% = 2.6p,. The moment <O||l2> is around 7.5 times smaller for the KG MD
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Figure 3.2: <O\Il(t)0\ll(0>>T: Black line: mapped modified-Rouse and N = 64;

KG MD at grafting densities p, = 0.006250> = 0.65p} (filled red symbols) and
py = 0.02507> = 2.6p} (filled blue symbols). Open red stars plot the function

16H7,(64) (X1, (£)X1,1(0)) <X1,||(t)XL||(O)>T using the lower grafting density KG MD

model. Note that the y axis values are normalized by N2. For example the black line

plots the quantity Ap(t) = <Olll(t)0||L(0)>T /N

chains compared to the Rouse model when the end-to-end square distances match by con-
struction, and this ratio is uniform for all chains across the channel; this disagreement is
due to the swelling of the KG MD chains that was discussed in 2.2.1. Figure 3.2a also plots
the long time prediction for <OH 1L(1)Oy J‘<O)>T’ eqn (3.5), calculated numerically using the
KG MD model at the lower grafting density. For this KG MD case, the actual long time
<OHL<t)OHL<O)>T is very different from eqn (3.5). However figure 3.2a also shows that,
using KG MD, eqn (3.5) is very similar to the mapped modified-Rouse prediction (This
must be the case since the Rouse correlation functions which compose eqn (3.5) match the
modified-Rouse prediction - see section 2.2). For KG MD, if <O|| L(t)Oy L(O)>T is multiplied
by a factor 7.5 (see figure 3.2b), then both grafting densities agree reasonably well with
the mapped modified-Rouse model, showing that at least the form of <O|| L(t)Oy J‘(O)>T
matches closely across the models, and that 7| is a good prediction for the longest relax-
ation time. This implies that there are additional negative long time terms contributing
to <O||L(t)0||L(O)>T for the KG MD model, which decay on the same time-scale as eqn

(3.5); this has yet to be verified explicitly. For grafting densities far beyond the overlap
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density <OHL(t>OHL(O)>T is not investigated.

It has already been shown in chapter 2 that agreement between the long Rouse mode cor-
relation functions of modified-Rouse and KG MD is maintained when using approximately
momentum conserving thermostats. This means that the long time agreement in figure
3.2b must also be maintained even if we used e.g. a lower thermostat friction. However
the effect of the thermostat friction at earlier time is not yet clear. In the next section
we validate that it does not strongly influence this observable on all time-scales using free

chains.

Bond orientation auto-correlation functions of free chains near

the surface

In figure 3.3 < O).(t)0 L(O)> is plotted using free chains whose centre of masses at time zero
are at different positions relative to the surface. As in section 2.3, the correlation functions
are calculated for a duration ~ 1.77x. In this time the chains move a distance normal to
the surface of approximately the bin diameter. Note that as for <OH L(1)O J‘<O)>T using
the grafted chains, the factor of 7.5 in front of <O||L(t)0|u(0)> is used to scale the KG
MD functions to the modified-Rouse predictions (figure 3.3). The qualitative differences
between the two models are very similar to the grafted chain case. The modified-Rouse
model simultaneously fits free KG MD chains reasonably well at different channel positions,
although the fit to chains in the channel centre is better than the fit to chains close to
the surface. Near to the surface <O|| 1L(1)O L(0)> decays more quickly with respect to
bulk chains. The KG MD model in figure 3.3 uses thermostat friction coefficient, &vp =
0.5mp775, and a flat reflective surface. Figure 3.4 compares corresponding plots for the
lower thermostat friction simulation using &up = 0.05m,77; (again using a flat reflective
surface) and simulations with two different rough surfaces (both use {vp = O.SmbTL_Jl).
The first rough surface has random Gaussian displacements with variance, Var = 0.30,
in the surface normal direction with respect to the FCC lattice. The second rough surface
uses an ordered rough lattice texture that will be described in section 3.3.

Figure 3.4 shows no discernible dependence on the thermostat friction strength. There
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Figure 3.3: <OHJ_(t)OHJ_(O>> for free chains. Comparison between KG MD and the mapped
modified-Rouse model. Black line: modified-Rouse; orange stars: KG MD using peri-
odic boundaries; magenta stars: KG MD in the channel with centre of mass position:
1.251/(upui®) < Yem; black stars: chains in the channel with ye, < 0.25¢/(upux?); dashed
blue line: analytic (bulk) Rouse model. Note that the y axis values are normalized by N2.
For example the black line plots the quantity A(t) = <O|| L(1)O L(0)> /N? (for chains in
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Figure 3.4: <O||L(t)0||L(0)> for free chains near the surface using KG MD: ye, <

0.25¢/(upu?). Filled symbols use thermostat friction &yp = 0.5my/75. Open stars
uses thermostat friction {yp = 0.05my /7. Stars use a flat reflective surface. Green
squares use the uniform pattern ‘rough’ lattice that was used in sections 3.3 and 3.4.4; red
hexagons use the random rough surface with Var = 0.30 that is also used in appendix
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is a small discernible difference between the rough and smooth surfaces. The effect of

roughness on the auto-chain bond orientation correlation behaviour is clearly very weak.

Bond orientation cross-chain correlations in confined

melts

For binary blends in the bulk, consisting of slow relaxing and fast relaxing linear chains, it
has been shown that there exist cross-chain time correlations of bond orientations between
the slow and fast species which do not decay completely until the slow component auto-
chain correlations have also decayed [24]. A simple mixing law, valid across a range of
binary blend composition, was found to describe the total blend bond shear orientation
correlation function, S(t), in terms of the total monodisperse bond orientation correlation
functions of each species, providing that there is the same total number of bonds, Ny, in

both the blend and monodisperse melt systems. The mixing law was:
S(t) = 05557 (1) + erSE (1) (3.6)

where e.g. g is the slow species volume fraction and S§°"°(¢) is the total bond shear
orientation correlation function in the monodisperse melt of slow species. Generally the

total bond shear orientation correlation function in a binary blend is:

DS N2< (1)07,(0)) (3.7)

lES-i-F meS+F

where O;y(t) is a shear component of the bond orientation tensor, eqn (3.1), of the Ith
chain. The simple mixing law, eqn (3.6), leads to a universal relationship between the
cross-species correlation function and the total monodisperse correlation functions of each
species, assuming that the auto-correlation functions of each component in the blend

match the same functions in the monodisperse phase. Then the cross species orientation
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correlation function [24]:

B LSS (0L, m0m0) (3.8)

C s
sr(t) = T Nipsor €S meF

and single species cross-chain orientation correlation functions, e.g. Crp(t):

Crr(t) = 7> > (0L, (H0m(0)) (3.9)

2
T Nb P IeF meF,m#l

were found to satisfy:

20k (t) = K(D(SF(t) + SE (1))
Css(t) = K(1) S (1) (3.10)
Crr(t) = k() S (1)

where:

K(t) = C(1)/5(t)

_ 95Css(t) + 97Crp(t) + 2050rCsp(t)
_ S(t) — psAs(t) — prAp(t)
B S(t)

is a ‘coupling parameter’ that gives the relative importance of cross-chain correlations,
which was found to have a universal form irrespective of melt composition. In eqn (3.11)
Ag(t) and Ag(t) are the bond orientation auto-correlation functions of the slow and fast

species respectively, e.g.:

As(t) = ];75’ Nb?lgos > (0L, (H)0L,(0)) (3.12)

les

An initial question to investigate is the behaviour of the coupling parameter, x(t), in
confinement: i.e. how important are cross-chain bond orientation correlations in a film,
relative to the auto-chain correlations investigated in the previous section, compared to

in bulk? For films consisting of tethered species, SH°"(t) is not well defined (from now
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Figure 3.5: The ordered roughened FCC surface using two lattice layers. View facing the
z direction. Note that the view can give the impression that lattice beads are displaced
in pairs, but this is a trick of the perspective. An example free chain conformation is also
shown. Wall lattice particles are green.

on the notation is specialized for the film blends consisting of tethered, 7', and free, F',
species, Sgim(t) refers to S(t), eqn (3.7), using a film), such that the generalization of the
relations (3.10) to the film cannot be tested for this grafted blend case; considerations
of confined blends of polydisperse free chains are not made here. We will later compare
the behaviour of alternative time dependent coupling parameters which give the relative
weight of cross-chain contributions to the uniquely tethered or the uniquely free species
contributions to Sgm (). These coupling parameters are respectively defined by eqn (3.13)
and eqn (3.14).

First we compare the total cross-correlation coupling parameter, x(t) (eqn (3.11)) using
different films with and without surface grafted chains, in addition to a periodic simulation
of free chains. All chains in every simulation contain n = 64 bonds. The grafted film uses
grafting density: p, = 2.6p}, and has channel width: L. ~ 4 {(Upu?), whereas the films,
without grafted chains have L. ~ 3,/(upux?). Two different types of boundary structure
are used to investigate the coupling parameter: a flat reflective surface or a ‘rough’ lat-
tice surface consisting of Lennard-Jones beads. In section 3.4.4 we will also investigate a
‘smooth’ lattice surface using the stress observable. The rough wall consists of an ordered
lattice texture instead of the random texture used in appendix B.3. For the non-roughened
(‘smooth’) lattice with Miller indices (111), each lattice bead has nearest neighbours at
displacements +o& from its own position. The configuration of the roughened lattice is

shown in figure 3.5. In the roughened lattice every second bead in the & direction is
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displaced with respect to its non-roughened lattice position by 0.50¢ (the non-roughened
lattice is represented in figure 1.5). The 2 direction also has a degree of roughness using
the lattice surface, in the sense that it is not generally true that 6%7{2" = 0, where Uy is
the contribution to the potential energy from all lattice particles, and z; is the £ compo-
nent of the ¢th bead position. However, the Z component of all lattice positions are the
same for both the ‘smooth’” and ‘rough’ displaced lattices. The Lennard-Jones potentials
of the lattice use the same cutoff distance as the fluid Lennard-Jones interaction which is
r. = 2'/65. The lattice particles have fixed positions and only interact with fluid particles.
Two different thermostat conditions are investigated: a Langevin thermostat using &yp =
O.5mbTI:,1 or {up = 0.O5mbTL_Jl, as in chapter 2. Other details are identical to the specifi-
cation in section 2.2.

Figure 3.6 plots the total coupling parameter, k(t) - eqn (3.11) for each case. First
we comment on the simulations that use a Langevin thermostat with friction constant,
&p = 0.5my7; . For the case without grafted chains using a flat reflective surface, r(t)
is negative for ¢ £ 10007y,5, so that Sgim () must decay more quickly than the chain bond
orientation auto-correlation function. The coupling parameter is also slightly lower in the
film compared to the periodic simulation when the flat reflective boundary is used with
grafted chains, at least for ¢  100007;,;. Figure 3.7 plots a tethered chain time dependent
coupling parameter given by the ratio of the uniquely tethered species cross-chain and

total contributions to Sgi,(t):

kr(t) = Crr(t)/(Ar(t)/or + Crr(t)) (3.13)

At t &~ 1000075, the tethered coupling parameter is: k7 (t) &~ —1, indicating that the con-
tribution to Sk (t) due to cross-correlations between tethered chains is negative and has a
magnitude around half that of the corresponding auto-correlation contribution. However,

note that a corresponding free species coupling parameter:

kp(t) = Crr(t)/(Ar(t)/¢F + Crr(t)) (3.14)
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Figure 3.6: k(t), eqn (3.11), using a variety of films or a periodic simulation. All chains
consist of n = 64 bonds and a Langevin thermostat is used with &up = 0.5m,7m1,5 7!, unless
otherwise stated. Orange squares: periodic boundaries; magenta squares: rough walls,
pg = 0; black squares: flat reflective walls p;, = 0; open black squares: flat reflective walls,
pg = 0, &up = 0.05my7,;7 % cyan stars: rough walls p, = 2.6p}; blue stars: flat reflective
walls p; = 2.6p.
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Figure 3.7: xr(t), eqn (3.13), and kp(t), eqn (3.14). py = 2.6p;. Filled stars: kp(t); Open
stars: kr(t). Blue: flat reflective walls, Langevin thermostat using {yp = 0.5myy "L red:

flat reflective walls, Langevin thermostat using &up = 0.05m,m,5~ 1 cyan: Rough wall,

Langevin thermostat using &yp = 0.5my ;L

also plotted in figure 3.7, is similar to the complete coupling parameter, x(t), in the
periodic simulation using only free chains.

Figure 3.7 also reveals that replacing the flat surface with a rough lattice leads to little
discernible change in rp(t) or kp(t), and figure 3.6 shows that there is also little change
in k(t). The influence of the rough lattice is much more pronounced for the zero grafting
density case. Generally the addition of the relatively low number of grafted chains greatly
increases (t) at ¢t £ 107,y with respect to a film only consisting of free chains. For the
zero grafting density case, introducing roughness at the boundary also leads to a total
coupling parameter with similar behaviour to the periodic simulation.

Figure 3.8 shows that the weak confinement, or the addition of tethered chains, both have
little effect on the average bond orientation auto-correlation function of all free chains in
the sample, with respect to a periodic simulation. Note however that this applies to the

film average.
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Figure 3.8: Bond orientation auto-correlation functions of free chains under different con-
ditions; all using a Langevin thermostat with &yp = 0.5mym,5 L. Red: flat reflective walls,
pg = 0; black: flat reflective walls, p, = 2.6py; green: periodic boundaries.

Effect of lowering the thermostat friction

If the flat wall is instead used in conjunction with the Langevin thermostat with a lower
friction constant: &up = 0.05m,75, then kp(t) (open red stars in figure 3.7) becomes
negative more rapidly with respect to the case of the higher thermostat friction, but the
behaviour is qualitatively similar. Note that error bars were not available in this case
since only a single simulation run was used; it is clear that the error is much larger in this
low friction simulation compared to the other two cases, which were averaged over several
uncorrelated simulations which also ran for a much longer time.

Reducing the thermostat friction leads to little or no discernible change using the rough
walls. However the thermostat has a notable influence in the flat wall case: using the
low friction Langevin thermostat we find a negative x(t) at t £ 1075, two orders of
magnitude earlier than the simulation using a thermostat friction constant that is an
order of magnitude larger. As in chapter 2, when the lower thermostat friction is used,
the effective Lennard-Jones time is always rescaled as: 71j¢,,=005 = 0.86715¢yp=05- In
the following section film stress correlation functions are introduced, and are compared to

the chain bond orientation correlation functions that were investigated in this section.
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Global and local stress correlations in confined melts

Recently Abberton et al. [3] performed non-equilibrium shear deformation simulations of
a Kremer-Grest model bounded by repulsive, flat, featureless walls, using free chains in
varying degrees of confinement. A sudden start-up affine shear deformation was prescribed
uniformly across the channel for a short duration. Following this, the shear deformation
was switched off and the relaxation of the total stress in the film was recorded. For
one particular film width the non-equilibrium results were compared with the equilibrium
correlation function of the total film stress. From the mechanical Fluctuation-Dissipation
Theorem (FDT) [44] (appendix C), the equilibrium stress correlation function is equal to
the linear stress relaxation function following an isotropic infinitesimal deformation under

isothermal conditions:

G(t) = 7 {0(1)0,(0)) (3.15)

where V' is the total material volume and here o,,(¢) is the mean material shear stress at
time ¢t. Abberton et al. found that the film stress relaxation function did not match the
equilibrium stress correlation function exactly. They came to the conclusion that their
applied deformation went beyond the linear regime.

It is important to acknowledge that realistic deformations are usually boundary driven.
Such a boundary driven flow is called a ‘thermal process’ by Evans and Morriss [44].
Whereas the FDT links equilibrium correlation functions to the linear response following
a uniform mechanical process under isothermal conditions, there is no analogous theorem
for a thermal process. An example of a thermal process is a film that responds to motion
of the sliding boundary wall with a weak steady state shear-flow that may generally be
non-uniform across the channel.

Evans and Morriss have argued that if a thermal process results in a uniform deformation
field then there exists a ‘congruent’ system that is driven by an idealized uniform mechan-
ical field that is an equivalent physical description. Such a mechanical description is given
by the SLLOD equations of motion [44]. If the sliding plate flow leads to a non-uniform

shear-flow in the channel, then there does not exist a hypothetical equivalent mechanical
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process that applies a uniform deformation rate. Without such a correspondence, the
FDT may not be invoked, and the equivalence between the non-equilibrium shear relax-
ation function and the equilibrium stress correlation function given by eqn (3.15) is not
valid. Therefore even though eqn (3.15) may be satisfied in the case of the simulations of
Abberton et al., since they used a uniform deformation (providing the step shear is suffi-
ciently weak), for more realistic non-equilibrium models (surface driven flow) the relation

may fail.

Definitions of stress correlation functions

Despite the uncertainty in the exact meaning of the stress correlation function in inhomo-
geneous materials, the FDT has been heuristically applied in other studies: for example
to define a local viscosity in a polymer brush solvent system [38]: the fluid is first split up
into regions with equal volume that are bounded in the surface-normal direction (see e.g.
Fig. 3.9). Then a total regional stress correlation function is defined for region k which is

bounded by wall normal positions Y, and YViy:

V Yet1 o, (y’ t) Yot+Le o, (y” 0)
Gitotal(t) = = / Ad’/ A A R T 3.16
kot (1) T< v Verr — Ve D ey Lo Y (3.16)

where ) is the position of the first wall and V' is the complete film volume; the local shear
stress, o,,(y,t), is defined in eqn (1.4). It also follows from the FDT, appendix C, that
eqn (3.16) may be equated with the local stress relaxation function following a mechanical
process. More generally a heuristic local viscosity is defined as the time integral of eqn
(3.16) [38].

In this section we make similar investigations. In particular, section 3.4.5 makes detailed
investigations of stress correlation functions using a film with chains grafted to flat reflec-
tive surfaces immersed in a melt of free chains. Both tethered and free species have the
same bond number, n = 64, identical to one of the tethered systems investigated in section
2.2 except that here a higher grafting density is used (p, = 2.6p;). The static properties
of the grafted chains for this case are almost identical to the lower grafting density case.

For this grafted film we make detailed observations of both the total film stress and total
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Figure 3.9: In this section, the time correlation of the stress in one region of a bounded
channel with the stress in another region is calculated, to give a measure of the degree of
non-local rheological coupling. The channel width is L.. Four regions with equal volume
are defined - two ‘bulk’ regions and two ‘surface’ regions. The channel is completely
symmetric for all simulations considered. For the simulation containing surface grafted
chains, the grafted chains (a few are illustrated in red) are almost competely located in
the surface regions. There are free chains (a few are illustrated in blue) in all regions.
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film orientation correlation functions, in addition to total regional correlation functions
and regional cross-correlation functions (to be defined shortly).

Whereas Abberton et al. proposed a phenomenological model describing the non-local
coupling of the stress relaxation in different parts of the film, here the approach is to
use MD to directly observe the behaviour of both local and non-local equilibrium stress
time correlations in different parts of the confined films. The simulations use symmetric
channels. Four regions in the channel are considered, corresponding to two surface regions
and two bulk regions, each with height L./4, such that for the system including tethered
chains (L. =~ 4y/(upui?)), tethered chains are almost always completely located in the
surface region. See Fig. 3.9 for a schematic of the simulation channel. Then the total film

in-surface plane shear stress is an average over every region:

1
Ottmay(t) = 7 (00.2y(t) + 01y () + 020y (E) + 03,0 (2)) (3.17)
where:
)= o [ o )y (318)
Ok = 0w (Y, )
oy yk—l—l — Vi Jy'=w v Y

where the region index k corresponds with the regions illustrated in Figure 3.9. The total
regional stress correlation functions, eqn (3.16), may be decomposed into six different local
(auto) and non-local (cross) correlation functions. For example, a total surface region

stress correlation function, Ggota(t), may be decomposed as:

y
= 57 (0029 ()51, (0)) + (0.2 (1, (0))) 10)

= (Gs(t) + Gspi(t) + Gspa(t) + Gss(t))

GS,total(t)

where the surface auto-region stress correlation function, Gg(t), is:

Gs(t) = 757 ({00,2y(t) 00,0y (0)) + (3,04 (t)T3.2(0))) (3.20)

the first surface-bulk cross-region stress correlation function, Ggpi (), is:

1V

Gspi(t) = ;57 00,2y ()01,2y (0)) + (02,2 (£)03,2(0))) (3.21)
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the second surface-bulk cross-region stress correlation function, Ggpa(t), is:

v

57 {00y (£)02.2y (0)) + {01,y (1) 03,04 (0))) (3.22)

o

Gspa(t) =

and the surface-surface cross-region stress correlation function, Ggg(t), is:

In%

Gss(t) = iT (00,2y(t)03.24(0)) (3.23)

Note that all correlations between distinct regions are found to approximately satisfy
time-reversal invariance: (0y.y(t)0m.2y(0)) = (012y(—t)Tm.ay(0)). Correspondingly, the

total bulk region stress correlation function, Gg totai (), is:

V
= ﬁ (<0'1,zy(t)0'ﬁlm,my(0)> + <U2,xy(t)‘7ﬁlm,zy(0)>) (324>

= (Gp(t) + Gspi(t) + Gspa(t) + Gpp(t))

GB,total <t>

In eqn (3.24) there are also contributions from the bulk-bulk cross-region stress correlation
function, Ggp(t):

Gon(t) = 17 (7102(1)020,(0) (3.25)

and the bulk auto-region stress correlation function, Gg(t):

Gi(t) = 1z (01,0001 (0) + (920102, 0)) (3.26)

Then the total film stress correlation function is formed from the sum over every total

local function:

Gﬁ]m(t) = K <Uﬁlm,xy(t)0ﬁlm,xy(0)>

= 3 (GS,total(t) + GB,total(t)) (327>

=]

= —(Gg(t) + Gp(t) + Gpp(t) + Gss(t)) + (Gspi(t) + Gspal(t))

[\]
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Computational implementation

For systems without lattice boundaries we average over both shear components of the
stress in the surface plane (the systems with FCC wall lattice particles are not completely
invariant with respect to rotations in the plane with normal unit vector: ¢ - see figure

1.5), so that eqn (3.27) for example becomes:

Gan(1) = 57 (g (Dy(0)) + (G (Do (0))  (325)

When it is necessary to distinguish shear components of the stress tensor we use the
notation e.g.:

Vv

Gﬁ]m,zy(t) == ? <O-ﬁ1m’zy(t)0-ﬁ]m7zy(0)> (329)

The algorithm used to calculate the stress in the kth film region, oy 4y, is found from

integrating the MOP expression, eqn (1.4), over the kth region:

1
Py = 25 (Vi1 — Vi) %: fija Wi = ¥5) O V1 — ¥:)O Wi — Vi)O( Vi1 — 45)O(y; — Vi)
1
+ T Verr — Dh) ZZJ: JijaVes1 = 45) O — Vier1)O(Vir1 — 45)O(y; — Vi)
1

i A (Vi1 — Vi) > fizalyi = Vi) OV — 4)O(Vess — 1:)O(ys — Vi)

)

(3.30)

Note that the factor of 1/2 is necessary in the first sum to prevent over-counting. For the
second and third sums there is an implicit constraint that y; > y; which prevents over-
counting. In eqn (3.30) the kinetic stress contribution to eqn (1.4) has been neglected for
simplicity since it makes a negligible contribution to shear stress correlations in all parts
of the film and neglecting it does not change any qualitative aspects of the correlation
functions for all time, for all cases considered (including simple fluids). The algorithm used
by Dimitrov et al. [38] appears to correspond with eqn (3.30) although they formulate it
starting from the Irving-Kirkwood [68] expression for the stress. If all particles are located

within any one region; e.g. if the region width corresponds with the film width, then we
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from eqn (3.31).

Figure 3.10: (a) Test for the consistency of the stress algorithm, eqn (3.30), via the film
stress correlation function. (b) Test of the decomposed stress correlation functions.

get the standard ‘virial” stress expression (e.g. see Doi and Edwards [39]).
1
Ofilm,ay — W lzj: fij,a (yl - y]) (331>

An algorithm corresponding to eqn (3.30) which may be run in parallel using OpenMP [2]
has been implemented in GPS. An algorithm corresponding to eqn (3.31) was previously
implemented in GPS. It has been verified that using eqn (3.30) to find the regional stress,
then summing over the stress from each region, as in eqn (3.17), gives identical results
for the total film stress as those found from the algorithm corresponding to eqn (3.31).
As an example, figure 3.10a compares the total film stress correlation function using both
methods. Additionally it is verified that the time average of every normal component of
the stress is identical for every bin in the fluid: a constraint which is determined by the
film geometry in the creeping flow limit, eqn (1.12).

The correlation functions Gg(t), Gg(t), Gspi(t), Gspa(t), Gpr(t), and Ggg(t) are calcu-
lated in GPS using new correlator classes, ‘StressCorrelatorFilm’ and ‘StressCrossCorre-
latorFilm’. This code is verified by checking eqn (3.27). In this case the systematic error
introduced by the block averaging used in the on-the-fly calculation of the correlator [136]
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means that the total film correlator and its construction from the sum of its decomposed
correlation functions do not give exactly identical results. However as seen in figure 3.10b,

this is only evident at long time.

Stress Optical Rule (SOR) near the surface

Let us consider whether we expect that the SOR (see 1.0.6) will be valid near to the
surface. We start by recalling the widely accepted postulate that the stress in a polymer
melt is determined by the short-time chain dynamics (One argument given by Doi and
Edwards justifying this is that the elastic stress following an instantaneous deformation
is given by the (observably) instantaneous change in the free energy - which whether
for entangled or non-entangled melts is Rouse like). Extending this postulate to the
surface model, the instantaneous stress is then expected to be completely determined by
the modified-Rouse potential, eqn (2.5), to a good approximation. Now for chain sub-
segments with characteristic length ~ b (Kuhn length), for which the dynamical potential,
eqn (2.5), becomes appropriate, the additional wall dependent contribution to the potential
is only non-negligible when the segment is within a distance from the surface of ~ b. We
then expect that very strong confinement will be necessary in order to break the SOR.
In sections 3.4.4 and 3.4.5 the proportionality between Ggy,(f) and the total film bond
orientation correlation function, Sg,(t), will be tested. Assuming this proportionality,
we can meaningfully examine stress-correlation functions in terms of bond orientation

correlation functions.

Total (film volume averaged) stress correlation functions in

confined melts

Figure 3.11 plots the total film shear stress correlation function,

Gfim,ay(t) = (Ofim,zy(t)Thim,ey(0)) using the weakly confined free chain films with L. ~
300 ~ 3vupu?. Figure 3.11 reveals that using the low friction thermostat with the
flat wall leads to a negative stress correlation function for 107; < t < 1007;. Next

we investigate a much more confined channel: Figure 3.12a plots Ggm«y(t) using a film
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Figure 3.11: Gpmxy(t). Black: flat reflective surface; magenta: rough lattice. Filled
squares: Langevin thermostat with &yp = 0.5m, 7 Jl; Open squares: Langevin thermostat
with gMD = 0.05mbTI:]1.

with L. ~ 100 =~ y/upa?, which may be compared to a log;,-log;, scale representa-
tion of the corresponding wide channel plots (figure 3.11) in figure 3.12b. The channel
width, L. ~ 100, coincides very closely to the second thinnest channel used by Abberton
et al. [3] with a perfectly flat boundary. In their supporting material [3] they include
Gfim,xy (t) (the correlation function) for ¢ > 107,;. Their results match quite closely to a
plot in figure 3.12a ({up = 0.5my,/ g - filled black squares), suggesting the possibility that
their purely flat repulsive Lennard-Jones wall potential gives very similar results to the
purely flat reflective wall case we consider. Note however that Abberton et al. used the
full Lennard-Jones potential (cutoff distance: r. = 2.50), for both the surface and non-
bonded potentials, and a higher monomer density (p = 0.886702); they used a Langevin
thermostat with an unspecified friction constant.

For the perfectly flat surface, lowering the friction constant to &yp = 0.05my, /715 results in
Gim xy (t) being negative at 1 < ¢ 5 10715 under the strong confinement (compare this with
the corresponding wider channel plots in figure 3.12b: in this wider channel the behaviour
is qualitatively similar but Ggimxy(t) is negative at 10 < t 5 1007,;). Figure 3.12a also
includes a plot for G ,y(t) using the rough lattice which appears to be slightly different
t0 Gfimxy(t) for this (rough lattice) case only. For the flat lattice Gimxy(t) = Ghimzy(t)
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Figure 3.12: Gpmxy(t) under (a) strong and (b) weak confinement. Filled symbols:
Langevin thermostat with &p = 0.5my,/75; open symbols: Langevin thermostat with
&vp = 0.05my/1y. Black: flat reflective walls; purple: ‘smooth’ (non-displaced) lattice;

magenta: ‘rough’ (displaced) lattice; green triangles: Ggim .y (f) using the rough lattice
and SMD = 0.05mb/7'LJ.

and for the perfectly flat wall they must be identical by symmetry.

Figure 3.13 shows corresponding plots for the bond orientation correlation function, Sgym (%)
(Stim(t) = Shimxy(t) always) - eqn (3.7), using the strongly confined channel, which has
similar behaviour: smoother surfaces/reduced thermostat friction lead to faster decay.
However G xy(t) and Sgim (t) are clearly not proportional for ¢ < 10075 using the smooth
surface and low thermostat friction. Despite this we may still note the correlation between
the negative bond orientation coupling constant that was observed in figure 3.6 (using the
flat boundary film) and the negative stress correlation observed in figure 3.12.

Next we look at figure 3.14 which plots the out of surface plane shear stress correlation
function, Gimx,(t), which in contrast to Gimxy(t) and Gam .y (t) is apparently indepen-
dent of surface roughness and thermostat friction. G x,(t) also has very little channel
width dependence, consistent with the findings of Abberton et al [3].

Since the time-scale of the negative Gm xy(t) is of order 7i,; using the strong confinement,
we now consider a simple fluid consisting of Lennard-Jones dimers - n = 1, using the
channel width, L. ~ 100. Figure 3.15a plots Ggtota(t), eqn (3.19), and Gptotal(t), eqn
(3.24), for dimers and chains with n = 64. It is striking that corresponding curves in both

cases agree quite closely despite the large difference in chain length. A fluid using single
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Figure 3.13: Sam(t) - eqn (3.7): L. =~ 100.

Filled circles: Langevin thermostat with {up = 0.5my/715; open circles: Langevin thermo-
stat with &up = 0.05my/71,y. Black: flat reflective walls; purple: ‘smooth’ (non-displaced)
lattice; magenta: ‘rough’ (displaced) lattice.
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The out of surface plane stress correlation function, Gy, +,(t). Filled hexagons: Langevin
thermostat with &yp = 0.5my/75; open hexagons: Langevin thermostat with &up =
0.05my/m5. Black: flat reflective surface; purple: ‘smooth’ (non-displaced) lattice; ma-
genta: ‘rough’ (displaced) lattice.
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Figure 3.15: Ggotal(t) (stars) and G total(t) (squares), L. ~ 100: (a) Comparison between
dimers (black) and chains with n = 64 bonds (red). (b) Comparison between dimers
(black) and single Lennard-Jones beads (blue). All simulations use a flat reflective surface
and Langevin thermostat with {yp = 0.05my,/;.

Lennard-Jones beads also matches the dimer plots very well for ¢ > 75: see figure 3.15b,
indicating that the negative stress correlations at ¢ > 7 is not a bonded phenomena. The
simulations using FENE bonds display additional stress correlation oscillations for ¢ < 7j.
Beyond the conclusion that the negative stress correlations are traced to monomeric dy-
namics, that inertia is important, and that the phenomena occurs using a flat (momentum
reflecting) boundary, a precise understanding is still lacking. A further step could be to
examine whether a similar effect occurs using a film with a free surface. It may also be
relevant to note that the addition of a rough surface has a reasonably large effect on the
bead density profiles of the films which are plotted in figure 3.16.

Finally figure 3.17 shows that, adding a relatively low density of surface grafted chains,
G'ilm,ay (t) is much more invariant with respect to the considered changes in surface struc-
ture. Note that the open blue stars using the low thermostat friction corresponds with
the red coupling parameter plots in figure 3.7. The faster decay of kr(t) compared to
the high thermostat friction cases suggests that the terminal behaviour of G 4, (t) may
also be different with respect to the high friction simulations, however there is too much
noise in the low friction plot in figure 3.17 to tell whether any notable difference exists. In

the following section the terminal stress relaxation in a film with surface grafted chains is
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Figure 3.16: Total bead densities as a function of distance from the reflective surface
or lattice plane. Note that for the rough tethered plot (blue), the grafted end beads of
tethered chains are located 0.90 from the lattice plane which coincides with the minimum
distance of free beads from the surface.

investigated in more detail for the single case of a film with flat reflective boundaries.

Non-local stress correlations in a tethered ‘blend’

Here we examine in more detail the tethered ‘blend’ consisting of surface end-tethered

? = 2.6p;, immersed in a melt

chains with n = 64 bonds at grafting density, p, = 0.0250~
of free chains of the same length. We examine whether the terminal decay of the film
stress correlation function of the tethered ‘blend’ corresponds to the single chain model
prediction, eqn (3.5). The data was averaged over seven independent simulations that
ran for 1077,;. Figure 3.18a plots the different functions that contribute to the total film
stress correlation function, eqn (3.27). It is striking that at ¢ ~ 100007,y every function
is similar in magnitude and form. Figure 3.18b plots G totai(t), GBtota1(t), and compares
both to the total stress correlation function using periodic boundaries and only free chains
with n = 64: Gperiodgic(t). The terminal decay of Gperiodgic(t) is well fitted to a single
exponential with relaxation time, 75/2 (orange line), as predicted by the Rouse model.

For both Ggtotal(t) and Gp total(t), the terminal relaxation decays proportionally to eqn

(3.5) for 7 1 <t < 7y, (magenta line in figures 3.18b and 3.18c), which has characteristic
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Figure 3.17: Gpim xy(t) in a simulation with surface grafted chains: L. ~ 400 and p = 2.6p}.
Filled blue stars: flat reflective surface, Langevin thermostat with {yp = 0.5my,/71,5; open
blue stars: flat reflective surface, Langevin thermostat with &yp = 0.05m; /71,55 cyan stars:
rough surface, Langevin thermostat with {yp = 0.5my, /71y

relaxation time 1/(1/7, + 1/7 ) = 7,/3. 7, =~ 202207,y - as for the lower grafting
density case - eqn (2.25). Figure 3.18¢ plots G (t) and demonstrates the proportionality
with Spm(t) for ¢ £ 107;. Gaim(t) remains proportional to a single exponential with
relaxation time 7y /3 at t = 7. At ¢t > 71, the error is sufficiently small so that any
contribution from a mode with relaxation time 7 |, as predicted by eqn (3.5) must be very
small. The delayed terminal relaxation of the centre channel region, Gp tota1(t), which only
contains free chains, with respect to the periodic case indicates that there may be a finite
channel effect on the centre channel rheology for the channel length used.

We now return to the chain bond orientation correlations in the film. Figure 3.18d shows

the decomposition of Sg,(t):

Sim(t) = (prAp(t) + ©3Crr(t)) + (erAr(t) + 05Crr(t)) + 2019rCre(t) (3.32)

in terms of contributions from the free chain (first bracketed term in eqn (3.32)) and
tethered chain (second bracketed term) correlations and the inter-species cross-correlations
(final term). The cross-correlations are responsible for most of the error in figure 3.18d;

error bars included for 2p7@rCrr(t) demonstrate the magnitude of error. Each of these
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the total film bond orientation correlation function.

Figure 3.18: Various bond orientation and stress correlation functions of the tethered
‘blend’ film. Orange line is proportional to the longest stress correlation mode for free
chains: 75/2. Magenta line is proportional to eqn (3.5) at early time which has character-
istic relaxation time: 1/(1/m | +1/m ) = 7,/3.
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three contributions appear to approximately share the same terminal relaxation time:
~ 71,/3. Since the auto-correlation part of the tethered chain contribution is known
to have a longer relaxation time than this: 7, we can deduce that the negative cross-
correlation term (Cpr(t)) that was identified in section 3.3 acts to cancel out this longest
relaxation mode. Figure 3.3 indicates that the free chain auto-correlation function has
longest relaxation time 7z/2 ~ 71/8. This means that the free chain cross correlation
function, Crp(t), must account for the slower relaxation of (prAp(t) + ¢4Crr(t)) at
t ~ 71,/3. Note that this particular phenomenon also occurred in periodic conditions [24]:
The fast component cross-correlation function was proportional to the slowest component
correlation function in the terminal regime. However this ‘secondary’ coupling appears to
be stronger in this film case, since in the periodic case the magnitude of the contribution

to Crr(t) that was proportional to Ar(t) dominated even for a 50% blend.

Regional bond orientation correlation functions of the tethered ‘blend’

We define regional averages of shear bond orientations, Oy |1, where bonds are designated

a region using their centre of mass position:

1 Ne N— 1 l
O = 2 7, 2 i y z +7ﬁz 2)x
kL A Vi1 — Vi) £ 120 +1 | H )(r i+1,L — T4, 1) OV — ( i+1,1 1)/2)x

6((T§+1,L + Tﬁ,ﬁ/2 — Vi)
(3.33)

Note that eqn (3.33) sums over all N, chains in the film and that different bonds forming
a single chain can be in different regions.

We now examine bond orientation auto-region correlation functions: Sg(t), Sp(t) and
cross-region correlation functions: Sgpi(t), Ssp2(t), Spp(t), and Ssg(t). These regional
bond orientation correlation functions are defined from eqn (3.33) in an identical manner

to how the regional stress correlation functions, eqns (3.20)-(3.23) and eqns (3.25)-(3.26),
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Figure 3.19: Each cross-region bond orientation correlation function in the film. Note that
for long time every function has similar (but not matching) magnitude. Their behaviour
is demonstrated more clearly by the regional coupling parameters which are plotted in
figure 3.20.

are defined from the regional shear stresses, eqn (3.30). In particular we have the relations:

Sstotal(t) = ZVT (<OO,||L(t)Oﬁlm,HL(O)> + <03,HL(t>Oﬁ1m,||L(O)>>

(3.34)
= (Ss(t) + SSBl(t) + SSBQ(t) + Sgs<t))
and
SBtotal(t) = 2VT (<Ol,|\L(t)Oﬁlm,||J_(0)> + <02,||J_(t)0ﬁlm,HJ_(O)>) (3.35)
= (Sp(t) + Sspi(t) + Sspa(t) + Spa(t))
where:
Oﬁlm,HJ_(t> = 111(007||J_(t) + Ol)HJ_(t) + 027||J_(t) + Og"u_(t)) (3.36)

Every cross-region correlation function is plotted in figure 3.19. In figure 3.18a only one
stress cross-region correlation function, Ggpa(t), has a notable positive time dependence,
however all bond orientation cross-region correlation functions are increasing functions
of time on some time-scale. We define regional time coupling parameters, which give

the relative weight of Sg(t), Sg(t), Sspi(t), Ssp2(t), Spr(t), and Sgs(t) with respect to
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the total regional bond orientation correlation functions, eqn (3.34) and eqn (3.35). The

surface region bond orientation coupling parameters are:

rs(t) =Ss(t)/Ssotar(t)
ksp1,5(t) =Ssp1(t)/Ss potal ()
ksp2,s(t) =Sspa2(t)/Ss total (t)
kss(t) =Sss(t)/Ss totar(t)

and the bulk region bond orientation coupling parameters are:

kp(t) =SB(t)/ S tota(t)
rsp1,8(t) =Ssp1(t)/SB torar(t)
Ksp2.(t) =Sspa(t)/SB orar(t)
tpp(t) =SpB(t)/SB total(t)

(3.37)

(3.38)

Similarly, regional coupling parameters are defined for the stress correlation functions,

eqns (3.20)-(3.23) and eqns (3.25)-(3.26). The surface region stress coupling parameters

are:

Ls(t) =Gs(t)/Gs potar(t)
tsp1,5(t) =Gsp1(t)/Gs ot (t)
tsp2,s(t) =Gspa(t)/Gs otal(t)

tss(t) =Gss(t)/Gs potar(t)

and the bulk region stress coupling parameters are:

tp(t) =Gp(t)/Gptotal(t)
tsp1,5(t) =Gsp1(t) /G otal(t)
tsp2,B(t) =Gspa(t) /G orar(t)
158(t) =GpB(t)/G B tota(t)
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Figure 3.20: Time dependent regional stress (open squares) and regional bond orientation
(filled squares) coupling parameters.

(a) Surface region: eqns (3.37) and (3.39)

(b) Bulk region: eqns (3.38) and (3.40)

These coupling parameters are plotted in figure 3.20. At t =~ 7 /3 ~ 70007;, every
regional coupling parameter has a similar magnitude. Although figure 3.18c shows that
Gfim(t) and Sgim(t) are proportional at ¢ g 107,j, figure 3.20 demonstrates that regional
coupling parameters for stress and orientation only match closely at ¢ Z 10007;. Al-
though all coupling parameters tend to similar values at t ~ 71 /3, for the surface region,
figure 3.20a, kg(t) and kss(t) appear to have a greater magnitude than kgpy s(t) and
Kspa,s(t). For the bulk region, figure 3.20b, ksp1 p(t) and rkspa p(t) appear to have a

greater magnitude than kg(t) and kpp(t).

Conclusion

This chapter has demonstrated that making what may be considered quite subtle changes
to the boundary structure (topology) of films leads to very different stress correlation
functions using the KG MD model. It was found that the degree of surface roughness on a
monomeric length-scale strongly influences the behaviour of cross-chain bond orientation

correlations, although the auto-chain bond orientation correlation function was found to
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be effectively identical across the range of boundary and thermostat conditions explored.
Corresponding changes in film stress correlation functions were also found. In particular,
the limiting case of a perfectly smooth, momentum reflecting surface, used in approxi-
mately momentum conserving simulations, led to a negative total film shear stress time
correlation for ¢ Z 7y,5. Very similar behaviour was observed using either single monomers
or dimers instead of polymers. When a large value of the thermostat friction is used in
conjunction with the flat surface, the negative stress correlation is not observed. However,
much faster shear-stress relaxation with respect to films with roughened surfaces is still
observed. Films with rough surfaces have stress time correlation behaviour that is invari-
ant with respect to the choice of thermostat friction constant. These observations may
explain the recently observed effect of confinement induced accelerated relaxation made
by Abberton et al. [3] using similar simulations. We find that a relatively low grafting
density of tethered chains can counteract these flat surface effects.

It has also been demonstrated that, in weak confinement, the modified-Rouse model can
reasonably describe auto-chain bond orientation correlation functions for chains both near
and far from the surface (figure 3.3), as well as for end-tethered chains in the mushroom
regime (figure 3.2b).

The presence of around 10% by volume of tethered chains leads to a global slowing down of
film stress relaxation, which has been characterised in detail in section 3.4.5. However the
degree of strain hardening found in the presence of tethered chains by Lee et al. [89] is not
observed here, even though the width of their thinnest film was very similar to the one we
investigate (= 10 radii of gyration of the grafted species). Note that the grafting density
used by Lee et al. was around four times larger than that which was used in section 3.4.5.
The terminal stress relaxation time of the tethered chain blend does not coincide with
the tethered chain rotational relaxation time, as predicted by the modified-Rouse model.
This phenomenon has not yet been fully understood, although the change in terminal
relaxation time with respect to the single chain model prediction has been associated with
negative cross-chain orientation correlations between chains of the tethered species. This
phenomena could be investigated further in the following way: the tethered chains may

be distinguished by which wall they are grafted to - we split the tethered chains into two
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‘species’. Then we may investigate their interspecies cross correlations: is it the correla-
tions between tethered chains on the same surface, or those between chains of opposing
surfaces, which become negative? It would also be desirable to make more detailed checks
regarding the impact of thermostat friction for films with grafted chains, since figures 3.7
and 3.17 have a non-negligible degree of error at long time for the low thermostat friction
simulation.

For films comprising both tethered and free species, the coupling of stress correlations
between the surface region containing the slowly relaxing tethered species and the centre
channel region which only contains the more quickly relaxing free chains has been investi-
gated. Even in the weakly confined film investigated, the total local centre channel stress
correlation function, Gp total(t), matches the total local surface stress correlation function,
Gstotal(t), in the terminal regime, indicating that the centre channel rheology may be
influenced by the finite size of the channel. The non-local coupling of bond orientations in
different regions of the film has also been measured and compared to corresponding stress
couplings.

The main conclusion of this chapter is that the choice of boundary condition is non-
negligible, even when the film channel width greatly exceeds the length-scale of the sur-
face structure. Since the KG MD model is a theoretical coarse-grained model, it would be
desirable that future work examines how meaningful the simple surfaces explored in this
chapter are, with respect to both more detailed simulations and experiment. It would also
be very interesting to investigate free-standing films corresponding directly to the experi-
ments by Lee et al. [89]. Could the results of a free surface be similar to a flat reflective
surface?

Another future direction could compare the behaviour of polydisperse films with the bulk

phenomenology [24] of orientation coupling described at the beginning of section 3.3.
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Chapter 4

Chain dynamics in an entangled poly-

mer melt confined by a flat surface

Introduction

The dynamics of confined polymers is an interesting subject that is particularly important
for the behaviour of nanocomposite materials [8, 153] and the phenomenon of surface slip
in polymer melts [59, 104]. However the dynamics are difficult to characterise and predict.
A key concept is the behaviour of entanglements between different polymer molecules in
the vicinity of a confining surface. There has been much interest in the changes in proper-
ties and density of entanglements for such systems [14, 165, 157, 91, 16, 170, 74, 165]. Ever
since the seminal work by Fetters et al. [52], the success of the Lin-Noolandi conjecture
[117, 102, 77] has been cited in predictions of an increase in the entanglement molecular
weight for polymer melts under steric confinement [21]. Generally the justification for
this prediction is the expectation that confined chains will be less inter-penetrating than
their bulk counterparts. Examples of relevant systems are polymer melts that are confined
in a channel or filled with large particles. Despite much investigation, even under weak
confinement there is no clear consensus regarding the magnitude and characteristic length
of any depletion in the density profile of entanglements at a flat surface. For example,
looking towards experiment, Bodiguel and Fretigny [16] suggested that the density of en-
tanglements at the surface might only deviate from the bulk value within approximately a
tube diameter (entanglement spacing) from the surface, using polystyrene films. Weir et

al. [170] studied nano-composite systems comprising polymer melts filled with very high
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aspect ratio Graphene Oxide nano-particles. The authors suggest that the entanglement
density could be reduced within roughly a chain radius of gyration from a surface.

Several studies using computer simulation have examined the system average ‘entangle-
ment length’, N, of confined melts, found from Primitive Path Analysis (PPA) [45]. In
some cases an ‘S-coil’ [64] definition of entanglement length was employed [74, 165] that
makes an assumption of Gaussian chain statistics. This assumption is usually considered
appropriate in the bulk melt but appears questionable for confined systems. See appendix
D and for further discussion on generalized S-coil measures and how they may be ap-
plied to confined systems. Alternative measures for the entanglement length that count
the number of kinks in primitive paths which are generated using Kroger’s Z1 algorithm
[147] have also been investigated under confinement [73, 75, 156]. One such measure, the

‘modified S-kink’ estimator, is:
n+1

{Z)

where n is the number of bonds in a chain and (Z) is the mean number of kinks in a

AP () (4.1)

primitive path which separate straight line segments, such that:

lim AP () = NP (4.2)

n—oo

Eqn (4.1) is sometimes referred to as a ‘topological length’ [46]. For a range of flexible
polymer melts, eqn (4.1) underestimates the most widely used rheological definition of
the entanglement length, N by a factor of N™e /N'P° ~ 2 [147]. A comparison with
the S-coil measure, which agrees closely with the rheological definition, indicates that the
primitive path, defined in this way, is not fully flexible. Everaers [46] has argued that the
ratio, N /N°P° may be used to measure the functionality of the entanglement network
using an analogy with phantom network theory. The observed ratio implies that entangle-
ments are predominately binary events, roughly in agreement with a detailed investigation
using Molecular Dynamics which nevertheless showed that a smaller but significant num-
ber of entanglements involve three chains [99]. There is also evidence for the dominance
of binary entanglements in simulations of star [23] and ring [25] chain architectures. Here

a relevant question is whether the binary picture is also valid for confined melts. It should
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be stressed that it is not a priori known how any entanglement measure found from mi-
croscopic simulation should correspond to the number of topological constraints used in
a theoretical coarse-grained model (e.g. tube or slip-spring models). For bulk melts, the
relationships between PPA generated entanglement measures and the parameters control-
ling entanglements in theoretical models have been tested and are quite well understood
[45, 147, 154, 169, 46]. In inhomogeneous systems the correspondence is not known since
up till now no direct quantitative comparison between microscopic and coarse-grained
models of inhomogeneous polymer systems has been made for dynamic observables. Fur-
thermore one cannot assume that the concepts of topological constraints (‘entanglements’)
that are well defined in e.g. slip-spring models (slip-springs) or tube models (tube persis-
tence length) may be extended to an inhomogeneous confined system.

Simply put, we must ask the following general question:

Is an entanglement near a surface similar to an entanglement in the bulk?

To consider this question our approach is to generalize a theoretical bulk model with
well defined topological constraints to a confined system. Then quantitative comparison
with a detailed MD model tests whether such a generalized entanglement model can ac-
curately predict dynamical observables, and if so, for which choice of density profile of
topological constraints across the inhomogeneous confined system.

This chapter focuses on the relatively simple case of a polymer melt of linear and flex-
ible chains that is weakly confined in a channel bounded by two parallel surfaces. We
compare the predictions of a single-chain slip-spring model with well defined topological
constraints to a much more detailed many-chain molecular model. The channel width
is large compared to the size of a chain. The distributions of the topological constraint
(slip-spring) lifetimes are shown to be very similar for all slip-spring positions relative to a
surface. Topological interactions are not an emergent phenomena within the single-chain
model but are explicitly introduced via slip-springs. It is therefore more straightforward to
investigate how topological constraints affect chain dynamics near the surface within this

model compared to detailed Molecular Dynamics where the definition of an entanglement
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is unclear. The single-chain slip-spring model is also vastly less computationally expensive
than a corresponding MD simulation.

Since confinement influences chain statistics and dynamics irrespective of whether topo-
logical interactions also exist, it is important that the slip-spring model also incorporates
these effects. A detailed comparison of a simplified version of the model without slip-
springs, to MD, has already been made in chapter 2. This non-entangled ‘modified-Rouse’
model agrees reasonably well with the behavior of sufficiently short Kremer-Grest (KG
MD) model [81] chains near the surface. Deviations from the modified-Rouse model
predictions, which emerge using longer KG MD model chains, are expected to be due to
emergent topological interactions. This means that when we decorate the non-entangled
modified-Rouse model with slip-springs, the degree of agreement of the resulting dynamics
of the model with the entangled KG MD chains should give an indication of how well the
slip-springs model the emergent effects of topological interactions at the surface.

It is necessary to prescribe a density profile of slip-links and slip-spring anchors in the
channel. Simulation has also been employed to investigate entanglement depletion. Since
primitive path kinks have a well defined spatial position, a kink density may be calculated
as a description for an ‘entanglement point’ density profile. This has been carried out
by Sussman [156] for the case of free standing films using two different channel widths:
L.~ ’/<R82>bulk and L. ~ ’/<Re2>bu1k/3’ for very long chains (n = 2000 bonds), where
<R62>bulk is the mean square end-to-end distance of chains in the bulk. In both cases, a
very narrow depletion layer of kinks of width ~ 40 was observed, where ¢ is the Lennard-
Jones length that is characteristic of a monomer size. A small maximum in the kink
density profile at the border of the depletion layer was also observed. This observation
is not well understood. Note that although the MD model of Sussman used a similar
bead density to us, very stiff harmonic bonded potentials were used instead of the FENE
springs of the standard KG MD model [81]. We think that this should have only a small
influence on chain statistics however.

It has been noted [46] that for bulk systems the number of slip-springs per chain used in
the slip-spring model to fit dynamical data of Molecular Dynamics simulations of KG MD
model chains [154, 169] is very similar to the number of kinks per chain found using PPA.
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It is then tempting to heuristically associate a kink in a primitive path with a slip-spring
in the slip-spring model. By associating kinks with slip-springs, as a working assumption,
the relevant quantity that we would like to extract from MD is the kink density profile at

the surface.

This chapter is organized as follows: in section 4.2 we perform a PPA using the Z1
algorithm, adapted for channel confinement, on a KG MD model of a melt confined in
a channel by two parallel flat reflective surfaces. We generate a kink density profile as a
function of distance to a surface analogous to the free film case carried out by Sussman.
The kink density profile motivates the study of a simple single-chain slip-spring model
under parallel plate confinement that assumes a uniform density of slip-links and anchors
across the channel. Section 4.3 presents the slip-spring model. Finally, in section 4.4
we compare the slip-spring model with the KG MD model using dynamical correlation

functions of chains at equilibrium. Conclusions are made in section 4.5.

Molecular Dynamics model

We use the same confined KG MD model and parameters for flexible chains as in chapter
2, which is very similar to other models in the literature [13, 3]. There are two parallel
reflective surfaces bounding the fluid in one dimension so that the channel is symmetric,
and periodic boundaries in the other two dimensions. The choice of reflecting surfaces is
made for simplicity. Using simulations of melts comprising short chains, we saw in chapter
3 that, for all auto-chain correlation function observables considered in this chapter, this
choice leads to no difference with respect to a surface formed by a rough lattice wall.
However we found in chapters 2 and 3 that the choice of surface structure is very important
for global observables such as the channel average stress correlation function [3] and cross-
chain orientation correlation functions [24].

We investigate a monodisperse melt comprising N, = 357 chains, each with n = 256
bonds. A Langevin thermostat with friction constant &yp = 0.5m,/m,; was used, where

my, is the bead mass and 7,5 = y/0?m; /€ is the shortest natural time unit of the simulation
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(‘Lennard-Jones time’); e and o are the Lennard-Jones interaction energy and length

respectively. The simulation box size was chosen to ensure the standard bulk density of

p = 0.85073 for a Kremer-Grest melt. We choose a channel width normal to the confining

surfaces of L, ~ 3.4 <Re2> , Where <R62> is the mean square end-to-end distance
bulk bulk

of chains in the bulk. This choice ensures that there is a centre channel region with

width 0.5 <R€2>b " that only comprises chains whose segment mean square end-to-end
u

distances match those of bulk chains [78].

Equilibration procedure

In addition to the confined channel system preparation for shorter chains described in
section 2.2, additional equilibration steps for the entangled system with n = 256 are
necessary. We here follow the procedure of Cao and Likhtman [22] by first preparing the
system using soft non-bonded and harmonic bonded potentials which allow bond-crossing
events. This set of soft interaction potentials has been termed ‘soft MD’ [96]. In chapter 2
it was demonstrated that in the presence of a flat reflective surface the soft MD model has
very similar static properties to KG MD [78]. Simulations using the soft MD model ran
for several Rouse times. Following this the potentials were switched to the KG MD model
using a ‘push-off’ over the first Lennard-Jones time, 71,;. The system then ran for several
longest KG MD system relaxation times, 7w, (defined from the longest Maxwell mode of a
spectrum fitted to the surface parallel end-to-end vector correlation function (where in 7
‘F’ denotes that all chains have two free ends in this system)) before any data presented
here was collected. For n = 256 we find that 74 ~ 2.5 x 10°7;. Several independent runs
were carried out and the results were obtained by an ensemble average. Checking that
the data recorded in consecutive runs was consistent acted as an additional check that the
system was properly equilibrated. For every observable, error bars are calculated based
on the assumption that recorded data generated from conformations which are separated

by 2.4 are uncorrelated.
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Figure 4.1: Kink density profiles as a function of distance from the kink to the nearest
surface, normalized by the centre channel density. Kinks are obtained via the Z1 algorithm
[147] applied to the KG MD melt using chains comprising n = 256 bonds.

A Primitive Path Analysis of a confined polymer melt

We use the Z1 algorithm of Kroger [147] in order to determine the spatial locations of
kinks in the primitive paths of polymer chains. Figure 4.1 plots the kink density as a
function of distance from the nearest wall, normalized by the mean kink density in the
channel centre. There is a depletion layer of kinks until approximately 20 from the surface,
immediately followed by a moderate excess of kinks before the bulk behaviour is reached
at approximately 5 — 60 from the surface. 5o is similar to the spatial distance between
consecutive kinks along a primitive path, and is correspondingly also similar to the spatial
distance separating slip-links when we map to the slip-spring model in section 4.3.
Taking into account the region with increased kink density, the mean density in the
surface region (of width ~ 50) is only a little less than in the channel centre (approxi-
mately 10% less). Primitive paths may also be found by ‘non-destructive’ methods such
as the Isoconfigurational Ensemble (ICE) method [14]. ICE defines a primitive path, that
is consistent with the classical picture of tube models, by averaging chain conformations
over a time interval of order the equilibration time, 7.: the time at which topological con-

traints become important for dynamic correlations so that a ‘phantom chain’ description
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such as the Rouse model becomes insufficient. Several simulations with identical initial
spatial configurations but different initial bead velocities are averaged over. Alternative
definitions of ‘entanglement points’ have been proposed using ICE [26], and a compari-
son between the primitive paths that are generated using either a Z1 type algorithm or
ICE has been made, demonstrating good qualitative agreement between the two methods
[14]. Since the particular form of a density profile for ‘entanglement points’ is expected
to depend to some degree on their particular definition, we consider that the mean kink
density in the surface region is the most important quantity to extract with regard to
informing an appropriate slip-link density profile, and that further analysis using a range
of chain-lengths is necessary in order to establish a good understanding for the scaling
of the size of any ‘entanglement point’ surface depletion, preferably using more than one
definition of ‘entanglement point’ It has been postulated [1], that the drop in kinks at
the surface could be due to the weak nematic interaction for segments close to the surface
(see appendix B.1), but this possibility has not been tested. We also note that figure 4.1
is qualitatively similar to the density profile of the chain centre of mass near the surface
(see figure B.2). Figure 4.1 shows that the magnitude of any depletion in kinks is very
small for the chain length studied. However we must note that although we do not have a
surface density profile of ‘entanglement points’ that is generated using a ‘non-destructive’
method, the ICE methodology applied to ring polymers concluded that the tube diameter
is larger than in the bulk within two or three bulk tube diameters from the surface of a
free-standing film by a maximum factor of 15—20%. Finally we note that the Z1 algorithm
ignores self entanglements. A previous PPA investigation concluded that the number of
self-entanglements is negligible in the bulk [155]. In the future it would be useful to also

examine the importance of self-entanglements at the surface.

In the following section we present an extension of the the original single-chain slip-spring
model, developed by Likhtman [94], to include confinement effects. We investigate the
effect that surface proximity has on chain dynamics under the assumption that there is
a uniform density of slip-links and anchors at all points in the channel. Since the av-

erage kink density near the surface is only slightly less than in the channel centre, this
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assumption appears to be a reasonable initial guess.

A slip-spring model with parallel plate confinement

The single-chain slip-spring model presented here aims to describe entangled chains in a
polymer melt at flat and completely non-adsorbing surfaces. It is an adaptation of the
original model by Likhtman [94] with no additional parameters, and a natural extension
of a non-entangled modified-Rouse model for surface chain dynamics in weak confinement
[78].

In the same spirit as the original work [94] where slip-links are added to the standard
Rouse model to capture entanglement effects, we here add slip-links to the modified-Rouse
model [78] to include entanglement and confinement effects. The slip-links are connected
to anchors via a ‘spring’ potential that is modified with respect to the Hookean spring
used in the original slip-spring model. The total chain potential in the presence of a single
wall at position y,, €, , including the sets of interactions due to NV real ‘springs’ connecting
the modified-Rouse beads and Z virtual ‘springs’ acting between slip-links at positions s;

and anchors at positions a;, is given by:

USS = UN({RN+1}> yw) + UZ({SZ}> {a’Z}a yw)

ko

Z k
#3° (go — a0 Al )

J=1

where R; and Q; = R; — R, ; are the real chain bead and bond vectors respectively,
k = T/o% 01> = 1?/3, and b? is equal to the mean square bond length far from the
surface. Temperature, 7', is written in units of the Boltzmann constant, k. a;, = a; - €,
and y; = R; - €,. Tildes indicate relative wall positions, e.g. 5;, = sj, — Y. s is the
‘number of monomers per virtual spring’ [94] which controls the mean square virtual bond
length far from the surface, b,?, via the relation: b,> = N,b*. The first part of eqn (4.3)

is the standard modified-Rouse potential previously investigated in chapter 2 (eqn (2.5)).
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The modified-Rouse potential leads to reflected-Gaussian bond statistics and a uniform
bead density at all points in the channel, such that the fluid is considered incompressible.
To this is added the virtual-spring potential, Uz({s?}, {a?},v,,), which differs from the
original slip-spring potential via the additional surface dependent term:

25, ,,;
A(8jy: @y, Yo) = —T'log (1 + exp (—W)) (4.4)

In the surface parallel direction the probability distribution of the complete set of real and
virtual bond orientations is identical to the original slip-spring model. In the wall normal

direction the probability distribution becomes:

Uy} sy ey} vw) o

exp (_ ivj ((yi - yz‘2—1)2 n (=9 — %‘—1)2>> y )

i—1 20'1 20'1
2 (i = 130)” (=53 — )
J.Y 71,y 1.y J1,Y
exp | — +
( ;( 2N50'12 2N50'12 )

The probability weight corresponding to the set of slip-spring orientations is proportional

to the second exponential in eqn (4.5), which is in the form of a probability weight of a
reflected random walk from anchor position a;, to slip-link position s;,. Analogous to
Likhtman’s original slip-spring model [94], integrating over all possible anchor positions in
the channel leads to a probability distribution for the complete set of real chain beads that
is unchanged with respect to the model without slip-links, since the partition function of a
reflected random walk inside a channel is conserved irrespective of the walk start position.
Figure 4.2 verifies that the surface normal mean square end-to-end distances of segments
comprising m bonds, (u,, %), match the model without slip-springs, at all points in the
channel.

The virtual-spring potential, Uz({s?}, {a?}, ), is a simple and natural choice that con-
serves the static behaviour of the modified-Rouse model. If the additional term, eqn (4.4),
is neglected, the asymmetry of slip-spring orientations near the surface changes the dis-

tribution of real chain orientations. For an alternative approach that counteracts such an
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Figure 4.2: Surface normal mean square end-to-end distances of segments, using segments
consisting of m = 2,4, 8, and 16 bonds, as a function of segment start bead position with
respect to a surface, y. Black open circles: modified-Rouse model (no slip-springs); red
squares: slip-spring model using N°% = 4 and N, = 0.5; green line: analytic solution [148]
for m = 16. Both models, with and without slip-springs, use chains with N = 32 bonds.

asymmetry see Masnada et al. [105].

Model implementation

In order to create the initial configuration of the modified slip-spring model, the first
bead of each chain is placed with wall normal position inside the channel according to a
uniform distribution. Then the chains are grown by generating bond vectors according
to a Gaussian distribution with zero mean and variance b?. If a generated bead is placed
outside of the channel then its position is reflected in the surface plane that it has crossed.
This procedure results in a set of chain orientations sampling the distribution ¥, eqn (4.5).
Following the generation of the set of bead positions, a bead is selected from all beads
in the channel with equal probability. If the selected bead is currently unoccupied then
a slip-link is placed on it. The corresponding slip-spring anchor position is selected by
making a displacement relative to the position of the slip-link according to a Gaussian
distribution with zero mean and variance N b%. If the anchor is outside of the channel
then this position is reflected in the surface plane that it crossed. This leaves a set of anchor

and slip-link positions sampling the distribution ¥, eqn (4.5). This system preparation is
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completed when there are round(N., N/N29) slip-springs in total in the channel, where
N, is the number of chains in the slip-spring simulation. By construction the density of
slip-links and anchors is uniform across the channel.

Slip-links may only exist at the position of chain beads. Slip-link dynamics are given
by discrete moves according to a Metropolis-Hastings algorithm [96] satisfying detailed
balance. Slip-link jump attempts are made only to adjacent beads with equal probability:
Ai = +1, although in principle it would be possible to choose |Ai| > 1, where Ai is an
integer specifying the change in bead index following a slip-link jump. The acceptance

probability of the jump attempt is given by:

L AUgs <0
Paccept = (46)

exp(—AUss/T), AUss >0

where AUgg is the change in the chain potential, eqn (4.3), due to the Monte-Carlo move.

A slip-spring does not contribute to the system potential once it has left a chain end
bead. This means that a slip-spring occupying an end-bead has a 50% chance of being
deleted every jump attempt. When a slip-link is deleted from a chain end, a new end-
bead is selected from amongst all the chain end-beads in the channel with equal probability
irrespective of the bead’s position in the channel. If the selected end-bead is unoccupied
a new slip-link is created on it. The total number of slip-springs in the channel is then
fixed for all time at round(N.,N/N5%).

We use a slip-spring model comprising N = 26 bonds to fit observables of the KG MD
system comprising chains of n = 256 bonds so that the mapping ratio is n/N ~ 9.85.
We use the parameter values N, = 0.5 and N7 = 4 following earlier work [169]. A
finer mapping may be used to get a better fit of observables at early time [154]. However
this would be computationally expensive and unnecessary since we are interested in the
dynamics at t > 7.. It is found that fine graining the slip-spring model by increasing
proportionally N, Ny, and N9 makes very little difference to the dynamics at ¢ 2, 7. for
all observables investigated. For an investigation of the segmental dynamics at ¢t < 7., and

details of the model dynamics for the real chain beads, see chapter 2.
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The channel width is chosen to be identical in units of <R62>b " to the KG MD system

(L.~ 3.4 <R62>b 11(). The time-step used is At = 0.0179 where
0 = EV? )T (4.7)

refers to the time unit used by Zhu et al.[180]. Following Zhu [179] the frequency of
slip-link jump attempts used is f%5 = 1007, - i.e. a jump attempt every computational
time-step interval. For bulk chains it is already known [169] that the slip-spring model
time unit mapped from the KG MD model is 7y = 337075 using the chosen parameters,

which is very similar to 7.

Constraint release

Slip-links model the effect of constraints on the selected chain resulting from all the other
chains in the melt. Since the other chains relax on the same time scale as the selected
chain, the resulting constraints get destroyed and reorganized also on this time scale. This
effect is called constraint release and can be implemented into the model by pairing up
slip-links. If slip-links are paired then when one slip-link is deleted from a chain end a
corresponding paired slip-link is also deleted and a move is attempted to regenerate the
paired slip-link on any bead of any chain in the channel with equal probability. In a single-
chain model it only matters that the distribution of constraint release events is accurate.
We observe that the distribution of slip-spring lifetimes is approximately independent of
the channel position of the slip-spring when constraint release is switched off. In view of
the simplicity of the resulting model, we follow the original approach of randomly pairing
slip-links without consideration of the existence of confining surfaces. In appendix E the
small differences in the slip-spring lifetime distributions as a function of the slip-spring

position in the channel are investigated in detail when constraint release is switched off.

Density profile

Figure 4.3 plots the bead density profile near a reflective surface using the KG MD model.

The density oscillates near the surface but the mean density is very similar to the bulk
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Figure 4.3: Bead density profile near a flat reflective surface using the KG MD model with
n = 256 bonds per chain.

value of 0.850 3. Similar behaviour has been observed using more realistic simulations of
a polymer melt in contact with structured flat surfaces. For example, Daoulas et al. [32]
studied a united atom model of monodisperse polyethylene (PE) melts in contact with a
graphite surface, spanning a decade of molecular weights up to chains consisting of 400
carbon atoms (the crossover to entanglement dominated dynamics occurs at around 156
Methyl groups (Cis6) [58]). Lee et al. studied an all atom simulation of a polystyrene melt
in contact with a graphite surface [92]. In both cases no notable depletion in mass density
was observed at the surfaces. For simplicity, we therefore assume a constant bead density
for the modified slip-spring model proposed here. If compressibility effects are found to
be important, they could be taken into account, as for example they have been in the

multi-chain slip-spring model of Ramirez-Hernandez et al. [134].

Chain dynamics: comparison to the KG MD model

Chains are categorized into channel regions of wall normal width L./12 ~~ 0.28 <R82>b N
at t' = 0, depending on the distance, yem, from the chain centre of mass to the nearest wall

at that time. For example, chains in the 7 = 0 region closest to the surface satisfy yen, <
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0.28 <R62>bulk at ¢ = 0, whereas chains in the j = 1 region satisfy 0.28 <R62>bulk <

Yem < 0.56 <R62>bulk' For ideal bulk chains the mean square radius of gyration satisfies
<Rg2> = <R€2> /6 [141]. This means that the chains located in the two regions closest to
the surface may be expected to be less entangled than bulk chains according to previous
work [21, 170], since such chains are located within approximately one radius of gyration
from the surface. Since the channel is symmetric we improve statistics by averaging
opposing regions.

We investigate time correlation functions of form:

Fi(t) = <ZfV°T (yém(O) V)OVis1 — Y (0)) Jom==" f1(H +t)f"(t’)dt'>
! OWim(0) = Vi)O(Vir1 — Y2 (0)) (tmax — 1)

={f@)f (0)>j,tmax7t

(4.8)

where fi(t') is a function of the complete set of monomer positions of the ith chain, {r"*1},
at time t’. The Heaviside step function is denoted by ©(y); V; indicates the surface normal
position at which the jth region begins: for instance )y denotes the position of the surface.
The surface normal centre of mass position of the ith chain at ¢’ = 0 is y’,,(0).

In words, eqn (4.8) is a time average of the time-correlation f(t)f(0), taken with duration
tmax —t, averaged over all chains whose centre of mass lie in the jth region at the beginning
of the time average: t' = 0. For brevity, in the following we use the shorthand notation
(f()f(0)) ... to represent such a time average, as indicated by the second equality in
eqn (4.8).

The correlation functions were calculated for a total time duration of ¢,,,, = 2.47 for both
slip-spring and KG MD models. Over this time period, for both models the centre of mass
positions of chains in the first two surface regions move a distance normal to the surface of
approximately the region width on average. The mean density of chains is similar in every
region. We compare the slip-spring model using the parameters: N = 26, Ny = 0.5 and
N5 = 4, with the KG MD model using n = 256. All the parameters of the slip-spring
model have been determined and we keep them fixed throughout, so there is no freedom
for any adjustments in all of the following comparison between the slip-spring and MD

models.
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Figure 4.4: Mean square end-to-end distances of chains in the a =||,L directions nor-

malized by the centre channel value: <Re,a2> -/ <Re7a2>5. Channel regions are selected
j

depending on the chain centre of mass position. Error bars correspond to the KG MD
model; error bars are not plotted for the slip-spring model since they are smaller than the
size of the symbols.

Chain end-to-end vector correlation function

Before investigating the dynamical end-to-end vector correlation function we first compare
the mean square end-to-end distances of chains in each channel region. The system is in-
variant with respect to a swap of the surface parallel dimensions & and 2. Therefore we
average over both dimensions for relevant observables, indicated by the parallel indices,
||. Figure 4.4 plots the mean square chain end-to-end distance for chains with centre of
mass position in the jth channel region in both the surface normal and parallel directions
(o =[], 1), <Re,a2>j> normalized by the centre channel value, <Re,a2>5. The two models
agree quite well with regard to this purely static quantity. In the surface normal direction
the mean square end-to-end distance is much smaller in the j = 0 and j = 1 regions com-
pared to in the channel centre. For the slip-spring model the surface parallel end-to-end
distance profile is uniform, whereas for the KG MD model there is a weak swelling in the
j = 0 region which has been discussed previously [78].

Figure 4.5 compares normalized time correlation functions of the chain end-to-end vector

in the surface parallel direction, ®; (¢), for chains located in the j = 0 and j = 5 (centre
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Figure 4.5: Normalized end-to-end vector correlation functions in the surface parallel
direction, ®; (). The time unit, 7o, is given by eqn (4.7), and 79 =~ 7.. Error bars
correspond to the KG MD model.

channel) regions. The normalization is made with respect to the value of the end-to-end

Jslmax

correlation function at ¢ = 0: <Re7||2> . Note that <Re7a2> ., are dynamical observ-

Jstmax

ables that depends on ty.x. This case corresponds to f(t) = R (t)/ <R6’H2>j,tmax in eqn
(4.8). There is no discernible channel dependence for this observable using the slip-spring
model which agrees very well with the KG MD model.
Figure 4.6a plots the end-to-end vector correlation function in the surface normal direction
normalized by the centre channel value of the end-to-end vector correlation function at
t=0: <R67L2> . This case corresponds to f(t) = R. 1 (t)/ <Re’l2>5tmax in eqn (4.8).
There is qualityative agreement between the models. Also good quantitaytive agreement is
found up until region 5 = 1. But in the 7 = 0 region nearest to the surface the slip-spring
model does not accurately predict the value of <Re, L2>0,tmax / <R€7 l2>5,tmax that is found
using the KG MD model. The disagreement, approximately 20%, is worse than for the
purely static quantity, <R67 L2>0 / <R67 L2>5 (see figure 4.4), for which the disagreement is
approximately 10%.

Figure 4.6b plots @, | (¢): the end-to-end vector correlation function in the surface normal

direction normalized by <Re, ¢2> Lo Figure 4.6b reveals a progressively faster relaxation

J>lmax
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to the KG MD model.
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Figure 4.7: Mid-monomer mean square displacement in the surface normal direction,
normalized to reveal the sub v/t time-dependence for ¢ > 75. The time unit, 7, is given by
eqn (4.7), and 79 &= 7.. Open and filled symbols correspond to the slip-spring and KG MD
models respectively. An estimated Rouse time, 7g, for this chain length is found by scaling
from the Rouse time for chains consisting of n = 64 bonds found in chapter 2 (g = 23.57
for n = 256). The black dotted line is 2/7%/? (continuous limit Rouse model prediction
of this observable for 7y < t < 7Tr, where 7y is the relaxation time of the fastest Rouse
mode [96]). The red dashed line is proportional to the reptation model [39] prediction at
T. <t <Tp
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as the surface is approached. The slip-spring model describes this accelerated relaxation
rather accurately except for the region closest to the wall (j = 0). In this region there is
a notably faster relaxation using the slip-spring model with respect to the KG MD model
for this observable.

The mid-monomer mean square displacement in the surface parallel direction is strongly
dependent on the choice of surface structure and thermostat friction constant [78]. How-
ever this is not the case for the same observable in the surface normal direction, g; 44 1 (1),
so that a more meaningful comparison with the slip-spring model can be made for this
case. Figure 4.7 plots gj ;41 (f) in a normalized form which reveals its sub V't scaling for
0 &t S Tr, where 7 is an estimated Rouse time for this chain length (see the caption
of figure 4.7). For chains that are not influenced by the surface, this deviation from the
V/t scaling that is predicted by the Rouse model is associated with topological effects. For
t 2 70 and j > 1, the slip-spring model matches the KG MD model quite well, and as
the surface is approached the mid-monomer diffusion becomes progressively slower using
both models. However, using the KG MD model, the mid-monomer diffusion in the j =0
region is only very slightly less than in the j = 1 region. For the slip-spring model the
drop in diffusion rate from the 7 = 1 region to the ;7 = 0 region is considerably larger.
Since the KG MD mid-monomers are more mobile than the slip-spring prediction in the
immediate proximity of the surface (7 = 0), this may appear to suggest a decreased degree
of entanglement. However the opposite conclusion could be made if we only looked at the
surface normal end-to-end vector relaxation, figure 4.6. Note also that for g .4 (¢) a
similar behavior was observed using non-entangled chains (see figure 2.11): very close to
the surface KG MD chains consisting of n = 64 bonds have a faster mid-monomer diffusion
than the (non-entangled) modified-Rouse prediction.

Further work is needed to investigate the origin of the wall-mediated effects leading to the
discrepancies in the perpendicular relaxation and mid-monomer mean square displacement

very close to the surface.
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Chain bond orientation correlation function

A shear component of the chain bond orientation tensor involving the direction normal to

the surface is:

Oy, (t) = Z (Fesn ) (8) = 72y () (a1 (1) — 1 (1)) (4.9)

where n is the number of bonds in a chain. Eqn (4.9) matches the definition used by
Cao and Likhtman [24]. It makes no difference whether we normalize the bond vectors by
their length or not, since the bond lengths are very quickly equilibrated in our simulation.
Figure 4.8a plots the chain bond orientation auto-correlation functions, A4;(t), which use
f(t) = Oy.(t)/n. This observable is found to be sensitive to the presence of confining walls
up to distances of approximately one radius of gyration (j = 0,1), while regions further
away (j > 2) behave very similarly to the centre channel (j = 5). We observe that the
proximity to a confining surface accelerates the relaxation of the bond auto-correlation
function for sufficiently long times (¢ 2 1007,;). This trend is qualitatively captured by
the slip-spring model, although generally the relaxation in this intermediate time scale is
generally overemphasized by the slip-spring model. Nevertheless, for t > 7, the KG MD
curves are simultaneously well described by the slip-spring model both near the surface
and in the centre channel. However, the agreement between the two models is less good
for j = 0 at ¢t = 7. compared to the other two regions. Note that it is not possible to
simultaneously fit both the chain mean square end-to-end distance and bond orientation
moment, A;(0), of a slip-spring model to the KG MD model, even in the bulk. This is due
to the effect of chain-swelling, which the ideal chain slip-spring model does not describe
(see 2.2.1). Figure 4.8b compares the ratios Ag(t)/As(t) and A, (t)/As(t), using the slip-
spring plots in figure 4.8a in addition to plots corresponding to longer chains (N = 104)
with N, = 0.5 and N%% = 4 held fixed. For chains nearer the surface 4;(0) is smaller. In
addition, as discussed above, the decay of correlations is faster near the surface at t < 7,
such that the ratios in figure 4.8b are non-negligibly less than unity for both j7 = 0 and
j = 1 regions at ¢t > 7.. The ratios are larger using the longer slip-spring model chains.
This appears unsurprising since in units of the mean bond length the longer chains have a

centre of mass position further from the surface compared to the shorter chains, and will
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Figure 4.8: (a) Bond orientation correlation functions, A;(¢). Error bars correspond to
the KG MD model. (b) Ratios of the bond orientation correlation functions using the
slip-spring model, N, = 4 and N, = 0.5. Black: Ay(t)/As(t); blue: A;(t)/As(t). Open
squares use N = 26. Filled stars use N = 104. The KG MD plots here calculate eqn (4.9)
using coarse-grained segments comprising 4 bonds (although this is not important: the
result is proportional to the case of microscopic bonds. The coarse-grained case is chosen
for the plot simply because better statistics were available). The time unit, 7y, is given by
eqn (4.7), and 79 =~ 7,
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correspondingly have a lower proportion of bonds that are near the surface.

The plateau modulus is often defined theoretically [39] as the value of the linear shear stress
relaxation function at 7.: G(7.) (also see [97] for a discussion of the relation between this
theoretical definition and experimental definitions of the plateau modulus). The Stress
Optical Rule (SOR) can be used to relate G() to the total system bond shear orientation
correlation function, S(t), which includes cross-chain bond correlations [24]. S(t) is defined

(following the notation of Cao and Likhtman [24]) as

Necp Nep,

Z > e = (01,07 ()

I=1 m=1 (4.10)
=A(t)+ C(t)

where N, = Ngn is the total number of bonds in the system, and A(¢) and C(t) are the

auto-chain and cross-chain contributions to S(t):

At Nyt Ol ()0}, (0 ol Nreg_l[lt
) =7F 2 7 (OL001L0) = 75— 32 40
= j_
(4.11)
=23 ¥ Lol mopo)
- T =1 m=1,m#l Nb2 I+ I+

where N, is the total number of distinct regions comprising the fluid (in our case Nyeg =
6). The SOR states that G(t) o< S(t). For bulk systems it has been demonstrated that at
around 7, [24, 106] the cross-chain and auto-chain contributions have a similar magnitude
(and form), C(7.) &~ A(7.). This is true for a variety of blends of linear chains [24] such that
G/(71.) becomes a function of A(7.), and we may write G(7.) = SA(7.) with some generality,
where (8 is constant for a range of blend composition. However the behaviour of cross-
chain correlations in confinement could in principle be different from a corresponding bulk
system: see e.g. [31], and see chapter 3 for an investigation of cross-chain correlations in
confinement using non-entangled systems. If the SOR is valid for a confined polymer melt
and we observe the same relationship: Aconfined(Te) = Ceonfined(7e), as for bulk melts, the
relation G(7.) = SA(7.) may be further generalized to confined systems. Figure 4.8 would

then suggest that the plateau modulus may be lower for a confined system compared to a
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bulk melt. It may then appear plausible that the prediction of figure 4.8b could explain
part of the drop in the plateau modulus observed by Weir et al. [170]. Note however
that this analysis doesn’t take into account the influence of surface adsorbed chains that
may have slower segmental relaxation at t < 7, [78] which could actually increase the
plateau modulus. If N°P° is unchanged in confinement then the relationship of the plateau
modulus with N*P° may be different from a corresponding bulk relation.

It was demonstrated in section 2.3 that the zeroth Rouse mode (centre of mass) motion
of KG MD model chains is quite highly dependent upon the value of the thermostat
friction used. This is due to the importance of momentum conservation for Hydrodynamic
Interactions (HI) [48]. Appendix B.3 also demonstrates that the centre of mass diffusion
coefficient in a direction parallel to the surface also depends strongly on surface structure
(whether the surface reflects momentum: flat reflective, or not: roughened lattice surface),
even beyond the Rouse time, using short chains comprising n = 64 bonds. As a result,
it may not be straightforward or necessarily meaningful to compare zeroth mode motion
in slip-spring model simulations to that of the KG MD model, since the HI and surface
structure effects are not described by the single-chain model. In contrast, higher mode
auto-chain correlation functions (i.e. not dependent on cross-chain correlations) are very
weakly, if at all, dependent on the boundary structure or thermostat friction. Therefore
it is natural that we first investigated the behaviour of observables that depend only on
non-zero Rouse modes, such as the chain end-to-end vector and bond orientation auto-
correlation functions, and compared the results to KG MD using a flat reflective surface
and a Langevin thermostat with the most commonly used friction constant in the literature

that allows for a large time-step.

Conclusion

We have investigated a KG MD model of a polymer melt weakly confined in a channel with
flat reflective boundaries. No discernible confinement effect was found for the terminal
relaxation time of the end-to-end vector correlation function in the surface parallel direc-

tion for chains with different centre of mass positions relative to a surface. Despite this we
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find that the auto-chain bond shear orientation correlation functions for chains in differ-
ent regions depend on the distance of the chains to the confining wall by a non-negligible
amount at t > 7,. We proposed a minimal and parameter-free extension of a well-known
slip-spring model [94] to include confinement effects via the modified-Rouse model that
was presented in chapter 2. For simplicity, we assume a uniform density of slip-springs
in the channel. Despite its simplicity, at ¢ > 7., both the bond orientation and the nor-
malized surface parallel end-to-end vector correlation functions were simultaneously quite
well described by the single-chain model. However the single-chain model agreed less well
with the MD simulation for the surface normal end-to-end vector correlation function and
mid-monomer mean square displacement, ®; ,(t) and g ;4 ; (f) respectively. Modifica-
tions of the proposed confined slip-spring model for an improved comparison of ®¢ | ()
and g iq. 1 (t) is left for future work.

The simulation results do not support the picture of strong disentanglement at flat surfaces
in weak confinement that has sometimes been suggested in the past [21]. The reasonably
good agreement between the MD model and slip-spring model suggests that further such
comparison using longer chain lengths could be fruitful, and may be used to provide a
more precise measure of any disentanglement (or lack there of) at the flat surface.

The behaviour of the auto-chain bond orientation correlation function, using the slip-spring
model with a uniform density of slip-links in the channel, suggests that the experimentally
observed plateau modulus could be lower in confined melts even when there is no drop in

topological interactions.
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Chapter 5

Non-equilibrium sliding plate simula-

tions of surface disentanglement

This chapter investigates the phenomenon of shear-flow induced disentanglement between
chains that are not adsorbed on the surface and those that are permanently adsorbed
(grafted) to the surface. We are particularly interested in the influence of the disen-
tanglement on the experimental stick-slip phenomena introduced in section 1.0.4. A
non-equilibrium Molecular Dynamics (MD) simulation in the sliding plate geometry (also

known as simple planar Couette flow) is performed.

Introduction

The literature has primarily focused on two mechanisms that may explain macroscopic
surface slip in entangled polymer melts. The first mechanism is chain desorption from
the surface above a critical stress [60]. The second mechanism is flow induced surface
disentanglement between adsorbed and non-adsorbed chains, thought to be the result of a
coil-stretch transition of the adsorbed chains [167]. In addition, the action of a low molecu-
lar weight species in a polydisperse sample containing a high molecular weight species has
been investigated [142]. Here we focus on the phenomenon of shear-flow induced surface
disentanglement. Although this work focuses on surface disentanglement, in general dif-
ferent mechanisms for slip may occur concurrently: e.g. desorption and disentanglement.
However, advances in the functionalization of surfaces with grafted molecules [89, 29, 30]

may mean that even simple models of permanently grafted chains have direct experimental
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applicability. Eliminating the desorption mechanism entirely may be desirable for certain
applications, warranting more detailed investigation of this ideal case, for which much
theoretical attention has focused. The system that we consider consists of so-called T
chains that are permanently end-grafted (tethered) to the surfaces at regular positions, in
addition to free, so-called F chains. The grafting density is at the limit of the ‘mushroom’
regime whereby adjacent T chains only very weakly overlap.

This chapter is organized as follows. In section 5.2 we survey the current state of the
literature, focusing on theoretical models for the surface disentanglement. The aim of
the present work is to critically examine some of the assumptions made in the theoretical
models using state of the art MD simulations. In section 5.3 we introduce the MD model
and methods. Z1 Primitive Path Analysis (PPA) [76, 84, 147] is employed to characterize
the topological state of the fluid both at equilibrium and at high Weissenberg numbers.
There is much evidence for a binary picture of entanglements [46, 99, 25, 23]. In line
with this picture, we are particularly interested in identifying the number and behavior
of topological interactions between T and F chains away from equilibrium. We study the
locations of topological interactions between different primitive paths, both in space and
along the primitive path contours. We examine the correlations between primitive paths
that are generated by the Z1 algorithm, the configurations of the corresponding bead-
spring chains, and the rheological properties of the fluid. In section 5.4 the main results

are presented and discussed. In section 5.5 final conclusions are made.

2. Survey of theoretical descriptions of surface
disentanglement and slip in polymer melts

Theoretical scaling models describing the surface disentanglement were primarily devel-
oped by Brochard, de Gennes, and co-workers [19, 5, 6, 20]. They considered a simple
model using the low grafting density limit whereupon a deformed T chain may increase
the number of F chains it entangles with, and resultantly also increases the surface shear
friction force, providing that the surface-normal diameter, D, of the stretched ‘cigar’ con-

formation remains larger than a bulk entanglement ‘tube’ diameter: D > ay. Then once
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D < ag, the T chain experiences a complete disentanglement from the F chains. This leads
to a sudden reduction of the shear friction force, and resultantly the strongly deformed
chain relaxes rapidly and re-entangles with the bulk. The primary prediction was then of
a ‘marginal regime’ where the stress remains constant for a range of applied shear-rates

or slip velocities corresponding to D = ay.

The first experimental observation of a marginal regime was made by Migler et al.
[115], in a study in which the surface was specially treated to reduce the F chain adsorp-
tion. Soon, further experiments exploring temperature [166] and molecular weight [167]
dependence concluded that under many conditions the most important mechanism for a
sudden onset of slip is disentanglement between adsorbed and non-adsorbed chains. For
an accessible review of some seminal experiments investigating surface slip in polymer

melts see Léger et al. [104].

Later scaling models were essentially more detailed variations of the original Brochard—
de Gennes theory, aiming to describe several different observed scaling regimes. The higher
grafting density cases were also considered [20]. Ajdari et al. [5] employed the analogy of
a single T chain with one end tethered to a nano-particle that is pulled through a melt.
Contour length fluctuations [118] were assumed to aid relaxation of bond orientation far
away from the T chain end, such that it was postulated that the deformation leads to a
trumpet-shaped T chain conformation. Above a critical pull velocity, the narrow cylin-
der part of the trumpet crosses over to a diameter below the entanglement length. The
contribution to the friction force acting on the fluid from this section of the chain contour
is greatly reduced compared to the entangled section. Mhetar and Archer developed a
similar scaling model based on the same ideas [114]. All of the scaling models are based
upon a concurrent T chain alignment and consequent disentanglement between T and F
chains. These models also assume that the F chains remain unperturbed from their equi-
librium conformations: it has been demonstrated experimentally [18] that the onset of slip
can occur at small Weissenberg numbers with respect to the F chain terminal relaxation
time, such that the conformations of F' chains are only weakly perturbed with respect to
quiescence. Since many polymer melts shear-thin, any bulk deformation is expected to

decrease the degree of slip following surface disentanglement compared to instances where
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a coil-stretch transition of T chains occurs at a negligible bulk Weissenberg number.

Following the scaling models, adaptations of bulk tube models [112, 119, 56] were made,
forming constitutive relations at the surface and in the bulk [71, 158]. In these models the
surface constitutive relation is coupled to a bulk constitutive relation via stress balance
and an additional diffusion of the tube contour due to convective constraint release [56]
of the F chains. The tube model of Tchesnokov et al. [158] is based on the bulk GLaMM
(Graham, Likhtman, Milner, McLeish) model [56]. In the surface region the shear stress is
set equal to the product of an interfacial modulus G 9 with the mean tube segment shear
orientation Siy of T chains: o0,y = G IOSiy. In their notation the interfacial modulus is
Gro = 2kgTV% /a3, where 99 is the volume fraction of entanglements that involve F and
T chains which depends upon the grafting density within the model, 7" is the temperature,
kg Boltzmann’s constant, and aq is the mean spatial distance between entanglements,
which is often considered equal to the equilibrium tube diameter. These models also
considered a range of grafting densities from sparsely grafted ‘mushroom’ chains to the
dense brush. The model of Tchesnokov et al. [158] was compared with experimental data
which used a range of well controlled grafting densities [41]. As a comparison, Hoy and
Grest [63] have examined entanglements between T and F species for a range of grafting
densities above the Gaussian mushroom regime but below the dry brush regime, using
MD simulations and PPA. Interestingly, although (i) the model of Tchesnokov predicts a
sudden onset of slip, and (ii) the characteristic height of the surface region (found from
the T chain surface normal height) is a quantity that is employed in the computation of
the slip length, the key parameters controlling the effects of surface entanglements are
independent upon the tube deformation: the surface modulus, Gy, and the fraction of T
chain entanglements that are due to F chains (¢ in [158]). The construction of the Joshi
et al. [71] model is analogous in this respect. This means that these models imply the same
assumption for the number of entanglements in T chains under strong shear as the one
applied in the GLaMM model [56] for deformed F chains: the number of entanglements
increases in proportion with the primitive path length of the chain (the tube diameter is
assumed to be held fixed). Therefore, in the surface tube models, surface disentanglement

is not explicitly modeled: these models assume that the coil-stretch transition precedes
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disentanglement. Instead, the initial slip is apparently due to the surface alignment of the
T chains which is accelerated due to a limited convective constraint release mechanism
[71] acting on the T chains from the F chains. It is also notable that the higher relaxation
modes of the T chains, which do not depend on entanglements but become important once
the chains are stretched, do not contribute to the stress in the interfacial tube models.
However these models do include a contribution to the tube relaxation due to chain stretch
via the tube retraction rate. In contrast the more detailed bulk GLaMM model does

include the higher mode contributions to the stress.

Clearly it is desirable to examine the physical assumptions used in these various mod-
els. One limitation of experimental methods is that it is difficult to probe in detail what
is happening on a molecular level at the surface, although recently Chenneviere et al. [30]
have been able to examine the change in the T chain monomer density profile following
deformation, using a well defined end-grafted system. An alternative means of investiga-
tion is via computer simulation. In recent years simulation studies [139, 40, 178, 69, 79]
have sought to examine in detail the molecular mechanisms which contribute to slip in
entangled melts. A notable case is the work by Zhou et al. [178], where they found that
adsorbed chains may slip across a smooth surface whilst remaining adsorbed, with the
surface friction describing this process being dynamic: the total surface slip then depends
upon a competition between disentanglement and this additional mechanism. Very re-
cently Jeong et al. [69] have studied in more detail this phenomenology, identifying three
flow regimes, universally valid at different molecular weights. For example, the fast flow
regime is characterized by the tumbling motion of adsorbed chains which can lead to
complete desorption. The majority of such simulation studies have used systems with
partially adsorbing boundaries. One exception is a recent paper by Korolkovas et al. [79]
that compared a coarse-grained simulation model of the collapse of permanently grafted
brushes immersed in a dense polymer solution to corresponding experiments using two

types of brushes. A degree of universality describing the brush collapse was found.

To isolate the coil-stretch phenomena from other mechanisms, and to examine the
ideas and assumptions made in the various theoretical descriptions, we here consider an

idealized simulation consisting of T chains that are permanently end-grafted to the surface,
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immersed in a melt of F chains with the same molecular weight and chemistry. Although
the scaling models are not quantitative, and the tube models are probably not applicable
to the molecular weights we are able to simulate, we can examine some of the principles

they are based on. In particular we consider some main questions:

(i) Is the general picture of the scaling models correct? Le. is there a disentanglement

associated with the coil-stretch transition?

(ii) Irrespective of the relationship between T chain orientation and effective surface
friction, do the scaling models accurately describe the evolution of the T chain
orientation with respect to shear-rate; are the stretched T conformations cigar-like

or trumpet-like?

(iii) What is the correlation of any observed ‘disentanglement’ with surface friction and

slip length?

3. Simulation details and equilibration methods

A schematic representation of the simulation system is given by Fig. 5.1. We use the
confined Kremer-Grest (KG) bead-spring model [81] and parameters for flexible chains as
in previous chapters, which is very similar to other models in the literature [13, 3]. The
simulation comprises Ng + Nt = 676 linear chains, each consisting of n = 256 Finitely
Extensible Nonlinear Elastic (FENE) bonds, in the sliding plate geometry. The majority,
Ng = 628 F chains, have two free ends. The top and bottom walls each carry 24 T chains,
permanently adsorbed by one end to them, giving Nt = 48 such T chains in total. The
grafting density of the T chains is chosen as p, = 0.006250 2 ~ 2.8p;, where we define
the overlap grafting density p} =1/ (R pui’) = 0.00220~2 for this chain length, where o
is the Lennard-Jones length, and R, pux denotes the end-to-end vector of a n-chain in the
bulk whose mean squared norm is actually very close to the one we find for F chains in
the channel center. The same is true for all quantities to be discussed. For this reason
we are going to label center channel quantities throughout by ‘bulk’. Lennard-Jones units

time and mass we denote by 71,5 and my, respectively.

138



CHAPTER 5. NON-EQUILIBRIUM SLIDING PLATE SIMULATIONS OF SURFACE DISENTANGLEMENT

v /// leip

tethered
chain (T)

< surface
T
TF /

free chain (F)
primitive paths bulk
=256
® =97
@ =7 surface
<V7 bead no. /=0 y
Z$—>x

Figure 5.1: Schematic of the simulation system confined between planar walls, subjected
to shear. An example bead-spring T chain conformation is represented by the wavy gray
curve. Its primitive path is represented by the red lines that are connected at the locations
of kinks in the primitive path (gray circles). Two shear rates % and Ay as well as wall
speed V' and slip length Lg;, are specified. Several A € {F,T} chain primitive paths are
shown. Examples of the four possible types of AB kinks on A chains due to a B chain are
represented: (a) FF (cyan), (b) FT (yellow), (c¢) TT (green), and (d) TF (white).

The grafted beads are located in a regular pattern using a two-dimensional slice of
the Face Centered Cubic (FCC) lattice with miller indices (111), such that opposing
surfaces have reflection symmetry. The grafting density is sufficiently low such that the
chains are still in the ‘Gaussian’ (reflected random walk) regime; i.e. the T chains do
not stretch significantly; therefore the grafting density that we investigate corresponds
roughly with the recent experimental work of Chenneviere et al. [30]. For this grafting
density, we can use a previously establish protocol [78] to generate initial configurations
of F and T chains: the F chains have a uniform start bead distribution everywhere in
the channel; then, for both F and T chains, conformations are generated according to a
fixed mean equilibrium bond length (0.97¢) and a bond angle distribution that is similar
to the bulk equilibrium distribution, under the boundary constraint. The simulation box
has dimensions L, ~ 4(R.pu’)?, L, ~ 3L,/4, and L, ~ L,/2. The simulation box
is periodic in @ and 2 directions and bounded by reflective surfaces with normal unit
vector g, so that the channel width is L. = L, = 60.70. We use the Verlet algorithm
[9] for integrating the equations of motion. For the Verlet algorithm, reflective surfaces

are implemented in the following way: if a monomer crosses the surface at the current
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time then both the current and previous positions of the monomer are reflected in the
surface plane. The unit vector coinciding with the surface velocity is &. It was shown in
chapter 3 that in the presence of surface grafted T chains, many important equilibrium
dynamic properties of a non-entangled melt weakly confined in a channel by two surfaces
are close to invariant using a range of boundary potentials. In the following section it will
be verified that the center channel rheology of the entangled system we study is consistent

with a corresponding simulation using periodic boundaries.

Some additional equilibration steps are necessary in this more entangled system, fol-
lowing the procedure of Cao and Likhtman [22]: initially we prepare a system that is half
the final simulation size in the velocity direction with dimension L, ~ 2<Re,bulk2>1/ 2 while
L, and L, remain unaltered. Initially we use soft non-bonded and harmonic bonded po-
tentials which allow bond-crossing events. This set of soft interaction potentials has been
termed ‘soft MD’ [96]. We have previously demonstrated that in the presence of a flat
reflective surface the soft MD model has very similar static properties to the KG model
[81]. Simulations using the soft MD model ran for several rotational relaxation times [39]
of the T species, as determined from the longest relaxation mode from a spectrum fitted to
the end-to-end vector correlation function. Following this the potentials were switched to
the KG model using a ‘push-oftf” over the first Lennard-Jones time, 71,5. The system then
runs for a rotational relaxation time of the T species under the KG potential, 7p ~ 10%7,5.
Then every chain in the system is cloned; the cloned chains are displaced with respect to
their parents by L,&, and the box & dimension is reset to 2L,. Following this, the final
double sized system runs for another 7r before any shear deformation is applied. In the
non-equilibrium simulations we employ a Langevin thermostat which only acts in the neu-
tral, 2, vorticity direction, and is applied uniformly across the channel. The thermostat
friction is &vp = 0.5my, /3. For steady-state shear simulations, steady state observations
begin 71 after the shear is switched on. It is validated that the transient stress following
the stepped-shear has reached steady-state beyond the overshoot at this time, and that

the primitive path data appears time-independent.

All computations were performed using a GPU ‘device’ except for on-the-fly data

analysis performed on the CPU ‘host’. The program was coded using Nvidia’s CUDA
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platform [143]. For details of the core GPU MD code that we use see [10]. The code was
extended for the present purpose to also allow for the simulation of non-periodic systems,
including T chains and explicit surface deformation. Further technical details regarding
the GPU code, including details of consistency checks with a corresponding CPU code,
are given in appendix F.

Each steady state simulation ran for approximately six months, corresponding to ap-
proximately 10771,y or 10 7r at an integration time step of At = 0.017,; using a single k10
GPU and single CPU. The duration was sufficiently long to get small error bars for the
static Z1 analysis, taken using many system snapshots. Error bars are generated under
the assumption that snapshots separated by intervals of 7r are uncorrelated. For other dy-
namic observables it was not possible to construct error bars in this way since only a single
observation was made over the entire simulation duration. An improvement, allowing for
the construction of error bars, would have been to make, for example, ten separate obser-
vations each lasting ~ 7r. However, the duration of observation was sufficiently long to

give a clear qualitative picture of the shear-rate dependence of all observables investigated.

4. Results and discussion

As illustrated in Fig. 5.1, the fluid deformation is generated by displacing the grafted beads
of the T chains. The opposing velocities at which grafted beads on the top and bottom
walls are displaced are V' and —V respectively. The speed of each wall is V' = 4L./2,
where 4 is the channel average shear-rate, which from now on is referred to as the applied
shear-rate. Due to the inhomogeneous nature of the fluid, an inhomogeneous shear-rate
profile is developed such that in the center channel the ‘bulk’ shear-rate, 4y, is generally
different from the applied shear-rate, . We define Ay, from the gradient of a straight
line fitted to the monomer velocity profile in the channel center.

Entanglements are frequently taken to be binary interactions between different chains
[117]. We recognize that a kink in the final conformation of a primitive path is in some way
dependent on all original positions of the monomers of all chains. However we may still

identify the secondary primitive path whose final proximity directly led to the kink. This
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pairing introduces a binary picture of entanglements which in the following we exploit
in order to examine primitive path interactions between different chain species: T and
F. Figure 5.1 illustrates the four possible types of binary interactions which lead to a
kink on a primitive path that we say is due to the proximity of a different primitive path
(self-entanglements are ignored by Z1). A kink on a T primitive path is due to the path
meeting either another T path (TT kink) or a F path (TF kink). Likewise, a kink on a
F primitive path is due to the path meeting either another F path (FF kink) or a T path
(FT kink).

We define a F' chain Weissenberg number using the bulk shear-rate: Wip = Apu7r,
where 77 = 2.5 x 1057y is the rotational relaxation time of the F chains (n = 256),
which is defined from the longest Maxwell mode of a spectrum fitted to the end-to-end
vector correlation function of F chains. The mean rotational relaxation time of all F
chains in the channel is very similar to that of chains in the center of a channel without
T chains (see chapter 4), or that of a system of F chains using periodic boundaries. An
alternative definition of the longest relaxation time, as used in previous work with which
we may compare results [12], fits a single stretched exponential to the normalized end-to-
end vector correlation function and then calculates the area under the curve. This integral
is then equated with the relaxation time, which it coincides with exactly in the case of
a single exponential. Both definitions give the same 7 within a relative error of ~ 5%
for this KG simulation. We also define a T chain Weissenberg number using the applied
shear-rate: Wir = 471. The rotational relaxation time of the T chains, 7, is related to
Tr by 71 & 47 for this chain length, matching the ratio found using shorter completely
non-entangled chains [78]. Table 5.1 gives the corresponding values of the shear-rates and
Weissenberg numbers for each simulation. See Fig. 5.2 for an illustration of a small part
of a primitive path network, including only those chains whose proximity results in a kink
on the primitive path of a single selected (red) T chain (Wip = 9.6, Wiy = 1.8). In Fig.
5.2, the real space positions of the primitive path kinks are consistent with the areas of

high overlap of the pervaded volumes of the chains involved in the kink.
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(a) (b)

Figure 5.2: (a) Unfolded primitive paths of all chains that are entangled with a single
selected T chain (red), found using the Z1 algorithm. (b) Same as (a), decorated with
the position of every bead in all of the chains prior to the Z1 algorithm. For illustrative
purposes the primitive path conformations are placed inside a box with the same dimen-
sions as the simulation box. There are two other T chains (beige and magenta) ‘entangled’
with the selected (red) chain. There are also three F chains (dark green, green, and blue)
entangled with the selected chain. The red sphere represents the tethered end of the red
chain/primitive path. Other spheres represent primitive path kinks which involve any two
of the selected chains. The color code is consistent with other figures — TT: green sphere,
TF: white sphere (hiding behind yellow spheres), FF: cyan sphere, FT: yellow sphere.
Note that there is a topological interaction in this portion of the network that does not
directly involve the red chain: indicated by the cyan sphere FF kink). The snapshot is
from a simulation using 4 = 9.6 x 10757 ;7! (Wi = 9.6, Wip = 1.8).
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YTLI Wit Voulk TLJ Wig
2.4 x 1076 2.4 2.64 x 1076 0.66
4.8 x 1076 4.8 4.56 x 1076 1.14
9.6 x 1076 9.6 7.20 x 1076 1.80
2.5 x 107° 25 1.45 x 107° 3.625

1x10* 100 6.50 x 107° 16.25
1x1073 1000 7.70 x 1074 192.5
1 x 1072 10000 8.50 x 1073 2125

Table 5.1: Table giving the correspondence between the applied shear-rate, 7, the T chain
Weissenberg number, Wit = 47p, the bulk shear-rate, 4,4k, and the F' chain Weissenberg
number, WIF = ;YbulkTF-

Center channel (bulk) rheology

Here we investigate the center channel (‘bulk’) rheology. Figure 5.3a shows a snapshot
of all primitive path conformations, folded in the simulation box at equilibrium. T chain
primitive paths are all red whereas the primitive paths of F chains are all blue. Cyan
spheres represent FF kinks whereas yellow spheres represent F'T kinks. TT and TF kinks
are not represented. At equilibrium there is a small number of T primitive paths which
reach the center channel. However once the F chains have become moderately oriented
by the flow (e.g. at Wip = 16.25: see Fig. 5.3b) all T chains (primitive paths) are
completely located immediately at the surfaces. Generally the center channel consists

almost exclusively of F chains under all flow conditions.
The end-to-end unit vector of a chain is denoted by k. We define an orientation order

parameter depending on the o component of k, averaged over chains of species A € {F, T}

with chain start bead at a distance y from the surface as:

A

S () = (P (ka)) (5.1)

Yy

Here Py(z) = (322 — 1)/2 is the second Legendre polynomial. S2 is bounded by 1,
corresponding to perfect alignment, whereas S2 = 0 indicates isotropy. Figure 5.4 plots
the orientation order parameter for the end-to-end unit vector of the F chains projected

onto the flow direction, S¥(y), at different applied shear-rates. Overall only mild spatial
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(a) Equilibrium (b) Wi = 100, Wi = 16.25

Figure 5.3: Snapshot of the complete set of folded primitive paths in the simulation box
at (a) equilibrium; (b) ¥ = 107*r ;7! (Wip = 100, Wip = 16.25). Red lines: T chain
primitive paths; blue lines: F chain primitive paths. Kinks in the primitive paths of F
chains are indicated by spheres. Cyan spheres: kinks due to the proximity of another F
chain (FF kinks); yellow spheres: kinks due to the proximity of a T chain (FT kinks).
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Figure 5.4: Flow orientation order parameter of F chains, eqn (5.1), as a function of the
distance, y € [0, L./2], from the position of the chain start (an end) bead to the nearest
wall. Different plots correspond to different flow conditions (see the legend).
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Figure 5.5: (a) Channel center (black circles), and reference true bulk (red triangles),
viscosity as a function of bulk shear-rate. Using the final four black points we determine
the power law: Nhui X Apin, With A7 = 0.61 compared to N = 0.6 in previous non-
equilibrium MD investigations of the KG model using periodic boundaries [83]. The red
data points correspond to a periodic (true bulk) simulation using the SLLOD algorithm
[44] and an almost identical molecular weight (n = 255). (b) Kink density in the channel
center (black circles with error bars - kinks are at least 250 from the surface) and in

reference true bulk (red triangles) as a function of bulk shear-rate. Note that the available
1

densities at equilibrium are plotted at = 10~ 77,57 .
dependence of S (y) is observed; in equilibrium and at low shear-rates there is a weak wall-
induced orientation over a distance of approximately (Re,bunf)l/ 2. Figure 5.4 shows that
the F chains only undergo moderate orientational ordering after the coil-stretch transition
of T chains (Wip g 1.8, Wit £ 9.6) (see Fig. 5.11a for the orientation order parameter
of T chains). Despite this, at Wip Z 1 there is already a non-negligible bulk shear-
thinning which has an important influence on the degree of surface slip. The bulk shear-
thinning acts against the effect of surface chain disentanglement with regard to surface
slip. Figure 5.5a plots the bulk viscosity (defined from the shear-rate in the channel center
as Mpulk = Ozy/Fouik) against the bulk shear-rate. The shear stress, oy, is uniform across
the channel and was found using the method of planes [160]. The monomeric velocity
profiles are plotted in Fig. 5.6.

Figure 5.5a is consistent with existing data for the non-linear rheology of the KG model
under periodic boundary conditions - as a comparison see Fig. la of Kroger and Hess [83]

(the density is set slightly lower - 0.840 2 in the cited paper). Fitting a power-law relation
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Figure 5.6: Mean velocity profiles of (a) all monomers, V,,, and (b) only monomers forming
F chains, VI'. The profiles give the mean velocity in the flow gradient direction normalized
by the difference in the top and bottom plate velocities, L.%, as a function of the monomer
position within the channel, y. A selection of velocity profiles are included, corresponding
to applied shear-rates which span the T chain coil-stretch transition.
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Figure 5.7: (a) Channel density profile of all kinks, pz(y). (b) Channel density profile of
all kinks on F paths, p%(y).
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Mbulk X ﬁbiﬁl/( using the largest four shear-rate data points available, determines an exponent
N = 0.61, in close agreement with the earlier study [83] using a true bulk system. It is
noted that for 4,y = 0.0171,;7! the size of F chains in the flow direction can be greater
than the box dimension which may lead to finite-size effects at such very fast deformation

rates.

Next, we investigate ‘entanglements’ of F and T chains using the Z1 algorithm [76, 147]
for the PPA analysis. The uppermost curve in Fig. 5.5b plots the spatial density of kinks in

the channel center (only kinks at a distance greater than 250 from the surface contribute),

center

Pz
by only approximately 5 — 10% between 4 ~ 1 x 10™%m,;7! and ¥ ~ 1 x 10~ 37,;~! whilst

, as a function of bulk shear-rate. Figure 5.5b shows that the density of kinks drops

the bulk viscosity has dropped by a factor of approximately 107%6 ~ 0.25 (75% decrease).
The kink data may be compared with an alternative atomistic model [12], which gives a
drop in kink density of & 20% at only Wip ~ 10. The notable drop of pZ™" in Fig. 5.5b
occurs at a delay of an order of magnitude in Wi with respect to the atomistic model,
despite a qualitative agreement in the shear-rate dependence of viscosity as a function of
Wir between the models. From Fig. 5.4 we also see that in the channel center the F chain
order parameter is S¥ ~ 0.5 at Wip = 16.25 which matches very closely to the atomistic
simulation at a similar Weissenberg number (see figure 7b of [12]). Channel profiles for the
densities of (a) all kinks, pz(y), and (b) only kinks on free chains, p(y), are plotted in Fig.
5.7. The profile of pz(y) remains unchanged over the range of shear-rates characterizing

the T chain coil-stretch transition.

The lack of a direct correlation between the viscosity and the number of kinks per chain
at low Wip in the current simulation appears as a warning against generally correlating
the number of kinks with viscosity away from equilibrium. It encourages further investi-
gation into the general rheological significance of the number of kinks per chain away from
equilibrium even for true bulk systems. We leave detailed considerations of the bulk case
for future work, and in the following sections we instead concentrate on investigating more
closely the qualitative changes in the characteristics of kinks involving F and T chains as
a function of applied shear-rate. We can note at least that Fig. 5.14d shows that the kinks

are only slightly more concentrated at the ends of F chains at Wip = 16.25 compared to
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et = e L ]

(c) Wip = 9.6, Wip = 1.8 (d) Wip = 25, Wip = 3.625

Figure 5.8: Snapshots of the complete set of primitive paths in the simulation box, using
steady state shear simulations over a range of (a)-(d) four different flow-rates character-
izing the T chain coil-stretch transition. Red lines: T chain primitive paths; blue lines: F
chain primitive paths. Kinks in the primitive paths of T chains are indicated by spheres.
White spheres: kinks due to the proximity of F chains (TF kinks); green spheres: kinks
due to the proximity of T chains (TT kinks).

at equilibrium; suggesting perhaps that the flow induced alignment of F' chains is more

important for bulk shear-thinning than this measure of topological interactions.

Interface region behavior

Figure 5.8 shows snapshots of all primitive path conformations in the simulation box,
using a range of flow conditions characterizing the T chain coil-stretch transition. T
chain primitive paths are red whereas the primitive paths of F chains are blue. Figure

5.9 plots the root mean square of the T chain end-to-end vector projected onto the flow
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Figure 5.9: Root mean square of the end-to-end vector projected onto the flow direction

for T chains, <R§’z>Tl/ 2 /L., normalized by the box length, L,. Beyond an applied shear-
rate of approximately 4 = 2.5 x 107°7;~! (Wip = 25) the size of T chains can be greater
than the box length, meaning that finite-size effects may eventually occur.

direction, at different applied shear-rates. At shear-rates greater than approximately ¥ =
2.5 x 107°7;! (Fig. 5.8) the T chains are so strongly deformed that it is possible for
them to directly interact with their mirror images. As a result there may be some finite-
size effects in the surface region behavior at such rates. The box dimension was chosen to
avoid such issues at the most relevant range of shear-rates that characterize the coil-stretch
transition. Figure 5.10 plots the shear-rate dependence of the mean numbers of kinks,
(i) in a T chain primitive path due to the proximity of a F chain, (Z7); (ii) in a F chain
primitive path due to the proximity of a T chain, (Zpr); (iii) in T due to T, (Zpr); and
(iv) in F due to F, (Zpg). At equilibrium, (Ztgr) + (Z1r) &~ (Zpr) + (Zpp): the mean

number of kinks in T chains is almost identical to that of F chains.

In Fig. 5.11a three orientation order parameters (S1, o = z,y, z) for the corresponding
components of the end-to-end unit vector of the T chains are plotted as a function of
applied shear-rate. We defined S! already in eqn (5.1). The chain alignment in the flow
direction is already characterized by orientation parameter ST ~ 0.9 at Wip = 1.8 (Wip =
9.6), so that the T chain flow alignment occurs before any strong deformation of F chains.
Fig. 5.10 shows that (Zrr) and (Zpr) begin to decrease as soon as the T chain begins
to orient. (Zpr) initially begins to increase and then stagnates beyond the coil-stretch

transition. Figure 5.12a plots the corresponding bead density profiles for the T chain
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Figure 5.10: Mean number of different types of kinks existing on a T or F chain primitive
path as a function of applied shear-rate. (Zag) stands for mean the number of kinks on
A chains due to the proximity of a B chain, averaged over all A chains in the channel.

species, which may be compared with recent experimental results for the same observable
[30]. The transition from isotropy to flow alignment (coil-stretch transition) takes place
over a much more narrow range of shear-rates for the T chains compared to the F chains
(Fig. 5.4), but it does not coincide with any sudden large drop in the number of kinks
involving F and T chains which would be expected for complete interfacial disentanglement
as assumed in the earliest scaling model [19]. For the interfacial disentanglement, the early
scaling models emphasized the importance of the surface normal component of the T chain
dimension rather than the angle of the end-to-end vector with respect to the surface.
Figure 5.11b plots the root mean square of the end-to-end vector projected onto directions
normal to the flow. For the largest shear-rates considered, the root mean square of the
end-to-end vector projected in the surface normal direction is similar to the root mean
square of the end-to-end vector of a bulk segment with entanglement bond number, N,, at
equilibrium (taking for example 8¢ as a modest estimate for the root mean square of the
entanglement segment end-to-end vector corresponding to N, ~ 40 [64, 99]). Therefore
we are clearly within the scaling regime for surface disentanglement of Brochard and De
Gennes. The gradual drop in TF kinks (surface ‘disentanglement’) apparent in Fig. 5.10

is consistent with the assumptions of the more detailed scaling models [5, 6, 114].
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Figure 5.11: (a) Directional orientation order parameters of the end-to-end unit vector
of T chains, ST, versus applied shear-rate; (b) Root mean square of components of the
end-to-end vectors of T chains normal to the velocity field, i.e., in flow gradient ¥y and
vorticity z directions, versus applied shear-rate.

Figure 5.13 plots the root mean square of the components of end-to-end vectors of
T chain sub-segments comprising A¢ = 32 bonds, as a function of the index ¢ of the
first monomer in the sub-segment. From Fig. 5.13a we see that the stretching of the T
chains leads to trumpet like conformations, as predicted by Ajdari et al. [5]. Following this
observation it is natural to ask whether this anisotropic degree of deformation corresponds
with a non-uniform occupational density of kinks along the T chain primitive path contour.

To address this question first we must define a contour parameter for the primitive path.

Kink densities as a function of the primitive path contour

variable

At the beginning of the Z1 algorithm [84, 76, 147], kinks are located at the positions of
the interior chain beads. Together with the two ‘ghost nodes’ occupying the end bead
positions, which remain fixed in space and conserved throughout the algorithm, the kinks
are more generally ‘nodes’. At the beginning of the algorithm there are then n + 1 nodes
and n — 1 kinks in each primitive path. Each node is initially assigned a contour label,
given by the index of the bead that coincides with the node. As the algorithm progresses

many nodes disappear as the chain contour length is reduced. When nodes are displaced
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Figure 5.12: (a) Tethered bead number density, pr(y); (b) Number density of end beads of
F chains, p(y). Both observables are given as a function of the distance to the surface,

y, at different applied shear-rates spanning the T chain coil-stretch transition.

- equilibrium
- Wip =24
- Wip =438
- Wip =96
- Wip =25
£ L - Wir =100
< <
e =
iy =
o~ o™
<8 =" - L <8 N
S 154 »_/,—«/* e --¥-- equilibrium S .
SRR I = »
JPUSS *| - Wip =24
Y L -m- Wip =48
--%-- Wir = 9.6
05 ] 4 Wip =25 25
--¢-- Wirp =100
0.0+ : . . . 0.0 4 . . . .
0 50 100 150 200 0 50 100 150 200
segment start bead index (¢) start bead index (¢)
(a) (b)

Figure 5.13: Root mean square of components of the end-to-end vector of sub-segments
comprising A¢ = 32 bonds in the T chain, as a function of the index ¢ of the first monomer
in the sub-segment. The grafted sub-segment starts at monomer ¢ = 0 and the final sub-
segment starts at monomer ¢ = n — Al = 224. Data shown for several applied shear-rates.
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in space they keep the contour label that they were initially assigned. When a primitive
path is shortened, new nodes may be created on the chain contour (see Ref. [84]). If a
new node is created such that it becomes the jth node along the chain contour, then it is

assigned a contour label, ¢;, intermediate between ¢;_; and £;:

|85 — 81

|8j41 — 8| + |85 — 851

b=+ (1 — £ja) (5.2)

where s; is the jth node position in space. Note that this means that ¢; is not neces-
sarily an integer. When the Z1 algorithm is finished the final set of kink contour labels,
{0Z3\{ly, 0711}, in each chain is recorded. Here Z is the final number of kinks in a prim-
itive path. Note that the ghost node contour labels, {¢y = 0,¢7,1 = n}, are excluded
from the set of kinks. We can examine the progressive drop in the mean number density
of kinks along the primitive paths using the sets of contour labels. A contour label is
bounded by the start and end values the contour variable may take: 0 < ¢ < n. It may
be located on a F or T chain, and to prevent any confusion we occasionally use g and {1
for contour positions on T and F chains, respectively. We are interested in exploring the
possibility of correlations between the density of kinks at different values of the contour
variable, the real chain orientations, and the corresponding flow behavior. We note that
alternative parameterizations of the primitive path contour are possible, and it would be
desirable to examine whether such alternatives give similar qualitative results for kink
occupational densities. The most easily accessible alternate definition is the arc length of
the primitive path considered as a polygon in space, where the information about original

beads is completely ignored.

Entanglements are frequently interpreted as binary interactions between different chains
[117]. Kinks in the network of primitive paths do not always fit this picture: it is possible
that a kink occurs in a primitive path due to the proximity of a straight part of another
primitive path, although it is also possible that a kink on one path can be associated with
a corresponding kink on another path. The total number of kinks on all F primitive paths
in the system that are due to T paths is Ng(Zpr) = Nr [ dlp (zpr(¢r)). Here (zpr(lr))

is an occupational density of kinks around contour position ¢ in a F chain primitive path
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Figure 5.14: Mean local occupational densities of kinks (zap(¢)) for all possible combina-
tions A B € {F,T} and ¢ € {{p, {1} along primitive path contours, averaged over primitive
path segments with size Al = 32 (to avoid a certain noise level). Different symbols (and
colors) correspond to different applied shear-rates, specified in (d). While (zap(¢a)) char-
acterizes the amount of kinks on contour location /5 on A due to the presence of B,
(zap(¢B)) characterizes the amount of kinks on A due to the presence of contour location
¢g on B. (a) Entanglements on T chains due to F chains, (zpp(¢r)) (filled symbols), in
comparison with (zpr(fr)) (open symbols). These two densities would perfectly agree
with each other for strictly binary contacts made of two kinks on different chains. (b)
Entanglements on F chains due to T chains: (zpr(fr)) in comparison with (zre(¢r)). (c)
Entanglements on T chains due to T chains: (zpp(¢1)), and (d) as (c) for F chains.

155



CHAPTER 5. NON-EQUILIBRIUM SLIDING PLATE SIMULATIONS OF SURFACE DISENTANGLEMENT

due to the proximity of part of a T chain primitive path. Upon analyzing the shortest
path network resulting from Z1, we associate each kink with a unique contour variable
label for the part of a secondary primitive path whose proximity led to the kink, whether
or not this contour label corresponds to the position of a kink. We define (zpr(¢1)) as an
occupational density of instances in which the proximity of a T path at contour variable
around /7, to a F chain path, resulted in a kink on the F chain path. Since for every FT
kink (on F due to T) there is a corresponding T path whose proximity caused the kink
we have: Ng(Zpr) = Np [dlp (zpr(lr)) = Nt [ dlr (zpr(fr)). We also define (zrp(fr))
as an occupational density of kinks around contour position ¢t in a T chain primitive
path due to the proximity of part of a F chain primitive path. This density satisfies
[ dly (zrp(l1)) = (Z71p). We plot (zrp(fr)) and (zpr(¢1)) in Fig. 5.14a, which shows that
they both have very similar density profiles at all shear-rates, in agreement with a binary
picture of entanglements. Note however that in general (zpr(¢1)) is larger than (zrp(f1))

near to the F ends of primitive paths.

At equilibrium, Fig. 5.14a shows that the density of TF kinks is close to uniform along
the contour, with only a small drop near the T end (the contour variable corresponding
to the tethered end is ¢ = 0). Kinks are no longer distributed equally along the contour
of T chains under (strong enough) shear. The contour positions from which kinks due to
F chains are lost from T paths under shear, with respect to at equilibrium, correlate with
the contour positions of the T chain sub-segments which have a decreased size normal to
the surface (see Fig. 5.13a). However it does not appear clear from this data whether the
drop in kinks is only a function of chain segment orientation or whether it also depends
on the position of the segment relative to the surface; i.e. would the situation change for
a T chain pulled through a melt far from the surface? Figure 5.15 plots the mean surface

normal position of the /th bead of T chains.

Figure 5.14b plots the contour occupational densities of kinks along the primitive path
of F chains that are due to the proximity of a T chain, (zpr(fr)), at different applied shear-
rates. We find that as the T chain aligns with the surface there is an increasing relative
probability of forming a kink near the end of a nearby F chain with respect to forming

one near the center of the F chain. The end bead density profile of F chains, plotted
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Figure 5.15: Mean surface normal position, (y,)1 /o, of the ¢th bead of T chains at different
applied shear-rates.

in Fig. 5.12b, is found to be approximately independent of shear-rate: the distribution
of chain ends is largely unchanged with respect to at equilibrium for all shear-rates of
interest. An excess of end beads within a monomer size from the surface, followed by
a corresponding depletion until a distance of approximately the molecular size from the
surface, has been theoretically predicted by Matsen and Mahmoudi [108], using a system
completely made up of F chains. We find that this characterizes the end density plot
well (Fig. 5.12b), although it is difficult to immediately discern the excess at the surface
from the plots due to the oscillations in bead density. It can be immediately verified
that the mean end bead density of F chains within a molecular distance from the surface,
(R67bu1k2>1/ 2 ~ 17.50, approximately matches the channel center value: the excess and
depletion cancel one another. It is expected that an excess in the end segment density of
F chains at the surface will lead to an enhanced constraint release rate of F chains acting

on T chains as the T chain becomes aligned against the surface.

Figure 5.14d plots the contour occupational density of kinks on F paths due to other
F paths averaged over the whole channel, (zpp(¢r)). The integral of this quantity over the
complete contour satisfies [dl (zpp(lr)) = (Zpr). Unlike FT kinks (Fig. 5.14b), there
is little difference in the contour density profiles for FF kinks over the range of shear-
rates characterizing the T chain coil-stretch transition. Figure 5.14c¢ plots the contour

occupational density of kinks on T paths due to other T paths, (zrr(¢1)). At equilibrium
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(zrr(fr)) is roughly uniform across the path contour. At shear-rates beyond the coil-
stretch transition the profile becomes increasingly non uniform.

A uniform density of entanglements along the chain contour is frequently assumed in
theoretical models [94] even away from equilibrium [56, 158]. Our results in this section
suggest that this assumption is incorrect for the entangled interfacial chains if we directly
associate primitive path kinks with entanglements. Figure 5.14d indicates that this as-
sumption is more appropriate for FF kinks, although preliminary results at faster rates
indicates some decrease in kink density in the contour center for F chains. This may be
the first time that the density of primitive path kinks as a function of contour position
has been investigated for a system of linear KG chains, although a contour density plot of
an alternative measure of entanglements has been given by Likhtman and Ponmurugan at
equilibrium [100], which is qualitatively similar to Fig. 5.14d. Recently the kink density
along the primitive paths of lamellae forming block copolymers has also been investigated

[135].

Slip length and surface friction

A common measure of the amount of slip of fluid flow past a confining wall is the ‘slip

length’, which is usually defined as [104, 19] (Fig. 5.1)

Vs

P.)/bulk

leip = (53)

where Vj is the ‘slip velocity’ In the context of transport theory, the slip velocity is used
as a boundary condition for fluid flow and denotes the (extrapolated) fluid velocity at
the (effective) wall. For the present case of a polymer melt bounded by a surface with
polymers grafted to it, the precise location of such an effective wall is not clear. In addition,
different definitions of V; and 41,k have been suggested in the literature which focus more
on the dynamics near the wall [104, 132]. We will later investigate eqn (5.3) using different
definitions for Vi, but Apui is fixed throughout this work. It is calculated from fitting a
straight line to the velocity profile in the channel center (c.f. Figs. 5.1 and 5.6).

At low Reynolds numbers, the planar Couette geometry enforces a balance of shear
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stresses in the channel: Vi, = Apuipux, Where & is a surface friction coefficient and the
bulk viscosity, My, is given in Fig. 5.5a. We may define the surface friction coefficient

from information extracted from the simulation via

58 = nbulk/leip (54)

At this point we can consider how the interpretation of & depends on our definition of
Vi. If the friction force, Vi&,, acts between the permanently grafted T chains and the F
chains, one choice is to define V; from the F chain monomeric velocity profile, Fig. 5.6b,
using the data point closest to the surface. We denote this F monomer slip velocity by V.

The slip length found using eqn (5.3) with V, = VF is plotted in Fig. 5.16b (red circles).

For other systems with only partially adsorbing surfaces (different from the current
case), it is clear that chain desorption may influence the surface friction far from equilib-
rium. In such a case it would seem more natural that the slip velocity is defined from the
velocity profile of all monomers, Fig. 5.6b. We denote such a total monomer slip velocity
by V2 Experimentally this is naturally how the slip velocity is defined [115, 104, 61].
The slip length defined using eqn (5.3) with V, = V2! is plotted in Fig. 5.16b (green
squares). For shear-rates spanning the coil-stretch transition (Wir < 25), the slip length
found using V2! increases at a weaker rate compared to the slip length found using VF.
This is unsurprising since with increasing shear-rate the monomers that are located im-
mediately at the surface are progressively more likely to be part of a T chain, travelling
at the surface velocity. For the current case of a simulation using reflective surfaces and

permanently grafted T chains this choice for the slip velocity seems inappropriate.

So far we have considered two definitions of the slip velocity, V' and Val; the first
may be judged more appropriate for non-adsorbing surfaces with permanently grafted
T chains, and the second more appropriate for partially adsorbing surfaces. A possible
criticism of both choices is that they depend only on information of the fluid locally at the
surface, even though it could be argued that the surface friction force acts via the adsorbed
chains which are extended objects in space. Considering the permanently grafted case, T

chains are extended from the surface but move with the surface velocity. We could then
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interpret the T chains as part of the ‘wall’, so that the ‘wall’ extends beyond the surface.
How then is it appropriate to define the slip velocity via the fluid velocity immediately at
the surface when the ‘wall’ is an object which extends beyond this point? Certainly we
may observe that at the very lowest shear-rate in Fig. 5.6, deviations from the channel
center linear velocity profile extend until approximately a molecular size from the surface.
This consideration suggests an alternative definition for a slip velocity immediately at the

surface, using an extrapolation of the velocity profile from the channel center:

Le, .o .
Ve = ?(’Y ~ Foulk) (5.5)

In this case the slip length, eqn (5.3), becomes

Le (7
Lgar = =< —1 5.6
St 2 (’Vbulk ) ( )

The black triangles in Fig. 5.16b correspond to this definition of the slip length. It gives
very similar values during the coil stretch transition to the definition which uses VY.
However at the lowest shear-rates it drops more rapidly and becomes negative, since the
extrapolated velocity reaches zero inside the fluid. In Fig. 5.16a the ratio Juuk/7 that is
used in eqn (5.6) is plotted as a function of applied shear-rate. For all three definitions
of the slip length, as the T chain orients the slip length increases before the bulk shear-

thinning regime is entered whereupon the slip length decreases.

Using eqn (5.4) three different friction coefficients can be found from the three defini-
tions of slip velocity (slip length) that we have considered. The idea that any of the three
can be interpreted unambiguously as a surface friction is highly questionable. Bearing this
warning in mind we choose to comment only on the qualitative correlations between the
friction coefficients and the state of the fluid under different flow conditions. The three
definitions of the surface friction, corresponding to the three definitions of slip length (Fig.
5.16b) are plotted in Fig. 5.16¢ as a function of applied shear-rate. The most rapid drop
in surface friction universally occurs before ¥ = 9.6 x 107%7;, during the coil-stretch
transition, at the beginning of the drop in TF kinks (Fig. 5.10). Figure 5.14 shows that,
although only a relatively small proportion of the TF kinks are lost by 4 = 9.6 x 10~ %75,
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Figure 5.16: Various functions of applied shear-rate: (a) Ratio of shear-rates: Apux/?-
(b) Slip length: Red circles: Lgi, = VI /4pur, where VY is found from the F monomer
velocity profile at the surface, Fig. 5.6b. Green squares: Lg;, = V;‘H /Foulk, where Vj” is
found from the total monomer velocity profile at the surface, Fig. 5.6a. Black triangles:
slip length extrapolated from the center channel velocity profile, eqn (5.6). (c) Surface
friction found from eqn (5.4), using the three different definitions of the slip length in
(b) (and the same color/marker code). (d) Film flow curves: shear stress plotted against
either the applied or bulk shear-rate.
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those which are lost were almost exclusively located in the half of the T contour closest to
the T end, or the center contour for the case of F chains. The friction defined using the
extrapolated slip velocity, eqn (5.5), fails strongly in its interpretation as a surface friction
at the lowest shear-rate (¥ = 2.4 x 107%73). At this shear-rate the friction coefficient is
negative since the extrapolated velocity at the surface is greater than the wall velocity.
Finally Fig. 5.16d shows that the effects of bulk shear thinning and surface slip are too
weak to lead to a non-monotonic flow curve, so that at this chain length stable dynamical
behavior is expected across the film. In Fig. 5.16d the black circles correspond to the ex-
perimentally observable flow curve, whereas green triangles corresponds to the flow curve
in terms of the bulk shear-rate. The two plots are quite similar because the degree of slip

is relatively small.

5. Conclusion

We have performed non-equilibrium shear flow simulations of a mildly entangled polymer
melt which have both tested existing ideas regarding surface disentanglement and revealed
new phenomena. If the number of kinks in primitive paths is in some way correlated with
the number of ‘entanglements’ (even away from equilibrium), the simulations validate the
idea of a surface disentanglement resulting from the coil-stretch transition of T chains.
In addition to a quantitative drop in TF kinks during the coil-stretch transition of T
chains, Fig. 5.14a suggests the possibility of a drop in the rheological significance of TF
kinks, due to the increased relative probability that kinks in T primitive paths that are
due to the close proximity of F paths have a contour position near the free end of the T
path following surface alignment. This effect has been postulated already [5]. We also
identified a new mechanism that may also reduce the rheological significance of TF kinks,
resulting from the higher density of F chain end segments in the immediate proximity
of the surface (Fig. 5.12b). Following the coil-stretch transition, the end segment excess
correlates with an increased relative occupational density of F chain primitive path kinks,
that are due to the proximity of a T primitive path, near contour ends (Fig. 5.14b). This

may lead to a faster F chain constraint release rate acting on the T chains.
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Different definitions of a dynamic surface friction, (%), were investigated. In all
cases the surface friction decreases most rapidly during the coil-stretch transition (see Fig.
5.16¢), even though, as seen in Fig. 5.10, the actual drop in TF kinks over this shear-rate
range is quite low. However such kinks that are lost may be highly rheologically significant
for reasons we discussed in detail. We find that in the non-linear flow regime the density
of kinks does not necessarily correlate with dynamic viscosity in the bulk. It would be
interesting to investigate the behavior of dynamic definitions of entanglements [100, 99]
away from equilibrium, and their relation to primitive path kinks, even for true bulk
chains. At equilibrium, the survival probability of ‘long lived close contacts’ has been
demonstrated to be proportional to the linear stress relaxation function [23]. However
such dynamic measures of entanglements are computationally expensive to investigate for
non-equilibrium cases.

A marginal regime in which the fluid stress does not increase with increasing applied
shear-rate is not observed here. This might be due to the relatively weakly entangled chain
length. However the same mechanisms leading to slip that we have identified here may
remain relevant for polymer melts of much higher (and more experimentally relevant)
molecular weights. The conclusions made here may therefore be used in the future to

inform theoretical models for surface rheology.
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Chapter 6

Thesis conclusions and outlook

This thesis has closely examined the behaviour of simple multi-chain Molecular Dynamics
models of a polymer melt confined in a channel. A particular effort has been made to
examine the robustness of the behaviour of such confined films with respect to changes
in surface structure and the time-scale over which momentum is conserved during the
simulation (chapter 3). In addition, probing the effects of changing the monomer density
would be a further important test that could be made in the future. The monomer density
used in this thesis, p ~ 0.85073, was primarily chosen for the reason that it is the most
commonly used value in the literature. In the seminal 1990 Kremer-Grest paper reasons

of a practical nature are given for this choice [81]:

From these preliminary studies for small N, we determined that p = 0.85 was an appro-
priate density to work at. We wanted to work at high density so the tube diameter would
be small, yet we needed to have reasonable relaxation times for chains which would allow

us to equilibrate the system in a few million time-steps. This turned out to be p = 0.85.

However it has been suggested that the KG MD model is most realistic using a higher

monomer density of p ~ 1.15073 [101]:

‘One can now ask the question: which simulation density corresponds to the usual polymer
melts such as polystyrene, polyisoprene or polybutadiene? It is germane to note that for all
these polymers experimental G' and G" always cross each other at Weross around 1/71., and

G" exceeds G' at frequency 10weross by a factor between 1.9 and 2.15 (e.qg., tand(Weross) —2).
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However, the storage and loss moduli from the standard Kremer-Grest model (Figure /)
do not cross each other and go parallel with a slope around 1/2. This behavior does not
change significantly for stiffer chains (see next section). The only way to rectify this is
to increase the density. In fact, the system with the density p = 1.15 produces a shape of

G' and G" very similar to the experimental one. However, it is more expensive to simulate.’

If we were to investigate such a higher density it is feasible that the dynamic behaviour
on the time-scales of interest would become yet more strongly dependent upon the par-
ticular choice of surface structure. More generally, the physical relevance of the confined
Kremer-Grest model examined in this thesis can only be confirmed via further compar-
ison with more detailed simulation and experiment: the conclusions of this thesis are
limited to the extent that our ‘fundamental’ model is a realistic choice. Nevertheless, we

have built a reasonable understanding of the particular KG MD model that we considered:

Chapter 2 began by investigating the single-chain dynamics of low-molecular weight non-
entangled melts. It was found that the Rouse model description of mean single-chain bulk
dynamics could be extended in a modified form for chains that are weakly confined, and
that, apart from the centre of mass motion, the single-chain dynamics are almost invariant

to the degree of surface roughness on a monomeric scale.

Chapter 3 then investigated inter-chain cooperative dynamics, and the influence of the
surface structure on global film properties. In contrast to mean single-chain dynamics,
the cross-chain contributions to the film average bond orientation correlation function de-
pend strongly on the particular surface structure. In addition, it was only when using
arguably the most realistic model for the boundary, that which used roughened lattice
beads, that time correlations of the film stress were found to be almost invariant with
respect to the choice of thermostat friction constant. An important lesson learnt from
these results is that due care must be taken with regards to the choice of boundary struc-
ture when performing such confined simulations. It was also found that in the presence

of chains that are permanently end-grafted to the surface, the melt behaviour became
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much more invariant to the surface structure generally. Whether or not the perfectly flat
boundary case is physically realistic remains to be seen. Future work could investigate
the corresponding behaviour at a free surface. Such work could shed light on the strong

effects of confinement that have recently been observed in the presence of a free surface [89].

In chapter 4 we fitted single-chain observables of the fundamental MD model using weakly
entangled chains to a single-chain slip-spring model applicable at the flat surface. It was
found that the terminal relaxation time of chains (defined using the surface parallel end-
to-end vector correlation function) is almost identical at the surface and in the channel
centre, using both the multi-chain and slip-spring models. This observation is not consis-
tent with the prediction made in some works [21], of a much weaker degree of entanglement,
near the flat surface, but is consistent with a Primitive Path Analysis that predicts only
a small depletion layer of primitive path kinks within a distance of approximately a single
‘tube’ diameter from the surface. One limitation of this investigation was the relatively
short and weakly entangled chain lengths considered.

Despite similar terminal relaxation behaviour, it was found that the ratio of the bond
orientation auto-correlation function at the surface with respect to at the channel centre
was less than unity at t > 7.. This suggested that in confinement it may be inappropriate
to use the same plateau modulus dependent definition of N, that is used in the bulk (most
commonly eqn (D.6)). In the future it would be interesting to investigate the influence
of the surface on entanglement dynamics for less flexible polymers. How does a surface

induced nematic ordering influence the ‘tube’ near the surface?

Chapter 5 investigated the phenomenon of shear-flow induced surface chain disentan-
glement, that occurs during a coil-stretch transition of surface end-grafted chains. For
simplicity flat boundaries were used. The non-equilibrium simulation used a grafting
density in units of the overlap density that matched closely to a particular case of the
non-entangled system considered in chapter 3. For the non-entangled case we concluded
that the equilibrium stress correlation function was largely independent of the particular

surface topography in the presence of the grafted chains. However it was not explicitly
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verified that the same conclusion could be made for the higher molecular weight case from
chapter 5. It was verified that the centre channel dynamic shear viscosity matched closely
to that of a corresponding bulk system using periodic boundaries.

For polymer melts of much higher (and more experimentally relevant) molecular weights
compared to the one simulated in chapter 5, the degree of wall slip may be much larger,
and even lead to a marginal regime in which the fluid stress does not increase with increas-
ing applied shear-rate. However the same mechanisms leading to slip that were postulated
in chapter 5 may remain relevant for such cases. The results of the non-equilibrium simu-
lation may be used in the future to guide the construction of theoretical models for surface
rheology. It would also be interesting to perform identical simulations where the moving
grafts are located in a plane inside the bulk. Comparison with the results of chapter 5

could then shed light on the importance of the surface proximity for the disentanglement.
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Appendix A

Modified-Rouse model

Random walk boundary value problem

The propagator G,,(y1, yo) for a discrete random walk in one of three dimensions, beginning

at position gy, reaching y; in n steps with step-length [ satisfies:

Groo1(n —Lyo)  Guoa(yi + L) 4Ga—1(y1, yo)
+ + ;

- - (A1)

Gn<y17 yO) =

Using the initial condition Go(y1,%0) = 0(y1 —10), we get G (Y1, 40) = Qu(y1, Y0) /Qn Where
Q,(y1, yo) is the number of walks (partition function) between yo and y; with n steps and
Q),, is the total number of walks with n steps and fixed start position in a system whereby
at each step there are six distinct moves with a 100% survival probability. In the limit

n — oo, I = 0, from eqn (A.1) the propagator diffusion equation in the wall normal

direction is found:

0Gn(y1,y0) _ 12 0°Gn(y1, vo)

A2
on 6 012 (4.2)

We seek the solution of eqn (A.2) which satisfies reflective boundary conditions at y; =

0, Lg:
aG"g;’ Yo) —0 (A.3)
y1=0,Le
in the limit L. — oco. Using this boundary condition, the total number of walks inside the
channel is always conserved and equal to Q,,, so that the propagator must be a probability
under the initial condition that the walk began at .

The general solution of eqn (A.2) subject to reflective boundaries at 0 and L. is well
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known, consisting of 2m solutions with eigenvalues \,,:

; (Bm COS (\/ﬂm) + D,, sin (\/E@h)) exp (—012>\m/2) (A.4)

where 012 = b%/3 = [°n/3. b is the characteristic length scale of the random walk. Ap-

2
plying the boundary conditions enforce D, = 0, and \,, = (%) : m=20,1,2,3,...,00

Now we apply the initial condition: Go(y1,v0) = 0(y1 — ¥o):

~ ) = 2 Bucos (A (A5)

Then the B,, are found as:

9 rLe
Bm=f ; dylcOS(\/ y1> Y1 — Yo) COS<\/ yo) (A.6)

The complete solution is then:

0 — o8 (\/73/0) cos <\/7y1> exp ( m/2) = > f(m) (A.7)

From eqn (A.7), f'(m) — 0 as L. — oo over the whole range of m. Resultantly, in the

m=

limit L. — oo, f(m) is a constant over any finite interval, and the sum, eqn (A.7), may

be equated with the following integral:

LhinoO —/ dm cos <\/>y0) cos <\/7y1> exp( 012/\m/2) =
LlciLnOO Lc/o dm (cos (m(yl + yo)) + cos (\/E(yl — yo))> exp (_012)\m/2)

Rewriting this integral in the following form:

(A.8)

/dUcos(aU)eXp( U2) £ <

—4> (A.9)

and evaluating, leads to the solution for the propagator (conditional probability):

. 1 (y1 — %)’ 1 (91 + o)
Llclinoo P(Ql’y(b Lc) - \/W eXp <_ 20_12 + \/W eXp _Tlg (AlO)
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Translating the coordinates such that the surface position is translated to y,,, we find a

general expression in terms of unbounded random walk probability weights:

P(y1lyo, yw) = P(y1lyo) + P(y1lvo)

~ ~ A1l
_ 1 exp | — (y1 — y0)2 4 1 exp [ — (=% — yo)2 ( )
V 277'0'12 20’12 vV 27'('0'12 20’12

where §; = y; — Yu-

Conformational free energy of a reflected random

walk

We now assume that near a flat surface the probability distribution for positions of the
start and end beads of polymer chain sub-segments in the canonical ensemble at arbitrary
temperature T coincides with a reflected random walk. We give temperature in units
of kg. Then a conformational free energy may be defined for the polymer chain. The
partition function, Q(R;, R;_1, Y. ), for a three dimensional random walk from R; ; to R;
in the presence of a reflective surface at position y,,, can be written in terms of a sum of
the probabilities of unbounded random walks of bond vector Q; = R; — R;_; and bond

vector from R;_; to the reflection of R; in the y = y,, plane, Q;:
QUR;, Ri-1,y0) = (P(Q:) + P(Q:)Q (A.12)

where Q is the total number of walks with fixed start. Therefore the thermodynamic

potential (conformational free energy) may be defined up to a constant as:

U(Qi, Qi) = —Tlog(P(Q;) + P(Q:)) (A.13)
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Identifying the symmetric (bonded) part of the potential as —T log(P(Q;)) = £Q; - Q;,

where k = T'/c,?, eqn (A.13) can be written as a sum of bonded and non-bonded potentials:

5\ P(Q;)
U(Qi, Qi) =T <1Og(P<Qi)) + log (1 + P(Qz))) (A.14)

The bond vectors may be resolved into components parallel to and normal to the surface:

Qi = Qi+ (yi —vyi—1)éL; Q= Qi + (=¥ — Pi—1)é.. Since Q; and Q; only differ in

the wall normal direction, the quotient in eqn (A.14) is:

P(Qzﬁ) — exp (_ (=8 = 9i1)* = (i — yi_1)2)>

_ < 29; 15]1'1)
=exp | — >
01
Therefore the thermodynamic potential up to a constant is:
~ k
U(Q:,Q;) = §Qi Qi + A(Yis Yio1, Yw) (A.16)
where the wall contribution is:
2 Nl' NZ‘_
A(Yi, Vi1, Yw) = —T'log (1 + exp (_ yUyZ 1)) (A.17)
1

The additional thermodynamic force on particle ¢ in the wall normal direction can now be

calculated:
29i¥i—1
_aA(yw Yi—1, yw) — _ eXp (_%) Qkﬂ—1 (A18>
7 1+exp (—%)

In the case of absorbing boundary condition, the partition function for a chain beginning
at R;_, and ending at R; has to be zero when either bead is at the surface. This is satisfied

with the propagator G, (y1,v0) = P(Q:) — P(Q;) [173]:

Q(R;, Ri—1,y0) = (P(Qi) — P(Q)))82 (A.19)
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Resultantly, the corresponding wall potential has a singularity at ¢;, ;-1 = 0:

2~i~i—
B(yi, yi-1,yw) = —T'log (1 — exp (— 4 yg 1)) (A.20)

01

End-to-end vector correlation function of a dumbbell

tethered at a reflective surface

The probability distribution of the end-to-end vector of a reflected walk in the surface
normal direction, eqn (A.11), becomes a reflected-Gaussian for yo = y,. Resultantly,
when modelling the wall grafted chain using a single dumbbell, the potential reduces
to the simple harmonic form, U(y;) = k/2(y1 — %w)?, such that the mean square end-
to-end distance of the whole chain (dumbbell) is related to the spring constant via the
equipartition theorem as: ((y; — yw)?) = T/k. Setting y,, = 0, the first two moments of

the half Gaussian end bead distribution are:

(y1) = \ 200%/m
<y12> = J12

Knowing these moments, we only need to calculate the equilibrium correlation function of

(A.21)

the end bead vector:

(O (0) = [ Ay Wealt) [ dyrnGilon, o) (A-22)

in order to solve the dumbbell end-to-end vector correlation function ®qy 4 (¢):

Py, 1 (1) = <@/1(<2?21>(0_>><y—1><2y1> (A.23)

Uy (y1) is the equilibrium distribution function of the end position and Gy(yi,y) is the

propagator of an end bead with position y] at time 0 and position y; at time ¢, corre-
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sponding to the system described by the Langevin dynamics:

— =+ fr(t)> (A.24)

supplemented with a reflective boundary; where ¢ is the free bead friction and f"(t) is a
white-noise random variable with zero mean and variance 2£7T. The propagator satisfies

the Smoluchowski equation:

OGiyry) _ 19 (wahyi) U >> (A.25)

— +—G
ot 583/1 8y1 a U1 !

Using the potential, U(y;) = (k/2)y1%, eqn (A.24) becomes the Ornstein-Uhlenbeck pro-
cess. Then the solution of eqn (A.25) over the unbounded domain, (—oo, 00), is [39]
) 2
1 (y1 -1 eXP(—t/Tdb,u))

Gi(y1, 9h) :W exp 20 (t)?

(A.26)

where o(t) = oy \/1 —exp(—2t/7ap,)) and Tap) = &/k is the relaxation time of the un-
bounded system. We seek the solution of the propagator under a reflective boundary

condition:
aC;t (?/1 ) y& )

=0 A.27
o (A.27)

y1=0

Due to the symmetry of the harmonic potential, we can construct the solution, G;(y1, ¥}),

satisfying eqn (A.25) and the reflective boundary condition, eqn (A.27), from the solution

Gt(yhyi)a as
Gt(ybyi) = ét(yla Z//1) + ét(_yla y/1) (A-QS)

Using this propagator, an arbitrary probability distribution becomes the equilibrium half-

Gaussian distribution for ¢ — oo:

Ueq(y1) = hm/ dyl Gt( +Gt(_ylayi)) ‘I’o(yi)

(o exp< ) 429
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Wo(yy) is the occupational probability density for the particle at position y] at an initial
time when the distribution may not have reached equilibrium. Now eqn (A.22) may be

written as:

O O) = [~ dyioiVealw) [y (Culyn) + Gulpgd)) - (A30)

Evaluating the integrals in eqn (A.30) leads to ®qp 1 (¢), eqn (2.15), via eqn (A.23).

Evaluation of eqn (A.30)

We define the time dependent normalization part of the propagator, eqn (A.26), as z(t):

2(t) = %Ul(t)Q (A.31)

The spatially dependant part is:

(11 — yi exp(—t/ leo,u))2
B 20(t)?

v(y1,y1) = exp (A.32)

We take z(t) outside of the inner integral in eqn (A.30) and then evaluate the inner integral:
/U dyy y1 (v(y1, v1) +v(=y1,91)) (A.33)

First (underlined) term in expression (A.33)

We first consider the underlined term in expression (A.33). Making a change of variables,

defining v = y; — y; exp(—1t/7ap,|), this term becomes:

2

o] [e’e) t U
d v(y,y)) = / du (u + 1 ex (—)) ex (—) A.34
/0 v y1o(y, 1) et/ vrexp (=2 ) e | =5 a5 (A.34)

We separate the right side of eqn (A.34) into two parts, denoting part al as:

oo t U2
du vy} exp (—) exp (—) A.35
/—yi exp(—t/Tap,||) ' Tdb, || 20(t)? ( )
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and part bl as:

> u
duuexp | — A.36
/_9/1 exp(—t/Tqp,|) ( 20(t)2> ( )

Second (‘mirror’) term in expression (A.33)

We now make a different change of variables, defining v = —y; — y, exp(—t/ Tav,|)- Then

the second part of expression (A.33) becomes:

0 —00 t u2
dyy yiv(—y1, y)) = / du (u + v exp (—)) exp <— ) A.37
/o 1yo(=y1,9) — g exp(—t/7ap.) ! Tab,| 20 ()2 ( )

We separate the right side of eqn (A.37) into two parts, denoting part a2 as:

—y; exp(—t/Tqp,|) t u?
- du vy exp <—> exp <—> A.38
/—oo 1 Tdb,H 20’(t>2 ( )

— /lex (—t/, , )
_/ e du uexp (— ! ) (A.39)

0 20(t)?

and part b2 as:

Part a inner integrals

Now we move onto evaluating the integrals for the sum of parts al and a2, i.e. we

sum expressions (A.35) and (A.38), forming a total part a integral (substituting: ¢ =

Y1 exp(—t/Tap )

2

oo ) ool

_ (/ dueXp< u(t ) /d“exp< ())> (A.40)
—q (/OO du exp <_%(75)2> - /qdu P <_%(t)2>>

_y /_Oq du exp (—2;&)»
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Making a change of variables, v’ = u/ (\/ﬁa(t)), the part a integral is evaluated:

2q /Oq du' V20 () exp (—u’Q) = V2mqo(t) erf <\/§i]7(t)> (A.41)

T V20 (t)

where erf(x) denotes the error function.

Part b inner integrals

Using the substitution: p = u? both part b1, expression (A.36), and part b2, expression
(A.39), become:

dp— exp <— ) A.42
/yll2 exp(—2t/Tqp,||) 2 20(t)2 ( )

We then evaluate twice expression (A.42):

0
Y exp(—2t/7qn. ) 20(t)

- l—zg(t)z exp (—202)2)] ) (A.43)

Y12 exp(—2t/7qp,))

=20(t)? exp (— ur eXI;;_(f;/Tdbyll)>

Outer integrals

Inserting eqn (A.43) and eqn (A.41), the correlator, eqn (A.30), becomes:

() (0)) = 42O ? [ dyl v exp (— (eXp(;f(Z?b’> + 2;) y'f) +

S (o Tex _L ") or yi eXp(_t/Tdb,)> ex <_ y? )
2 0ovaresp (~—) [y et (BB o (
(A.44)

where z/(t) has absorbed the constant terms from the equilibrium distribution:

~1/2

2(t) = 2(t)2(00) = (2101%) " (1 — exp(~2t /7)) (A.45)
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Making a change of variables, defining u = 7, the first term in eqn (A.44) can be evalu-

ated:
2/ (1) (t)? [ duexp (~L(t)w) = _2222;’“) exp(—L(t)u)
0 (A.46)
2oty
L(®)
where:

L(t) = eXp(Q_i%;db’l) 20112

(A.47)

The second term in eqn (A.44) may be readily evaluated using Maple™' (alternatively
see [121]). This leads to the final solution for the end-to-end vector correlation function

with respect to the origin:

2T __t 1 ot ot
(y1(t)y1(0)) = g (arctan (e Tdb | t) e I +\1-e ? Tdbv)
T

-2
1—e Tabil

Subtracting the mean and normalizing gives eqn (2.15).

Modified-Rouse model - large N limiting behaviour

As the number of bonds in a chain diverges, N — oo, the functional form of &, (¢) for a
surface tethered-chain converges at a similar rate as for the surface parallel case, which
is described by standard Rouse theory. In figure A.1, ®,(t) and ®(¢) are compared for
N = 1,2,4,8,16,32. For each plot the time axis is normalized by the corresponding

longest system relaxation time 7 ,, which in the surface parallel direction is [93]:

& (A.48)
T = ) 7(1/2) .
127 sin? (2(N+1/2))
In the surface normal direction 7y ; is found by assuming that the relationship:
1
1L _ Tdb L _ 1 (A.49)

Ti|  Tab)| 2

Wersion 18
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Figure A.1: Comparison of wall normal (symbols) and parallel (lines) components of ®,,(t)
for a chain modelled using different numbers of bonds. Both directions give converged
behaviour beyond N ~ 32. Time axes are normalized by the longest relaxation time in
the corresponding direction.
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is valid for all N. From figure A.1 it is apparent that the changes in the form of &, (¢) as
N increases from N = 1 are greater than in the unbounded direction. This can be largely
attributed to a decrease of the relative weight of the longest Rouse mode amplitude which
does not dominate ®, (¢) as much as it does ®(¢). In general, the amplitudes of the modes
strongly differ from the wall parallel direction. The first five Rouse mode amplitudes of
reflected random walks beginning at the surface are plotted and compared to KG MD in
figure 2.8.

Rouse cross-mode correlation functions for a surface tethered

chain

Since in a confined system the Rouse coordinates are no longer normal modes, their
cross-correlations are no longer zero. Here we simply present the qualitative behaviour
of cross-mode correlations within the modified-Rouse model of a surface tethered chain
(this qualitative behaviour is shared by KG MD), and show that the relative importance
of cross-mode correlations is small compared to auto-correlations.

A general characteristic of the Rouse coordinates of a reflected random walk beginning at
the surface is that the covariances, (X, 1 X, 1) — (X, 1) (X,.1), are negative. This is an
observation we make for all cases considered and is not generally proven. Since the mode

covariances coincide with the amplitudes of the cross-mode correlation functions:

Cpg, 1 (t) = ((Xp (1) = (Xp, 1)) (X, 1(0) = (Xg.1))) (A.50)

these functions are increasing. Figure A.2 shows that the magnitude of the sum over all
first mode covariances quickly converges to a effectively constant value as /N is increased.
This value is more than seven times smaller than the variance of the first mode. The

relative importance of cross-correlations is a decreasing function of p.
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Figure A.2: Negative of the sum over all first mode covariances as a function of the number
of bonds in a chain, normalized by the bulk chain mean square end-to-end distance in one
direction.
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KG MD model

Surface nematic interaction and enhanced chain

swelling near the surface

In this section we investigate the weak additional swelling in the chain dimension that is
apparent in figure 2.6, where it was found that the surface parallel mean square end-to-
end distance of complete chains comprising n = 64 bonds is around 10% larger for KG
MD chains beginning with one end at the surface, compared to in the channel centre.
We partially attribute this swelling to the influence of the surface on short range nematic
ordering. We consider a nematic order parameter of chain sub-segments comprising m = 4

bonds. The nematic order parameter is:

Suy() = (P2 (kay(®)) (B.1)

where 12:47” is a parallel component of the unit vector of a coarse-grained bond correspond-
ing to a chain segment consisting of 4 bonds. Py(x) = &2_1 is the second Legendre
polynomial, and the averages are performed over bins centred at position y = Ay(j+1/2)
for j =0,1,2,3,...; where Ay is the bin width. Each sub-segment is binned depending on
the distance from the wall of the sub-segment end-bead position. It is necessary to use
coarse-grained segments since for m < 4 the wall ordering obscures the trend near to the
surface. In figure B.1 we plot the nematic order parameter, Sy (y), as a function of the

centre bin position. The decay in Sy (y) occurs over a distance ~ 20 from the surface,

which is similar to an approximate blob length for the Kremer-Grest chains. For semi-
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Figure B.1: Nematic order parameter, eqn (B.1), for chain sub-segments comprising m = 4
bonds. Binned by sub-segment end-bead position. Red stars: KG MD; black crosses: soft
MD.

flexible polymers the nematic ordering persists over a longer interval [177]. The nematic
order parameter corresponding to soft MD chains, also plotted in figure B.1, is no greater
than KG MD at the surface. The higher density of ends immediately at the surface [108]
is also expected to influence the surface normal square internal distance profiles in some
way.

We can briefly consider whether contributions to chain swelling due to long range corre-
lations [27] should be expected, and whether any effect should scale with chain length. In
weak confinement, the distance separating the confining walls is a minimum of 3 times
the equilibrium chain end-to-end distance. For chains with n = 64 this corresponds to
30 times the bead diameter, or approximately 20 blob lengths using the definition of a
blob length as the long chain asymptotic Kuhn length [113], b, which for the Kremer-
Grest model is b ~ 1.50. For the bond-fluctuating model, film average bulk-like behaviour
was found for thicknesses larger than 5 blob lengths (see Cavallo et al. [27]). Essential
two-dimensional behaviour was observed for ultra-thin films of thicknesses up to one blob
size. Nevertheless, we consider a conjecture! that for chains with centre of mass within

a blob length of the surface, long-ranged correlations may be similar to a thin slit (the

ldue to an anonymous reviewer of [78]
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Figure B.2: Chain centre of mass volume density, pcm(y), as a function of the distance
from the centre of mass to the surface, y (normalized by the centre channel value). KG
MD model at n = 64 and n = 256.

ratio of surface parallel square end-to-end distance in the slit with respect to in bulk is a
growing logarithmic function of chain length [27]). A simple consideration suggests that
this conjecture cannot lead to the conclusion that the degree of swelling of an average
surface chain will scale with chain length in a similar way to the slit case: the distance
from the surface of the centre of mass of surface chains scales with the bulk radius of
gyration [144]. This means that, although following the conjecture: longer chains within
a blob length of the surface will be more swollen with respect to their bulk dimension, the
number of such chains becomes vanishingly small. As an example illustrating this, the
centre of mass volume density normalized by its bulk value is plotted for chains of either
n = 64 or n = 256 bonds in figure B.2. Considering that the blob length of KG MD chains
is around 1.50, assuming the conjecture mentioned above, the logarithmic correction to
chain size should be important for n = 64, and therefore possibly accounts for some of the
swelling we observe. However if we look at longer chains, already at n = 256 it is apparent
that only a very small number of chains have centre of mass within a blob length from the
surface, and the argument that the logarithmic correction should be more important for

longer chains breaks down.
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Figure B.3: Centre of mass diffusion rate in directions (a) parallel, g5 (t)/(t/7r), and (b)
normal gz | (t)/(t/7r), to the surface. Black: yem < 0.25(/(upun?); green: 0.5,/ (upui?) <

Yem < 0.75y/(upu?); magenta: 1.25\/(upu?) < Yem. Open stars are low friction KG
MD with Langevin thermostat (gMD = 0.O5mb/7'LJ) with TR,&Mp=0.05 = 0-867-R,§MD:0.5-
Open boxes with crosses are lowest friction KG MD with Langevin thermostat ({yp =
0.0lmb/TLJ) with TRt \Mp=0.01 = 0'84TR,£MD=0~5

Centre of mass motion: &p — 0 limit

Figure B.3 plots the centre of mass mean square displacement both parallel, figure B.3a,
and perpendicular, figure B.3b, to the surface, including plots corresponding to the Langevin
thermostat using friction constants &yp = 0.05my,/m,y and 0.01my,/75. In order to clearly
show the different diffusion regimes, the time dependent diffusion rates, g;(t)/(t/7r), are
plotted. For times shorter than the Rouse relaxation time there is a super-diffusive regime,
followed by a sub-diffusive regime, before entering normal diffusion beyond the Rouse time.
As mentioned in section 2.2, the low thermostat friction constant ({yp = 0.05my,/715) pro-
duced results very similar to yet lower values, and therefore it represents well the limit
&up — 0. In the parallel direction the lowest Langevin friction model shows a small
additional feature at the crossover from super-diffusion to sub-diffusion compared to the

lowest value of the friction used in section 2.2.

186



APPENDIX B. KG MD MODEL

Figure B.4: Example random surface lattice configuration with Var = 0.30.

Influence of surface roughness on centre of mass

motion in polymer melts

Here it is shown that the viscoelastic-hydrodynamic behaviour and variable diffusion rate
occurring for the surface parallel centre of mass motion in confined systems (see section
2.3) depends strongly on the degree of surface roughness. Although for the case primarily
investigated, a perfectly smooth flat wall, the centre of mass diffusion rate was faster near
the surface with respect to the channel centre, the opposite is true using explicit particle
walls which are roughened. The surface is formed from particles which are displaced ran-
domly normal to the surface plane (with respect to an FCC lattice - figure 1.5), according
to a normal distribution with variance: Var = 0.150 (medium roughness: figure B.5a), or
Var = 0.30 (high roughness: figure B.5b). An example lattice is shown in figure B.4 with
Var = 0.30. The Lennard-Jones potentials of the lattice use the same cutoff distance as
the fluid Lennard-Jones interaction which is 7. = 2/¢. The lattice particles have fixed
positions and only interact with fluid particles. For the most rough surface, the opposite
phenomenology as compared with the perfectly flat surface is found: the diffusion rate is
slower closer to the surface. At medium roughness the rate of diffusion is close to constant
across the channel. Interestingly, using the low thermostat friction (&yp = 0.05my,/7y)
generally leads to faster diffusion at all points in the channel with respect to the periodic
simulation rate. This phenomenon is largely masked when the high thermostat friction co-
efficient (&up = 0.5my/713) is used. Also, perhaps counter-intuitively, the fastest average

channel diffusion appears to occur, not using perfectly smooth walls, figure 2.10, but using
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Figure B.5: Centre of mass diffusion rate in directions parallel, g (t)/(t/7r), to the
surface using explicit particle walls which are placed randomly in the surface normal
direction according to a normal distribution with variance, (a) Var = 0.150, or (b) Var =

0.30. Black: yem < 0.25¢/(upux?); green: 0.5y/(Upu?) < Yem < 0.751/(upu?); magenta:

1.25y/{(upui®) < Yem; Orange: periodic boundaries for reference. Filled stars are Langevin
thermostat with friction constant &up = 0.5m;/m5. Open stars use &yp = 0.05my /715,
with Tr ¢\;p=0.05 = 0.867r ¢yp=05. KG MD model.

the medium roughness case, figure B.5a, where the diffusion rate is almost uniform across
the channel. In addition, the behaviour using thermal walls (following Priezjev [130]) has
been tested and the qualitative aspects of the roughness dependence are not altered in

this case.
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Appendix C

Fluctuation Dissipation Theorem

(FDT)

Often [39, 28], a FDT is formulated for the mean relaxation of a system observable, A,
following the application of a constant mechanical field, h, that was switched on in the
distant past and switched off at ¢ = 0. The FDT states that the relaxation function
describing this process is identical to the equilibrium time-correlation function between A
and another variable, B, that is conjugate to the field.

When the field is initially switched on the dynamics are controlled by the new system
potential % = % ({r"*'}) — hB({r"*'})V where % is the unperturbed system potential.
That % is linear in h indicates that the response is assumed to be weak, higher order
terms are neglected. In general, immediately following the field being switched on the
system will be away from equilibrium under the new system potential such that it takes
a finite amount of time for the system to respond to the perturbation completely. Here
we consider dynamics within the canonical ensemble. Before the field is switched on the

probability distribution is:

ety e ()/1)
Vet = T (o ) ey

Following the application of the field for a long time the new probability distribution is:

sy = 222D

= Jexp(—7 /1) (©2)
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Eqgns (C.1) and (C.2) imply that once the field is switched on the system remains under
isothermal conditions. In a realistic case the mechanical potential is dissipative and results
in the conversion of work into heat. This effect may be counteracted in the case of computer
simulation using a thermostat. For details of such issues including consideration of realistic
systems where the isothermal approximation is accurate see Evans and Morriss [44]. In the
case of a steady shear material deformation, the mean material shear stress, B = o0, is
conjugate to the shear-rate field, h = 4 [44]. Instead of steady shear flow we can consider
a simpler idealized case avoiding dissipation whereby a deformation, v = +dt, is made in
the limit d¢t — 0. As shown in e.g. Doi and Edwards [39] (principle of virtual work 3.7.5)
at the coarse-grained level of description, for such an instantaneous deformation B = o,,
is conjugate to the deformation, h = 7.

We now consider the relaxation after the field is switched off. At this time the system
propagator switches to the field free propagator so that the mean of the observable A(t)
at time t after the field is switched off becomes ({) designates mean values under the

equilibrium zero-field distribution):

(AW, = [{ar™ "} [ P A DG, e ufr+ )

= [{ar 1y [{ar A DG} e ) x
exp (— ({1 1) /T) exp (~(~hB({r"* hV/T)) (€3)
[{dr™ T} exp (=2 ({r™* )/ )] {exp (~(~hBV/T)))

B exp (hB(0)V/T)
- <A“) (exp (RBV/T)) >

Where A(t) = [{dr" T }A{r" )G ({r" "'}, {r""1}) is the mean value of A at time ¢
given phase space point {r"™*1} was occupied at time 0, and where G;({r" ™'}, {r"™1}) is
the propagator from {r"*'} at time 0 to {r"*'} at time ¢. The linear FDT is derived by
expanding to linear order:

exp (hB(0)V/T)
(exp (hBV/T))

~ 1+ h(B(0) — (B))V/T (C.4)
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Whereby we get the standard linear response result:

(A(t)), = (A) + h (A()(B(0) — (B))) V/T. If (B) = 0 then:

(A(t)B(0)) (C.5)

In the case of interest - instantaneous shear deformation - the field is h = ~; if we are inter-
ested in the stress response: A = B = 0, we find that the non-equilibrium stress relax-
ation function following an instantaneous non-dissipative mechanical deformation matches
the equilibrium shear stress time correlation function, eqn (3.15). If A is instead a local

stress we get that the local stress relaxation function is given by eqn (3.16).
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Appendix D

‘Entanglement’ measures

The successful ‘tube’ theories describing entangled dynamics in polymer melts were formu-
lated in terms of the analogy with a single free chain moving in a fixed network. Within
this formulation, the most important concept is the ‘primitive path’ of the free chain,

defined as [39]:

‘the shortest path connecting the two ends of the chain with the same topology as the

chain itself relative to the obstacles’ (of the network).

Clearly this definition is only meaningful if ‘obstacle’ is well defined. In dynamical models
of polymer melts the constraints are defined by the collective motion of every polymer on
time-scales 7, < t < 74, where 7, is the equilibration time and 7, is the disengagement
time. For a given set of initial three-dimensional chain conformations with fixed ends
there is generally no unique solution for the set of primitive paths [84]. Nevertheless many
methodologies for finding primitive path networks, which share common characteristics
and are quite robust with respect to small changes in initial conditions, have been made
using computer simulation. Everaers et al. [45] were the first to define a primitive path
object within a polymer melt simulation, defined as the contour of the chain which results
from making all bonded forces attractive. Under this condition all chains simultaneously
minimize their energy whilst satisfying the constraints of fixed ends and the non-bonded
interactions which prevent bond-crossings. Note however that this minimum energy pro-
tocol differs from the minimum length definition of the primitive path. Later methods,

such as the ‘Z’ (‘Z1’) method of Kréger [84], define the primitive path directly via a min-
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imization of chain contour lengths - a zero temperature method, which, unlike the energy
minimization method, does not allow fluctuations that can increase chain contour lengths
during the procedure. We now consider how relevant information is extracted from such

primitive path objects, particularly under confinement.

Generalized ‘S-coil’ entanglement measure

Let us now assume that the primitive path is composed of bond vectors that are uncorre-
lated, and with mean length (|@Q|). This assumption is valid in all cases of interest here.

The mean primitive path contour length is then:

<lpp> = <|Q|> Npp (D-1>

where N, is the number of distinct bond vectors forming the primitive path, which is
assumed to be fixed. N, is the mean number of fundamental chain bonds separating

topological constraints in the long chain limit, the ‘entanglement length’:

n
N, = lim — D.2

ntbo (Z) (D-2)

where (Z) is the mean number of entanglements (topological constraints) in a chain. One

well used general estimator for N, is given by the ratio of the numbers of fundamental

bonds and primitive path bonds:

Ne(n) = n/Nyp (D.3)

Since by definition the primitive path consists of straight lines connecting topological
constraints under the additional constraint that the end positions of the primitive path
are fixed and match the end positions of the fundamental chain, if topological constraints
don’t exist at the chain ends then one natural definition for the number of entanglements

is: (Z) = N, — 1. In this case, as for any other reasonable relationship between N,, and
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(Z), the estimator, eqn (D.3), satisfies:

lim A;(n) = N, (D.4)

n—o0

It is at this point that we define a particular class of entanglement estimators by the

shared characteristic that they make the following ‘S-coil assumption’

S-coil assumption: The primitive path bond orientation probability distribution is known.

Eqn (D.3) may be written in terms of (L,,) and (u?), where u is the chain end-to-end vector.

The case usually considered is that the primitive path is an unbounded random-walk
with fixed step length a,,, satisfying a,, = (u?) / (L,p) = app>Npp/appNpp. Often a,, is
also equated with the ‘tube diameter’ parameter (referred to as ag in Doi and Edwards).
The tube diameter may be more generally defined via a relation with the mean square
displacement of a chain segment at the equilibration time: ay = m .

Then the N, estimator, eqn (D.3), may be written:

() = n ) (D5)

Eqn (D.5) is called the ‘classical S-coil’ estimator, which is generally a function of the
number of bonds, n, in a chain. It has been shown that, for a large set of different mono-
disperse entangled polymer melts with varying degrees of flexibility [161], eqn (D.5) gives
a good prediction of the most commonly used rheological definition of entanglement length
that is found experimentally via the definition of the bulk plateau modulus from the tube

model [64, 52]:
o 4pT

Gy = 5N,

(D.6)

where p is the monomer density, 7" is the temperature and GY is the plateau modulus,
which is defined theoretically [39] as the value of the linear response stress relaxation
function at the equilibration time, 7.. There is a factor of 4/5 in eqn (D.6) with respect

to the stress modulus used for rubber networks that accounts for the relaxation occurring
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prior to 7.. This factor has been derived in several different ways (see Doi and Edwards:
section 7.5.3 [39] and references) and its validity has been scrutinized (see Likhtman and
McLeish [97]). It is worthwhile to note that eqn (D.6) currently has no analogue for
confined systems.

Since the accuracy of the assumption of random walk chain statistics in the bulk depends
upon the chain length, as already discussed in chapter 2, the resulting value of 4;(n)
for small n has corresponding errors with respect to the asymptotically long chain limit
N.. There are also additional finite n errors that follow from the fixing of the ends.
Since it is desirable to have an accurate measure for the entanglement molecular weight
of asymptotically long chains using results of shorter chains which may be more easily
simulated, Hoy et al. [64] developed modified estimators which converge at a faster rate to

the n — oo limit. One frequently employed modified version of eqn (D.5) is the modified

Ne(n) =n (<lppz> - 1) (D.7)

S-coil estimator:

(u?)

‘S-coil’ type measures under confinement

Why precisely is it assumed that the primitive path has a random-walk conformation for
bulk melts? In the simple case that constraints always exist on the chain contour and have
a well defined single length-scale separating them, we can think of the primitive path as
simply being a coarse-grained version of the real chain, such that we could define a primi-
tive path model from a chain model using eqn (1.32). Or less exactly we may approximate
that the primitive path simply shares the same form of probability distribution for its con-
nector vectors as the real chain model. This leads us to imagine that the primitive path
of a random-walk is also a random-walk. For a random-walk chain under confinement it
would then follow that its primitive path should be another random walk under the same
confinement. Eqn (D.5) may only be generally equated with eqn (D.3) when the primitive
path satisfies bulk random walk statistics. Apparently this has sometimes not been taken
into account in the literature, e.g. see [73, 74, 165], where eqn (D.5) was applied to various

confined cases instead of more meaningful applications of the S-coil assumption that we
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now discuss.

If we are interested in fitting a data-set for a dynamical observable of a fundamental model
(e.g. KG MD) using a coarse-grained model which includes topological constraints that
exist on the coarse-grained chain, then it is natural to assume that the statistics of the
primitive path object of the fundamental model are identical to the statistics of the con-
straints in the coarse-grained model. It is up to us to pick a coarse-grained model that is
a good fit for static and dynamical behaviour of the fundamental model. As an example,
the constraints for the case of the slip-spring model are slip-links that are only defined
along the real chain contour.

Now we consider the case that the primitive-path is a weakly confined reflected-random
walk, i.e. L. — oo. For a random-walk on a lattice beginning with one end at fixed

distance y from the reflective surface, the value of (u?) is (in the continuous limit):

<u(y)2> _ 2+ w(l/?)))Nppapp2 08)
where w(v) = <uL(y)2> / <uL(oo)2>, which is given by eqn (2.23) using v = y/1/2N,,a,,%/3.
w(v) is bounded below by = 3/5 so that the minimum in the mean square end-to-end dis-
tance for a primitive path near the surface is (u?) . ~ 13N,,a,,%/15. This means that
for such a reflected random walk, the estimator, eqn (D.5), underestimates the maximum
value of the general estimator, eqn (D.3), by a factor of ~ 13/15. Although this factor is

quite small, under strong confinement (u?) . — 2N,,a,,>/3 for a random walk approach-

ing the 2D limit: L. — 0.

We can also consider a primitive-path whose statistics match those of the discrete modified-
Rouse model. This model is relevant since it corresponds with the statistics of the slip-
links in the slip-spring model in chapter 4. In this case the bond length is not fixed but
satisfies a reflected Gaussian distribution, such that the mean bond length becomes a
channel position dependent quantity. The distribution for the wall normal component of
the bond vector is given by eqn (2.4). The primitive path bond vectors then generally
satisfy (|Q|)? < app? where ap,? = (upan®) /Npp. In this case (I,,), eqn (D.1), is also

over-predicted by a,,N,, for a modified-Rouse chain near the surface, except in the limit:
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app — 0, Ny, — oo (in this continuous limit the modified-Rouse (reflected Gaussian) prim-
itive path has the contour length of a true random walk).

These observations are made to demonstrate that reasonable definitions of N, estimators
under confinement using the S-coil assumption are generally different from eqn (D.5), and

are far from straightforward to calculate.
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Probability distributions of slip-spring

lifetimes

Here we investigate probability distributions of the lifetimes of slip-springs using the slip-
spring model that is presented in chapter 4. Here, as in section 4.4 we use the parameters:
N = 26, N5 = 4, and N, = 0.5. However in this section all results are generated with
constraint release switched off. The model runs for several relaxation times before any
measurements are made such that all slip-spring lifetimes contributing to a distribution
have slip-links that were initially created on a chain end. We define the lifetime of a given

slip-spring as the difference between the time it was deleted and the time it was created:

Tss = tdelete - tcreate (E].)

Figure E.1 plots four probability distributions of slip-spring lifetimes, corresponding to
slip-springs with an anchor whose position in the surface normal direction relative to a
nearest surface, y,, falls within one of four regions. Note that this plot is a normalized
probability plot. The majority of lifetimes (= 98 — 99%) satisfy 7¢5 < 1 (‘blinking slip-
springs’) such that their contribution is not visible in figure E.1. The mean lifetime of
slip-springs binned by anchor position is the same for each region. The virtual-spring
force, found from eqn (4.3), differs from its bulk form when a slip-spring is located within
a distance of order v/N,b from the surface. Figure E.1 shows that there is a small change in

the lifetime distribution for anchors located within ~ 21/N b from a surface. For anchors
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Figure E.1: Probability distributions of the slip-spring lifetime, 7gg, for slip-springs with
surface normal anchor position, y,, in different regions relative to the surface. The regions
have a surface normal width of L./24 = 1.04y/N,b. Black squares: y, < 1.04y/N,b; red
circles: 1.04v/Nyb < y, < 2.08/N,b; blue triangles: 2.08/N,b < y, < 3.124/N,b; olive

triangles: centre channel region.

satisfying 2.08v/N,b < y, < 3.12y/N,b (blue triangles), already the distribution of slip-
spring lifetimes is very similar to that of slip-springs located in the channel centre (olive
triangles). Figure E.2 plots probability distributions of slip-spring lifetimes which depend
on the centre of mass position of the chains that the slip-spring had occupied at the time
of its deletion. Figure E.3 plots the mean for each distribution in figure E.2, in addition
to the distributions of other regions in the channel that were not included in figure E.2.
The mean lifetime as a function of chain centre of mass position at the time of deletion is
not uniform across the channel. However it is apparent from figure E.5 that the density
of chains corresponding to the data-point closest to the surface in figure E.3, that shows
a marked increase in slip-spring lifetime with respect to the other regions, is low.

The most notable difference in slip-spring behaviour across the channel is characterised by
figure E.4, which plots the mean lifetime of slip-springs that are deleted by passing through

a different end to the one upon which they were created, (7gs),, - For this quantity the
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Figure E.2: Probability distributions of the slip-spring lifetime, 755, for slip-springs binned
by the surface normal centre of mass position, ¥y, of chains occupied by the slip-spring
at the time of slip-spring deletion, into different regions relative to the surface. The

regions have a surface normal width of L./24 = 1.04y/N,b ~ 0.14 <Re,bu1k2>. Black

squares: Yem < 1.044/Ngb; red circles: 1.04v/Ngb < yemn < 2.084/N,b; blue triangles:
2.08v/Ngb < Yem < 3.124/N;b; olive triangles: centre channel region.
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Figure E.3: Mean lifetime of all slip-springs, (7ss), in a region in which the centre of mass
of the occupied chain is located at the time of deletion. Plotted verses the mid-point of
the region.

behaviour is very similar whether slip-springs are binned by their anchor position or the
chain centre of mass position at the time of deletion. (7gg) ;. becomes progressively
shorter approaching the surface for y, < 3v/N,b. Such a chain end switching event may
often correspond with a displacement of the chain centre of mass of order the chain size,
and correspondingly (7ss). i, 15 €xpected to roughly represent a reptation time. For
this reason the centre of mass motion near the surface should be faster than far from
the surface. We do indeed find that the centre of mass mean square displacement in the

surface parallel direction is approximately 5—10% greater at t =~ (7gg) for chains very

switch
close to the surface with respect to those in the channel centre. We do not find that this
factor increases, nor that the behaviour of the distributions, figures E.1 and E.2, changes,
if N is increased whilst fixing N9 and N,. Therefore, since all differences in slip-spring
behaviour across the channel are rather small, we consider it reasonable to not introduce
constraints on which slip-springs in the channel may be paired. When constraint release

is switched on the small differences in the slip-spring lifetime distributions discussed here

almost completely disappear.
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Figure E.4: Mean lifetime of slip-springs that cross ends, (7sg) ia,- Open circles: binned
by anchor position; red squares: binned by chain centre of mass position. Plotted verses
the mid-point of the region that the slip-spring is binned into.
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Figure E.5: Chain centre of mass occupational probability near a surface, N = 26.
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Surface slip simulations: testing the

GPU code

The GPU code that was employed in chapter 5 has been validated at equilibrium via com-
parison of both static and dynamic observables with pre-existing CPU code. In addition,
a preliminary shear study using short chains is presented here. The flow set-up is identical
to that described in chapter 5. Figure F.la compares the steady-state monomer velocity
profiles for a small system comprising surface tethered and free chains with n = 64 bonds,
using either the CPU or GPU codes. The results are clearly in close agreement. It is also
found that the relative error in film stress using the GPU code with respect to the CPU
code is less than 1% in the simulation corresponding to figure F.1.

There is one important difference between the GPU and CPU applications. The GPU
code uses single floating point arithmetic for updating particle positions. The choice of
single floating point numbers vastly reduces computation time using the Nvidia Tesla K10
architecture. The use of single floats also allows for more efficient use of the GPU ‘texture’
memory cache [143], such that if possible the use of single floats is favourable. However,
this drop in precision leads to a small increase in numerical errors and can therefore lead
to an increase in temperature if the thermostat is not duly adjusted. The temperature
profile corresponding to the flow profile, figure F.1a, is shown in figure F.1b. Note that
this temperature profile is also representative of the same simulations under equilibrium
conditions (The shear-rate is far too weak to influence the temperature profile in all cases
considered in chapter 5 using the chosen thermostat conditions and time-step). There

is the possibility of either decreasing the time-step or increasing the thermostat friction
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Figure F.1: CPU/GPU code comparison at applied shear-rate 4 = 5 x 107373~
chains with n = 64.

(a) Bead velocity in the flow direction.

(b) Temperature profiles.

! using

constant in order to remove the small additional deviations from a uniform temperature
profile, T'/e = 1. Since the small difference between CPU and GPU temperature profiles
in figure F.1b leads to no discernible differences in all observables of interest, and taking
into account computational limitations, the choice is instead made to leave the simulation
conditions as they are. The influence of the existing deviation from a uniform tempera-
ture profile at the surface using the CPU code has already been shown to be negligible
via comparison with lower time-steps using equilibrium observables. Thus we keep the
time-step At = 0.017y,5, and the thermostat friction constant, &yp = 0.5my,/71,5.

A more important issue with using single floats arises for the shear simulations of the
n = 256 system considered in chapter 5. In that case the shear-rates of interest are suffi-
ciently small such that the precision necessary to deform the melt every time-step is not
available using single floats. Instead the deformations can be separated by larger time
intervals. The interval between deformations in the simulations using n = 256 is 1071y,
equivalent to every 1000 computational time-steps. This time interval is short compared
to the characteristic chain relaxation times probed by the deformation. GPU simulations
using such ‘staccato’ displacements have been compared with corresponding CPU simula-

tions which make displacements every time-step whilst conserving the mean deformation
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rate. At the relatively high applied shear-rates: ¥ = 2.5x 1073 and ¥ = 1 x 10~ 47571,

there are no discernible differences between the two deformation methods for all observ-
ables investigated. It has also been validated that such a protocol at the shear-rates of

interest does not lead to deviations from the equilibrium temperature profile.
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