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Abstract

In this thesis we investigate the statistical mechanics of binary mixtures of soft-core fluids.
The soft-core pair potentials between the fluid particles are those obtained by considering
the effective potential between polymers in solution. The effective pair potential between
the centers of mass of polymers is well approximated by a repulsive Gaussian potential.
A binary mixture of Gaussian particles can phase separate, and we calculate the phase
diagrams for various size ratios of the two species. Using a simple mean field density
functional theory (DFT) , which generates the random phase approximation for the bulk
pair direct correlation functions, we calculate the surface tension and density profiles for
the free interface between the demixed fluid phases. We find that the asymptotic decay of
the interfacial profiles into bulk can be oscillatory on both sides of the interface. We also
calculate density profiles for the binary Gaussian core model (GCM) adsorbed at a planar
wall and find a wetting transition from partial to complete wetting for certain purely
repulsive wall potentials. By applying a general DFT approach for calculating the force
between two big particles immersed in a solvent of smaller ones we calculate the solvent
mediated (SM) potential between two big Gaussian core particles in the phase separating
binary mixture of smaller GCM particles. We show that the theory for calculating the SM
potential captures effects of thick adsorbed films surrounding the big solute particles and
we find extremely attractive, long ranged SM potentials between the big particles whose
range is determined by the film thickness. In the region of the solvent critical point we
also find extremely attractive SM potentials whose range is now set by the bulk correlation
length in the binary solvent.

In addition to the GCM, we also consider the effective potential between the central
monomers on each polymer chain; this potential features a weak (logarithmic) divergence
as the particle separation » — 0. A binary mixture of these particles can also phase

separate and displays many features in common with the binary GCM.
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Chapter 1

Introduction

“We all agree that your theory is crazy, but is it crazy enough?”

Niels Bohr

The subject of the theory of classical fluids is now well-established. The bulk structure
and thermodynamics of simple (atomic) fluids is reasonably well understood [1], and can
usually be described theoretically with the machinery of integral equations or perturbation
theory. However, the complexity of liquid state problems increases hugely when one is
interested in inhomogeneous fluids, i.e. the fluid in the presence of confining potentials
or at interfaces. These types of problems can often be tackled within density functional
theory (DFT) or simulation, but there is still much to understand, particularly when
there are phenomena such as wetting, associated with phase separation, or bulk criticality
involved.

Some of the focus in the field of liquid-state physics has shifted recently towards com-
plex, colloidal fluids, and this too is the subject of the present thesis. The philosophy of
our approach is to develop simple models for complex soft matter systems that capture
the essential physics. These models then become interesting in their own right, from a
statistical mechanics viewpoint, and often exhibit surprisingly rich features which do not
have direct counterparts for simple (atomic) fluids. One then asks, in turn, whether what
emerges from the models is relevant for real complex fluids. Since it is often possible to
‘tune’ the interactions in complex fluids, for example by the addition of non-adsorbing
polymers or ions to a suspension of colloidal particles, the features emerging from the

simple models are indeed often relevant for real complex fluids.



2 Introduction

The particular focus of this thesis concerns simple models of binary polymer solutions
where the interactions between the individual polymer chains are treated using an effective
pair potential between the centers of mass, i.e. a Gaussian pair potential. Sometimes we
consider the effective potential between the central monomers of each polymer (chapter
8). The results from the latter model also pertain to star-polymer solutions. These model
fluids display many novel features arising from the soft (penetrable) cores of the particles.

For example, mean-field theories become increasingly accurate as the density increases.

We have used DFT to calculate various properties for bulk and inhomogeneous binary
mixtures of these model fluids. The binary mixture separates into two phases if the
solution is sufficiently concentrated. Using DFT we have calculated the surface tension
and density profiles of the two species at the interface between the two demixed fluid
phases. The decay of the one-body density profiles at this fluid-fluid interface can be
either monotonic or damped oscillatory; the type of decay is determined by the location of
the state point in the phase diagram relative to the the Fisher-Widom line [2]. The system
is of particular interest since, unlike the liquid-gas interface in simple fluids, pronounced

oscillations in the one-body density profiles can occur on both sides of the interface.

We calculated the density profiles of the binary Gaussian fluid at purely repulsive
planar walls and found that for state points close to phase separation, complete wetting
films of the coexisting fluid phase can develop at the wall — see Ch. 6. In addition we
found that there is a wetting transition — i.e. for some state points at bulk coexistence
the thickness of the fluid film adsorbed at the wall is finite, but as the total fluid density
is decreased, staying at coexistence, there is a transition to a macroscopic thick adsorbed
film. This transition can be first or second order, depending on the form of the wall po-
tential, however, in this thesis we focus on the first-order transition regime. We use a fully
microscopic fluid theory, the results from which can be used to test other mesoscopic (ef-
fective interfacial Hamiltonian) descriptions of the wetting transition. Our results support
the general scheme of using effective interfacial Hamiltonians. We have also examined the
phenomenology for a different model fluid: the central-monomer (star-polymer) effective
potential.

A separate aspect of the work with Gaussian particles was to use the same simple
model to implement a general DFT method for calculating solvent mediated (SM) poten-
tials. This is a powerful way of treating multi-component fluids. One is attempting to

determine an effective interaction potential between particles of one species in a solution of
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another or several, generally smaller, species of particles. Much of the motivation for cal-
culating effective SM potentials in complex (multi-component) fluids is that a theoretical
treatment of the full mixture is often prohibitively difficult, particularly when there is a
big size asymmetry between the different species of particles in the fluid. This difficulty is
especially pronounced when one is interested in inhomogeneous systems. Formally the aim
is to integrate out the degrees of freedom of the small particles in the system, describing
their effect by means of an effective solvent (small particle) mediated potential between
the big particles. Roth, Evans and collaborators [3, 4] introduced a general DFT scheme
within which one can calculate solvent mediated potentials. This proved very effective for
hard sphere fluids where the solvent mediated potential is termed the depletion potential.
What is of particular interest is whether this (mean-field) theory can include effects such as
a wetting film of the small particles around the big particle, or critical fluctuations in the
small particle solvent fluid. Moreover these effects can result in long ranged SM potentials,
which are important when considering segregation and the stability of multi-component
fluid mixtures. When these long ranged SM potentials are attractive they can provide a
mechanism for flocculation in colloidal suspensions. These effective SM potentials can be
measured directly in colloidal systems by trapping a pair of colloids close together with
optical tweezers, and using video-microscopy to obtain the SM potential from the averaged
motion of the colloids in the traps — see for example Ref. [5]. Using the mean-field DFT
for the Gaussian core model fluid of polymers in solution, we were able to include the
effects of thick (wetting) films of the small solvent particles around the big particles and
take account of critical solvent fluctuations, in determining the SM potential between the
large particles. Because of the simplicity of the model Gaussian fluid we were able to find
an analytic approximation to the SM potential in some particular cases, thereby gaining

much insight into the general method.

This thesis proceeds as follows: In chapters 2 and 3 we provide the background theory
that the rest of the thesis is built upon. Ch. 2 is a general introduction to liquid state
theory, with a particular focus on DFT. In Ch. 3 we demonstrate (within Landau theory)
some of the phenomenology of inhomogeneous fluids, with a strong emphasis on wetting
and wetting transitions. In Ch. 4 we introduce the Gaussian core model — both the fluid
and solid phases. In Ch. 5 we introduce the binary Gaussian core model, which can
phase separates into two fluid phases at sufficiently high densities, and in this chapter

we calculate phase diagrams and various properties of the interface between the demixed
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phases, including interfacial density profiles and the surface tension. In Ch. 6 we calculate
the density profiles for the binary Gaussian fluid at a planar wall, where we find a wetting
transition from partial to complete wetting for certain purely repulsive wall potentials. Ch.
7 is where we determine the SM potential between two big Gaussian particles, immersed in
a binary solvent of smaller Gaussian particles. In Ch. 8 we consider the central-monomer
effective pair potential model for a binary polymer solution and show that this exhibits
features very similar to those described in Chs. 5 and 6 for the binary Gaussian core model.

In Ch. 9 we make a few final remarks.



Chapter 2

Background:
Theory of Classical Fluids

In this chapter we briefly introduce the theory of classical fluids, composed of spherically
symmetric particles. We will describe some methods for calculating bulk thermodynamic
quantities and correlation functions and subsequently provide a brief introduction to density
functional theory, a formalism within which one can calculate properties of inhomogeneous
fluids. This theory focuses on calculating the fluid density profile in the presence of an

external potential such as a confining wall.

2.1 Classical fluids

Classical fluids are those where the quantum mechanical nature of the underlying sub-
atomic particle interactions can be neglected and the interactions between the fluid parti-
cles can be treated in a purely classical way. This approximation is a good one for atomic
fluids if the atoms are sufficiently massive and the temperature is sufficiently high. For
example, liquid argon can be treated as a classical fluid with great success, whereas liquid
helium cannot. A good indicator for when quantum mechanical effects can be neglected

is if the thermal de Broglie wavelength A < d, where

A=y 2mBh2 (2.1.1)
m

B = 1/kpT is the inverse temperature, m is the mass of the atom and d is the average

separation between the atoms, which in a liquid is normally of order the diameter of the

5
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atoms. Colloidal fluids are also well described within a classical treatment.

The following discussion of classical fluids largely follows the standard presentation of
the subject, e.g. Hansen and McDonald [1]. The starting point for the theory is defining
the effective interaction potential between the particles in the fluid, <I>(rN ), where rV =
{r1,ry,...rnx} denotes the set of position coordinates for the N particles in the system.
The effective potential between the particles includes all the underlying interactions such
as the Coulomb forces between the electrons and ions of the atoms. The Hamiltonian for
such a system is

N N
HEN, VN = S 2 ane) £ S v, (2.1.2)
i=1

2
7
2m .
i=1

where p; denotes the momentum of and V(r;) the one-body external potential acting on
the i*" particle. A further approximation often made is the assumption that the effective

potential between the particles is pairwise additive, i.e.

1 N
o(rV) = 5221}(\1‘,-—1‘”), (2.1.3)

j#i i=1
where v(r) is the potential between a pair of particles separated by a distance r. An
example of such an effective pair potential is the Lennard-Jones potential which provides
a good approximation for the effective potential between the atoms in a simple fluid such

as liquid argon [1]. The Lennard-Jones potential is

o(r) = 4e ((”j’)m - (‘:{")6> (2.1.4)

where oy 7 is roughly the atomic diameter and ¢ is a parameter which measures the strength
of the attractive part of the potential. The r~'2 term models the repulsive core, which
arises from the Pauli repulsion between the atomic electrons and the attractive r—6 term
arises from the induced dipole-induced dipole interaction between the atoms at larger
separations.

Having specified the form of the interactions between the particles, the Hamiltonian
is fully determined and equilibrium thermodynamic quantities and correlation functions
can, in principle, be calculated. The equilibrium value of a phase function O(p™¥,r"; N)

in the Grand canonical ensemble is given by

(0) = i/drN/de(’)(pN,rN;N)f(pN,rN;N), (2.1.5)
N=0
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where f(p",r"V; N) is the probability density for a given configuration of the system

coordinates (pN oV ) and we denote the product dridrg...dry by dr™N. For example, the

internal energy is
U=>" /drN/deH(pN,rN;N)f(pN,rN;N). (2.1.6)
N=0

The idea behind this approach, due to Gibbs, is that the equilibrium state of the system can
be determined by considering an ensemble of identical systems. By summing (integrating)
over the probabilities of each of the different configurations that occur, one can determine
equilibrium quantities. The form of f depends upon which ensemble of systems one is
considering. In the Grand canonical ensemble one fixes the volume V', temperature T
and chemical potential p of the system. Omne can consider other ensembles, but in the

thermodynamic limit, V, N — oo, they are all equivalent. In the Grand canonical ensemble

h=3N exp[BNp — BH(pY, ™V, N)]

N N
i N) = 2.1.7
f(p Y r ? ) N‘ E(ILL, ‘/'7 T) ? ( )
where the Grand partition function Z(u, V,T) is
X p3N
E(p,V,T) = i /drN/de exp[BNp — BH(p™, )]

N=0 '

= Tra exp[fNp— BH(p™, r™; N)]. (2.1.8)

We have used Tr; to denote the classical trace in Eq. (2.1.8). The partition function is a
key quantity in statistical mechanics, and it forms a link to thermodynamics because the

grand potential of the system is simply
Q = —kgThE. (2.1.9)

The integral in Eq. (2.1.8) over the momentum degrees of freedom is straightforward,
so the partition function can be expressed as just an integral over the configurational

(position) degrees of freedom:

N

= _ }:m/dlﬂ expl—0(xY) = B3V (xy)], (2.1.10)
N=0

i=1
where the activity 2 = A 3exp(Bu). Starting from Eq. (2.1.10), if we only perform a
partial trace over the configurational degrees of freedom, we can generate a hierarchy of

particle distribution functions:

00 N N

> ﬁ/drm") exp[—Be(r™) =5 V(r:)]. (2.1.11)

i=1

P (") =
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If we consider the homogeneous situation, where the external potential V(r;) = 0, then
the first member of the hierarchy, p(!)(r) is then simply the one-body density of the fluid,
which is a constant:

(V)

pM(r) = =0 (2.1.12)

We will now focus on the second member of the hierarchy, the two-body distribution
function p(®(rq,ry). This is proportional to the probability of finding another particle
at ro, given there is already a particle at ry. For a fluid of spherically symmetric par-
ticles in the bulk, where the external potential is zero, translational invariance demands
PP (r1,12) = p@(|ry —r3|) = p@ (r12). It is also useful to introduce the radial distribution
function, g(r) = p®(r)/p?. When the particles in the fluid are far apart, r — oo, then
their positions are uncorrelated, and g(r) — 1. However, in a dense fluid, when the sepa-
ration between the particles is only a few particle diameters, g(r) can be highly structured.
A typical plot of g(r) for a dense liquid well away from the critical point is plotted in Fig.
2.1. This was calculated using the Percus-Yevick closure to the Ornstein-Zernike equation
(details in the next section) for a fluid of particles which interact via the Lennard-Jones
potential, Eq. (2.1.4), at a temperature kT /e = 2.0 and density po3 ; = 0.8. In a dense
fluid, when r is only a few o7, g(r) can be highly oscillatory due to the packing of the
hard cores of the particles.

There are several reasons for focusing on the radial distribution function. Firstly, the
Fourier transform of the radial distribution function, the fluid structure factor, S(k), is
a quantity that is directly accessible in diffraction experiments (normally neutron or x-
ray scattering, although if the particles are larger (colloids), then one can also use light

scattering). The liquid structure factor is given by

Sk) =1+ ,O/dr (g9(r) — 1) exp(ik.r). (2.1.13)

Another reason for focusing on the radial distribution function is that once it is known,
one can use it to calculate thermodynamic quantities. For example, the k — 0 limit of
S(k) is related to the isothermal compressibility x7 by the compressibility equation

_ (o) _ S0
xr = <8P>T = iaT (2.1.14)

For a system in which particles interact solely via a pairwise potential, v(r), (see Eq.

(2.1.3)), the internal energy of the system, Eq. (2.1.6), can be simplified to yield the
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Figure 2.1: The radial distribution function for a Lennard-Jones fluid, at a reduced tem-
perature kg7 /e = 2.0 and fluid density por% ;7 = 0.8, calculated using the Percus-Yevick

closure to the Ornstein-Zernike equation.

internal energy per particle in terms of an integral involving only g(r):

U

¥ = akaT + 8 [ argryer). (2.1.15)

This is known as the energy equation. Similarly, one can derive an equation for the
pressure, known as the virial equation [1]:

do(r) .
dr

2
P = pkpT — %/drg(r)r (2.1.16)

The radial distribution function for a particular model fluid can be determined in several
ways. One way is to perform a computer simulation of the fluid. This could either be
done by solving Newton’s equations, a molecular dynamics simulation, or by generating
random fluid configurations and calculating the Boltzmann weight for each configuration —
this is a Monte Carlo simulation. Another approach is that based on perturbation theories.
Here the idea is to split the pair potential of the fluid into two parts, the reference part
(normally the harshly repulsive core part) and the perturbation. The correlations in the
fluid due to the core part can be modeled by, for example, those of a hard sphere potential.
There is much known about this system and the hard-sphere radial distribution function is

well-known. One then calculates the full g(r) by perturbing about the hard-sphere result



10 Background: Theory of Classical Fluids

[1]. Another approach, which is the basis of many successful theories for g(r) in a bulk

fluid, is that based on closure approximations to the Ornstein-Zernike equation.

2.2 The Ornstein Zernike equation

In bulk, the radial distribution function for an ideal gas, g(r) = 1 for all values of r,
i.e. there are no correlations between the particles. For a real fluid, one can define a
total correlation function, h(r), as the deviation of g(r) from the ideal gas result, i.e.
h(r) = g(r) — 1. The Ornstein Zernike (OZ) approach to calculating h(r) is to split up the
correlations present in A(r) into a ‘direct’ part, which will include the correlations over a
range of order the range of the pair potential, and an ‘indirect’ part, i.e. the rest. This

idea is the basis of the OZ integral equation:
h(r) = () + p / dr’ @ (|r — ¢/ h(r"), (2.2.1)

where 0(2)(7“) is the direct pair correlation function, which is generally less structured than
h(r) and has the range of the pair potential. Eq. (2.2.1) as it stands does not enable us
to calculate h(r); we have merely shifted the problem from calculating h(r) to calculating
@ (r). Eq. (2.2.1) can be viewed as an equation defining ¢ (r). In order to solve Eq.
(2.2.1) we also need a closure relation, an additional equation relating ¢ (r) to h(r),
which we can use with the OZ equation, Eq. (2.2.1), to solve for h(r). The exact closure
equation can generally not be determined, and so one is forced to resort to making an
approximation. The usual route is to make a diagrammatic expansion for the correlation
functions and truncate the (infinite) series at some point or perform a re-summation [1].
For example, the Percus-Yevick closure relation [1], which was used to calculate g(r) in
Fig. 2.1, is

&2.(r) = (1 — explBu(r)])(1 + h(r). (2.2.2)

This closure is particularly good for fluids with short ranged potentials and sharply repul-
sive cores. Another closure relation is the hypernetted chain (HNC), given by [1]

C%\/CO”) = —fu(r) + h(r) — In(1 + h(r)). (2.2.3)

This closure turns out to be particularly good for soft-core, purely repulsive pair potentials,
such as the Coulomb potential (the one component classical plasma consisting of point

particles in a neutralizing background), and in particular the Gaussian core model (GCM),



2.3 Density functional theory: an introduction 11

where the particles interact via a repulsive Gaussian potential. These particles are the
subject of this thesis. What is even more striking is that for the GCM, when the fluid
density is high, then a particularly simple closure, the random phase approximation (RPA),

is also reasonably accurate:
(2) _
cppa(r) = —pu(r), for all r. (2.2.4)

We shall return to this subject in the next section where we will describe how the OZ

equation arises naturally in the context of density functional theory.

2.3 Density functional theory: an introduction

The discussion in this section is drawn mainly from the articles by Evans [6, 7]. The
focus of density functional theory (DFT) is the one body density profile, p™)(r), the first
member of the hierarchy of particle distribution functions, defined by Eq. (2.1.11). DFT is

therefore a theory for inhomogeneous fluids. If we introduce the particle density operator

N

plr) =D 6(r—ry), (2.3.1)

i=1
then we can express the partition function, Eq. (2.1.10), in terms of the particle density

operator:
A~ 3N

N

/dr exp[—B(r —l—ﬁ/drp (2.3.2)

where u(r) = p — V(r). The logarithm of the partition function is the Grand potential
Q (see Eq. (2.1.9)), and so the functional derivative of Q with respect to u(r) is simply
— (p(r)), which is the first member of the hierarchy of particle distribution functions, Eq.

(2.1.11):
5Q

— = —{p(r)) = —pM 2
Sogy =~ (0 = V). (233)
A second derivative yields the density-density correlation function
T Gy ) = (pe)pe)) — P ()P (e) (2.3.4)
du(ry)du(ry) ' ’ e

from which we can obtain the second member of the hierarchy of particle distribution

functions p( (ry,ry) (see Eq. (2.1.11)), since

pP(r1,r2) = (p(r1)p(r2)) — (p(r1)) 6(ry — r2). (2.3.5)
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Further differentiation yields the higher order particle distribution functions. It should
be emphasized that Eq. (2.3.3) is exact and does not just apply to fluids interacting
via pairwise additive potentials Eq. (2.1.3). The one body density, which we will now
denote p(r), is therefore a functional of u(r). It can be shown that, for a given ®(r),
w and B, p(r) is uniquely determined by the external potential V' (r) [6, 8]. Similarly the
equilibrium probability density f (see Eq. (2.1.7)) is also a functional of the density p(r).

We can therefore construct a quantity

Flo) = Tralf(H - / dep(r)V(r) + B n )], (2.3.6)

which is a unique functional of the one-body density [6, 7]. From this functional is con-

structed a second functional:

i) = A}~ [l - V) (2.3.7)

When the density in Eq. (2.3.7), p/(r), is the equilibrium density profile, p(r), then Qy [p]
is equal to the grand potential 2 [6] and the total Helmholtz free energy is

F = Flp] + /drp(r)V(r), (2.3.8)

and we identify F|[p] as the intrinsic Helmholtz free energy. The fact that the equilibrium

density profile p(r) minimizes the functional Qy[p] results in the following variational

principle:
Qv [p'] _
5(r) | =0 (2.3.9)
p'=p
and
Qvp] = Q. (2.3.10)
Inserting Eq. (2.3.7) into Eq. (2.3.9) yields:
3 Fp]
= V(r) + . 2.3.11
p= V) + 58 (23.11)

If the fluid is at equilibrium, then the chemical potential i is a constant throughout the
inhomogeneous fluid and the term 0.F[p|/dp(r) in Eq. (2.3.11) is the intrinsic contribution
to the chemical potential.
When the fluid is an ideal gas, then the intrinsic Helmholtz free energy functional is
simply
Flp) = 57 [ deptw) (1nA%(r) 1) (2.3.12)
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For a real fluid we can then divide the intrinsic Helmholtz free energy into an ideal gas
part, Eq. (2.3.12), and an excess part, which takes into account the correlations between

the particles in the fluid, i.e. F[p] = Fia[p] + Fezlp]- Eq. (2.3.11) therefore becomes
Ap(r) = exp[Bu(r) + ¢V(r)] (2.3.13)

where we have used §.F;4/5p(r) = 3~ In A3p(r), the ideal gas contribution to the intrinsic

chemical potential and ¢M)(r) is the excess (over ideal) term:

0 Fez|p]
Dr) = —p—=& 2.3.14
U (r) = : .3.
(x) op(r) ( )
¢ (r) is the one-body direct correlation function and is itself a functional of p(r). Fur-
ther differentiation with respect to the density generates the direct correlation function

hierarchy [6, 7]:
B 5c(n—1)(rn—1)

(n) (5n
c\"(r 2.3.15
Of particular interest is the two-body direct correlation function:
5cD(ry) 82 F.zp]
(2) 1 ex|P
c(ry,rg) = —— = —f——7——. 2.3.16
(r1,r2) dp(ra) dp(ra)dp(ry) ( )

We have thus identified the direct pair correlation function, ¢(? (r1,r2), for an inhomoge-
neous fluid. We introduced this function in the context of the OZ equation, Eq. (2.2.1),
for homogeneous fluids in the previous section. This identification is proved as follows: If

we insert Eq. (2.3.13) into Eq. (2.3.16), we find

@ (ry,rs) = 5(‘;1(;1;2) - ﬁ‘gzgg (2.3.17)

The second term on the right hand side of Eq. (2.3.17) is the functional inverse, G~ (rq, 1),
of the density-density correlation function (see Eq. (2.3.4)). A functional inverse is defined
by

/dr3 G (r1,r3)G(r3,12) = d(r] — 13). (2.3.18)

Substituting Eqgs. (2.3.4), (2.3.5) and (2.3.17) into Eq. (2.3.18) and defining the inhomo-
geneous fluid total correlation function h(ri,rs) by p(ri)p(ra)h(ry,ra) = pP(ry,ry) —

p(r1)p(ra), we obtain the OZ equation for an inhomogeneous fluid [6, 7]:

h(ri,rs) = @ (ry,ry) + / drs h(ry,r3)p(r3)c® (3, o). (2.3.19)
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When the fluid density is a constant, p(r) = p, then this reduces to Eq. (2.2.1), the
homogeneous fluid OZ equation.

As was the case for the homogeneous OZ equation, there are very few model fluids
for which the inhomogeneous direct pair correlation function, ¢ (r1,r2), is known. How-
ever, DFT provides a formalism within which controlled approximations can be made
for ¢®(ry,ry) and hence for ¢(!)(r). These approximations, together with Eq. (2.3.13),
provide a prescription for calculating the inhomogeneous fluid density profile, p(r). Such
approximations are generally mean field in nature and so these DF'T theories exhibit the
mean field critical exponents for diverging quantities, such as the bulk correlation length,
near the bulk critical point. They will also generate mean-field exponents for diverging
interfacial thermodynamic quantities and correlation lengths — see Ch. 3. One route used
to generate approximations for F.,, is to start from a functional integration of Eq. (2.3.16)
[6, 7] and then focus on making an approximation for ¢ (ry,ry). An alternative route
for determining F., (a route limited to fluids where the potential function is pairwise
additive — i.e. Eq. (2.1.3) holds) is as follows: One can recast the potential energy term in

the Hamiltonian, Eq. (2.1.3), as [7]:

o(rV) = %/drl /drgv(|r1 —12])p(r1)(p(re) — d(r; — ra)). (2.3.20)

Inserting this expression into the partition function, Eq. (2.3.2), we find that on differen-
tiating the partition function with respect to the pair potential v(ry,re) we arrive at the

following equation:

P () — () (e, 1))

(S’U(I‘l, 1‘2)

1
= §p<2>(r1,r2), (2.3.21)

where we used Eq. (2.3.5) to obtain the second equality. Inserting Eq. (2.3.7) into Eq.
(2.3.21), one obtains
6Fp] 1

Bl U NN )
5o(r1.13) 5P (ri,ra). (2.3.22)

This equation can be integrated using a ‘charging’ parameter, «, to go from a reference
fluid a = 0, at the same temperature and with the same density profile, p(r), but where
particles interact via a pairwise potential v,(r1,r2), to the full system by means of the
pair potential

Ua(r1,r2) = vp(r1,r2) + aup(ry,ra) 0<a<l (2.3.23)
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a = 1is the final system when the part of the pair potential, v,, treated as the perturbation

is fully ‘turned on’. The resulting intrinsic Helmholtz free energy is [7]:

1 /1
Flp] = Frlp] + 5/ da/drl/drg p(2)(r1,r2;va)vp(r1,r2) (2.3.24)
0

where F, is the free energy for the reference (o = 0) fluid. Eq. (2.3.24) forms the basis
for the perturbation theories mentioned earlier. Usually, the reference fluid would be the
repulsive part of the pair potential, often modeled by the hard-sphere potential. However,
if we simply use the ideal gas as the reference system, so that v, = 0, then v, = v, the full
pair potential. If in addition we make a simple approximation, p(2) (r1,r2;v0) =~ p(r1)p(ra),

we arrive at the following intrinsic Helmholtz free energy functional:

Flpl = Fialp] + %/drl/dTQ p(r1)p(r2)v(ry, T2). (2.3.25)

This approximation assumes that the pair distribution function p(2) (r1,r2;v4) in the sys-
tem subject to a pair potential v, is simply the product of one-body densities p(ry)p(rs),
i.e. correlations are completely ignored for all coupling strengths «. Clearly this consti-
tutes a gross mean-field-like approximation. Taking two derivatives of Eq. (2.3.25) with
respect to p(r), (see Eq. (2.3.16)) we find that (2.3.25) is the functional which generates
the same RPA closure in bulk, Eq. (2.2.4), for the direct pair correlation function:

C%DA(I'MU) = —pu(ri,r2) = —pu(jr; —ra|). (2.3.26)

Note that (2.3.26) applies to all types of inhomogeneity. This particularly simple approx-
imation turns out, as we shall see, to be a good approximation (at least for homogeneous
fluids) when the pair potential v(ry,rs) corresponds to a repulsive Gaussian. Eq. (2.3.25)

forms the basis for much of the work in this thesis concerning the Gaussian core model.






Chapter 3

A Simple Approach to
Inhomogeneous Fluids and an

Introduction to Wetting

In this chapter we provide a brief introduction to certain aspects of inhomogeneous fluids.
We employ a simple (Landau) free energy to describe inhomogeneous fluid density profiles
with planar symmetry, and use these results to introduce the subject of wetting and wetting
transitions and to describe some of the basic interfacial phenomena involved.

In the previous chapter we described a particular (RPA) approximation that can be
made for the excess Helmholtz free energy functional of a simple fluid. The simplest
approximation that can be made for the Helmholtz free energy functional of an inhomoge-
neous fluid is to make an expansion in powers of the gradient of the density profile around

the bulk free energy of the fluid [6]:

Flol = [ e [faoe) + Rlp)ITo0 + O, (3.0.1)

where fo(p) is the Helmholtz free energy density for the homogeneous fluid of density p

and for small deviations (within linear response) fa(p) can be shown to be [6]:

Falpe) = 135 [ dere@oin), (3.02)

where ¢?)(p;r) is the direct pair correlation function in a bulk fluid of density p. The first

term in (3.0.1) is clearly a local density contribution. If we take two derivatives of Eq.

17



18 A Simple Approach to Inhomogeneous Fluids and Wetting

(3.0.1) with respect to p(r), (see Eq. (2.3.16)) then we find that the direct pair correlation

function generated is

cD(rry) = (= anO(p(Ij)) 1
v = (A

— 2ﬁf2(p(1‘1))v2> 6(1‘1 — 1‘2). (303)

This result, that the direct pair correlation function is a delta-function, means that the
functional (3.0.1) is unable to incorporate the algebraic decay in the inhomogeneous fluid
density profiles that one finds when the fluid pair potentials decay algebraically, such as
for a Lennard-Jones fluid [7]. The Helmholtz free energy functional, Eq. (3.0.1), is strictly
valid for fluids which interact via short ranged pair potentials (decaying exponentially
or faster) and when the density profiles are slowly changing; one should not expect Eq.
(3.0.1) to be able to incorporate the oscillatory density profiles that one finds for a fluid

close to a strongly repulsive or hard wall.

3.1 Landau theory for simple fluids

We can simplify the square gradient Helmholtz free energy functional, Eq. (3.0.1), even
further by assuming that fo can be taken to be a constant, i.e. that it is only weakly
dependent on the density of the fluid in the region of the phase diagram we are interested
in. Moreover we expand fo(p) around its value for a fluid with density p.. We are seeking
density profiles for the fluid with temperature 7" and chemical potential i of a state near
to the liquid-gas phase boundary, so we choose p. such that p; > p. > py, where p; and p,
are the coexisting liquid and gas densities. We expand in powers of the (dimensionless)

order parameter,
¢(r) = L*(p(r) — pe), (3.1.1)

where L is a constant with the dimensions of a length. We can choose p. so that there are
no odd powers up to O(¢?*) in the expansion [9], and in this case we find that Eq. (3.0.1)

takes the form

Flol = [ dr (o) + ade) + b6'(6) + ZV600)P) (312)

Where a and b are constants which can be determined from the expansion of the bulk
Helmholtz free energy, fo(p), and g is a constant proportional to fo. In Eq. (3.1.2) we
have kept only terms up to O(¢)* and O(V¢)2. Equation (3.1.2) is simply the Landau

free energy for an Ising magnet, where ¢ corresponds to the magnetization.
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We shall be using the Landau free energy, Eq. (3.1.2), in this chapter to calculate the
order parameter profiles for a fluid wetting a planar wall. Our introduction to wetting is
close to that found in Ref. [10] (see also Ref. [11]). Before moving on to discussing wetting
within Landau theory, we shall recall some of the basic properties of the functional in Eq.
(3.1.2). In the bulk of a fluid, where the order parameter is a constant, ¢(r) = ¢p, Eq.
(3.1.2) yields the bulk free energy, F, = V(fo(pc) + agi + bgy), where V is the volume of
the fluid. The coefficient a — 0 at the fluid critical point — i.e. a o (T' — T¢), where T is
the temperature at the critical point. The coefficient b > 0, so that the global minimum
of the free energy is at a finite value of the order parameter, ¢p. The equilibrium value
of the order parameter corresponds to 0F,/0¢, = 0, and when a < 0 and b > 0 there
are two minima, +¢j, with ¢ = —a/2b. We will choose the value of L in Eq. (3.1.1) so
that |¢y| = 1, and therefore b = —a/2 in Eq. (3.1.2). The two equilibrium values of the
order parameter, +¢, and —¢y, correspond to the the coexisting liquid and gas phases
respectively. We can also calculate the correlation functions generated by Eq. (3.1.2) in
each of the bulk phases. If we substitute ¢(r) = ¢ +1(r) into Eq. (3.1.2), where ¢(r) is a
small fluctuation in the order parameter, ¢(r), from its bulk value, ¢, then we find that

from Eq. (3.1.2) we obtain

Fo = [de(halod) + 5 = 2057w + G700 (313)

where we have neglected terms of O(1)? and higher. Taking two functional derivatives of

Eq. (3.1.3) one obtains

62 Fy,

- "% — (—4q — Ho(r —1'). L.
S = (e~ gV 1) (3.1.4)

The functional inverse of the density-density correlation function, G~!(r,r’), is obtained
by taking two derivatives of the Helmholtz free energy, with respect to the fluid density
profile:
a
Gl rr') = BW% (3.1.5)
(see Egs. (2.3.4), (2.3.16) and (2.3.18)). From this and Egs. (3.1.4) and (3.1.1) one finds
that G~1(r,v') = BLS(—4a — gV?)d(r —r'). Fourier transforming this result into k-space

one obtains the simple result

G7Uk) = BLSg(e72 + K?), (3.1.6)
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where G~ is the Fourier transform of G~ and €2 = —4a/g. In Fourier space Eq. (2.3.18)
has a particularly simple form and one finds that the Fourier transform of the density-
density correlation function has the (classical) Ornstein-Zernike form G(k) ~ 1/(£72 + k2).
We can invert the Fourier transform @(k) in order to obtain the bulk density-density

correlation function in 3 dimensions:

B 1 1 exp(ik.r)
Gr) = (2m)3 BLS¢g /dk({2 + k?)
_ 1 exp(—r/§)
= 5L . . (3.1.7)

One therefore identifies £ as the bulk correlation length. Note that within this simple
Landau theory based on Eq. (3.1.2), one finds that the bulk correlation length is the same
in both the liquid and gas phases — this is because Eq. (3.1.2) corresponds to the Landau
free energy for an Ising magnet, where there is a symmetry between the ‘up’ spins and
the ‘down’ spins. For all real fluids this result, that £ is the same in both the liquid
and the gas phases, is not generally true. Note also that the density-density correlation
function given by Eq. (3.1.7) clearly does not incorporate the oscillations one often finds
in G(r) = p?h(r) + pd(r) in the bulk liquid phase for r ~ o, the diameter of the fluid
particles, nor does it incorporate the oscillatory asymptotic decay that G(r) can exhibit in
certain portions of a fluid phase diagram. (The asymptotic decay of G(r), or equivalently
h(r), can cross over from damped oscillatory to monotonic, of the form in Eq. (3.1.7);
the cross over line between these two regimes is the Fisher-Widom line [2], and we shall
return to this topic in Ch. 5). This, as we anticipated earlier, means that one is unable to
obtain oscillatory inhomogeneous fluid order parameter profiles for a fluid in a monotonic
external potential V (r), which minimize Eq. (3.1.2), something which one could expect in

a more accurate theory for the density profile of a liquid at a strongly repulsive wall.

3.2 Inhomogeneous fluid order parameter profiles

In order to calculate the inhomogeneous fluid order parameter profiles due to an external
potential V (r), for a fluid whose Helmholtz free energy is approximated by Eq. (3.1.2), we

must minimize the following grand potential functional:

Q= / r [w(pl) + ag(r) + b6*(x) + Lo + Vo) (3.2.1)



3.2 Inhomogeneous fluid order parameter profiles 21

where w(p’,) is the grand potential density when the bulk fluid density is p.!. We must
simply minimize Eq. (3.2.1) subject to the boundary condition ¢(c0) = —¢p, i.e. we assume
that V(r) decays to zero as r — oo. If V(r) has planar symmetry, i.e. V(r) = V(z) as is
appropriate to a planar wall, then from Eq. (3.2.1) we obtain the grand potential per unit

area
) o d 2
A [w<p;> T ag(z) + bo'(2) + g( ﬁ“) + v<z>¢<z>]. (3:22)
The order parameter profile which minimizes this equation satisfies the Euler-Lagrange
equation
3 d*¢(2)
2a¢(z) + 4bg°(z) — g w2 V(z) = 0. (3.2.3)

When V(z) = 0 (the wall has vanishing effect) the solution to this differential equation is

¢(z) = —¢p tanh (7’2—25> : (3.2.4)

where [ is an undetermined constant; there is an infinite number of solutions. In this case,
when the external potential V(z) = 0, the order parameter profile, Eq. (3.2.4), is that for
the free-interface between the gas phase, ¢(00) = —¢y, and the liquid phase, ¢(—o0) = ¢
The interface is located at z = [, and noting the denominator inside the tanh in (3.2.4),
the length 2¢ determines the width of the interface. The intrinsic interfacial width takes
this value because the bulk correlation length £ is the same in both the gas and the liquid
phase. More generally one would expect the width of the interface to be determined by
& + &y, where § and £, are the correlation lengths in the coexisting liquid and gas phases

respectively.

Having demonstrated how one can calculate the order parameter profile for the free
interface between coexisting liquid and gas phases within Landau theory, we can consider
the order parameter profile at a planar wall. However, before proceeding, we will briefly
review some of the thermodynamic quantities that are relevant for studying wetting and

interfaces.

Note we have chosen the reference density p. # p. in order to eliminate all odd powers of ¢ up to
O(¢*), that would otherwise arise due to the —u¢(r) term in (3.2.1) [9]. This in turn changes our values

for L, a and b but, of course, not quantities such as &.
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3.3 Thermodynamics of interfaces

For a more detailed introduction to the thermodynamics of interfaces we refer the reader
to Refs. [10, 12, 13]. Here we shall only introduce some of the ideas we will need for this
thesis. In order to describe the thermodynamics of an interface, it is useful to consider
the excess (over bulk) part of the different thermodynamic potentials. For example, one

can consider the excess grand potential
Qex = Q— O, (3.3.1)

where (2 is the total grand potential of the system and €23 is the grand potential for a bulk
fluid without the interface. In order to implement this, one has to define a Gibbs dividing
surface which defines the volume over which € is calculated, since €2 is extensive in the
volume of the system. When considering a fluid at a planar wall the natural choice for the
Gibbs dividing surface is the point zp at which the external potential V(z — z9) — oo.
Having defined the excess grand potential, .., one can also consider other excess

quantities such as the excess number of particles:
Nexy = N — ppV, (3.3.2)

where N is the total number of particles in the system of volume V' and p; is the bulk
density of the fluid at the given chemical potential p and temperature T'. Similarly one
can define the excess surface entropy, Se,. The second law of thermodynamics then leads
to

dQes = —SeedT — Noydp. (3.3.3)

It is often more useful to work with excess quantities per unit area of the wall such as

Sex = Sex /A, ¥ = Qer/A and T' = N, /A, which leads to
dy = —8¢,dT — T'dp. (3.3.4)

Here we have introduced the surface tension v, which is the surface excess grand potential
per unit area, and the adsorption I'. These are important quantities for analyzing adsorp-

tion and wetting phenomena. One can use Eq. (3.3.4) in the usual Gibbsian way to obtain

A (g—DT, (3.3.5)

the Gibbs adsorption equation, as well as generating surface Maxwell relations [10, 12, 13].

results such as
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P(2)

Figure 3.1: A typical wetting density profile for a fluid at a wall. z is the perpendicular
distance from the wall. The bulk fluid (gas phase with density p4) has a chemical potential,
1, near to that for liquid-gas coexistence, pgs.t. The liquid phase wetting the wall has a

density p;. For complete wetting the film thickness | — 0o as yu — pisat-

3.4 Wetting: near to coexistence

Wetting of the interface between the fluid and the wall of a container can occur for any
fluid that exhibits liquid-gas phase separation. Wetting can occur when the bulk fluid,
say the gas phase, is in a state near to bulk coexistence. Then a thick adsorbed (wetting)
film of the coexisting liquid phase can be found adsorbed at the wall. Similarly, when
the bulk fluid is the liquid phase, near to coexistence, the interface of the liquid with a
different (repulsive) wall can be wet by the gas phase — this is complete drying. In the
complete wetting regime the thickness of the wetting film increases as the temperature of
the bulk fluid T' — Ty, the temperature at which the bulk fluid condenses. Alternatively,
as one changes the chemical potential g — pisq¢, the chemical potential at which the fluid
condenses, one finds that a thick wetting film can develop at the interface. One describes
the interface between the substrate and the bulk fluid as completely wet by the other
(coexisting) fluid phase if the thickness of the adsorbed layer of the latter at the wall, [,

diverges — i.e. [ — 00 as u — lsqy-
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In Fig. 3.1 is displayed a typical density profile for a liquid wetting a planar wall located
at z = 0. For a planar structureless wall, the average density profile of the fluid in contact
with that wall, p(r), will depend only on the distance z from the wall, i.e. p(r) = p(2).

From the microscopic density profile we can calculate the Gibbs adsorption,

I = /000 dz [p(z) — p(o00)]. (3.4.1)

Eq. (3.4.1) provides a link between any microscopic theory for the density profile, and the
surface thermodynamics (see Eq. (3.3.5)). The adsorbed film thickness [ is proportional

to the adsorption at the wall, I', since when the adsorbed film thickness is large,

'~ 1(p—pg)s (3.4.2)

where p; and p, are the coexisting liquid and gas densities. The adsorbed film thickness (or
equivalently the adsorption) is a good order parameter for describing wetting phenomena.

We shall pursue this idea in the next section.

3.5 Landau theory for wetting

In Sec. 3.2 we introduced some of the basic concepts associated with inhomogeneous
fluids within a simple Landau theory approach. We will now develop some of those ideas
further in order to introduce the subject of wetting and wetting transitions, and to derive
an expression for the excess surface grand potential as a function of the adsorbed film
thickness. This approach follows that of Ref. [10]. The approximate Landau free energy
used in Sec. 3.2, Eq. (3.1.2), describes two equilibrium coexisting bulk phases with order
parameter ¢ = +¢p, where gi)g = —a/2b, and in each of the coexisting phases the bulk
correlation length ¢ is the same, with € =2 = —4a/g. The grand potential per unit area for
an external potential with planar symmetry is given by Eq. (3.2.2). We are interested in

the case when the external potential is of the form:

00 z<0
Vi(z) = (3.5.1)
Vi (2) z > 0.

We shall consider the case when the bulk phase z — oo is the gas phase, with order pa-

rameter ¢ = —¢@y, and the wall is wet by the coexisting liquid phase, with order parameter
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¢ = ¢p. We shall focus on the excess grand potential per unit area which is given by (see

Egs. (3.2.2) and (3.3.1)):

oo P 2
Wex = /0 dz [a(¢2(z) - ¢g) + b(¢4(z) - (b;)l) + g <d(§i )) + V><Z)¢(Z)] ’ (352)

when the fluid is at coexistence, i.e. the chemical potential ;1 = p1gq;. The order parameter
profile for z > 0 which minimizes Eq. (3.5.2) satisfies the Euler-Lagrange equation (3.2.3).
When V5 (z) = 0, as we saw in Sec. 3.2, the order parameter profile is given by Eq. (3.2.4).
If Vo(2) = €d(2), i.e. a delta function, then the wall potential will provide a boundary
condition at z = 0 and the order parameter profile for z > 0 will be given by Eq. (3.2.4).

In this case we will write the excess grand potential as

+ €(0) + c¢(0).
(3.5.3)

The additional phenomenological term, c¢?(0), where ¢ > 0 is a constant, is added to take

(" g (do(=)\*
%x_[;dzkw%a—%>+mwwwwb+§((b>

into account of the fact that the mean number of bonds between the particles located near
the wall is smaller than in the bulk [10]. The order parameter profile for z > 0 satisfies
the Euler-Lagrange equation

d?¢(z)

s = 2a6(2) + 4bd3(2), (3.5.4)

which on integration with respect to ¢ yields:

2
2(ME) = - b + 000t - o) (35.5)

If we substitute this into Eq. (3.5.3) we obtain:
oo d 2
Wer = / dzg (M) + ed(0) + cp?(0)
0 dz

B @(00)=—¢y , d_¢/ )
~ /¢ ) dg ( dz) + ed(0) + c62(0). (3.5.6)

Since the set of order parameter profiles which satisfy the Euler-Lagrange equation (3.5.4),
are of the form: ¢(z) = —¢ptanh[(z — [)/2£], where [ is yet to be determined, we will
assume this form, and we therefore find 9¢/9z = —(¢? — ¢*)/2€¢p. Substituting this into

Eq. (3.5.6) and then performing the simple integration, we obtain

g [2¢} 2 ~ 9°(0)
Wex = % ? + ¢b¢(0) 3

+ €(0) + c¢(0). (3.5.7)
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When the interface between the wetting phase and the bulk phase is far from the wall
(I = 00), then ¢(0) = —¢p tanh(—o00) = ¢, the bulk value of the order parameter for the
wetting phase, and Eq. (3.5.7) yields

2
Wea(l — 00) = % + edy + cdp. (3.5.8)

The first term on the right hand side of Eq. (3.5.8) is simply the excess grand potential per
unit area for the interface between the liquid and gas phases: the interfacial (gas-liquid)
surface tension v, = 2g¢>§ /3¢. The final two terms are the wall-liquid surface tension,
Yol = €Pp + cgbg. We have arrived at the general result that when the wetting film is
(infinitely) thick then the wall-bulk-gas total surface tension,

wez(l = 00) = Yug = Mg + Y- (3.5.9)
This result can also be obtained from Young’s equation,

Ywg = Ywl + Yigcost (3.5.10)

by taking § — 0, where 6 is the contact angle. Young’s equation is obtained by a simple
mechanical argument: one considers a drop of liquid on a surface and by balancing the
forces at the contact line between the liquid-gas interface and the wall-liquid interface
one arrives at Young’s equation [11]. Returning to Eq. (3.5.7), when [ (which has yet to
be determined) is large one can expand ¢(0) = —¢p tanh(—1/2¢) in powers of exp(—1/¢),
giving $(0) = 6y — 20, exp(—1/€) + 20y exp(—21/€) — 2y exp(—3L/€) + Olexp(—41/€)).
Substituting this into Eq. (3.5.7) one obtains the following result for the excess grand

potential, when there is a wetting film of thickness [:

wea (1) = Yt + g + A(T) exp(=1/§) + B(T) exp(—21/¢)
+ C(T) exp(—=3l/&) + O(exp(—41/§)), (3.5.11)

where A(T) = —2¢y(2c¢p + €), B(T) = 2¢p(€ + ey — gdp/€) and C(T') = 2¢,(89¢p/3€ —
6cop — €). The form of Eq. (3.5.11) demonstrates an important idea in the physics of
liquids at interfaces: for fluids composed of particles interacting via short ranged pair
potentials wetting a wall, it is the tail of the liquid-gas interfacial profile, which decays
exponentially with decay length &, the bulk correlation length, interacting with the wall
which determines the wetting film thickness. In the present (Ising) Landau treatment

the bulk correlation length is the same in the two coexisting phases, however for a real
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fluid, where the bulk correlation length is not the same in the two coexisting phases, it is
the bulk correlation length in the phase wetting the wall, £,,, which should appear in the
exponential terms in Eq. (3.5.11).

3.6 Wetting transitions

A wetting transition is a surface phase transition which occurs for example on the wall
of a container which is enclosing a fluid. If the fluid in the container is in the gas phase
near to but above the boiling temperature, then the liquid phase can wet the walls of the
container, preceding the condensation in the bulk of the fluid. The wetting film grows in
thickness as the boiling temperature is approached while keeping the pressure, p, in the
bulk reservoir constant. This is not particularly surprising. However for some fluids there
is a wetting transition, i.e. depending on the pressure there can be a thick wetting film
adsorbed at the wall as bulk coexistence is approached, but for other (lower) pressures
the adsorbed film thickness remains finite. Thus along the coexistence line pg.t(7") there
can be a transition from a thin to thick adsorbed layer. This transition can be either
first order or continuous [11]. Not all (model) fluids exhibit a wetting transition, but of
those that do, there are some that can display either a first order wetting transition or a
continuous one, depending on the form of the wall-fluid potential.

We can use Eq. (3.5.11) to understand the origin of wetting transitions [11]. Eq. (3.5.11)
was derived for the case when the bulk fluid is exactly at coexistence. The equilibrium

adsorbed film thickness I, is obtained by minimizing (3.5.11) with respect to [, i.e. l¢q is

<6w57“l”(l)>l_leq = 0. (3.6.1)

If the coefficients A(T), B(T') and C(T) in (3.5.11) are all positive, which is the situation

the solution to

one typically finds on the liquid-gas coexistence line near to the bulk critical point of the
fluid, then it is the leading order term, A(T) exp(—1/§), which dominates the expression for
wez (1) for a large film thickness [ and the equilibrium film thickness obtained is l., = o0,
i.e. the wall is wet by a macroscopically thick adsorbed film. However, if A(T) < 0
and B(T') > 0 in Eq. (3.5.11), which can occur as one moves to a point on the liquid-
gas coexistence line further away from the bulk critical point, then the equilibrium film
thickness obtained using Eqgs. (3.5.11) and (3.6.1) is l¢q >~ {In[—2B(T")/A(T)] < oo; the

adsorbed film thickness is finite. There is therefore a wetting transition between a thin (I is
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finite) and thick (/ is infinite) adsorbed film, which occurs when A(T") = 0. This transition
is continuous, i.e. as one moves along the liquid-gas coexistence line, starting in the low
temperature region, the thickness of the adsorbed film is finite in the low temperature
(A(T) < 0) regime, but as we move along the coexistence line towards the critical point,
increasing in temperature, the film thickness [ — oo continuously as A(T') — 0, diverging
at the wetting temperature, Ty, at which A(T3,) = 0. In Fig. 3.2 (see also Fig. 3.2 in
Ref. [11]) we plot the excess surface grand potential we.(l) as a function of [, for both
T >T, and T < T, the wetting temperature. For 7' > T}, the minimum (equilibrium) is
at [ = oo, however for T' < T, there is a minimum at a finite value of [.

We have seen how a continuous (second order) wetting transition can occur. A first
order wetting transition is also possible. This can happen when the coefficients A(7T) and
C(T) in Eq. (3.5.11) are both positive and when the coefficient B(T') becomes sufficiently
negative. In Fig. 3.3 we plot (following Ref. [11]) the excess surface grand potential,
wez (1), as a function of [ for three different temperatures, T < T\, T = T} and T > T},
the wetting temperature for the first order transition. In this situation, if one moves
along the liquid-gas coexistence line towards the bulk fluid critical point, then for low
temperatures, T < T}, the equilibrium adsorbed film thickness is finite. However at the
wetting temperature, T.., the finite and infinitely thick film have equal grand potential
and the adsorbed film thickness jumps and becomes infinite, i.e. the film thickness diverges
discontinuously at T}).

In all the discussion so far we have only considered the case when the bulk fluid is
at liquid-gas coexistence, with chemical potential psq;. This begs the question: what is
the equilibrium adsorbed film thickness when the the bulk fluid is off coexistence, i.e. the
bulk fluid has chemical potential (usq: — dp), with dp > 07 In this situation there will
be an extra term in Eq. (3.5.11) to take into account the fact that the bulk fluid is off-
coexistence. From Eq. (3.3.4) we can expect that when du is small, the additional term

in Eq. (3.5.11) will be I'dp. Using Eq. (3.4.2), Eq. (3.5.11) becomes:

Wem(l> = Ywl T+ Vig + Z(Pl - pg)él’t + A(T> eXp(_l/f)
+ B(T)exp(—2l/&) + O(exp(—3l/€)). (3.6.2)

If one minimizes this expression with respect to the adsorbed film thickness, [, when
dp # 0, the equilibrium adsorbed film thickness is always finite. For example, in the

regime where at coexistence (0p = 0) the equilibrium film thickness l., = oo, i.e. in the
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Figure 3.2: Plot of the excess surface grand potential per unit area wez(l) at bulk coexis-

tence as a function of [, the adsorbed wetting film thickness, for both 7" > T, and T' < Ty,

the wetting temperature. When 7" > T}, the equilibrium adsorbed film thickness l.q; = oo,

however when T" < T, one finds loq < oo is finite. As T — T, l,q — 00, this gives a

continuous wetting transition.
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Figure 3.3: The excess surface grand potential per unit area, we,(l) at bulk coexistence
as a function of [, the adsorbed wetting film thickness, for three different temperatures,
T <T) T =T, and T > T., the wetting temperature. When T < T} the equilibrium
adsorbed film thickness I, is finite, whereas for T > T, I, = co. At T the equilibrium

wetting film thickness diverges discontinuously to infinity.
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regime where both A(T') and B(T') in Eq. (3.6.2) are positive, then one finds that for small
op, leg is given by

leg ~ —€1n <W>. (3.6.3)

Thus as one approaches coexistence at constant temperature, the adsorbed film thickness
diverges: | ~ —&Indp. This result, which applies for fluids interacting via short ranged
pair potentials and short-ranged wall-fluid potentials, is not just a feature of the present
Landau treatment of wetting. The same result appears in more sophisticated (albeit still

mean-field) treatments, for example in DFT treatments of wetting [11].

When the wetting transition is first order we saw that there was a discontinuous jump
(divergence) in the adsorbed film thickness at the wetting transition. This jump also
manifests itself off-coexistence: For a first order wetting transition one finds a pre-wetting
line. This line starts at the wetting transition point, 7' = T}, and extends away from the
liquid-gas coexistence line, ending in a critical point at a higher temperature Ty, > Tul}.
If one considers a path approaching the liquid-gas coexistence line, at the point where
this path intersects the pre-wetting line the adsorption at the wall is discontinuous. The
adsorbed film thickness jumps from one finite value to another larger but finite value (both
values are finite since neither state points are on the bulk liquid-gas coexistence line). The
pre-wetting line is therefore a line of first order (thin-thick adsorbed film) surface phase
transitions. It meets the bulk coexistence line tangentially at 7' = T,.. In Fig. 3.4 (see also
Fig. 2.2 in Ref. [11]) we plot the adsorbed film thickness, lcq, for three different paths (at
three temperatures), intersecting the liquid-gas coexistence line at chemical potential 1t 4.
In the inset is plotted a typical pre-wetting line (end-points marked with filled circles), on
the phase diagram for the fluid in the chemical potential-temperature, (u,T'), plane. For
a temperature T < T}, the wetting temperature, (path A) the adsorbed film thickness
remains finite right up to coexistence. On path B, intersecting the pre-wetting line, there
is a discontinuity in the adsorbed film thickness at the point where this path intersects the
pre-wetting line. On path B and on path C, at a temperature above Ty, the pre-wetting

line critical point, the adsorbed film thickness diverges continuously as pt — 1 -

Another issue we have not addressed in this introduction to wetting of fluids composed
of particles interacting via short ranged forces is what is the effect of wall potentials that
are not delta function-like, as we assumed so far? If we set the external potential in Eq.

(3.5.2) to be of the form V5 (z) = €d(z) +vexp(—z/A), where \ is the wall potential decay
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Figure 3.4: The equilibrium film thickness l., for three different paths at three different
temperatures. The paths are marked in the fluid phase diagram in the inset. Path A is at
a temperature T' < T)}, below the wetting temperature T),. On this path the adsorbed film
thickness remains finite right up to coexistence. On path B, intersecting the pre-wetting
line (filled circles at the ends), the film thickness is discontinuous at the point where this
path intersects the pre-wetting line. On path B, lo;, — 00 as p — pg,. On path C,
leg also diverges as p — pg,,. However for this temperature, 7' > Ty, above the pre-
wetting line critical point temperature, there is no jump at lower values of u. Note that
for simplicity we have assumed that the bulk coexistence value of the chemical potential

lsqt 18 independent of temperature.

length, this will add a term

VL3/ dz exp(—z/A\)¢(z) (3.6.4)
0
to wey in Eq. (3.5.3). When the adsorbed wetting film thickness is large, then this will
just add terms =~ Ayq(T) exp(—1/X) + O(exp(—21/))) to Eq. (3.6.2):
wex(l) = Ywl + Vg + l(ﬁl - Pg)5N + A(T) exp(—l/ﬁ) + B(T) exp(—2l/§)
+ Apan(T) exp(—=1l/X\) + Olexp(—3l/),exp(—2l/N)].  (3.6.5)

In this situation there are now three competing length scales, A, £ and £/2. This can affect

the type of wetting transition and can give rise to non-universal exponents for critical
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wetting [14, 15, 11]. The competing length scales can also influence how the wetting film
thickens as liquid-gas coexistence is approached. For example if A > &, then the adsorbed
film thickness diverges as [ ~ —Alndu, rather than with the prefactor to the logarithm
equal to &, which is the case in Eq. (3.6.3) [11]. If the wall potential decays faster than an
exponential, then when the adsorbed film thickness is sufficiently large, the exponential
terms in Eq. (3.6.2) will dominate any wall terms in we.(l). However, if the wall potential
decays slower than exponential, the wall term will always dominate the terms in Eq. (3.6.2)
which are powers of exp(—1/¢), and will determine the equilibrium adsorbed film thickness,
when [ is large.

We should also mention the situation pertaining when the fluid particles interact via
pair potentials which decay algebraically such as the Lennard-Jones potential, which de-

6

cays ~ r~? as r — 00. In this case the surface excess grand potential, Eq. (3.6.5), should

be replaced by
weell) = Tut + g + Ups = py)o + AT + BN + .. (3.6.6)

where the indices ¢ and « are determined by the power with which the fluid pair potentials
decay, and we have ordered o < k < .... As one might expect, if the wall potential also
decays algebraically, this can also add extra power law terms to Eq. (3.6.6) [11]. In the
situation where the excess grand potential is given by Eq. (3.6.6), then in the regime
where the liquid completely wets the wall, i.e. | — oo when du — 0, then the equilibrium
adsorbed film thickness diverges le; ~ =/ (+Y) as §u — 0 (c.f. Eq. (3.6.3)). Thus the

equilibrium film thickness divergence is a power law
leg ~ o %", (3.6.7)

on approaching coexistence, where the critical exponent 35° = (0+1)~!, depends explicitly
on o, the power of the leading term in [~! in the surface excess grand potential (3.6.6).
For non-retarded van der Waals (dispersion) forces o = 2 [11].

The surface excess grand potential, which can be either of the form (3.6.5) or (3.6.6),

is in general of the form [16]:

wel‘(l) = Ywl + Vg + ’Ys(la(sﬂ)a (368)

where 4 is the extra contribution, which at coexistence, o — 0, and when there is

complete wetting, must vanish: s — 0. 75 has a ‘singular’ (non-analytic) contribution,



34 A Simple Approach to Inhomogeneous Fluids and Wetting

Vsing, for g — 0, approaching liquid-gas coexistence. For example, when there are short
ranged forces, then [ ~ —Indu. Substituting this result back into Eq. (3.6.5), we find that
Vsing ~ OpIndp. For long-ranged forces we find that vsing has a power law dependence
on ou. If one goes beyond the present mean-field approach, incorporating the effects

fluctuations in the wetting film interface, then in general
Ysing ~ O (3.6.9)

where the value of the surface heat capacity exponent, af°, depends on the form of the

wall-fluid and fluid-fluid pair potentials, even within a mean-field calculation [11].

3.7 Incorporating fluctuations

In this section we shall describe how one begins to incorporate the effects of fluctuations
in a description of wetting phenomena. So far in this introduction to wetting all the
results presented have been mean-field in nature, i.e. we have calculated the equilibrium
position, leq, of the interface between the wetting film and the bulk fluid, but we have not
considered the effects of fluctuations of the interface. We can expect the location of the
interface to wander around [., due to thermal fluctuations — these are capillary waves. In
order to go beyond mean-field we can consider small fluctuations in the location ! of the
interface between the wetting film and the bulk fluid. If we think of the interface between
the wetting film and the bulk fluid as a fluctuating membrane, then the work required to
produce a distortion in the height of the membrane, I(R), at position R in the membrane
(R is a two dimensional position vector in the plane of the interface) will be equal to the
change in surface area of the membrane times the interfacial surface tension, 7;,. This will

contribute a term

N / dR[\/T+ (VRIR)) — 1], (3.7.1)

to the free energy. In addition to this term, since we are considering a state off-coexistence,
there will be a term due to the fact that the interface is bound to the wall. For small
fluctuations we can incorporate this if we Taylor expand the surface excess grand potential,
which in general is of the form (3.6.8), around its minimum value wez(leg). One obtains
[10]:
1 —2 2
Wez (1) = Wep(leq) + 3 fH (I —leq) (3.7.2)
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where )
_ 0w (l))
2 exr
Yg&y T = <7 : (3.7.3)
95| ol2 =i,

The full interfacial free energy functional (or effective interfacial Hamiltonian) is thus

1 2 —2 2

AF = 3 Mg dR[(VRI)* + fH (I = leg)?]s (3.7.4)

where we have linearised the square root in the contribution from Eq. (3.7.1) and we have

ignored the constant wey(leq). We consider the correlation function,
C(R) = <(l(R) - leq)(l(o) - leq))a (3.7.5)

which is the correlation function for fluctuations in the interface between the wetting film
and the bulk fluid. Since Eq. (3.7.4) has a similar form to Eq. (3.1.3) (the difference
between the two being the dimensionality of the order parameter) which was found to
generated a correlation function with the (classical) Ornstein-Zernike form (see Egs. (3.1.4)

— (3.1.7)), it is not surprising that the Fourier transform of C(R) is

) 1
Q) ~ —— 3.7.6

and thus .
CR) ~ [rEPIQR) 3.7.7
®) / e (3.7.7)

We can therefore identify £ as the correlation length for fluctuations in the plane of the
interface (one can also define £, the interfacial thermal roughness). From Eq. (3.7.3)
we can see that as bulk coexistence is approached, o — 0, then [, — oo and therefore

§| — oo [10, 11]. The divergence of £ as du — 0 is a power-law:
g ~ o, (3.7.8)

where the critical exponent Vﬁ" is dependent on the form with which the wall-fluid and
fluid-fluid pair potentials decay [10, 11]. If we want to go beyond the Gaussian approxi-
mation for the interfacial Hamiltonian, Eq. (3.7.4), we must consider the Hamiltonian (see

Ref. [16] and references therein):
H[I(R)] = /dR [%(VRZ(R)F + W(IR))|, (3.7.9)

where ¥ is the interfacial stiffness. To a first approximation X ~ v;,, but in general X is

dependent on I. The binding potential W(l) = wez(l) — Y1 — g (see Eq. (3.6.8)). One
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finds generally that in a renormalization group treatment of fluctuation effects in (3.7.9)

co

that the critical exponents 35°, oS

and I/ﬁo can be altered from their mean-field values.
However, for complete wetting in 3 dimensions one finds that the critical exponent values
are unchanged by fluctuations but the critical amplitudes depend upon the value of the

dimensionless parameter
kT

YT e

which controls the strength of interfacial fluctuations [11, 16].

(3.7.10)

The exponents 35, af° and V‘T" which characterize the approach to complete wetting
can be related to one another using the Gibbs adsorption equation (3.3.5), plus other
surface sum rules and scaling relations. This is analogous to methods used to derive the
relations between the exponents characterizing bulk critical phenomena [11, 16]. From the

Gibbs adsorption equation

1 - a%® = —§%, (3.7.11)

while from a susceptibility sum rule [17, 16]

20 = o (3.7.12)

S

There is also a surface hyperscaling relation

s

2 — o = (d - P, (3.7.13)

where d is the dimensionality of the system. Within a mean-field treatment, for short

ranged forces, the critical exponents are:
co CcO CcO 1
al’ =1, B¢ =0 (In), v =5 (3.7.14)

in d = 3. There is also a set of (different) exponents characterizing the wetting transition
point, however these are beyond the scope of the present basic introduction to wetting,

and we refer the reader to the literature — see Refs. [11, 16, 18], and references therein.



Chapter 4

The One Component

Gaussian Core Model

The Gaussian core model (GCM) is a simple model for polymers in a good solvent. The
effective pair potential between the centers of mass of the polymers is modeled by a repulsive
Gaussian potential. In this chapter we provide a brief introduction to some of the existing
results for the structure and thermodynamics of this model fluid. Since the GCM pair
potential is purely repulsive, the one-component fluid does not exhibit liquid-gas phase
separation, however the GCM does freeze and we present a simple theory for the phase

diagram of the one-component GCM.

4.1 Introduction: effective interactions

The GCM consists of a set of classical particles each interacting with a repulsive pairwise
potential given by:
v(r) = eexp(—r?/R?), (4.1.1)

where ¢ > 0 and R is a length scale determining the size of the particles. In the next
section we will describe briefly some simulation results which form the basis for viewing
the GCM as a simple model for polymers dissolved in an athermal solvent, with Eq.
(4.1.1) representing the effective interaction between the centers of mass of the individual
polymer chains. This ‘colloid” approach to polymers [19, 20, 21] represents a significant
simplification in the description of a polymer solution. Formally one would calculate the

effective potential between the polymers by integrating over the internal (monomeric)
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38 The One Component Gaussian Core Model

degrees of freedom in the partition function, so that the partition function is in the form
of a trace over the Boltzmann factor of an effective Hamiltonian which is only a function
of the center of mass coordinates. In doing this, the effective Hamiltonian no longer
contains just pairwise terms, even when the underlying monomer-monomer interactions
are pairwise. In general the effective Hamiltonian is made up of a sum of terms, the first
of which does not depend on the polymer coordinates; the second is a one body quantity
which is a function of a single polymer coordinate; the third is a pairwise term, involving
pairs of the polymer center of mass coordinates; the fourth is a three-body term and so
on, with each successive term depending on increasing numbers of particle coordinates
[22, 23, 24]. This sum is often truncated at the pair terms in order to render the system
tractable. Although the GCM is not derived in such a manner, the Gaussian potential is
an approximation at the pairwise level for the effective interaction between the centers of

mass of the polymers in solution!.

4.2 A simple model for polymers in solution

When a polymer is in solution, each polymer chain is free to move around. If the solvent
is a poor solvent, i.e. when the attraction between the monomers, which make up the
polymer chain, is stronger than the attraction between the solvent molecules and the
monomers, then each polymer chain tends to collapse and to form a dense bundle, as it
minimizes the contact with the solvent. However in a good solvent, the polymer chain
opens up, to maximize the contact with the solvent molecules [22, 25]. In fact there is an
effective repulsion between the monomers of the polymer, and the chain statistics can be
well modeled by a self avoiding random walk. In a good solvent, each polymer chain can,
on a coarse grained length scale and on time scales greater that that associated with the
fluctuations of the polymer coils, be modeled as a ‘blob’, characterized by a mean position
(the center of mass of the polymer) and by a typical size, the radius of gyration — see Fig.
4.1. This is the view of polymer solutions that we shall take in this thesis.

A Gaussian effective potential for polymers was first proposed by Flory and Krigbaum

[26], and most recently, it this aspect of the model that has generated the most interest.

'One is not restricted to using the center of mass coordinates for the position of the polymer. One
could, for example, use the coordinates of the central monomer in the polymer chains. In fact this approach

is more fruitful for star-polymers — this is the approach we take in chapter 8.
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Figure 4.1: The ‘colloid’” approach to polymers in solution, where the interaction between

the polymer chains is modeled by an effective pair potential between the centers of mass.

In order to determine the effective potential between a pair of polymer chains, the early
(Monte-Carlo) simulation studies centered on the dilute regime, focusing on the effective
potential between an isolated pair of polymer chains. These studies include both lat-
tice simulations [27] and more realistic models such as the ‘pearl necklace model’ (hard
spheres connected by hard, freely rotating rods) [28, 29]. For a complete description of
the different simulation models used see Ref. [22] and references therein. In the study of
Dautenhahn and Hall [30] the authors use a square well potential to model the interaction
between the individual monomers. They find that the depth of the attractive well can
be changed to mimic the effect of the solvent quality: a more attractive well correspond-
ing to a poor quality solvent. The picture that emerges from these studies is that in an
athermal solvent, the effective potential between a pair of polymers is well represented by
the Gaussian form, Eq. (4.1.1) with € ~ 2kpT (kp is Boltzmann’s constant and 7 is the

2. However,

temperature) and R roughly equal to the radius of gyration of the polymer
a more significant result to emerge from the most recent simulation study, of not just
two, but several chains, is that the Gaussian effective pair potential, Eq. (4.1.1), continues
to be a reasonable approximation even when the polymer concentration is such that the

polymers are overlapping [19, 20, 21, 34].

2A Gaussian effective pair potential also provides a good approximation for the interactions between

dendrimers in solution. However, for these more compact molecules, € ~ 8 — 10kgT [31, 32, 33].



40 The One Component Gaussian Core Model

1t =

. //

// 7
/ /
7, 7
L— == - /
0.75 ==~ 4
L // 4
ye

o~

[ /)
— /
= | /
o> 05 - y

[ /

e
//
0.25
O I | |
0 1 2 3
r/'R

Figure 4.2: The radial distribution function, g(r), for the GCM with ¢* = 2 calculated
using the quasi-exact (when compared with simulations) HNC closure to the OZ equation
(dashed line) and with the RPA closure (solid line). These are calculated for fluid densities
pR? = 0.5, 2, 4 and 6 (from bottom to top). Note that the RPA closure provides an
increasingly accurate approximation for g(r) as the density is increased. ¢(r) displays a
deep correlation hole, for » — 0, at the lower densities, but as pR3 — oo, then g(r) — 1

for all values of 7.
4.3 Properties of the one-component GCM fluid

An excellent review of the properties of the GCM can be found in Ref. [22] but for com-
pleteness we shall mention some of the properties here. The GCM was introduced in the
mid-seventies by Stillinger [35], and was of interest because the GCM can yield a negative
thermal expansion coefficient in the liquid phase [36]. The phase behaviour of the GCM
is rather well established [22, 36, 37]; in the temperature-density (7', p) plane there is a
region below kT /e ~ 0.01 where increasing p leads to freezing into a fcc phase, followed
by a fce-bece transition and then melting so that the fluid is stable at high densities. For
€* = Be < 100, where 8 = (kgT)~!, the fluid is stable at all densities. Recently Lang
et al. [37, 38] and Louis et al. [39] have studied the fluid region of the phase diagram
using Monte Carlo simulations and integral equation theories. What emerges is that for

high densities the hypernetted-chain (HNC) approximation provides an excellent account
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of the Monte Carlo results for the radial distribution function g(r), structure factor S(q)
and the equation of state and therefore the HNC approximation is viewed as being quasi-
exact for the GCM. In the limit pR® — oo it is argued that the HNC closure should
become exact [37, 38]. Particularly striking is the observation that a very simple closure,
the random phase approximation (RPA) which sets the pair direct correlation function
c?)(r) = —Bu(r), becomes very accurate for very high densities: pR* > 5 [37, 38, 39]°.
This implies that the GCM behaves as a ‘mean-field fluid’ over a very wide density and
temperature range. In Fig. 4.2 we plot the results for g(r) from the HNC and RPA clo-
sures to the OZ equation. One can see that as the density increases the correlation hole
at small values of r is reduced and g(r) — 1, for all separations of the particles. Such be-
haviour is very different from that of fluids with hard-cores, where short-ranged (packing
induced) correlations always persist [1]. For this soft-core model in the limit pR? — oo,
the mean inter-particle separation p~!/3 becomes < R and a central particle interacts
with a very large number of neighbours — a classic mean-field situation. However, for low
temperatures and densities, this picture does not hold, the particle interactions become
increasingly hard-sphere like as the temperature 7' — 0 and the correlation functions for
the GCM are well approximated by those of a hard-sphere fluid [22, 36]. The reason
for this behaviour is as follows: In the partition function the pair potential appears as a

Boltzmann factor. The Boltzmann factor of the GCM pair potential is

B(r,3) = exp|—[e exp(—r2/R2)]. (4.3.1)

B is a monotonic function of the interparticle distance r. The separation r* at which

1
B—le

r(8) = Ry/In (%) (4.3.2)

and the gradient of the Boltzmann factor at this point is:

dB In2
(E) = %T*(m (4.3.3)

so as 3 — oo, both 7* and (dB/dr),— diverge; i.e. the Gaussian particles behave more
and more like hard-spheres as the temperature is decreased, with an effective hard-sphere

radius equal to r* [22, 36]. This argument, of course, only applies in the regime where the

3By making comparison with simulations C.N. Likos et al. [38] have established the validity of the RPA

at high densities for bounded, positive definite pair potentials in general.
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Figure 4.3: The radial distribution function, g(r), calculated using the HNC closure to the
OZ equation for a GCM fluid with density pR3 = 0.1 at a temperature kgT /e = 0.01 (solid
line) and at kpT'/e = 0.5 (dashed line). Note that g(r) at low temperatures resembles that
of a hard-sphere fluid, whereas at higher temperatures g(r) is completely different and is

much less structured.

GCM fluid density is less than that at which hard-spheres of radius r* close pack. In Fig.
4.3 we display the radial distribution function, g(r), calculated using the HNC closure to
the OZ equation for a GCM fluid with density pR® = 0.1 at a temperature kgT/e = 0.01
(solid line) and at kpT'/e = 0.5 (dashed line). In the low temperature and density regime
g(r) is much more structured; the fluid is near to freezing and g¢(r) is similar to that for
a hard-sphere fluid. However at higher densities and/or temperatures, the particle cores
overlap and g(r) is much less structured. It is in this overlap regime that the RPA is a
good approximation to make for the fluid correlation functions.

Since the RPA is accurate over such a large range of bulk densities it is tempting to
argue [22, 37, 39] that the simple mean-field Helmholtz free energy functional, Eq. (2.3.25),
should yield a realistic description of the inhomogeneous GCM fluid, provided the one-body
density p(r) does not acquire very small values. The density functional (2.3.25) generates
the RPA: ¢®(r) = —Buv(r). Physically one is arguing that the excess (over the ideal gas

Fiq) free energy of the fluid can be approximated by the internal energy with the pairwise
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distribution function p(® (r1,rs) replaced by its uncorrelated limit p(r1)p(rs). Louis et al.
used the functional (2.3.25) to investigate the density profiles of GCM particles adsorbed
at a hard wall. Their results agree closely with results from Monte Carlo simulations and
with the results from the HNC DFT [39, 7] for the GCM with €* = 2, both for a hard
planar wall (i.e. the wall potential Vez(2) = oo for z < 0 and Veze(z) = 0 for z > 0)
and also for an external potential of the form V. = exp(—z)/z, at three bulk densities
pR? =1,0.5,0.1, confirming that the GCM does behave as a ‘mean-field fluid’ — at least
for this type of inhomogeneity [39].

4.4 Solid phases of the GCM

By performing lattice sums to determine the free energy for candidate solid phases of
the GCM, and by molecular dynamics simulations, Stillinger and co-workers were able to
determine the form of the GCM phase diagram [35, 36, 40, 41, 42, 43]. They found that
there are two equilibrium solid phases: fcc at lower densities and bec at higher densities.
They also established a novel feature of the GCM: that the solid undergoes re-entrant
melting, i.e. if one fixes the temperature, for example choose kpT'/e = 0.004, then as one
increases the density, the fluid first freezes, but then as the density is further increased the
crystal melts again and there are no further freezing transitions. This scenario is particular
to some soft core systems, where the equilibrium phase at high densities is a liquid, rather
than a solid. Note also that a solid with multiple occupancies on each lattice site is not
the equilibrium phase for the GCM.

More recently Lang et al. [37] used a different method for calculating the GCM phase
diagram. They adopted an Einstein-model approach [44], based on the Gibbs-Bogoliubov
inequality, which relates the Helmholtz free energy F' of a system with Hamiltonian H, to

that of a reference system, Fy, with Hamiltonian H:
F < Fy + (H — Ho),- (4.4.1)

For the reference system, Lang et al. [37] used the Einstein model of a solid, which has
the following Hamiltonian:
Al p; 2
Hy = ; [ﬁ + a(r; — Ry)?|, (4.4.2)
where 7 labels the particles, each of which has mass m, position r; and momentum p;. Each

particle is bound by a harmonic potential to a lattice site at R;. The ‘spring constant’
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« for the harmonic potential is treated as a variational parameter. The Helmholtz free

energy for the Einstein solid is simply (see Appendix A)

Fy = 3NkBT1n< (4.4.3)

)

where the dimensionless parameter

¢ = /BaR? (4.4.4)

and Fjy is, of course, independent of the length scale R. Within the Einstein model the

one body density is simply a sum of Gaussian profiles, each centered on the lattice sites:

3
pir) = 3 0 e IRE (4.4.5)

T3/2R3
and the two-body density is a sum of products of Gaussians:

6

Pg)(r, r') = Z—f 5 ~O*Ir—Ril?/R? =4It Ry [*/R? (4.4.6)
™R

From the Gibbs-Bogoliubov inequality (4.4.1) one obtains the following upper bound for

the Helmholtz free energy [1, 44]

1
F<F+ Q/dr/dr’ PP, )o(lr — 1)) — gNk:BT. (4.4.7)

The final term is obtained simply by applying the equipartition theorem for the three
potential energy (configurational) degrees of freedom in reference Hamiltonian (4.4.2). On
substituting Eq. (4.4.6) into (4.4.7), one can perform the simple integrals, since the GCM

pair potential v(r) in Eq. (4.4.7) is a Gaussian, and one obtains:

F<P=p s N § my e w3y (4.4.8)
= v €X - N ) o
= O T (e 1232 P\TR(1+2/¢7)) 27 7F

where the index v denotes a sum over lattice vectors a, = R; — R;, with magnitude
lay| = ay. m, is an integer denoting the number of lattice vectors of length a, belonging
to a shell. The only parameter in Eq. (4.4.8) is the width parameter ¢ of the Gaussian
density peaks, which is treated as a variational parameter, to be determined from the
minimization condition OF /0¢ = 0, and one assumes that F' = minF. One can therefore
calculate the Helmholtz free energy for any trial crystal structure; one simply inputs the
sets of m,, and a, (p) for the particular lattice structure into Eq. (4.4.8) and then minimizes

with respect to ¢. Lang et al. [37] calculated the free energy for various crystal structures
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Figure 4.4: The phase diagram for the one component GCM calculated by Lang et al. [37]
(taken with kind permission), plotted in the reduced temperature ¢t = kT /e versus density
p plane (note: o = R). The two insets (a) and (b) show details of the phase diagram. The
low density equilibrium solid phase is the fcc crystal, and at higher densities it is the bce

crystal. On increasing the temperature or the density, the fluid is the equilibrium phase.

and found, as one would expect based on the results of Stillinger and co-workers [35], that

the only equilibrium crystal phases for the GCM were those with the fcc and bcec lattices.

In order to calculate the fluid free energy Lang et al. [37] used the HNC virial route.
In order to implement this approach one uses the HNC closure to the OZ equation to
calculate the radial distribution function for the fluid, g(r), along a path at constant
temperature in the phase diagram, starting from the point with density p = 0 and ending
at the point with density p in the phase diagram, where the fluid free energy is required.
One then inputs the HNC g¢(r) to the virial equation (2.1.16) to calculate the pressure
of the fluid, P. By integrating the thermodynamic relation P = —(9F/0V ) along the
path in the phase diagram, one can determine the fluid free energy Fyia(p). In order to
calculate the coexisting densities between any two phases (either the fluid, or the bee and
fcc solid phases) the common-tangent construction was performed between the Fq/V
and Fyo54/V curves. Their resulting phase diagram is displayed in Fig. 4.4. Note that the
thermodynamic state point of the fluid or solid is completely determined by the average
density of the system (p(r)) = p = N/V and by the reduced temperature kT /e. The low
density equilibrium solid phase is the fcc crystal, and at higher densities, pR> > 0.17, it is



46 The One Component Gaussian Core Model

the bee crystal that is the equilibrium solid phase. On increasing the temperature or the
density, the fluid is the equilibrium phase. The difference in density between the coexisting
phases are all relatively small — see the insets to Fig. 4.4. For example the difference in
density between the coexisting fcc and bee solid phases is independent of temperature,

(pbcc - /)fcc)R3 =3.6x10"4 [37]

4.5 DFT theory for the solid phases of the GCM

Here we present a simple alternative (DFT) method for determining an approximate phase

diagram for the one component GCM. The RPA excess Helmholtz free energy functional

Flo) = Faulpl + 5 [ ar [ ax' pte) ool - '), (45.1)

where the ideal gas part of the free energy functional is

Fidlp) = k' [ dr p(w) (n(a%p(r)) 1), (45.2)

provides an accurate approximation for the fluid free energy when the fluid is at temper-
atures and densities such that the soft cores of the particles are overlapping. However, as
we have seen, the RPA functional generates correlation functions which fail to describe
correctly the correlations in the fluid when it is near to freezing. The approximation lead-
ing to Eq. (4.5.1) assumes that there are multiple overlaps between the particles. However,
in the regime where the particles freeze the repulsion between the GCM particles is suf-
ficient for the correlations between the particles to be better approximated by particles
with hard (impenetrable) cores — see Fig. 4.3. We therefore expect Eq. (4.5.1) to provide
a poor approximation to the free energy of the GCM liquid in this region of the phase
diagram. However, perhaps surprisingly, we find that an RPA-like approximation provides
a good approximation for the Helmholtz free energy of the solid phases.

When in the fluid state, the one-body density is a constant, p(r) = p. However,
when the system freezes into a solid, the density is periodic, i.e. the symmetry breaks and
p(r) = p(r—R;), where R; is a lattice vector for the solid phase. An approximation that is
often made in DFT studies of freezing [45, 22], is to assume that the density profile of the
solid is made up of Gaussian peaks, of the form in Eq. (4.4.5). This density profile assumes
a normalization condition: i.e. there is one particle per lattice site. This assumption need

not necessarily be true. We can expect to find vacancies in the crystal, and indeed for the
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present soft core system we may find another type of defect: double occupancy, since the
particle cores can overlap. However, we expect the proportion of defects to be small, and
assume therefore a perfect crystal. In fact, at high densities, where there is a tendency
towards double occupancy, we find that for the present soft core system there is re-entrant
melting: at high densities the fluid is the stable phase rather than a multiple occupied
solid.

If we assume the crystal density is of the form given by Eq. (4.4.5), with ¢ taking a value
sufficiently large that the overlap between the Gaussian density peaks on neighbouring
lattice sites can be assumed to be negligible, then the ideal gas part of the Helmholtz free

energy, Eq. (4.5.2), is simply

Folid(p ¢) = NkpT [3111 <\/A;R) — g} : (4.5.3)

which is independent of R. It is interesting to note that this differs from the free energy
of the Einstein solid, Eq. (4.4.3), solely by a (¢ independent) amount, gN kgT, this is
discussed further in Appendix A. We approximate the mean-field Helmholtz free energy
by:

F(p) = Fi"(p, )

. ;/d/d ]
(4.5.4)

Note that this result is not exactly that which would arise from inserting the profile Eq.
(4.4.5) into the RPA functional Eq. (4.5.1); we have omitted from the sum over lattice
sites all the terms where the index i = j. The result can be viewed as an RPA-like
approximation derived from Eq. (2.3.24) by assuming that the two body density is of the
form in Eq. (4.4.6) for all values of the charging parameter « in Eq. (2.3.24).

The integrals in Eq. (4.5.4) are exactly the same as those in Eq. (4.4.7), and so we
obtain:

SOl N6¢3 a?/
Fsolia(ps ¢) = F; ld( ,¢) + 2(6? 1 2) 502 1 9\3/2 Zmu exp <—m> ‘ (4.5.5)

This expression is almost the same as that obtained in the previous section using a theory
based on the Einstein model for the free energy of the solid phases, except the expression
in Eq. (4.4.8) and that in Eq. (4.5.5) differ by NkpT. This difference originates from the
presence of the 1/N! indistinguishability factor in the partition function that formed the
(liquid state theory) basis for Egs. (4.5.1) and (4.5.2), from which Eq. (4.5.5) is derived.
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By contrast, in the Einstein model the particles are fixed to the lattice sites and are
therefore distinguishable — see Appendix A for a more detailed discussion of these issues.
However, for our present purposes this (¢ independent) difference has no effect, because in
the present approach all solid phases have this additional term, and we use a Lindemann
criterion to calculate the solid melting curves, rather than compare our solid free energy

with that of the liquid, which is the situation in which this term would matter.

We approximate Eq. (4.5.5) by truncating the sum over lattice vectors to a sum over
nearest neighbours and next nearest neighbours only. The only parameter in Eq. (4.5.5)
is the width of the Gaussian density peaks ¢ and, as in the previous section, we treat this
as a variational parameter, determined from the minimization condition 9Fgq/0¢ = 0.
Based on information from earlier studies [22, 36, 37] for the phase diagram of the GCM,
we calculated only the free energy for the bcec and fcc crystal structures. Some typical
plots of the free energy as a function of ¢ are displayed in Fig. 4.5. We find that the free
energy always has a minimum at ¢ = 0, this corresponds to the fluid state, where the
particles are completely delocalized. However, for some points in the phase diagram the
free energy has a second minimum at some other (non-zero) value of ¢, and this is the
value we use to calculate the free energy.

The usual procedure for determining the phase diagram, once the free energy density
for all the trial phases has been calculated, is to perform the common tangent construction
(which is equivalent to equating chemical potentials and pressures in the coexisting phases)
in order to find the coexisting state points between the different phases. We find, as did
Lang et al. [37], that the free energy for the fcc solid is lower than that for the bec at
low densities (pR? < 0.16). We could therefore perform the common tangent construction
between these two free energies and determine the coexisting densities. However, due to
the soft core nature of the present system, the density change at the transition is very small
— see the inset to Fig. 4.4 and Ref. [37], and since we are mostly interested in providing a
simple theory which accounts for the topology of the phase diagram, we simply determined
the density at which the Helmholtz free energy of the bce equals that of the fcc structure
for a given temperature. The resulting line is plotted in Fig. 4.6.

In order to calculate the fluid-solid coexistence we should calculate the fluid Helmholtz
free energy density and perform the common tangent construction between this and the
solid phase free energy. However, the integral equation procedure used by Lang et al. [37]

is numerically intensive, and at the low temperatures and densities at which the GCM
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ffcc

Figure 4.5: The Helmholtz free energy (in arbitrary units) for an fec lattice as a function
of ¢, the localization parameter. Results are calculated at pR? = 0.12 and kpT'/e = 0.004
(labeled A), at pR3 = 0.04 and kgT'/e = 0.004 (B) and at pR? = 0.7 and kgT'/e = 0.01
(C). Note that C is multiplied by a factor 107!. A has a minimum at ¢ = 6.63, B a
minimum at ¢ = 1.89 and for C' there is no minimum at all (except the trivial minimum
at ¢ = 0 which denotes a solution where the particles are completely delocalized). A is
calculated at a state point inside the region where we expect the fcc to be the equilibrium

phase, whereas B and C correspond to points where the fluid is the equilibrium phase.

freezes, we are unable to use the RPA Helmholtz free energy, since it provides a very poor
estimate for the free energy of the fluid in this region of the phase diagram. It greatly
over estimates the fluid free energy.

Here we will use a different method to determine the melting temperature of the solid,
namely the Lindemann criterion: the crystal melts when the ratio of the root-mean-square
displacement, o = (<r2> - <r>2)1/ 2 of the particle about its equilibrium position is roughly
10% of the nearest neighbour distance, a;. This is simple to implement for the Gaussian
profile, Eq. (4.5.5) which gives o = \/g(%) For the fcc crystal a{CC = 21/6,=1/3  and

we choose the (somewhat arbitrary)* Lindemann criterion for when the fcc melts to be

“In Ref. [43], Stillinger and Weber used molecular dynamics simulations to determine the temperature

when the GCM fluid with density pR® = 0.2 melts. Their Lindemann ratio was o/a; = 0.16. This value
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Figure 4.6: The phase diagram of the one component GCM. Rather than calculate the
phase boundaries by performing the common tangent construction between the free energy
densities of the competing solid phases, the fcc-bee transition line is given by the locus

of points where the Helmholtz free energies of the two phases are equal. The melting

boundaries are determined using the Lindemann criterion — see the text.

$al/R = 12.2 (i.e. when o/a]® = 0.100). Similarly for bee a? = 272/34/3p~1/3 and we
choose the Lindemann criterion for when the bce melts to be ¢aj/R = 11.8 (i.e. when
o/a} = 0.104). This second (slightly different) value for the bce Lindemann criterion is
chosen so that the melting lines for the bee and fee phases form a continuous boundary line
between the fluid and solid phases. The plot of the resulting phase diagram is displayed
in Fig. 4.6. Remarkably, all the transitions in Fig. 4.6 are located within 20% of the
locations found in the more sophisticated approach of Lang et al. [37] — see Fig. 4.4. The
main difference between Fig. 4.6, and the more accurate phase diagram in Fig. 4.4 is in
the location of the bce-solid melting transition line. This is because as the GCM density
increases our approximation of truncating the sum over lattice vectors after nearest and

next nearest neighbour contributions only in Eq. (4.5.5), becomes increasingly inaccurate.

is larger than the criterion we use here. Within the present theory there is not always a minimum of Eq.
(4.5.5) for o /a; = 0.16. It is well known that DFT theories for solids often under-estimate the value of the

Lindemann ratio [46].
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This can be seen particularly in the tail of the fluid-bcc boundary for densities pR3 > 0.6.
In order to improve the theory one should include further terms in the sum in Eq. (4.5.5).
However, our main purpose in truncating the sum was to construct a simple theory and
also to demonstrate that it is the nearest and next nearest neighbour contributions in Eq.
(4.5.5) which dominate this expression for the Helmholtz free energy of the solid phases
of the GCM. Another criterion that we used for determining the melting curves was to
calculate the locus of points where there is no longer a solution ¢ # 0 to the equation
OFso1iq/0¢ = 0, still using Eq. (4.5.5) to determine Fl,;;4. This results in a phase diagram
with the same topology as Fig. 4.6, but is, of course, a much less accurate method than
that based on the Lindemann criterion.

Having given a brief overview of some of the properties of a one component fluid of
GCM particles, in the next chapter we shall describe some of the properties of a binary

fluid of GCM particles, the main topic of this thesis.






Chapter 5

The Binary Gaussian Core Model:
Fluid-Fluid Phase Separation and

Interfacial Properties

Using a mean-field equation of state we calculate the density-concentration phase diagrams
for a binary mixture of repulsive Gaussian core particles over a range of size ratios. A
simple RPA mean-field DFT approach is used to calculate the surface tension and den-
sity profiles of the interface between the demized fluid phases of the binary mixture. For
certain coexisting states oscillations are found in the density profiles on both sides of the
interface, i.e. approaching both bulk phases. The form of the oscillations is determined by
the asymptotic decay of the bulk total pairwise correlations and the onset of oscillations in
the interfacial density profiles is linked to the location of the crossover line (Fisher-Widom
line) in the bulk phase diagram where the asymptotic decay changes from monotonic to
damped oscillatory. For certain particle size ratios we find a new crossover line which
separates a region of the phase diagram where the longest range decay of the pairwise
correlations is damped oscillatory from a region where the longest range decay is damped
oscillatory but with a different wavelength. We argue that many of the predictions of the
simple DFT approach should remain valid in more refined treatments.

Given the success of the simple mean-field RPA Helmholtz free energy functional
(2.3.25) in describing the pure fluid it is natural to ask what the corresponding theory
yields for a binary mixture of repulsive Gaussian core particles. This question was ad-

dressed partially in Refs. [39, 47] and the authors showed that for certain choices of the

53
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energy and range parameters fluid-fluid demixing is predicted by the mean-field (RPA)
approach. Although it is not clear that this phase separation mimics that which is found
in polymer blends [39], the observation that a system with purely repulsive inter-particle
potentials can separate into two fluid phases is of intrinsic interest. Recall that the pure

GCM exhibits only a single fluid phase.

5.1 Demixing in binary fluids

Before considering demixing in binary fluids, we shall remind the reader about phase
separation in one-component fluids. A simple one-component fluid can separate into two
coexisting phases, a liquid and a gas. For these two phases to coexist the chemical potential
w and the pressure P must be equal in the two phases — i.e. the two phases must be in
chemical and mechanical equilibrium. In any theory for a fluid, phase separation manifests
itself as a convex portion in the Helmholtz free energy curve, i.e. the free energy per particle
f = F/N, as a function of the volume per particle v = V/N has a convex portion. If f(v) is
convex, then the fluid with density p = 1/v, will be unstable to density fluctuations, since
in this region the isothermal compressibility xr, given by Eq. (2.1.14), will be negative.
The boundary to this unstable region is the spinodal and is defined as the locus of points

where X}l =0, i.e. where
0% f
2

One finds that the two points on the curve f(v), corresponding to the coexisting liquid

= 0. (5.1.1)

and gas, are outside the unstable region, one either side. These points are determined as

follows: The pressure in the fluid is given by

OF af
Plo) = — [ & - [ ZL 1.2
0 =-(), (%) 612
and the chemical potential

= (25) = 00— o(2) 519

If the densities of the coexisting liquid and gas phases are v;” U and vy ! respectively, then
from the conditions of mechanical equilibrium P(v;) = P(vy) and of chemical equilibrium
p(v) = p(vg) one obtains:

of
ov

_of
Qv

. flu) — f(vg)
= T e, v, (5.1.4)

vy Vg
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which geometrically corresponds to the common tangent construction on the curve f(v).
The locus of points in the phase diagram defined by (5.1.4) is known as the binodal. The
binodal meets the spinodal at a single point (temperature), the bulk critical point. This
is the only point in the fluid phase diagram where there is an equilibrium phase with the
compressibility yr = oo.

Extending the above ideas to a binary fluid is now straight-forward. A fluid composed
of two different species of particles (labeled 1 and 2) can separate into two demixed phases,
A and B, one rich in species 1 and the other poor in species 1. For phases A and B to be
in equilibrium, the chemical potentials u; and the pressure P of the two phases must be
equal, i.e. p1; 4 = p; g for @ = 1,2 and P4 = Pp. The variables we work with are the total
density p and a composition variable x, such that the bulk densities of the two species are
b = (1 —z)p and p} = zp. In terms of v = 1/p, the volume per particle, the chemical

potentials and pressure are:

= r-o(2) () 519
pe = f—v (g>x+(1x) (gi)y (5.1.6)
P=- (%)x. (5.1.7)

The calculation of the binodal is simpler to perform in the ensemble where the pressure is
the independent variable instead of the total density p = 1/v. We Legendre transform to
g = f + Pv where g(x, P) is the Gibbs free energy per particle. In this ensemble the con-

ditions of equal chemical potential and pressure lead to the common tangent construction

% _ (9%
or ) p - \0z)p
zA

where x4 and xp are the concentrations of species 2 in phases A and B respectively. The

on g:

_ g(za, P) —g(zp, P) (5.1.8)
TA— B

B

spinodal is now the locus of points at which

(%)P = 0. (5.1.9)

Note that all derivatives are performed at constant temperature 7'
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5.2 The model mixture and its phase diagram

The GCM binary mixture is specified by the pair potentials between particle species ¢ and

j. These are given by the two component generalisation of Eq. (4.1.1):
vij(r) = eijexp(—r®/R) (5.2.1)

where ¢€;; > 0 denotes the energy and R;; determines the range of the ij interaction;
1 <14,j < 2. Thinking of the particles as representing polymers, R;; is roughly the radius
of gyration of species i.

We use the multicomponent generalisation of Eq. (2.3.25) for the intrinsic Helmholtz

free energy functional of the inhomogeneous mixture:
Flipl] = Fallp)] Z [an [anptpeun ) 622

where

Fallo}] = 3 Z [ o) Inapite)) - 11, (523

is the ideal gas part of the free energy functional. Recalling that the two-body direct

correlation functions are given by (see Eq. (2.3.16))

2) _ BE(FUpi}] = Fial{pi})
Cij (ry,12) = — 5pi(r1)0p; (r2) (5.2.4)
it follows that
Cz('j‘)(rhr?) = Cz(?)(h'l —r2]) = —Buij(|r1 —ra|) (5.2.5)

which is the random phase approximation (RPA) for the mixture. In the bulk mixture
the densities are constants, p;(r) = pf. Writing these in terms of the total density p and
the concentration of species 2, x, we can write the bulk Helmholtz free energy per particle
f, as [39]

F(0,2) = fulpw) + 5oV0() (526)

Bfia contains the ideal free energy of mixing, zIn(x) + (1 — z)In(1l — x) as well as an

irrelevant p dependent term. The mean field interaction term is

A~

Vo(z) = (1 —2)%011(0) 4 22(1 — 2)012(0) 4+ 22022(0) (5.2.7)

where 0;;(0) is the ¢ = 0 limit of the Fourier transform (FT) of the pair potential (the"

denotes a FT with respect to wave vector ¢):

;(0) = / drvg;(r) = 7%2¢;;RY; (5.2.8)
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Since the free energy (5.2.6) has the simple mean-field form the thermodynamic stability
conditions for the binary mixture also take a very simple form and Louis et al. [39] showed

that fluid-fluid phase separation is possible at constant volume provided

B7'x = 2012(0) — [011(0) + 822(0)] > 0 (5.2.9)
or at constant pressure provided

B2A = [612(0)]? — 611(0)22(0) > 0. (5.2.10)

This condition is obtained when we calculate the spinodal from (5.2.6) and (5.1.9). Within
the present simple mean-field approximation the density along the spinodal can be deter-

mined analytically [39]:

_ i) + VTh(@)? +4e(1 - 2)A

ps(x) 22l — A (5.2.11)
where
Vi(z) = (1 —2)B011(0) + 2B022(0). (5.2.12)

In order to observe phase separation we must choose parameters €;; and R;; so that these
conditions are satisfied. The choice of parameters can be restricted further by making
contact with simulation studies of binary solutions of self-avoiding polymer coils at infinite
dilution [30] in which it was suggested that the effective potentials between the polymer
centers of mass could be modeled quite well by the GCM, defined by Eq. (5.2.1), with

€12 < €11 = €22 (5.2.13)

and

1
Rf, = §(R%1 + R3). (5.2.14)

Relation (5.2.13), which reflects the fact that the energy penalty is lower for smaller
polymers to sit inside the coils of a larger one than if they are of the same size, clearly
favours mixing; the energy penalty is lower if unlike species are neighbours. It is relation
(5.2.14) that favours demixing since it implies R12 > (R11 + R22)/2, which corresponds to
positive non-additivity, known to drive demixing in hard sphere mixtures [48].

The majority of our calculations for interfacial properties will be for a mixture with
Benn = €5 = €59 = 2, €5 = 1.888, Raa/R11 = 0.665 and Rj2 given by Eq. (5.2.14).

(Henceforward we use Rii, the radius of gyration of the longer polymer, as the length
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Figure 5.1: The bulk phase diagram for a binary mixture of Gaussian particles with
€12/€11 = 0.944 and Ray/Rj11 = 0.665 which is equivalent to a mixture of two polymers
with length ratio 2:1. p is the total density and x is the concentration of the smaller
species 2. The gray lines are lines of constant pressure; the lowest is at reduced pressure
PBR3, = 100, the next at PBR$; = 150, then 200 and the subsequent ones increase in
increments of 100. The points marked A-F are the points where the gray lines intersect
the binodal (solid line). The density profiles for the corresponding fluid-fluid interfaces
are shown in Fig. 5.6. The dashed line denotes the Fisher-Widom (FW) line where the
asymptotic decay of the bulk pairwise correlation functions crosses over from oscillatory
to monotonic. The solid line in the bottom right corner denotes a new line of crossover
from asymptotic oscillatory decay with a certain wavelength to a similar oscillatory decay

but with a different wavelength — see section 5.4.
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Figure 5.2: As in Fig. 5.1 but now €12/€17 = 0.825 and Rga/Ri1 = 0.524 which is equiv-
alent to a mixture of two polymers with length ratio 3:1. The gray lines are lines of
constant pressure; the lowest is at reduced pressure P3R3; = 100 and the others increase
in increments of 100. The right hand branch of the FW line (dashed line) lies close to the
x = 1 axis but the solid line in the bottom right corner denoting oscillatory-oscillatory

crossover is still present for these parameters.

scale in our analysis.) This choice of parameters was motivated by the study of Louis
et al. [39] where the R;; were chosen to model a mixture of self-avoiding polymers with
L =200 (species 1) and L = 100 (species 2) monomers. The radius of gyration Ry ~ L",
where v ~ (.588 is the Flory exponent.

For ¢* = 2 the pure GCM remains fluid for all densities — see Fig. 4.4. If the mixture
is treated within the present mean-field approximation the temperature scales out of the
free-energy in Eq. (5.2.6) and the phase behaviour is that of an athermal system [39],
depending only on the ratios €12/€11 and Raa/R11. We chose €12/€11 so that the critical
point of the fluid-fluid demixing was the same as that in the mixture considered in Ref.
[39], i.e. at x. = 0.70, p.R3; = 5.6. In Fig. 5.1 we plot the phase diagram for this particular
choice of parameters. The spinodal (dash-dot line) and binodal (solid line) are obtained

as described in section 5.1.

The gray lines in Fig. 5.1 denote lines of constant pressure in the (p, z) phase diagram.
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Figure 5.3: As in Fig. 5.1 but now €12/€11 = 0.70 and Rg2/R11 = 0.388 which is equivalent
to a mixture of two polymers with length ratio 5:1. The gray lines are lines of constant
pressure; the lowest is at reduced pressure PBR3, = 25, the next at PSR}, = 100 and
then increasing in increments of 100. It becomes increasingly difficult to determine the
binodal as P is increased; the coexisting phase to the right is almost pure species 2 (x = 1)
and the total density p becomes very high. The right hand branch of the FW line and the

oscillatory-oscillatory crossover cannot be seen due to their proximity to the x = 1 axis.

Also plotted is the Fisher-Widom (FW) line to which we shall return later. Other repre-
sentative phase diagrams are shown in Figs. 5.2 — 5.4. These are obtained from the same
mean field free energy but correspond to different choices of Ray/Ry1, i.e. different length
ratios. In each case €12/¢€11 is chosen to keep the (total) critical density at a similar value
to that of the original mixture. As Rgo/R1; is reduced the critical concentration x. shifts

to higher values and the shape of the FW line is altered significantly.

Finally in Fig. 5.5 we consider a different class of mixture described by the parameters
€]] = €59 = 2, €]5 = 2.07 and R11 = R22 = R12. Now the demixing occurs not because of
the non-additivity of the R;; but because there is a lower energy penalty when like species
are neighbours. The phase diagram is symmetrical about z = 0.5. We shall find that
several of the interfacial properties are quite different in this class of mixture from those

in the former class.
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Figure 5.4: As in Fig. 5.1 but now €12/€17 = 1.0 and Rgo/R11 = 0.8 which is equivalent
to a mixture of two polymers with length ratio 1.46:1. The gray lines are lines of con-
stant pressure; the lowest is at reduced pressure PBR3; = 100 and the others increase in
increments of 100. For these parameters there is no crossover line between two types of

oscillatory decay and no cusp in the FW line.

5.3 Properties of the fluid-fluid interface

In this section we investigate the one-body density profiles p;(z), ¢ = 1,2, and the surface
tension -y for the planar interfaces which arise between coexisting fluid phases in the
GCM. Since our approach is based on the mean-field free energy functional (5.2.2) effects
of capillary-wave fluctuations are omitted and (away from the critical point) the interfacial
width remains finite in vanishing gravitational field. Thus we work with the grand potential

functional

2
Qvl{pi}] = Fl{pi}] - Z/dr(m — Vi(r))pi(r), (5.3.1)
i=1

which is the two component generalisation of Eq. (2.3.7). Taking from the outset the exter-
nal potentials Vj(r) = V;(z) = 0, this procedure yields well-defined planar density profiles

pi(2), with z normal to the surface, from which the surface tension can be calculated.
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Figure 5.5: As in Fig. 5.1 but now €13/¢17 = 1.035 and Ra/R;1; = 1.0. In this symmetrical
case there is no crossover line between two types of oscillatory decay and no cusp in the
FW line. Note the perfect symmetry about the line £ = 0.5. The tie lines are horizontal

in this case.

5.3.1 Density profiles

In order to calculate the equilibrium density profiles across the free interface we follow
the procedure used in chapter 3 for the free interface profiles within Landau theory, i.e.
we take the functional derivative of (5.3.1) which, using (5.2.2) and in the absence of an

external field yields the Euler-Lagrange equation
2
i = piga(pi(z1)) + Z/drzﬂj(zz)%‘jﬂrl — r2l), i=1,2. (5.3.2)
j=1

fiia is the chemical potential of species i in an ideal gas, Bu;a(pi) = In(A3p;) (A; is the
thermal de Broglie wavelength). Eliminating the chemical potentials in favor of the bulk

coexisting densities ,02’ that were found from the calculation of the binodal we have:

2
pi(z1) = pt eXP[Z/drz(P? — pj(z2))vij(Jr1 — raf)], i=1,2 (5.3.3)
j=1

This coupled pair of equations can be solved self consistently for the density profiles of

the two species. The results for a mixture of Gaussian particles representing a mixture of
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polymers of length ratio 2:1 are shown in Fig. 5.6. The striking feature is the development
of pronounced oscillations in the density profile of the larger species, p;(z) for states well
removed from the critical point. Closer inspection shows that for states C,D.E and F both
density profiles p1(z) and p2(z) exhibit non-monotonic decay into the bulk phase which
is rich in species 1. On the other side of the interface, approaching the bulk phase rich
in species 2, magnification shows that both p;(z) and p2(z) are non-monotonic for states
D,E and F. For states A and B, closer to the critical point, there is no sign of oscillations

on either side of the interface.

This is not the first time that damped oscillatory density profiles have been calculated
for fluid-fluid interfaces treated by DFT. Evans et al. [49] found that the planar liquid-
vapour density profiles for a one component square-well fluid treated by means of non-local
weighted density approximation for repulsive forces exhibited oscillations on the liquid side
of the interface provided the thermodynamic state lay sufficiently far from the bulk critical
point. The oscillations we find for species 1 in the present calculations are considerably
more pronounced than those found in Ref. [49] and resemble those found for the colloidal
profile in a recent DFT study [50, 51] of a model colloid-(ideal) polymer mixture in which
colloid-colloid and colloid-polymer interactions are hard-sphere like. The oscillations were
found in both the colloid and polymer profiles but only on the colloid rich side of the
interface. Here we find, for a range of thermodynamic states, oscillations on both sides
of the interface. Moreover these oscillations arise for a system in which the interparticle

potentials are very soft and are treated by means of the simplest mean field DFT.

In the original analysis of oscillatory one-body density profiles p(z) at the liquid-vapour
interface it was shown [49] that oscillations should occur when the bulk fluid, in that case
a liquid, lies on the oscillatory side of the FW line. The latter divides the bulk phase
diagram into regions where the longest range decay of rh(r) is either pure exponential or
(exponentially) damped oscillatory [2]. h(r) = g(r) — 1 is the total pairwise correlation
function of the fluid. It was also argued that the wavelength and the decay length of
the oscillations in p(z) as z — oo (deep into the bulk phase) should be identical to those
characterizing the asymptotic decay (r — oo) of rh(r) [49]. In order to understand the
genesis of oscillations in p1(z) and py(z) for our present model we calculated the FW line
for the bulk mixture, now defined as the line in the phase diagram where the leading
asymptotic decay of all three pairwise correlation functions h;j(r), 1 < 4,5 < 2, crosses

over from monotonic to oscillatory; these FW lines are shown in Figs. 5.1 — 5.5. Details of
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Figure 5.6: The equilibrium density profiles of species 1, the larger particles (top figure),
and species 2 (lower figure), at the planar interface between coexisting fluid phases for
states specified in Fig. 5.1, i.e. a mixture of two polymers with length ratio 2:1. For state
A near the critical point, the interface is broad whereas far from the critical point, states E
and F, the interface becomes much sharper. Oscillatory profiles are found for states C-F.
The insets show magnifications of regions where the profiles exhibit oscillations. Note that
the profiles of both species decay into a given bulk state with the same decay length and,
when oscillatory, the same wavelength. The amplitude and the phase do depend on the

species.
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Figure 5.7: Equilibrium density profiles of species 1 for the symmetric mixture with
€12/€11 = 1.035 and Raa/R1; = 1.0 whose phase diagram is given in Fig. 5.5. The density
profiles are calculated at total bulk densities pR3; = 6,8,11,14 and 16 (from bottom to top
in the left hand phase). The density profiles of species 2 are merely reflections of these
profiles in the line z/R1; = 25.6.

the calculations are described in Sec. 5.4. Here it suffices to say that we find oscillations
on both sides of the interface when the tie lines intersect both sides of the binodal at
points which lie above the two intersections of the FW line (this has two branches) with
the binodal, i.e. states D,E and F in Fig. 5.1. A similar situation occurs for the more
symmetrical case €15/€17 = 1.0 and Rgy/Rj; = 0.8, shown in Fig. 5.4. However, for the
more asymmetrical cases in Figs. 5.2 and 5.3 where the right hand branch of the FW line
lies very close to the x = 1 axis and therefore intersects the binodal at very high densities,
oscillations are observable at fairly low pressures on the side of the interface rich in species
1 (small x) whereas for the side rich in species 2, very high pressures are required before

the oscillations arise.

For the perfectly symmetrical mixture Ros/R11 = 1.0, whose phase diagram is shown
in Fig. 5.5, the binodal and the FW line are symmetric about x = 0.5 and the density
profiles p1(z) and p2(z) are simply reflections of each other — see Fig. 5.7. Because of the

symmetry, if oscillations occur in the profiles on one side of the interface they must occur
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on the other side. As can be seen from Fig. 5.5, the intersection of the FW line with the
binodal is at a total density not very far above the critical density and oscillatory profiles
should occur for pR3; > 6.5. However for states not too far above the intersection of the
FW line and the binodal the amplitude of the oscillatory contribution to the profile is
often small making it difficult to distinguish this contribution in the numerical results.
The general theory of the asymptotic decay of correlations in fluid mixtures with short
ranged interparticle potentials predicts [52] that the longest range decay of the profiles

should be

pi(2) = p} ~ plAiexp(—agz) ,z— o0 (5.3.4)

on the monotonic side of the FW line and
pi(2) — p? ~ plA;exp(—dapz) cos(ayz — ;) ,z — oo (5.3.5)

on the oscillatory side. Equivalent relations apply for z — —oo, with the appropriate
identification of the bulk densities pf. The decay lengths o Land ag I and the wavelength
of oscillations 27w /ay are properties of the bulk fluid and are the same for both species
(see Sec. 5.4). Only the amplitudes A; and A; and, for oscillatory profiles, the phase 6;
depend on the particular species. Our numerical results are consistent with these general
predictions. Note that on the FW line ap = &g and that for states near this line both

types of contribution must be taken into account.

5.3.2 Surface tension

Having calculated the equilibrium density profiles at the free interface, these can be used
to obtain the surface tension of the interface. The latter is defined as the excess grand
potential per unit area and can be written as
oo
Y = / d=(P + w(2)) (5.3.6)
—o0
where P is the bulk pressure at coexistence and w(z) is the grand potential density obtained
from Egs. (5.2.2) and (5.3.1) with V() = 0. The reduced tension v* = 3yR? is plotted in
Fig. 5.8 for the interfaces corresponding to Fig. 5.6, i.e. the phase diagram of Fig. 5.1. We
have chosen to plot v* versus the order parameter (pll”A — pl{’B)Rz{’l, where pz{’A is the bulk
density of species 1 in phase A, rich in species 1 and pl{’B is the same quantity in phase

B, poor in species 1 [53]. On approaching the critical point simple mean-field arguments
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Figure 5.8: The reduced surface tension v* = ByR}, calculated for the planar interface
between coexisting fluid phases in the system specified in Fig. 5.1, i.e. a mixture of two
polymers with length ratio 2:1. (p?’A — pI{’B)R:{’l, the difference in density of species 1
between bulk phases A and B, and « vanish at the critical point. The circles are the

results of our calculations and the solid line joining these is a guide to the eye.

imply that +* should vanish as (p?’A — ,OI{’B)3 and this is confirmed by our numerical results
— see also Fig. 8.6 which displays results for a closely related fluid, namely a binary fluid
composed of particles interacting via pair potentials which model the interaction between
star polymers. A similar plot of v* for the perfectly symmetric mixture is displayed in
Fig. 5.9. Note that for a given value of (pli’A — p?’B)R:{’l, ~* is significantly larger for the
asymmetric mixture (Fig. 5.8).

We can obtain an estimate for the surface tension of a phase separated mixture of
‘polymers’ by choosing v* = 5, corresponding to a state well removed from the critical
point, "= 300K and R;; = 20nm. We find v = 52uN/m, a value one order of magnitude
greater than that calculated and measured for a colloid-polymer mixture [53], but two
orders of magnitude smaller than the tensions of simple atomic fluids near their triple

points.

Further insight into the factors which determine the surface tension in our binary

mixtures can be obtained by working with linear combinations of the density profiles
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Figure 5.9: The reduced surface tension v* = 3yR3, calculated for the planar interface
between coexisting fluid phases in the perfectly symmetric system specified in Fig. 5.5.
(pl{’A — pI{’B)R:fl, the difference in density of species 1 between bulk phases A and B, and
~ vanish at the critical point. The circles are the results of our calculations and the solid

line joining these is a guide to the eye.

p1(z) and p2(z). The total number density N(z) and a local concentration variable C(z),

the surface segregation, may be defined for a fluid-fluid interface by

N(z) = pi(z) + p2(2) (5.3.7)

where z is the concentration of species 2 in the bulk liquid phase. These variables are
normally introduced for a liquid-gas interface. For the situation were the ‘gas’ phase has
a non-zero density, the integral over C'(z) diverges. When the densities of both phases are

comparable, C(z) should be replaced by the symmetrized segregation [54]

b,A b,A
a2(p1(2) — py") —a1(p2(2) — py
where the a; are given by

b,A b,B
Pi  — P

b,A b, A b,B b,B-
(Pl + Py )—(Pl + po )

i=1,2. (5.3.10)

a; —
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Figure 5.10: The top graph a) shows the function A(z) obtained from the density profiles
shown in Fig. 5.6. A(z), defined by Eq. 5.3.9, measures the surface segregation at the
interface. Below it in b) is plotted (w(z) + P), the integral of which is the surface tension.
Each set of curves correspond to state points A-F on the phase diagram (Fig. 5.1); the
most oscillatory refers to state F. Apart from the scales on the y-axes the two sets of
curves are almost identical, demonstrating that the surface tension arises primarily from
concentration fluctuations. The total density N(z) = p1(2) + p2(z), shown in the inset to

a), has very different variation from the surface tension integrand.

with A and B referring to the two coexisting phases. Clearly a; + a2 = 1. A(2z) may also
be expressed as

AGz) = 1) =) = arlpa() = 57) (5:3.11)
a1ag

The integral of A(z) yields the thermodynamic function I's 1, i.e. the relative adsorption

of species 2 with respect to species 1 [54]:
oo
FQJ = CLQ/ dZA(Z) (5312)
—00
Thus A(z), which has the dimension of number density, measures the variation of local
concentration through the interface. Fig. 5.10 shows a plot of A(z) calculated from the

profiles in Fig. 5.6. Below it is displayed (w(z) 4+ P), the integrand of Eq. (5.3.6) which
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Figure 5.11: The top graph a) shows the function (w(z) + P) for the symmetric mixture
obtained from the density profiles shown in fig. 5.7, the integral of which is the surface
tension. Below it in b) is plotted the total density fluctuation variable N(z) = p® — N(z).

Apart from the scales on the y-axes the two sets of curves are almost identical.

gives the surface tension. Both functions are only non-zero in the interfacial region. The
similarity between the two sets of curves shows that the major contribution to the surface
tension comes from concentration fluctuations at the interface rather than from fluctua-
tions of the total density since N(z) has a very different form — see the inset to part a) of

the figure.

The situation is quite different for the perfectly symmetric mixture considered in Fig.
5.5. Because of the symmetry exhibited by the density profiles, asA(z) = p? — N(2), where
ol = pl{’A + pg’A is the total density in both bulk phases. In Fig. 5.11 we compare plots of
the surface tension integrand (w(z)+ P) and the function N(z) = p? — N(z) corresponding

to the density profiles of Fig. 5.7. It is clear that the two sets of curves are very similar.
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5.4 Asymptotic decay of correlation functions and the

Fisher-Widom line

In this section we describe the asymptotic decay, r — oo, of the total pairwise correlation
functions h;j(r) in our model mixture and the determination of the FW line. The basic
procedure follows that in [52]. In Fourier space the Ornstein-Zernike (OZ) equations for

hi;(r) in terms of the pairwise direct correlation functions ¢;;(r) of a two component liquid

are:
- Nij(q)
hii(q) = =122 5.4.1
where h;;(¢) is the three-dimensional Fourier transform (FT) of /(7). The numerator is
given by
Ni(g) = énlq) + p5(ela(q) — énn(q)éx(q))
Nyo(q) = é22(q) + 5 (e12(q) — é11(q)é22(q))
Ni2(q) = ¢i2(q) (5.4.2)
and
D(q) = [1 = phen ()]l — phéaa(q)] — plphéta(q) (5.4.3)

Inverting the FT, and noting that ﬁij (q) is even we can write:

1 o0 N
T’hi]‘(’l”) = 471_2@_/ dqqelqrhij(q)

1 o o Nii ()
= — gr 4 4.4
4724 /_OO dq ge D(q) (5.4.4)

which can be evaluated by contour integration [52]. From Eq. (5.2.5) it follows that within

our mean-field treatment of the GCM
. N 3
¢ij(q) = —puij(q) = —B?‘l'?R?jEl‘j exp(—Rquz/él) (5.4.5)

and the singularities of fzij (¢q) are simple poles. Choosing an infinite radius semi-circle in
the upper half of the complex plane, we obtain
1 o
rhi; (1) > Rieln (5.4.6)

T o
n

where RY is the residue of qNi;(q)/D(q) for the nth pole at ¢ = gy,. The ¢, are solutions of

D(q,,) = 0 and there is normally an infinite number of poles. If a pole lies on the imaginary
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axis, ¢, = tap, it contributes a pure exponential term of the form exp(—agr) to the sum
in Eq. (5.4.6). Poles lying off the imaginary axis occur in conjugate pairs ¢, = ta;1 + idp
and such a pair contributes a damped oscillatory term of the form exp(—agr) cos(ayr — )
to the sum in Eq. (5.4.6). The longest range decay of h;;(r) is determined by the pole or
the conjugate pair of poles with the smallest imaginary part. If ag < &g the longest range
decay is monotonic (pure exponential), otherwise it is damped oscillatory. Since all three
ﬁij(q) have a common denominator D(q) all three h;;(r) decay ultimately with the same
decay length and wavelength; only the residues depend on the particular species and these
determine only the amplitudes and phases of the leading order decay [52, 55]. Similar
arguments [52] apply for the one-body density profiles in a binary mixture and give rise to
Egs. (5.3.4) and (5.3.5). The ay, & and «; appearing in these equations are determined
by the poles of ﬁij (q) — as described above.

The FW line alluded to earlier is the cross-over line in the phase diagram where ag =
@g. As the fluid-fluid spinodal corresponds to points in the phase diagram at which the
pure imaginary pole vanishes, i.e. ag = 0, cross-over from oscillatory to monotonic decay
must occur before the spinodal is reached which implies that the FW line lies below the
spinodal in the (p,x) plane. By calculating the zeros of D(q), i.e. the first few poles, for a
range of state points it is straightforward to map out the FW lines displayed in Figs. 5.1
- 5.5.

For the first three cases, Figs. 5.1 — 5.3, the dashed FW line has two separate branches
terminating in a cusp at low total density p.,. As the mixture is made more asymmetric,
i.e. Roa/R11 decreases, the right hand branch lies closer to the axis z = 1. On the left
hand branch the crossover (at fixed p > p¢,) is from longest range oscillatory decay with
wavelength 27 /a1 &~ 2R1; to monotonic decay. Whereas on the right hand branch it is
from monotonic to oscillatory with wavelength &~ 2R2s. For p < p., there is a separate
crossover line, denoted by the solid line in the bottom right corner of Figs. 5.1 — 5.3. On

each side the long range decay is given by
rhij(r) ~ flij exp(—aor) cos(ar — bi5) + /Zlij exp(—agr) cos(a) — ng), r—oo (5.4.7)

where oy &~ 7/Ry1 and o) = 7/Ra2. To the left of the line &y < & while on the right,
Qo > ayp, i.e. there is crossover from oscillatory decay with one wavelength to oscillatory
decay with another wavelength when &g = ag. At the cusp, where the two branches of

the FW line meet the new line, the pure imaginary (monotonic) pole ag = ag = Q.
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Making the mixture more symmetric shifts the cusp to smaller x and for Ras/R11 >
0.707 there is no cusp in the FW line and the new crossover line, separating regions with
different types of oscillatory decay, is absent — see Figs. 5.4 and 5.5. Further details of the

pole structure which gives rise to the crossover lines are given in Appendix B.

To the best of our knowledge this is the first time that the FW line has been mapped
out for a binary mixture exhibiting fluid-fluid phase separation of the type displayed
here! and it is important to inquire how robust results based on the simple RPA (5.2.2)
might be. For the pure GCM the comprehensive study of Louis et al. [39] showed that
for €* = 2 the radial distribution functions g(r) obtained from the hyper-netted chain
approximation (HNC) were virtually indistinguishable from Monte Carlo data at reduced
densities pR3 = 0.1,0.5 and 2.0. These authors also argued that the HNC should become
exact in the high density limit and suggested that the HNC pair correlation function should
provide an (‘exact’) reference against which other approximations might be gauged. In this
spirit we compare, in Fig. 5.12, the RPA results for ¢g(r) with those obtained from our own
HNC calculations at reduced densities pR® = 2,4 and 6 (see also Fig. 4.2). As the density
is increased the correlation hole is reduced and the degree of particle overlap increases
leading to a g(r) which is closer to that of the ideal gas [39]. For pR® = 2 the RPA result
lies well below the HNC for /R < 0.4, i.e. in the central overlap region. However, for
pR3 = 6 the two closures yield very similar results for all except the smallest separations
r. What is more significant for our present purposes is that for all three densities the
simple RPA result is very close to that of the HNC for large separations, i.e. r/R 2 0.8.
In particular, the oscillations in g(r) are very well captured by the RPA — see inset to Fig.
5.12. This implies that the RPA provides a rather accurate account of the asymptotic
decay of g(r) and therefore of the leading pole? in ﬁ(q), at least for reduced densities 2> 2.
But this is the range of (total) densities most relevant in determining the FW lines in the
mixtures (see Figs. 5.1 — 5.5) so we are confident that our results for the latter should be

qualitatively correct.

!Previous studies have focused on models such as the RPM and the Yukawa-RPM, designed for ionic

fluids — see Ref. [56] and references therein.
2L.R. Croft (private communication), made an accurate comparison between the HNC and RPA poles

for the one component GCM. It was found that the dominant HNC pole is very similar in value to that
obtained from the analytically tractable RPA. This study showed that retaining only the leading pole
contribution yields an excellent fit to g(r) for 7 down to the position of the first maximum. For the method

used to calculate the leading pole from numerical solutions of the HNC see Ref. [57].
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Figure 5.12: The radial distribution function g(r) for a pure fluid of Gaussian particles
with €* = 2 and radius R, calculated at reduced densities pR® = 2,4,6 (from bottom to
top). For each density the dotted line is from the HNC result and the solid line is that of

the RPA closure. The inset shows a magnification of the oscillations.

Further evidence for the existence of the new oscillatory-oscillatory crossover line comes

from considering the low density approximation

cij(r) = fij(r) = exp(—Pu(r)) —1 (5.4.8)

where f;;(r) denotes the Mayer function. We calculated the zeros of D(q), Eq. (5.4.3),
using this approximation and found a crossover line approaching p = 0, x = 1, similar to
that shown in the bottom right corner of Figs. 5.1 and 5.23. Finally we should remark
that in Ch. 8.3 we describe in greater detail the accuracy of the RPA in comparison to the
HNC for determining the fluid structure (pair correlation functions) and thermodynamic
properties of a binary mixture of particles interacting via potentials mimicking the effective

interaction between star-polymers in solution.

3Very recently an oscillatory-oscillatory crossover line was found for binary hard-sphere mixtures treated
in the Percus-Yevick approximation and for a binary mixture of hard rods in one dimension treated exactly

(R. Roth, private communication).
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5.5 Discussion

In this chapter we have calculated the properties of the planar interface between two
coexisting fluid phases in the binary GCM using the simplest mean-field free energy func-
tional (5.2.2). We considered various choices of the size ratio Res/R;1, employing the rule
(5.2.14) for the range parameter Rj3. It is the positive non-additivity embodied in (5.2.14)
which drives the demixing in Figs. 5.2 — 5.4 since the corresponding energy parameters
favour mixing, i.e. €]; = €5, > €],. The surface tension in these systems is governed by the
segregation A(z), which measures the local relative concentration in the interface, rather
than by the local total density N(z) — see Fig. 5.10. For comparison we also considered a
symmetric system with Rgo/R11 = 1.0 and €}y > €]; where the demixing is driven by en-
ergy considerations. Symmetry then dictates that the phase diagram is symmetric about
x = 0.5 (Fig. 5.5) and the surface tension is governed by N(z) — see Fig. 5.11. However,
in all the cases we considered, plots of the reduced surface tension «* versus the order
parameter (,oli’A — pl{’B)R‘(fl showed similar behaviour as those in Figs. 5.8 and 5.9 with ~*

vanishing at the critical point as (pl{’A - p?’B)

3. Beyond mean-field the exponent should
be replaced by the ratio 2v/3, where v denotes the correlation length and ( the coexis-
tence curve (order parameter) critical exponent, respectively. As we expect the critical
behaviour of this system to lie in the Ising Universality class, for which 2v/3 ~ 3.9, the

curves in Figs. 5.8 and 5.9 should, in reality, be flatter near the origin.

The most striking aspect of the results presented in this chapter (Figs. 5.6 and 5.7) is
the presence of pronounced oscillations in the interfacial density profiles for certain ther-
modynamic states. We accounted for the occurrence of damped oscillations in terms of
general arguments involving the asymptotic decay of the bulk pairwise correlation func-
tions h;j(r), i.e. by means of an analysis of the leading poles of Bij(q) and determination
of the FW lines which parallels earlier DFT treatments of interfaces [49, 50, 51]. The
oscillations arise from packing effects which are still present in these soft core systems.
Although our present mean-field functional (5.2.2) should provide reliable estimates for
ap and ay and, hence, for the decay length and wavelength of the oscillations (see Eq.
(5.3.5)), it is not clear that it will yield reliable amplitudes A;. The latter depend on the
strength and extent of the inhomogeneity rather than on properties of the bulk phase.
Thus for states such as E and F in Fig. 5.1, which are very far from the critical point and

deep in the oscillatory region of the phase diagram, the theory must treat density profiles
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that decrease from py R}, ~ 9 to extremely low values p1 R3; =~ 0.03 over a distance of
about 2R;; (see Fig. 5.6). One could expect the the functional (i.e. the RPA) to fail
in the very low density region. The situation seems rather more favourable for species 2
(Fig. 5.6) where pa R}, > 0.3 throughout the interface for all states. However, even for
state F, the oscillations in pa(z) are extremely weak! The total density N(z) is, of course,
large throughout the interface and shows only mild variation for all states (see inset to
Fig. 5.10). But the theory must be able to describe the individual profiles. These exhibit
a degree of inhomogeneity which is higher than for the pure GCM near a hard-wall where
the functional performs well [39]. We believe that a more refined DFT, which incorpo-
rates a more accurate treatment of low densities, might yield smaller amplitudes for the

oscillations in p1(z) without altering significantly their decay length and wavelength®.

For the present system, the development of oscillatory density profiles for the free
interface seems to be determined by the location of the FW line. However, this does not
always seem to be the case. In Monte Carlo simulations of a liquid-metal described by a
classical pair potential model [58, 59, 60], very pronounced oscillations on the liquid side of
the planar liquid-gas interface were found, and the development of the oscillations seems
unrelated to the location in the phase diagram of the FW line. This model was constructed
in order to suppress the melting temperature 7;, relative to the critical temperature T,
ie., Tp,/T. < 0.2, and in these circumstances the surface tension can be large. The
high surface tension results in a rather ‘stiff” interface, and this seems to be the origin of
the strongly oscillatory density profiles near the interface. We can therefore distinguish
two factors which need to be considered when analyzing oscillatory free interface density
profiles: Firstly, one can envisage that if an interface is particularly ‘stiff’, then oscillatory
profiles can arise near to the interface, in a way somewhat analogous to the profile of a
fluid at a hard planar wall. These oscillations are determined by the stiff interface, rather
than the location of the FW line. However, a second, slightly different consideration is the
asymptotic decay of the density profiles, which is determined by the leading order pole in
the structure factor, and in this case the location of the FW line determines whether the
decay is oscillatory or monotonic, i.e. no matter how stiff the interface is, if one is on the

monotonic side of the FW line, the ultimate asymptotic decay of the density profiles will

“A.J. Masters (private communication) has made such a modification and used this to investigate the
interfacial profiles of a binary mixture of particles interacting via repulsive parabolic potentials. He finds

the modification does reduce the amplitude of the oscillations.



5.5 Discussion i

be monotonic.

All approximate DFT treatments omit the effects of capillary-wave fluctuations of the
interface [7]. Incorporating the latter usually requires some ad-hoc prescription. The
standard procedure is to assume that DFT furnishes the ‘bare’ or ‘intrinsic’ profiles —
which might be oscillatory, as in the present case, and that fluctuations can be unfrozen
on these. At the simplest level one performs a Gaussian smearing of the profiles over the
interfacial thermal roughness &, . If the profile has an oscillatory tail with the form of
Eq. (5.3.5) one finds the wavelength 27/ and decay length g L are unaltered but the
amplitude is reduced by a factor exp[—(a? — a3)¢? /2] [52, 61]. As we have seen, aq is an
intrinsic property of the bulk fluid and is approximately 7/R1; or m/Rg2. The roughness
¢, depends on the interfacial area L2 and on the external potential, e.g. gravity, that might
be present at a real planar interface. If we ignore the latter éﬁ = (2737) ' In(Kmaz/ Kmin)
where K4, and K,,;, are the upper and lower cut-off wavenumbers for the capillary wave
fluctuations [7]. We may take K, = 27/L, and Kyap = 27/ where £ = dal is the
bulk correlation length. It follows that the amplitude of the oscillations in the density
profile should be reduced by a factor (Lx/g)—w[wl/do)Z—ll where w = (4747£%)7! (see Eq.
(3.7.10)) is the standard dimensionless parameter which measures the strength of capillary
wave fluctuations. Clearly the larger the value of w, i.e. the smaller the surface tension +,
the more damped are the oscillations. What is significant about this formula is that the
amplitude is predicted to have a power-law dependence on the interfacial area L2. This
prediction has been examined by Toxvaerd and Stecki [62] (see also [59]) in molecular
dynamics simulations of a liquid-liquid interface. Their model is an equi-molar binary
mixture in which the 11 and 22 interatomic potentials are identical, both are (truncated)
Lennard-Jones, whereas the 12 potential is purely repulsive. Thus their model mixture
resembles the symmetric case in our present study. For small L, the density profiles
reported in [62] exhibit oscillations similar to those in Fig. 5.7. The oscillations appear
to be insensitive to the length of the simulation box (perpendicular to the interface) but
their amplitude depends on the area L2 of the box. Increasing L, reduces the amplitude
in a manner that is consistent with power law decay [62] lending support to the picture of
‘Gaussian unfreezing’ of fluctuations on an intrinsic profile that is oscillatory.

It is important to consider the various length scales in the problem. For the mixture
in Ref. [62] we expect & ~ o, the Lennard-Jones diameter, and «; ~ 27 /o for states

well-removed from the critical point where pronounced oscillations are observed. ¢ would
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be a few A if we were modeling an atomic mixture. In our present GCM we have in mind
polymers where the radius of gyration Ryp; is, of course, much longer. Nevertheless, it is
evident that the absolute length scales cancel out in the combinations (a;/dg)? — 1 and w.
Thus one might expect similar power-laws for the damping of oscillations with interfacial
area. Detailed estimates depend on the precise values of the reduced tension v*, &g and
a1. As an illustration we consider the symmetric case of the GCM with total bulk density
pR3}, = 14 where the oscillations are fairly well pronounced — see Fig. 5.7. At coexistence
we find a1 Ry1 = 4.69, agR11 = 1.34 and the reduced surface tension v* = 17.1 which
implies w = 8.37 x 1073 and (a1 /&p)? — 1 = 11.3. Thus the exponent in the power-law
is —0.1, implying that the amplitude of the oscillations is only weakly damped by the
capillary wave fluctuations. If we repeat the calculation for the interface simulated by
Toxvaerd and Stecki [62], using their values d&go = 0.28, ajo = 6.98 and 7* = Byo? = 2.7
we find a much stronger damping: the exponent is —1.4. For the liquid-vapour interface of
a simple one-component fluid near its triple point the corresponding exponent is usually
estimated to be about —3. In other words our present binary GCM exhibits a particularly
‘stiff” interface for those states where the the oscillations in the mean-field treatment are
pronounced. Of course, these states are far from the critical point and correspond to very
high total densities and very high surface tensions. One does not normally observe such a
situation at the liquid-vapour interface of the one-component fluid since the triple point
(solid phase) intervenes. (Note that the liquid-metal model mentioned earlier [58, 59, 60],
is constructed so that the triple point is far removed from the critical point, allowing for
high liquid-gas surface tensions). There should be no solid phases in the relevant high-
density region of the phase diagram of the binary GCM. This suggests that computer

simulations of the fluid-fluid interface might be very revealing®.

SWe note that A.J. Masters and P.B. Warren (private communication) have performed dissipative
particle dynamics (DPD) simulations of a model binary mixture of particles interacting via repulsive
parabolic potentials. They find oscillatory density profiles. An earlier DPD simulation study, Ref. [63],
describes the model and the technique and examines the validity of mean-field theory for the pure fluid

and the mixture, see also Ref. [64].



Chapter 6

Wetting in the Binary Gaussian
Core Model

Using a simple mean-field density functional approach we investigate the adsorption of
a binary fluid mixture of repulsive Gaussian core particles at a repulsive planar wall.
For certain choices of wall-fluid potential we find a first-order wetting transition, and the
accompanying pre-wetting line, whereby the fluid phase rich in the larger species completely
wets the interface between the wall and the fluid phase rich in the smaller species. We show
that in the complete wetting regime the film thickness diverges as | ~ —lpIn(x — Teoes. ),
where (T — Teoex.) 1S the deviation in concentration x of the smaller species from the bulk
binodal, for all the (short ranged) wall potentials we have considered but the amplitude ly

depends on the precise details of these potentials.

6.1 Introduction

This chapter is concerned with the adsorption at a purely repulsive planar wall of the
binary mixture of Gaussian particles, treated within the same (RPA) density functional
approximation that was used in Ch. 5 for the planar free interface. We shall build upon
the ideas introduced in Ch. 3, in our (Landau theory) analysis of wetting transitions
for simple one-component fluids. For one-component fluids we find that a suitable order
parameter in the description of wetting transitions is the adsorbed film thickness [. For
binary fluids, one could derive a Landau free energy of the form (3.1.2), where the order

parameter ¢(r) is in this case the concentration of one of the components in the binary

79
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fluid. Thus we could expect the (Landau theory) analysis of Ch. 3 to apply also for the
wetting behaviour of binary fluids. This is indeed what we find in the present DFT theory
for wetting in the binary GCM, and we analyze our results in terms of effective interface
potentials such as Eq. (3.6.5), generalised for the description of a binary fluid. We show
that for certain choices of wall-fluid potentials, a first-order wetting transition occurs from
partial to complete wetting of the interface between the wall and the fluid phase rich in
species 2 by the fluid phase rich in species 1. The transition is induced by decreasing the
total density p of the bulk mixture. Within the complete wetting regime the thickness of
the wetting film diverges logarithmically with [x — Zcper] (Which plays the role of du in
Eq. (3.6.5)), where x denotes the concentration of species 2 and e, its value at bulk
coexistence, for all the (short-ranged) wall-fluid potentials that we investigate. However,
the length scale associated with the film growth depends sensitively on the details of these
potentials. We also find a critical wetting transition when the decay-length of the wall-fluid

potential is particularly short.

6.2 The model mixture and choice of wall-fluid potentials

Recall from Ch. 5 that the GCM binary mixture is specified by the pair potentials between

particle species ¢ and j. These are given by the Gaussian form
vij(r) = eijexp(—r?/R}) (6.2.1)

where €;; > 0 denotes the energy and R;;, which is approximately the radius of gyration
of the polymer, determines the range of the ¢j interaction; 1 < 4,5 < 2. We employ a
simple mean field form for the intrinsic Helmholtz free energy functional, F[{p;}], of the
inhomogeneous mixture, Eq. (5.2.2). As described in Ch. 5, the functional defined by Eq.

(5.2.2) generates the random phase approximation for the pair direct correlation functions:
(2)
ij

we work with the grand potential functional

¢;i’ (r1,re) = cg)(\rl —13]) = —pv;;(Jr1 —ra|), for all inhomogeneities. In the present study

lio)] = Fllol - Y [ el - Vitw)lpto) (6:2:2)

where V;(r), i = 1,2, is the external potential acting on species 7 and pu; is the chemical

potential of that species. An obvious choice of wall-fluid potential is a Gaussian wall with
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a form analogous to (6.2.1):

00 z2<0
BVi(z) = (6.2.3)
A;exp[—(z/Ri)?] z >0,
where z is the distance from the wall and A; > 0 is an amplitude and we investigated the
wetting behaviour of such a model system. Recall that complete wetting by a liquid in
a typical one-component fluid may occur at an attractive wall when the bulk gas phase
is close to coexistence. Then a film of the liquid phase is adsorbed at the wall whose
thickness diverges on approaching coexistence [11]!. For the GCM binary fluid we sought
wetting at the wall by one of the demixed fluid phases. More specifically, the bulk fluid
phase was chosen to be that rich in species 2, the smaller particle, (see Fig. 6.1) and we
sought complete wetting by the fluid phase rich in species 1 by calculating the density
profiles p;(z) and adsorption

ro= [ s o), (6.2.4)

where pi-’ = p;(00) is the bulk density of species i, on paths corresponding to decreasing x
towards Zcees. (the bulk binodal point) at fixed total density p. The profiles are obtained by
minimizing the functional (6.2.2). With the wall potential given by (6.2.3) and amplitude
ratios As/A; which are not far removed from unity one does not find a transition to
complete wetting. However, if one chooses the wall potentials to be of the same Gaussian
form, but now with the same decay length A for both species:
00 z2<0
BVi(z) = (6.2.5)
A;exp[—(z/A)?] z >0,
one does find a transition to complete wetting. By making the decay length of the wall-
fluid potential the same for both species one has set the decay length measured on the
scale of the smaller of the two species of particles to be longer ranged. The result is
an effective attraction between the wall and the larger of the two species which ensures
that the smaller species of particles is depleted more strongly from the wall than is the
larger. This is in spite of the fact that all the intrinsic particle-particle and wall-particle

potentials are repulsive. (Note that although the potentials of Eq. (6.2.3) also generate an

'A first-order wetting transition and the accompanying pre-wetting were first obtained by J.W. Cahn
[65] and by C. Ebner and W.F. Saam [66]
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Figure 6.1: The phase diagram for a mixture of Gaussian particles, equivalent to a mixture
of two polymers with length ratio 2:1 — i.e. the same as Fig. 5.1. p is the total density
and z is the concentration of the smaller species 2. The inset shows a magnification of
the pre-wetting line, meeting the binodal (solid line) tangentially at the wetting point,
for a wall potential given by Eq. (6.2.7) with A\/Rj; = 1. The lower point denotes the
pre-wetting critical point. The path in the phase diagram marked C is at fixed pR3; = 7.0
along which the density profiles in Fig. 6.3 are calculated. The path marked D is at fixed
pR3}, = 8.8 along which the profiles in Fig. 6.2 are calculated. This path intersects the

pre-wetting line.

effective attraction this appears to be insufficiently strong to drive the transition). As a
consequence of this attraction one finds that if the bulk fluid is a phase poor in the larger
species, but is near to phase separation, then a wetting film of the coexisting phase, rich in
the larger particles, may grow on the wall provided p is sufficiently low. Complete wetting
is not limited to this particular form of the wall potential. For example, an exponentially

decaying wall potential of the form

00 2 <0
BVi(z) = (6.2.6)
Aj exp|—z/A] z >0,

also yields complete wetting. The effective attraction has the same origin as for Eq. (6.2.5).
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The studies of Louis et al. [19, 39] have considered a wall-fluid potential of the form
BV (z) = exp(—z/R)/(z/R) for the one component Gaussian core fluid. This form was
motivated by the effective wall potentials obtained from inverting Monte Carlo simulation
density profiles of self avoiding walk polymers at a hard wall, i.e. the density profile of
the Gaussian core fluid at a wall potential of the form SV (z) = exp(—=z/R)/(z/R) mimics
the polymer center of mass profile at a hard-wall. The obvious generalization to the two
component fluid is to set GV;(z) = exp(—=z/Ri;)/(z/Ri;). With this choice of wall potential
one does not observe complete wetting; the situation is the same as for the Gaussian wall
potential of Eq. (6.2.3). Not surprisingly, if one chooses the wall potentials to be of the
same form but with both having the same decay length A:

00 z2<0
Bi(2) = (6.2.7)

Ajexp[—z/A]/[z/\]  z2>0
with A; o< R;;, then one observes complete wetting for sufficiently low p, approaching
the bulk critical (consolute) point. For those models where complete wetting occurs, one
finds that as one moves up the binodal, away from the critical point, there is a ‘wetting
point’, above which partial wetting occurs; one finds a thin layer, at most two particle
diameters thick, adsorbed at the wall. The location of the wetting point on the binodal
is dependent on the details of the wall potential. As the transition is (usually) first-order
there is a pre-wetting line descending to lower p from the wetting point. This line is a
tangent to the binodal at the wetting point, and ends in a critical point away from the
binodal, see the inset to Fig. 6.1. The pre-wetting line is a line of a first order surface
phase transitions [11]. For a path in the phase diagram intersecting the pre-wetting line,
the film thickness grows very slowly until the pre-wetting transition where there is a jump
in the film thickness. Inside the pre-wetting line the wetting film thickness increases and
finally diverges at the binodal. For a path which lies below the pre-wetting critical point,

the film thickness increases continuously; there is no jump.

6.3 Results of calculations

6.3.1 First-order wetting transition

We illustrate the wetting characteristics for a particular choice of the parameters specifying

the binary GCM and for a given choice of the parameters specifying the wall potential
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(6.2.7). We chose the pair potential parameters €17 = €32 = 2kpT, €12/€11 = 0.944,
Rg2/R11 = 0.665 and R12/R11 = 0.849, which is equivalent to a mixture of two polymers
with length ratio 2:1 — i.e. corresponding to the phase diagram in Fig. 5.1, some of which
is reproduced in Fig. 6.1. This binary mixture demixes at sufficiently high total densities,
p = p1+ p2, with a lower critical point at (., p.R3;) = (0.70,5.6) (see Fig. 6.1), where x is
the concentration of species 2, the smaller particles. Fig. 6.1 is a typical binary GCM phase
diagram. We have marked on it the wetting point and the pre-wetting line calculated for
the wall potential given by Eq. (6.2.7), with A\/R1; = 1, and amplitudes A; = 1 and Az =
Raa/R11 = 0.665. The wetting point is at (z, pR3;) = (0.957,8.93). Descending from the
wetting point is the pre-wetting line ending in a critical point at (z, pR3;) = (0.949, 8.50).
This line is very short (in p) and lies very close to the binodal. The wetting point and the
pre-wetting line are determined by analysing the density profiles and the adsorption I'y;

the latter exhibits a discontinuous jump at the pre-wetting transition.

Fig. 6.2 displays some typical density profiles for states approaching the binodal, along
path D in Fig. 6.1, at a constant bulk density pR3; = 8.8 intersecting the pre-wetting
line and Fig. 6.3 displays some typical density profiles for states along path C in Fig. 6.1,
at a constant bulk density pR$; = 7.0. Since this lower density lies below that of the
pre-wetting critical point, the wetting film grows continuously as x is decreased towards
Zeoer.- In Fig. 6.4A T'q, the adsorption of species 1, corresponding to the density profiles in
Fig. 6.3, is plotted against the logarithm of the deviation |x — Zces.|, from coexistence. In

the limit z — I'; as defined by Eq. (6.2.4), is proportional to the thickness [ of the

coex.s
wetting film, i.e. 'y ~ { (p?’A — pll”B), where pf{’A is the bulk coexisting density of species 1
in phase A, rich in species 1 and pl{’B is the same quantity in phase B, poor in species 1.
I'1, and therefore [, increase linearly with — In(z — Zces.)-

In Fig. 6.4B T'; is plotted along the constant density path pR3, = 8.8 (path D in Fig.
6.1), corresponding to the density profiles in Fig. 6.2, which intersects the pre-wetting line.
The jump in I'y occurs at the intersection with the pre-wetting line. As x — zf,_,, I'1
and [ diverge logarithmically.

These results, along with those for several other choices of potential parameters, point
to a classic first-order wetting scenario equivalent to that described in Ch. 3, see Fig.
3.4. Reducing p corresponds to increasing T and (r — Xcper.) plays the role of du. The
general trend is: the larger the range A in Eq. (6.2.7), the further is the wetting point

from the consolute point. Reducing A shifts the wetting point towards the consolute point
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Figure 6.2: The density profiles of species 1, the larger particles, adsorbed at a wall
with external potential given by Eq. (6.2.7) with A\/R1; = 1, calculated along a path of
constant total density, pR}, = 8.8, i.e. path D in Fig. 6.1 (from left to right the profiles
refer to z = 0.955,0.9547,0.9546, 0.9545,0.9544,0.9543,0.9542 and 0.95419, where z is
the concentration of species 2. Zcper. = 0.95418431). The thickness of the adsorbed film
increases slowly as = decreases until the pre-wetting transition, when there is a jump
between x = 0.9546 and 0.9545, (marked J) in the profile, and then the thickness of the

adsorbed film increases continuously as x — x}__ , indicating complete wetting. The inset

coex.?

shows the density profiles of species 2 for the same values of x.

and for sufficiently small values there can be a crossover to a critical wetting transition.
For example, when A\/Rj; = 0.125, and amplitudes A; = 1 and Ay = Res/R11 = 0.665,
the wetting point moves well below that for \/Rj; = 1.0, to (z, pR3;) = (0.88,6.9) and
there is no indication of a pre-wetting transition. The adsorption I'; appears to diverge
continuously (as —In(p — py ), where p,, is the value of the total density at the wetting
transition) as we reduce p along the binodal. Further work is required to determine how
crossover to critical wetting depends on A and whether other choices of wall-fluid potential
will also lead to critical wetting. Note that crossover to critical wetting with decreasing

(exponential) wall decay length was observed in a generalization of the Sullivan [67, 68]
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Figure 6.3: The density profiles of species 1, the larger particles, adsorbed at a wall with
external potential given by Eq. (6.2.7) with \/R1; = 1, calculated along a path of constant
total density, pR3; = 7.0, i.e. path C in Fig. 6.1 (from left to right the profiles refer to
x = 0.99,0.95,0.9,0.89,0.886, 0.8855, 0.885446, 0.885442 and 0.8854416, where z is the
concentration of species 2. Zcper. = 0.885441572). The thickness of the adsorbed film

increases continuously as z — z indicating complete wetting. The inset shows the

coex.?
density profiles of species 2 for the same values of x. Note that species 2 is depleted from

the region adjoining the wall.

model for a one-component fluid with Yukawa fluid-fluid attraction [69, 15].

6.3.2 Thickness of the wetting film

In this subsection we focus on the details of how the thickness [ of the wetting film diverges
for different choices of wall-fluid potentials. Recall from Ch. 3 that in the mean-field de-
scription, as is used in the present study, of wetting for a typical one-component fluid whose
interparticle potential is short-ranged (potential with finite support, Yukawa, exponential
or faster decay) [ diverges as —lgIn dp, where 6 = (fcoer. — i) is the difference in chemical
potential from bulk coexistence, provided the wall-fluid potential is also short ranged [11].

The prefactor [y, i.e. the length scale determining the logarithmic growth, depends in a
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Figure 6.4: Plots of the adsorption of species 1, I'1, at a wall with external potential given
by Eq. (6.2.7) with A/Rj; = 1, along two paths of constant total density as a function
of the logarithm of the deviation from bulk coexistence, In(x — Zcper.). Fig. A refers to
the path pR3; = 7.0, labeled C in Fig. 6.1, corresponding to the density profiles in Fig.
6.3, which lies below the pre-wetting critical point. Fig. B refers to the path pR3, = 8.8,
labeled D in Fig. 6.1, corresponding to the density profiles in Fig. 6.2, which intersects the
pre-wetting line. The jump in I'; occurs at the intersection. On approaching the binodal

I'; increases linearly with —In(x — Z¢pez.) in both A and B.

subtle way on the relative ranges of the wall-fluid and fluid-fluid interparticle potentials. If
the former decays exponentially with distance from the wall one must compare the decay
length with &, the bulk correlation length of the (liquid) phase which is wetting [11, 15].
The amplitude Iy will be determined by which length is longer. On the other hand, for
Gaussian wall-fluid attraction or for a wall-fluid potential with finite support, one expects
the only relevant length scale to be &,,. How does this phenomenology carry over to the
present situation of the binary GCM near a wall?

We begin by noting that for all models where we find complete wetting the calculated
adsorption I'; and film thickness [ diverge as —In(z — Zcper.). For the case of Gaussian
wall-fluid potentials, Eq. (6.2.5), we find that regardless of the wall decay length A, [ ~
—&w In(T — Teper. ), 1-6. the amplitude is &, the bulk correlation length in phase A, rich in
species 1, which is wetting the wall-phase B interface. It is important to define the bulk

correlation length £ of a binary mixture. This is the exponential decay length describing
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the (common) asymptotic decay of the three partial pairwise total correlation functions
hij(r). & can be obtained from the poles of the Fourier transform of h;;(r) [52] (see the
description of the calculation of poles in the GCM in Ch. 5.4). All three h;;(g) have the
same set of poles: g, = ftaj + iag. It is the pole with the smallest imaginary part ag
that dominates the decay of h;;(r) as r — oo and it is this pole that determines the bulk
correlation length: € = 1/ag. For the path labeled C in Fig. 6.1, the coexisting (wetting)
phase A is at (z, pR3;) = (0.458,5.30) for which &,,/R11 = 0.905.

A different scenario occurs for a wall potential of the form given by Eq. (6.2.6). Now we
find that the wetting film thickness still grows logarithmically as a function of (z — Zcez.),
but the amplitude [y is no longer necessarily the bulk correlation length of the wetting
phase, &,. Rather we find that | ~ —lpln(z — Zcper.) Where Iy depends on A, the wall
potential decay length. When A < &, lg = £, but when A > &, l[o = A. The variation of
lo with A for both types of wall is shown in Fig. 6.5.

These results can be accounted for by considering the following expression for the
surface excess grand potential per unit area (or effective interface potential) of a GCM

subject to a wall potential whose decay is exponential, Eq. (6.2.6):
wer(l;2) = wh? — W) 4 v 4 + yap + ae™5 4 be ™V  O(e7 28w =20 (6.3.1)

which is Eq. (3.6.5) suitably generalised for a binary fluid. v, 4 is the surface tensions of
the wall-phase A interface, y4 p that of the free A-B interface and a and b are coefficients
that depend on p [11, 15]. Eq. (6.3.1) is valid for a complete wetting situation; minimisation
of we, with respect to [ yields the equilibrium film thickness [ for a given undersaturation

wbB is the grand potential per unit volume in bulk phase B at given

($ - xcoe:c.) 2
chemical potentials z1 and s, while w4 is the corresponding quantity in phase A at the

same chemical potentials. To lowest order in the chemical potential deviations:

R N R A TR A A T (6:3.2)

bA

where, as previously, p,”" denotes the bulk coexisting density of species ¢ in phase A etc.

Since dpi = (i — Hicoer.) X (T — Teoex.), to lowest order, it follows that the first term on

®Note that Eq. (6.3.1) is appropriate for fluid states where the wetting phase (A) at bulk coexistence
lies on the monotonic side of the FW line. This is the case for path C in Fig. 6.1. If the wetting phase
lies on the oscillatory side of the FW line the term in exp(—I/&,) should be multiplied by a factor of

cos(ail + ¢), where a; is the real part of the dominating pole and ¢ is a phase factor — see Ref. [70]
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the right hand side of Eq. (6.3.1) is proportional to (z — Zceez.). If A < &, the term in
exp(—I/&,) dominates and minimisation yields [ ~ —&, In(x — Zcper.) Whereas if A > &,
the other exponential dominates and | ~ —AIn(z — Zcper. ). When the wall potential is a
Gaussian, Eq. (6.2.5), the term in exp(—[/)) is absent from we, and minimisation yields
[~ =&y In(x — Teper.) for all A.

Eq. (6.3.1) is not appropriate to the wall potential given by Eq. (6.2.7), i.e. the damped
exponential. Although [ diverges logarithmically for all choices of A and Iy = &, for
A < &2, when X > &,, [y is equal to neither £, nor A, but is a monotonically increasing
function of A, see Fig. 6.5. For A/R11 2 5, ly increases linearly with A but with the slope
< 1. This implies that the relevant term in Eq. (6.3.1) is not of the form bexp(—I/A).
Rather it should be b exp(—I/)\'), where the length X ~ 0.7A. Whether such a form for
wez(l; ) can be derived by the methods of Ref. [15] starting from the full binary mixture

density functional, Eq. (5.2.2), remains to be seen.

6.4 Concluding remarks

We have shown that the binary GCM subject to purely repulsive, short-ranged, wall-fluid
potentials can exhibit a first order wetting transition, with the accompanying pre-wetting,
similar to that found in systems where the fluid-fluid and wall-fluid potentials are explicitly
attractive. Our results illustrate the ubiquity of wetting transitions and related interfacial
phenomena. The wetting transition in the present case is driven by an effective attraction
between the wall and the larger species of Gaussian core particle, which arises from the
fact that the wall potential is longer ranged on the scale of the smaller particles than
on the scale of the larger, leading to strong depletion at the wall of the smaller species.
Generating sufficient effective attraction between the wall and one of the particle species
for a wetting transition to be observed is not only achieved by setting the wall decay length
to be the same in both wall potentials. One could achieve sufficient effective attraction
between the wall and species 1 by setting the amplitude, Ay (see Egs. (6.2.5) — (6.2.7)), of
the potential acting on the smaller species 2 to be much larger than A;. We also showed
that the precise form of the decay of the wall potential determines the amplitude [y of
the thickness, [, of a wetting film. For an exponentially decaying wall-fluid potential with

decay length A\, Eq. (6.2.6), [y is determined by the larger of &, the bulk correlation length

3We do not include very small values of A where the wetting point might lie below pR3; = 7.0.
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Figure 6.5: The pre-factor [y of the wetting film thickness (I ~ —lpIn(x — Zcper.)) versus
the wall potential decay length A. In all cases the density profiles were calculated along
the constant density path pR3; = 7.0 (path C in Fig. 6.1). For the Gaussian wall (o)
lp = &, the bulk correlation length of the wetting phase, independent of A. For the
exponential wall (A) Iy = &, for A < &, and Iy = A for A > &,. For the wall potential
BVi(z) = Ajexp(—2z/A)/(z/A), 2 > 0, (o) lp = &, for A < &, but has a complex variation
for A > &,. The results for the three choices of potential do not appear to depend on the
amplitudes A;.

in the wetting phase, and ), i.e. the effective interface potential Eq. (6.3.1) provides an
accurate description of the relevant length scales. However, for a wall potential of the

form (6.2.7), a new length scale may enter which is neither &, nor .

Our results are based upon what is arguably the simplest density functional theory,
namely the mean-field functional (5.2.2), that one might contemplate for any binary fluid
mixture. That such a simple theory should predict such rich wetting behaviour is pleasing,
but we should inquire how our results might be changed by utilizing more sophisticated
functionals. The study of Louis et al. [39] indicated that for a one-component GCM near
a repulsive wall of the type (6.2.7), the mean-field functional yields density profiles close
to those from a functional which generates the HNC closure of the wall-particle Ornstein-

Zernike equation. (Recall that for the bulk structure of the one-component GCM, the
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HNC closure gives results almost indistinguishable from simulation data [39]). For the
binary GCM there are, as yet, no simulation or theoretical results against which we can
test those of the present functional. However, for high total density situations we expect
the random phase approximation and the functional (5.2.2) to be reliable for this soft core
fluid. We speculate that the location of the wetting point might depend sensitively on the
details of the free energy functional but that the gross features of the interfacial phase
behaviour should be captured by the simplest treatment.

The theory we have presented is strictly mean-field; capillary-wave fluctuations are
omitted in this as well as in other, more refined, density functional approaches to wetting.
There is a rich phenomenology associated with these, in particular for systems with short-
ranged forces [11, 15, 18]. It would be of some interest to examine fluctuation effects in
the present model of a binary mixture, especially for those choices of parameters where a
critical wetting transition occurs 4.

Finally we note that in recent studies of a model colloid-polymer mixture at a hard
wall, Brader et al. [50, 51, 71] found layering transitions at points on the binodal, above the
wetting transition point. Although the binary GCM exhibits oscillatory density profiles
at the free fluid-fluid interface (see Ch. 5), similar to those found in Refs. [50, 51, 71], we
do not find any layering transitions in the present model, i.e. the transition from partial
to complete wetting is not accompanied by the pre-cursor layering. Layering transitions
are associated with many body terms in the effective one-component Hamiltonian for the

colloids [50, 51, 71]. Analogous terms are not expected in the present case.

4As we noted in Ch. 3.7, in treatments based on an effective interface potential, it is the dimensionless
parameter w = (4nBva,p¢2)"", where v4 5 is the surface tension, which determines the strength of
fluctuation effects. For critical wetting transitions even the exponents depend on w [11, 18]. For the

present model it might be possible to vary w over a large range by tuning the parameters of the potentials.






Chapter 7

Solvent Mediated Interactions and
Solvation Close to Fluid-Fluid

Phase Separation

We apply a general density functional approach for calculating the force between two big
particles immersed in a solvent of smaller ones to calculate the solvent mediated (SM)
potential between two big Gaussian core particles in a binary mizture of smaller Gaussian
particles, a simple model of polymers in solution. Within a simple mean field free energy
functional, which generates the random phase approximation (RPA) for the bulk pair direct
correlation functions, the binary solvent exhibits fluid-fluid phase separation and we show
that the theory for calculating the SM potential captures effects of thick adsorbed films sur-
rounding the big solute particles. For a single big particle there is a first order thin-thick
adsorbed film transition and in the thick film regime, i.e. for solvent state points lying close
to the binodal, on the side where the solvent is poor in the species which is favoured by
the big particles, we find extremely attractive, long ranged SM potentials between the big
particles whose range is determined by the film thickness. For state points away from the
binodal in the thin film regime or above the ‘wetting point’ the SM potentials are short
ranged and less attractive. We show that the effects of the thick adsorbed films around
the big particles are not included when the SM potential is obtained from the big-big ra-
dial distribution function gw(r), calculated using the RPA closure to the Ornstein-Zernike
equations. In the region of the solvent critical point we also find extremely attractive SM

potentials whose range is now set by the bulk correlation length in the binary solvent and
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which increases and eventually diverges for state points approaching the critical point. We
calculate the excess chemical potential of the big solute particle in the binary solvent as a
function of the concentration of one of the smaller species and show that this quantity also
reflects the formation of thick adsorbed films. The form of the excess chemical potential
and, hence, the solvation for the soft Gaussian core fluid is contrasted with that expected

for a hard core solute.

7.1 Introduction

Effective interactions between big particles immersed in a solvent of other (smaller) par-
ticles play a key role in liquid state physics. For multicomponent fluids of different sized
particles it is often useful to describe the fluid by an effective Hamiltonian, often a sum
of effective pair potentials between the big particles, having integrated out the degrees
of freedom of the small particles [72]. This approach is particularly useful in the case
of colloidal systems, where the colloidal component is usually dilute and its size is very
much larger than that of the particles constituting the solvent. The DLVO potential for
charge stabilized systems [73], the hard-sphere potential for sterically stabilized systems
[22] and the depletion potential for mixtures of colloids and non-adsorbing polymers [74]
and for asymmetric binary mixtures of hard spheres [3] are well-known examples of ef-
fective potentials. In general the form of the effective solvent mediated (SM) potential
between two big particles will depend on the nature of the solvent and the details of the
solvent-particle interaction. However the range of the SM potential should be determined
by the range of correlations in the solvent of small particles. If the solvent is composed
of (small) particles interacting via short-ranged forces (potentials that are of finite range
or that decay exponentially, or faster, with interparticle separation) bulk pairwise correla-
tions decay exponentially with a correlation length that is of order the size of the solvent
particle, provided the solvent is not in a near critical state. Thus, for any thermodynamic
state that is well removed from solvent fluid-fluid phase coexistence we expect to find
short-ranged SM potentials.

In this chapter we examine the situation which arises when two big particles are im-
mersed in a solvent that is close to fluid-fluid (liquid-gas or liquid-liquid) phase separation.
Here we expect correlations in the solvent to take on a different character which should

be reflected in the form of the SM potential. There are two distinct mechanisms to be
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considered. First, critical fluctuations of the solvent, associated with a diverging corre-
lation length, will give rise to long-ranged forces between plates or big particles [75, 76].
Such ‘critical Casimir forces’ are expected to induce flocculation of colloidal particles sus-
pended in near-critical solvents. For a mesoscopic, field-theoretic description of these
critical Casimir forces see Refs. [77, 78, 79, 80, 81]. The second mechanism for generating
long ranged SM potentials is that associated with the growth of thick adsorbed ‘wetting’
films around sufficiently big particles. If one of the solvent phases (species) is preferentially
adsorbed on the surface of the big particles, then on approaching the binodal from the
phase which is not preferentially adsorbed, a thick adsorbed layer can grow around the big
particles. At a planar surface, where complete wetting can occur, the thickness of the wet-
ting film can eventually diverge (become macroscopic) as the bulk binodal is approached
and we have seen examples of this in the last chapter. In the case of big particles, thick
adsorbed films will develop but, because of the finite radius of curvature, the adsorbed
films will remain of finite thickness even at bulk coexistence [11]. The presence of such
‘wetting’ films should induce long-ranged attractive forces between the big particles which
could also be relevant for flocculation in colloidal systems. Indeed aggregation of colloids
in a binary mixture of 2,6-lutidine and water has been observed experimentally by Beysens
and co-workers, reviewed in [82] (see also [83, 84, 85, 86]), and by Maher and co-workers
[87, 88, 89], for state points of the solvent which are near to phase separation. Although
there is still much debate about the interpretation of these experiments and the precise
roles played by ‘wetting’ films, critical fluctuations and by screening effects in the case of
charged colloidal particles [90, 91], it is accepted that adsorbed films have an important
influence on the behaviour of these systems. In charged systems the adsorbed layer is

supposed to be responsible for screening the surface charge on the colloids [90, 91].

There have been several attempts to develop theories of ‘wetting’ induced SM in-
teractions. Much of this work is motivated by the experimental studies of flocculation
phenomena and is summarised in Ref. [92]. A Ginzburg-Landau description [93], an in-
terface potential approach [94, 95] and an interface displacement approach based on a
sharp-kink description of the solvent density distribution [92] have been employed. The
latter two approaches suggest that ‘wetting’ films adsorbed around the big particles can
result in bridging transitions of the adsorbed phase between the two big particles, a phe-
nomenon closely related to capillary condensation, and this could result in the flocculation

of the big particles. Note that bridging is observed in computer simulations of a two di-
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mensional, microscopic model of lipid-protein interactions [96] and the effective attraction
between the big particles resulting from such bridging has been discussed in some detail
[97, 98]. Although well-suited to very big particles where very thick films can develop,
and to systems where dispersion forces dominate, the approach of Ref. [92], which inputs
an idealized density distribution for the solvent particles, is less well-suited to situations
where the size of the solute particles is not vastly bigger than those of the solvent particles,

so that the adsorbed films are thinner, and where dispersion forces do not dominate.

There are, of course, many microscopic theories based upon integral equation ap-
proaches for calculating SM potentials. For general asymmetric solute-solvent mixtures
Amokrane and co-workers [99] have investigated various closure approximations, includ-
ing those which input bridge functions from density functional theory. The SM potential
Wip(r) is obtained from the relation gy (r) = exp[—B(vpp(r) + Wip(r))], where gpy(r) is
the big-big radial distribution function in the limit of infinite dilution of the big parti-
cles. wupp(r) is the direct (bare) potential between the pair of (big) solute particles and
6 = (kBT)fl. Integral equation approaches are successful for solvent thermodynamic
states well away from phase separation, but as we shall argue later, theories based upon
the Ornstein-Zernike (OZ) equations do not usually include the effects of thick adsorbed
films and therefore cannot describe properly the SM potential for states near bulk coexis-

tence.

Our present approach is based on a general microscopic method, using density func-
tional theory (DFT). It implements the procedure for including correlation effects in
the solvent developed in the calculation of depletion potentials for hard-sphere mixtures
[4, 48, 3]. The theory makes no assumption about the form of the density distributions so,
in principle, it should apply for all (fluid) states, including those close to the critical point
where a sharp-kink approximation is inappropriate. The procedure is as follows: We first
fix one big particle at the origin and then calculate the equilibrium density profile(s) of
the solvent particles in the external potential due to the big one, i.e. we incorporate the
presence of the ‘wetting’ film if we are near coexistence (or the long range decay of the
density profile(s) if we are near the critical point). We then obtain the SM potential by
inserting a second big particle using the potential distribution theorem [3, 100, 101, 102].
This second step requires a density functional that can describe reliably a mixture of the
solvent and big particles in the limit of vanishing density of big particles [3]. It is not easy

to construct suitable functionals but there has been progress. For example, the Rosenfeld
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functional [103] for additive hard sphere mixtures was used successfully to calculate de-
pletion potentials for both additive [3] and non-additive [48] cases, over a wide range of
size ratios. However, in additive hard-sphere mixtures fluid-fluid demixing does not occur
[23].

Here we investigate SM potentials using the simple RPA functional, that has been
used throughout this thesis for a mixture of soft core repulsive Gaussian particles, which
we believe is also capable of treating mixtures with large size asymmetries. The RPA
is surprisingly accurate for the GCM when the fluid density is sufficiently high. We
introduced the one-component Gaussian core model (GCM) in Ch. 4. Since the GCM
pair potential is purely repulsive the one component fluid does not separate into two fluid
phases. However, a binary mixture of two different sized GCM particles, treated using
the mean-field DFT which generates the RPA for the mixture, does separate into two
fluid phases (see Ch. 5) and exhibits wetting transitions (see Ch. 6) for certain, purely
repulsive, planar walls. Our strategy is to treat, by DFT, a ternary GCM mixture in which
the density of the biggest (repulsive) Gaussian particles pg — 0. This allows us to study
the effects of solvent critical fluctuations and of thick adsorbed films on the SM potentials

between two of the biggest particles in terms of a particularly simple model.

This chapter is arranged as follows: In Sec. 7.2 we describe the DFT procedure used
to calculate the effective solvent mediated potentials and the RPA functional. Sec. 7.3
describes numerical results and some approximate analytical results for the density profile
and SM potential between two big Gaussian particles immersed in a single component
fluid of smaller GCM particles. We also investigate solvation by calculating pi®, the
excess chemical potential of a single big particle in this solvent by two different routes,
thereby testing the consistency of the functional. In Sec. 7.4 we present the results for the
SM potential between two big GCM particles immersed in a binary fluid of smaller GCM
particles. We perform the calculations at state points approaching the binodal, in order
to determine the effect of thick adsorbed films on the SM potential. The SM potential
becomes long ranged, the length scale being set by the thickness of the adsorbed film
rather than the sizes of the solvent particles, and strongly attractive. This is in spite of all
the direct particle interactions being repulsive. For certain state points we observe thin-
thick transitions of the adsorbed film and these result in discontinuities (jumps) in the
SM potential and in the derivative of " as a function of the concentration of the smaller

species. Thick adsorbed films have a significant effect on the nature of the solvation. In
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Sec. 7.4.5 we calculate the SM potential along a thermodynamic path which approaches the
critical point. Here we find long ranged attractive SM potentials associated with the long
correlation length in the solvent. Sec. 7.5 discusses the pros and cons of the test particle
and OZ routes to the calculation of gy, () and, hence, of the SM potential. We show that
the former route is equivalent to the DFT procedure we employ in earlier sections and that
the OZ route, which uses the RPA direct pair correlation functions cg) (r) = —Bui(r),
where v;;(r) is the pair potential between species i and j, does not incorporate the effects
of thick adsorbed films and yields, therefore, much less attractive SM potentials. We
also discuss the overall consistency of the test particle route by considering the radial

distribution functions g;;(r) in a ternary mixture. Finally in Sec. 7.6 we make some

concluding remarks and discuss the consequences of our results.

7.2 Theory of the solvent mediated potential

7.2.1 General formalism

We follow the presentation in Ref. [3] and consider a multicomponent fluid mixture in the
grand ensemble, where ¢ labels the different species, each with chemical potential p;. The
potential distribution theorem [100, 101, 102] relates the partition function =(ry; {p;}; T)
after a particle of species b has been inserted into the fluid at ry, to the partition function
Z({p;}; T), the external potential V,(r) and the one body density profile py(r) of species

b before insertion:

By {pi}; T) = explBVi(rs) — Bus]Ajpn () =({ps}; T), (7.2.1)

where A, is the thermal de Broglie wavelength of species b and 3 = (kgT)~!. We are
particularly interested in the case where subscript b labels the big particle species (although
Eq. (7.2.1) applies for all species) and where the external potential V;(r) is that due to
another big particle, species a, i.e. the case where Vj(r) = vgp(r), the a-b pair potential.
Then py(r) is the density profile of species b due to a particle of species a treated as an
external potential. However, V;(r) could be the external potential arising from any fixed

object, such as a wall [3]. Combining Eq. (7.2.1) with a well known result from DFT [7, 3]

Adpy(r) = exp[Bpy — BVh(r) + i (x: {pi}), (7.22)
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which is the multi-component generalization of Eq. (2.3.13), we can express the one-body
direct correlation function cél)(r; {wi}) of species b as
E(rp;{ui ;T
A ) = m (STt
E{uih;T)
= OUpiy;T) — B vp; {pi}; T). (7.2.3)

ie. —ﬂc,()l)(r; {u;}) is the change in grand potential {2 due to inserting a particle of species
b into the fluid at rp, subject to an external potential V;(r) = vg(r) exerted by a particle
of species a. From this result we can determine the quantity Wey(ry) (without loss of
generality we set r, = 0), which is the difference in the grand potential of the fluid
between the situation where the test particle (species b) is near the fixed particle (species

a) and when it is deep in the bulk, r, — oc:

BWap(ry) = BQry; {pi}: T) — BTy, — o0; {pi}: T)
= Y (ry — o0; {u}) — SV (xn; {m})- (7.2.4)

If we evaluate Wyy(ry) in the low density limit of species b, p) — 0 (i.e. p — —00),
where we have only a single particle of species b, then Wey(r3) is the SM potential W (rp)
between the particle b and the fixed object (particle) a [3, 23]:
,BWab(I') == lim Wab(r)
pip——00

= " (r = o0i {im Yy — —00) — o (vi {ig}ijip — —00).  (7.2.5)

As emphasized in Ref. [3], only the density profiles of the species i # b around the fixed
particle a enter into (7.2.5). This simplifies greatly the calculation of the SM potential
since the density profiles {p;z(r)} have the symmetry of the potentials arising from the
fixed particle a. If the latter are spherically symmetrical, i.e. v4;(r) = v4i(r), @ # b, then

so are the the density profiles p;(r) which enter into the calculation of cl()l)(r).

7.2.2 Application of the RPA functional

In order to calculate the SM potential from (7.2.5) we use DFT methods to obtain c,(jl)(r)
[3]. Here we employ a particularly simple, approximate mean field Helmholtz free energy
functional, which is surprisingly accurate for the GCM. The functional is the RPA func-

tional which we used in chapters 5 and 6 to calculate inhomogeneous density profiles for
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planar interfaces in a binary GCM fluid:
FlipH = Fulli] Z [ [ ar’ o) oy @y =, (726)

where p;(r) is the one body density profile of species i and v;;(r) is the pair potential
between particles of species i and j (both ¢ and j run over all the species). The ideal gas

part of the free energy functional is
Fial{pi}] =3 Z/dr pi(r) In(A3p;(r)) — 1], (7.2.7)

where A; is the thermal de Broglie wavelength of species i. In density functional theory

the one body direct correlation function is given by the generalization of Eq. (2.3.14):

Dy = g0Flpid] — Fialtpil])
(r) B e (7.2.8)

which for the functional (7.2.6) gives:
— Z/dr’ pi(r’) Buy(|r — r']). (7.2.9)

Taking the limit p) — 0 in (7.2.9) and substituting into (7.2.5) gives the following result
for the SM potential:

BW g (r Z/dr pu (') = p%) Bug, (Jr — 1]). (7.2.10)

Here p! refers to the bulk density of species v, where v denotes all the small species,
v # b. The density profiles p, (r) entering into (7.2.10) are those calculated around a single
particle of species a, fixed at the origin and exerting an external potential on species v. We
calculate these density profiles for the external potentials V,,(r) = v, (r) by minimizing

the grand potential functional
ovlin)] = #lo) = 3 [ e n @), - Vi) (7.2.11)

using (7.2.6) for the Helmholtz free energy functional. The effective potential between two

identical big particles is then the sum of the bare interaction vy, () and the SM potential:

ot (r) = v (r) + Wig(r). (7.2.12)
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Recall that the Helmholtz free energy functional (7.2.6) is that which generates the RPA

for the pair direct correlation functions since

D) = — ﬁ52(f {pi}] — Fial{pi})
v dpi(r)dp;(r)
= D(r—r')) = —Buy(jr —r')). (7.2.13)

The RPA accounts well for bulk pair correlations at high densities.

7.3 Results for a one-component solvent

In this section we determine the SM potential Wy, (r) between a pair of big particles (b),
immersed in a single component solvent of small particles (v = s). This involves calculating
first ps(r), the density profile of the small particles around a single big particle, i.e. we

minimize the functional (7.2.11) which, using (7.2.6), yields the Euler-Lagrange equation

ps = Vi(r) + 7 InA3p,(r) + /dr’ps(r’)vss(]r—r’]), (7.3.1)

where V,(r) = vps(r). Substituting for the chemical potential 5 in terms of p?, the bulk

density of species s, we obtain

0= o)t (20} & [l - pupualie—rl) (732

S
for the equilibrium inhomogeneous density profile. We discuss solutions of this equation

before describing results for Wy, (), obtained by substituting ps(r) into Eq. (7.2.10).

7.3.1 Solvent radial distribution function by test-particle route

In this subsection we consider the situation where the external potential is that due to a
small particle s identical to the small particles in the fluid around it, i.e. Vs(r) = vss(r) =
vss(r). In this situation the solution to Eq. (7.3.2) is ps(r) = p2g(r) where g(r) is the bulk
radial distribution function of the pure fluid of species s. Introducing the total correlation

function h(r) = g(r) — 1, Eq. (7.3.2) can be expressed as:
h(r) = —Buss(r) + h(r) — In(1 + h(r)) — pg/dr'h(r')ﬁvss(]r—r’]). (7.3.3)
We compare this to the bulk Ornstein-Zernike (OZ) equation, Eq. (2.2.1):

hr) = 2y + p° / dr’h(r)e? (|r — r']), (7.3.4)
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and note that omitting the second and third terms on the right hand side, Eq. (7.3.3)
reduces to the OZ equation with the RPA (7.2.13) for the pair direct correlation function.
Recall also that the HNC closure, Eq. (2.2.3), is given by [1]:

cike(r) = —Buss(r) + h(r) —In(1 + h(r)), (7.3.5)

and it follows that Eq. (7.3.3) has the form of the OZ equation (7.3.4) with the HNC
closure for the pair direct correlation function outside the integral and the RPA closure
inside the integral. When Eq. (7.3.3) is solved self-consistently then the resulting h(r)
will be neither that resulting from the HNC closure nor that from the RPA. As noted in
Ch. 4, Lang et al. [37] and Louis et al. [19] have shown that the HNC approximation is

quasi-exact for a GCM fluid, where the particles interact with a pair potential given by
Uss(r) = €ss exp(—rQ/st). (736)

Since we are interested in the regime where Eq. (7.3.6) models the interaction between the
centers of mass of polymer chains, we set €55 = 2kpT and the length scale Rss equal to the
radius of gyration. In this case the HNC closure to the OZ equation for h(r) reproduces the
Monte-Carlo results very accurately [19, 37]. Furthermore, the RPA, cgl))A(r) = —Pvss(r),
becomes increasingly accurate at sufficiently high densities, p?R3, > 5 — see Fig. 4.2. On
solving Eq. (7.3.3) at these densities we find that the resulting h(r) resembles closely that
from the HNC closure (7.3.5). Motivated by this observation, we expect solutions to Eq.

(7.3.2) with a larger sized Gaussian particle as the test particle to be rather accurate.

7.3.2 Density profile of small GCM particles around a single big GCM

particle

We now set the external potential V;(r) in Eq. (7.3.2) to be that due to a big GCM particle,

located at the origin, exerting an external potential:
Vi(r) = ups(r) = eps exp(—1r2/R2,) (7.3.7)
and we use the following mixing rule for the particle sizes:
R}, = %(R?s + R3). (7.3.8)

This non-additive mixing rule was discussed in Ch. 5 and is what drives the fluid-fluid

phase separation in binary mixtures; as remarked earlier, it is based partly on experience
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from computer simulation studies of effective pair potentials in dilute solutions of polymers
[30]. The quantity Beps = €;, > 0 sets the energy scale. €, ~ 2kgT for polymers of similar
size, but decreases from this value as the size asymmetry between the polymers increases,
reflecting the fact that there is a lower energy penalty for a small polymer coil to sit inside
the coils of a larger polymer.

Having specified the external potential we can solve Eq. (7.3.2) numerically to de-
termine the equilibrium density profile of the small GCM particles in the presence of a
single big GCM particle. This is plotted in Fig. 7.1 for the set of parameters: Ry,/Ri1 =
7.0,Rss/Ri1 = 0.665,¢;, = 0.8,€i, = 2.0, ¢, = 2.0 (the value of ¢, is not actually
used in the calculation of the SM potential), and pQR3$, = 7.0, which using (7.3.8), gives
Rps/R11 = 4.97. (Ry1 can be thought of as the length scale in the problem. It is actually
the size of a different species of small particles that will be introduced in Sec. 7.4). Before
commenting on the form of the density profile, we describe an approximate analytical
solution to Eq. (7.3.2) for a sufficiently big test particle.

A first approximation to the inhomogeneous density profile, ignoring the interaction

term in Eq. (7.3.2), is:
ps(r) == pYexp[—Bups(r)] = pl[1 — Bups(r)], (7.3.9)

where we assumed the term in the exponential is small. This is, of course, not necessarily

the case but it motivates the following ansatz for the small particle density profile:

ps(r) = p) — p*exp(—r*/Ry,), (7.3.10)

where p* is to be determined. If we assume the density profile is of this form and then

substitute it back into Eq. (7.3.2) and perform the Gaussian integrals we find:

2

* * * -
IOS(T) = pg CXP | — €ps exp(_TZ/ngs) + 7T3/2655R3:0 eXp(ﬁ)] (7311)
Rbs + Rss

where
1 1 1

= = = + = 7.3.12
R?  RZ - RZ ( )

When Ry, ~ Rps > Rss then R ~ Ry, and expanding in Eq. (7.3.11) to O(Rss/Rps)?, we

obtain:

ps(r) = plexp|— (e, — 723 R3,p*) exp(—1*/R}) |. (7.3.13)
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Provided (e}, — /%€, R3,p*) is small then
ps(r) = pd|1 = (e, — 7%l Rp") exp(—r®/RY,) | (7.3.14)

which is of the same form as Eq. (7.3.10), with p* = (e, — 75/2¢,R3,p*)pY. This result

S

can be rewritten as

Pt = PG (7.3.15)

1+ Bod,p0

where
B = i,(0) = / drviy(r) = 792 RS, (7.3.16)
is the zeroth Fourier coefficient of the pair potential. Inputting the same pair potential
parameters and bulk density p?R$; = 7.0 as used earlier, Eq. (7.3.15) gives p* R}, = 0.234.
The approximate density profile, Eq. (7.3.10), with this value for p* is plotted (dashed line)
alongside the full solution to Eq. (7.3.2) (solid line) in Fig. 7.1. The value for p* calculated
from Eq. (7.3.15) is much smaller than the non interacting (ideal gas) result ple;, that
would result if Eq. (7.3.9) were the correct solution, i.e. correlations in the fluid have a
significant effect. Note that Eq. (7.3.10) is an approximate solution, but it is correct up to
terms of order O(Rs/Rps)?, and provided the fixed particle is sufficiently big, Eq. (7.3.10)
is a good approximation to the full solution, becoming increasingly accurate as Rgss/Rps —
0. Strikingly, for intermediate values of Rss/Rss it is a very good approximation, as can
be seen in Fig. 7.1.

However, this simple ansatz, Eq. (7.3.10), for the density profile does not describe the
correct asymptotic decay behaviour r — oo, of the small particle density profile. We know
that within the RPA for the one-component GCM, the ultimate asymptotic decay into
bulk of the radial distribution function, gss(r) is always exponentially damped oscillatory
for a pure fluid of GCM particles — see Sec. 5.4. It follows from general considerations

that the density profile ps(r) around the big fixed particle should also be exponentially

damped oscillatory as r — oo [49, 52]. Thus we expect

A
(ps(r) = p2) ~ = exp(—agr) cos(aqr — ), r — oo (7.3.17)

r
where the decay length o ! and the wavelength 27 /aq are the same as those characterizing
the decay of gss(r), while A is an amplitude and 6 is a phase factor which depend on vy, (r).
It turns out that because the external potential due to the big test particle is slowly

varying on the scale of the small particles, the amplitude, A, of the damped oscillatory



7.3 Results for a one-component solvent 105

7.05

6.95

6.65

6.55 L 1 n 1 n 1 n 1 n 1 n 1
0

Figure 7.1: The density profile of small GCM particles, radius Rss/R11 = 0.665, around
a single big GCM particle located at the origin with radius Ry,/R11 = 7.0 (Rps/R11 =
4.97,¢;, = 0.8 and €, = ¢j;, = 2.0) for a bulk density p{R3; = 7.0. The solid line is the
full numerical solution to Eq. (7.3.2) and the dashed line is the approximate analytical
solution, Eq. (7.3.10). In the inset we plot the same data but now In([p? — ps(7)]rR%;)
is plotted versus r/Rj; so that any oscillations in the density profile would show clearly.
None can be seen; numerical noise sets in for r/Rj; > 12. Moreover there is no straight
line tail, which would be indicative of an exponentially decaying tail in the density pro-
file. Rather the decay is effectively Gaussian because the amplitude of the exponentially

damped oscillatory decay term is extremely small — see text.

contribution is very small. Indeed it is impossible to detect the contribution (7.3.17) in
numerical results and Eq. (7.3.10) remains a good approximation to the density profile

even at large separations r.

Although there is no general theory for obtaining A and 6 via the test particle route
we can estimate the amplitude A using the OZ equation. (A more detailed account of
these methods can be found in Ch. 5 and Refs. [49, 52]). The Fourier transformed (FT)
OZ equation for the total pair correlation function hys(r) = gps(r) — 1 = (ps(r) — p2)/p,
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in a binary fluid of big and small GCM particles is (see Egs. (5.4.1) — (5.4.3))

2 s (q)
hps(q) = ; 7.3.18
where the denominator is given by
D(q) = [1— phen(@)][1 — poéss(@)] — pypgcay(a)- (7.3.19)

¢;i(q) is the FT of D , the pair direct correlation function. In the limit of infinite
J (3]
dilution of the big ones, p) — 0, D(q) = [1 — p%¢,s(q)]. Inverting the FT in (7.3.18) we

obtain

1 [ o
rhis(r) = /¢mem%@

¥
A2t J_ o

— ﬁ/_(:dqq exp(iqr)#(éqs)s(q)] (7.3.20)

which can be evaluated by contour integration; the singularities of ﬁbs (q) are simple poles.

As in Eq. (5.4.6), choosing an infinite radius semi-circle in the upper half of the complex

plane, we obtain

1

rhis(r) = 5= > Ry explignr) (7.3.21)

where RY* is the residue of géps(q)/D(q) for the nth pole at ¢ = ¢,. The ¢, are solutions
of D(q,) = 0 and there are normally an infinite number of poles — see Ch. 5. For the
one component GCM fluid there are no purely imaginary poles within the RPA, so the
asymptotic decay is always damped oscillatory.

Calculating the residue of qéps(q)/[1 — p2¢ss(q)] within the RPA, we find for the n't

pole
Rbs Qnébs(Qn)
" —p(—qnR2/2)é55(qn)
209
= oy PRl — RL) /), (7.3.22)
S SSVSS

where we have used the RPA result for the pair direct correlation function:
&ij(q) = — B0y exp(—¢> Ry, /4). (7.3.23)

The pole with the smallest value of «q is the one that gives the leading asymptotic decay

of hps(r). This pole has a; ~ 7/Rss, and |a1| > |ag|, so ¢2 = a2 — a2 + 2ia1ap ~

a? + 2icag. When Ry, > Ry, the real part of the exponential factor in (7.3.22) is ~
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exp(—(mRps/2Rss)?). Inserting the ratio Rps/Rss = 7.47, the value used in the calculation
of the density profile in Fig. 7.1, gives a factor ~ exp(—140) in the residue and thus
in the amplitude of the exponentially damped oscillatory decay term in hps(r). This
implies that the amplitude of the oscillations in hps(r), obtained from the OZ route, are so
small as to be undetectable. The results for the density profile p,(r), obtained from Eq.
(7.3.2), are consistent with this observation, as illustrated in the inset to Fig. 7.1, where
In([p? — ps(r)]rR3,) is plotted against 7. Any oscillations, with a reasonable amplitude,
should be readily visible in such a plot but there is no sign of these before numerical noise
sets in at very large separations. We conclude that the decay of the density profile of small
GCM particles around a single big one is effectively Gaussian and that the approximate

density profile, Eq. (7.3.10), captures much of the physics.

7.3.3 The SM potential

Having determined the density profile of the small particles we can now calculate the SM
potential between two big particles by inserting this profile into Eq. (7.2.10), with v = s,
denoting the single component solvent of small particles. The SM potential plotted in
Fig. 7.2, corresponds to the density profile displayed in Fig. 7.1, i.e. bulk density p{R3, =
7.0. We can also employ our approximate, analytical density profile, Eq. (7.3.10). On
substituting this into Eq. (7.2.10) and performing the Gaussian integrals, we find a simple

formula:

BWg"(r) = —(7/2)*2c},p" R, exp(—r /2R3,), (7.3.24)

for the SM potential in a one component solvent of GCM particles. This result is also
plotted in Fig. 7.2. Since the approximate density profile, Eq. (7.3.10), captures all of
the features of the true density profile (solution to Eq. (7.3.2)) we expect Eq. (7.3.24)
to describe accurately the true SM potential. Indeed, as can be seen from Fig. 7.2, Eq.
(7.3.24) (dashed line) accounts for the numerically calculated SM potential (solid line) very
well for all separations . The SM potential is strongly attractive (Wpyy(r = 0) ~ —45kgT
for pYR3, = 7.0). This large amplitude is associated with the factor p*R3, in Eq. (7.3.24);
this is roughly the number of small particles expelled from the volume of the big one. In
high density states this factor is large and it is this number multiplied by the individual big-
small interaction energy, €, that determines the overall energy scale of the SM potential.

When the small particle bulk density pg is large, p* is only weakly dependent on p?,
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Figure 7.2: The SM potential between two big GCM particles with radius Ry,/R11 = 7.0 in
a pure solvent of small GCM particles of radius R,s/R11 = 0.665 (Rps/R11 = 4.97, ¢/, = 0.8
and €5, = €j; = 2.0) for a bulk density pYR3, = 7.0. The solid line is the numerical result,
Eq. (7.2.10), and the dashed line is the approximate analytical solution, Eq. (7.3.24). Note

the vertical scale; the SM potential is strongly attractive — see text.
ie. p* =~ 6/0% (see Eq. (7.3.15)). The strength of the (attractive) SM potential is an

indication that the big GCM particles will not be very soluble in the fluid of small GCM

particles. We shall return to this issue in Sec. 7.6.
We can also calculate the SM potential between two different sized big Gaussian par-
ticles (a and b) immersed in a pure solvent of smaller ones. The resulting SM potential

should be symmetric under a-b interchange W5 (r) = W"“(r). If we employ the ap-
proximate analytical result (7.3.10) for the profile the symmetry is respected. We rewrite
(7.3.25)

Eq. (7.3.10), using Eq. (7.3.15), for the case where the fixed big particle is species a:
0
Ps

pulr) = 8 = ~ L) =

Substituting in Eq. (7.2.10) it follows that
/ dra(ps(r2) — p2)Bups(fr1 — ra])
(7.3.26)

0
ps[) p0> ﬂ/erUas(I'Q)ﬁ’Ubs(h'l — r2|)

BWE(r1)
N <_ 1+ fo,
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which is easily shown to be identical to SW/*"“(r1), obtained by calculating the profile
around a fixed particle of species b. This symmetry between Wy,(r) and Wy, (r) also
appears to be present in a numerical calculation, using the route outlined in Sec. 7.2.2,
of the SM potential in a pure solvent. However, when the calculation is extended to
that of a binary solvent (i.e. adding a fourth species, of small particles, to the two large
species a, b and the small (solvent) species s already present) we find that when the
binary solvent is near fluid-fluid phase separation, the symmetry Wey,(r) = Wy,(r) is
not respected. This asymmetry becomes evident when there is a significant difference
between the sizes of particles ¢ and b and when the solvent phase is very close to the
fluid-fluid phase boundary. Moreover we believe that the symmetry is not perfect in other
situations, including that where there is a pure solvent, i.e. W5"(r) # W['(r) although

any differences are extremely small. This point is discussed further in Sec. 7.5.

7.3.4 The excess chemical potential of the big particle

A key quantity in the physical chemistry of solutions is the excess chemical potential of
the solute. Within DFT there are different routes to this quantity. The consistency test
for our approximate Helmholtz free energy functional, Eq. (7.2.6), concerns the excess
chemical potential of a single big particle. The potential distribution theorem states that
—ﬂ_lcgl)(r) is the excess grand potential for inserting a particle of species b at r in the
inhomogeneous fluid [3, 100]. It follows that —B_lcél)(oo) = ug®, the p) — 0 limit of the
excess chemical potential of the big particles in a homogeneous mixture of big and small
particles!. In this limit, p) — 0, we set ps(r) = p? (a constant bulk density) in Eq. (7.2.9)

and we obtain the simple result:

per = — 1 (o0) = o0 / dr vg(r) = p20%. (7.3.27)

Of course, the same result is obtained from the free energy of the bulk mixture. The free

energy density of the bulk mixture, see Eq. (7.2.6), is

FURY = Faleh) + 5 30500, (7.3.28)

Note that exp(—Fui®) = lim o

pb_,o(pg/zb) = h(zs), Henry’s law constant, with zp, the activity of the

big particles given by z, = A, ® exp(Bus). h(zs) provides a measure of the average big-small interaction.

See e.g. Ref. [104]
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and in the limit p) — 0, one finds p§* = d(f — fia)/0p) = p20%. We can shed further light
on the status of Eq. (7.3.27) by considering the following, formally exact, Kirkwood-Hill
formula for pg® in the pg — 0 limit [100, 104, 105, 106]:

1 0
it =[x [ dramrelon s Nuns(o), (7.3.20)
0 0

where ) is a parameter which ‘turns on’ the big-small external potential vy (7) and gps(7; \)
is the big-small radial distribution function corresponding to the potential Avys(r), with
0 < X < 1, and density p? for the small particles. For hard-core particles (7.3.29) is limited
in its usefulness, however for the present soft core GCM, it is illuminating. We see that
if we make the simplest approximation: gps(r; A) = 1, for all A, then the integrand of Eq.
(7.3.29) is independent of A and using Eq. (7.3.16) and Eq. (7.3.29) we find the same result
as Eq. (7.3.27). This treatment demonstrates the mean-field nature of the approximation
for the bulk free energy of the mixture which is used in deriving Eq. (7.3.27).

The excess chemical potential, 7, can be calculated by a very different route, thereby
testing the functional’s internal consistency. Now we treat the single big GCM particle,
centered at the origin, as an external potential acting on the small GCM particles and

calculate pg® directly as an excess grand potential:

gt = /000 dr 47r? (w(r) — w(oo)) (7.3.30)

where w(r) is the grand potential density and w(co) = —P, the bulk pressure. From Eq.
(7.2.11), w(r) is given by

w(r) = f(r) — ps(r)[ps — vps(7)] (7.3.31)

where p;(r) is the density profile of the small GCM particles around the big GCM particle,
given by solving Eq. (7.3.2). f(r) is the intrinsic Helmholtz free energy density, which from
Eq. (7.2.6) is

1 1 o0 5
f(r) = Bps(r)[ln(Agps(r)) —1] 4+ §p5(7")/0 dr’ ps(r")vss (1, ") (7.3.32)
where
/ r—4r
Vss(ry7’) = 2mr / d7 T vss(T)
T r—p!
—mess R2r!

= TR foxp(—(r 1" RE) — exp(—(r — )/ FL)). (7:3.33)
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The equilibrium density profile p,(r) satisfies Eq. (7.3.2), which can be re-expressed as

Hs = %ln (AEPS(T)) + /Ooo dr’ ps(r')Oss (r, 7") + vps (7). (7.3.34)

Using Egs. (7.3.32) and (7.3.34) we can write the grand potential density in Eq. (7.3.31)

as:
1 1 o0 i
w(r) = =5pu0) = o) [ )il (7.3.3)
In the limit of a uniform (bulk) fluid this reduces to
_ Lo 1o

where p! is the bulk density. In order to calculate uf® from Eq. (7.3.30), we could insert the
density profile ps(r) calculated from the Euler-Lagrange equation (7.3.34) into (7.3.35) and
then numerically integrate to obtain p;*. However we can also calculate pp* analytically
using the approximate density profile Eq. (7.3.10). We showed that this approximation is
correct up to terms of O(Rss/Rps)?. On inserting Eq. (7.3.10) into Eq. (7.3.30), performing
the Gaussian integrals and then expanding in powers of (Rss/Ryps) we find (see Appendix
C):

~0 ~0

ex _ ,0-0 ﬂvssvbs
Hy = PsVps —
8€ps

Rbs
The first term in Eq. (7.3.37) is that given by Eq. (7.3.27), the first route to p;*. When

(P + 0O (Rss)z. (7.3.37)

Rys > R, the correction terms are very small. Indeed, if one includes the second term in
Eq. (7.3.37), then one obtains almost exactly the same result as that from the numerical
calculation of pf®, i.e. inputting the density profile calculated numerically from the Euler-
Lagrange equation (7.3.2). For example, using the pair potential parameters given in text
between Eqgs. (7.3.8) and (7.3.9) and a bulk density pQR3, = 7.0 yields 3p%0), = 3833,
whilst the first two terms in Eq. (7.3.37) give Suf® = 3833 — 22 = 3811, which should be
compared to Bu;® = 3806 from the full numerical calculation. It is clear that there is a
high level of consistency within our functional for the calculation of ;7*, provided the bulk
density is sufficiently high, p? R3, > 5.0 and the ratio Ry,/Rss is sufficiently large.

We can again use the Kirkwood-Hill formula for pf*, Eq. (7.3.29), to examine the
status of Eq. (7.3.37). Inserting gps(r; \) = 1+ hps(r, \), where hpg(r, A) is the big-small

total pair correlation function, into Eq. (7.3.29) we find

1 00
pg = p20% + / d\ / dr 47r? plhips (13 X vps (7). (7.3.38)
0 0
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In the pp — 0 limit, the OZ equation for h(r; \) in Fourier space is (see Egs. (7.3.18) and

(7.3.19)):

Cos(q; A)
11— pgéss(Q) ,
where ¢45(q) refers to the direct correlation function of the pure fluid of species s. Within

the RPA closure, ¢5(q; \) = —A\G0ps(q) and

ool \) = (7.3.39)

s (15 A) = Ahps (13 A = 1), (7.3.40)

We can use Eq. (7.3.40) with Eq. (7.3.10) for the density profile corresponding to the

external potential (7.3.7), to obtain an approximate form for hys(r; ), i.e.

)\ *
hys (13 N) = — p’(’) exp(—r2/R2). (7.3.41)
S
When Eq. (7.3.41) is inserted into Eq. (7.3.38) we find, on performing the Gaussian inte-
gral,
Mgac = pgvl())s - ? l(a)sp : (7342)

From Eq. (7.3.15) we note that when p? is large, then p* ~ ¢,,/9%. Using this further
approximation we find that the second terms on the right hand side of both Eq. (7.3.37)
and Eq. (7.3.42) are equal. Indeed, for the bulk density p{R3; = 7.0 we find that there
is only a very small difference between the results of Eq. (7.3.37) and Eq. (7.3.42). The
present derivation shows explicitly that the second term in Eq. (7.3.37) is a manifestation
of correlation effects in the small particle fluid.

Finally, we note that the form of the excess chemical potential of the solute particle,
pg”, in the present soft core system is completely different from that which one finds for
hard core particles. For particles with hard core repulsion one must create a cavity of
radius R, in the solvent in order to insert a single big hard sphere of radius R, and pug®

takes the form [100, 107]:
4
psr = gTngP + 47R2y(Ry), (7.3.43)

where the first term represents the work done against the pressure of the solvent to create
spherical cavity of radius R,. The second term is the free energy of the particle (spherical
wall)-interface; it is proportional to the surface area of the cavity. v(Rp) is the surface
tension of the spherical wall-fluid interface and for large Rj it is usually assumed this

quantity can be expanded as follows:

Y(Ryp) = 7(oc0) (1 _® + ) (7.3.44)
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where 0 is the analogue of the Tolman length [100, 107]. ~(c0) is the surface tension of
the fluid at the corresponding planar wall. Comparing Eq. (7.3.43) with the result for a
big GCM particle, Eq. (7.3.37), we see that there is a significant difference between the
two. For a hard core system, p;® is determined primarily by surface effects, i.e. how the
solvent behaves at the interface with the big particle. However, for the soft core system
it is determined by the solvent behaviour inside the big solute particle. We return to the
role of the interfacial tension in determining 7 when we consider thick adsorbed films in

the next section.

7.4 Results for the binary mixture solvent

Here we consider the SM potential for the situation where two big GCM particles are
immersed in a binary solvent of small GCM particles. We follow the route described in
the previous section, using the notation where the subscript v is either 1 or 2, referring to
the two different sized smaller particles. All species interact via a pair potential: v;;(r) =
€ij exp(—rz/R%j) with the non-additive mixing rule R?j = %(Ri +R3,), where i,j = 1,2, b,
i.e. we employ the three component generalizations of Eqs. (7.3.6), (7.3.7) and (7.3.8).

7.4.1 Phase diagram of the binary solvent

For the solvent we consider a binary mixture which exhibits fluid-fluid phase separation
and choose pair potential parameters corresponding to a binary solution of polymers of
length ratio 2:1; this is the system that we considered in chapters 5 and 6. The pair
potential parameters are as follows: Raa/R11 = 0.665, €]; = €5, = 2.0 and €12/€1; = 0.944
and the phase diagram of the binary solvent is plotted in the total density, p° = p{ + p9,
concentration, z = pJ/p°, plane in Fig. 7.3 (see also Fig. 5.1). For low total density the
binary solvent is in a mixed state, but for higher values the fluid separates into two fluid
phases. The critical point is at z = 0.71 and p°R3, = 5.6. Also plotted in Fig. 7.3 are the
spinodal and the Fisher-Widom line where the asymptotic decay, r — oo, of the bulk total
pair correlation functions h;j(r) crosses over from monotonic to exponentially damped
oscillatory. These cross over lines are calculated by analysing the zeros of D(q) in Eq.

(7.3.19) — see Ch. 5.4,
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Figure 7.3: The bulk phase diagram for a binary mixture of GCM particles with €12/€17 =
0.944 and Rs3/Ri1 = 0.665, equivalent to a mixture of two polymers with length ratio
2:1. p° is the total density and z is the concentration of the smaller species 2. The gray
lines are lines of constant pressure; the lowest is at reduced pressure PﬁR?l = 100, the
next at PﬁRi{’l = 150, then 200 and the subsequent ones increase in increments of 100.
The dashed line denotes the Fisher-Widom (FW) line where the asymptotic decay of the
bulk pairwise correlation functions crosses over from exponentially damped oscillatory to
monotonic. The solid line in the bottom right corner denotes a line of crossover from
asymptotic oscillatory decay with a certain wavelength to a similar oscillatory decay but
with a different wavelength — see Ch. 5.4. The arrow labeled A indicates the path along
which the density profiles in Fig. 7.4 are calculated, and that labeled B approaching
the critical point is the path for the density profiles in Fig. 7.10. C' is the path for the
density profiles in Fig. 7.5 and D is the path for the density profiles in Fig. 7.6. Path D
intersects what we term the thin-thick transition line (solid line whose ends are denoted
by filled circles). This line refers to the thin-thick film transition of the binary fluid
adsorbed around a big GCM particle with pair potential parameters €;; = 1.0, €/, = 0.8,
€5, = 2.0 and Ryp/R11 = 7.0. It meets the binodal at the ‘wetting point’ (upper circle)
with 2 = 0.96 and p°R$, = 9.15 and terminates at a critical point (lower circle) with

x=0.94 and p°R}; = 7.5.
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7.4.2 Density profiles of the binary mixture around a single big GCM

particle

For the big particle we choose the pair potential parameters €;; = 1.0, ¢, = 0.8, ¢;; = 2.0
and Ry,/R11 = 7.0, and the mixing rules give Ry /R11 = 5.00 and Ry /R11 = 4.97. These
parameters are such that the big-species 2 parameters are the same as the big-small pair
potential parameters of the previous section. We calculate the density profiles p,(r) of
the two small GCM species, v = 1,2, around a single big GCM particle by minimizing the
grand potential functional given by Egs. (7.2.11) and (7.2.6). The external potentials in
(7.2.11) are V,(r) = v (r) = €p exp(—r?/R2)), v = 1,2 and the Euler-Lagrange equations
are straightforward generalisations of Eq. (7.3.1). In Fig. 7.4 we display the density profiles
pu(r) for a constant total density path p” R, = 6.9, approaching the binodal (this is path A
in Fig. 7.3). The Gaussian form for ps(r), the density profile of species 2, (see Eq. (7.3.10))
that was found for the one component solvent (previous section), remains accurate for low
concentrations of species 1 (i.e. for z > 0.98). However, even at these low concentrations
the density profile of species 1, p1(r), cannot be described by a Gaussian of the form
p1(r) = p§ + pjexp(—r?/R2,). Note the plus sign in the right hand side of this equation;
the density p1(r = 0) > pY, the bulk value, even for low concentrations of species 1. We
often find clustering of species 1 in the volume enclosed by the big test particle when
species 1 is the minority solvent component. This was also observed in calculations of
hi;(r) using the HNC closure to the OZ equations for less asymmetric size ratios in the
binary GCM [47]. Decreasing = further, i.e. increasing the concentration of species 1,
p2(r) loses the Gaussian form given by Eq. (7.3.10). As z is decreased, keeping the total
bulk density, p¥, constant, we approach the bulk binodal and the density profiles begin to
show the development of films of the coexisting phase. In particular a ‘knee’ develops in
the density profile of both species which is different from the smooth Gaussian-like form
— see Fig. 7.4. The knee has a similar shape to that one would find in the profiles of a
‘wetting’ film around a very big hard core spherical particle. Note that the thickness of
the adsorbed film around the spherical GCM particle does not diverge at bulk coexistence,
as it does in the planar wetting geometry, but tends to a finite thickness which is limited
by the finite curvature of the fixed particle or spherical wall [11]. This is clear from the

plot of the adsorption of species 1 around the big particle,

r = /000 dr 4nr®(pi(r) — pY), (7.4.1)
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shown in the inset to Fig. 7.4. T'; is plotted versus the logarithm of the deviation from
bulk coexistence, In(z — Zcpez), for two reasons. First, in order to display the region
close to coexistence, and second because I'; diverges logarithmically at a planar wall for
systems which exhibit short-ranged wall-fluid and fluid-fluid potentials — see chapters 3
and 6. We do see a linear portion in the inset to Fig. 7.4, indicative of some logarithmic
film thickening. However, near to coexistence, I'y saturates at its curvature limited value.
For x away from the binodal, in a regime where there is no adsorbed film, the adsorption
increases slowly as = decreases, and the gradient of I'; as a function of In(z — Zceer) has
a much smaller magnitude than it does when there is a thick adsorbed film. Profiles very
similar to those in Fig. 7.4 are obtained for the slightly higher total density p’R3; = 7.0
— see Fig. 2 of Ref. [108].

If one calculates the density profiles around the big GCM particle at higher total
densities, one finds very different behaviour. For example, in Fig. 7.5 we show some
typical density profiles calculated at constant total bulk density, pORi{’1 = 9.5, approaching
the binodal on path C' in Fig. 7.3. In this case no thick adsorbed films develop for any
concentration z. For paths at fixed total density in the range 9.15 > p"R3; > 7.5 we find
a thin-thick film transition as x is decreased towards Zcpe;. In Fig. 7.6 we display some
typical density profiles, calculated on path D in Fig. 7.3 at constant total bulk density,
p°R3, = 8.5. For large values of x (2 0.957) there is no adsorbed film, and the density
profiles resemble those of Fig. 7.5. However for concentrations x < 0.956 there is a thick
adsorbed film which develops in a similar fashion to that in Fig. 7.4 as £ — X e (Note,
however, that the profiles in Fig. 7.6, are much steeper than those of Fig. 7.4, since these
state points are much further from the bulk critical point than the state points where the
profiles of Fig. 7.4 were calculated). There is a discontinuity in the film thickness between
x = 0.957 and 0.956 which leads to a discontinuity in the adsorption of each species. I'y
is plotted in the inset to Fig. 7.6 and the jump signals the thin-thick transition. Within
the present mean-field treatment this is a first order phase transition; the derivative with
respect to x of the excess grand potential of the fluid exhibits a discontinuity at the
transition point. Beyond mean-field, finite-size effects will round the transition since a
finite amount of adsorbed fluid is involved if the fixed big particle has a finite radius. We

shall return to the rounding of the transition in Sec. 7.6.

By performing calculations of density profiles and adsorption as a function of = for a

series of bulk densities p’ R}, one can map out a line of thin-thick transitions in the (p°, x)
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Figure 7.4: The density profiles of a binary solvent of small GCM particles, radii Ry
and Rgo with Rga/R11 = 0.665, around a big GCM test particle with Ry,/Ri1 = 7.0
(Rp1/Ri1 = 5.0, Ryp/Ry1 = 4.97, 5, = 1.0, €}, = 0.8 and €], = €5, = 2.0), calculated at
constant total bulk density p® R}, = 6.9 approaching the binodal (path A in Fig. 7.3). The
profiles refer to concentration z = pg/p0 = 0.99, 0.95, 0.94, 0.93, 0.925, 0.92, 0.91, 0.9,
0.89, 0.88, 0.879, and 0.8788 (Zcoer. = 0.87871). The top set of profiles are those of the
smaller of the two species, species 2. The very top one is the profile for z = 0.99 and the
one below is for 0.95 etc. The set of profiles at the bottom correspond to species 1; the
very lowest profile is at = 0.99, the one above it is for 0.95 etc. There is a pronounced
change in shape of the density profiles, from roughly Gaussian away from coexistence, to
a non-Gaussian shape with a flat portion near the origin and a free interface-like ‘knee’
characterizing a thick adsorbed film of the coexisting phase, rich in species 1, growing
around the big GCM particle close to coexistence. The inset shows I'1, the adsorption of
species 1, plotted versus In(z — Zcper). Note that the film thickness and I'; saturate as

L — Tcoex-
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Figure 7.5: As in Fig. 7.4 but now profiles are calculated at constant total bulk density,
PR3, = 9.5 approaching the binodal (path C in Fig. 7.3). Results refer to x = 0.99, 0.98,
0.97 and & = xcper = 0.96682. This path is above the ‘wetting point’; there are no thick
adsorbed films films.

plane. This line is shown in the phase diagram of Fig. 7.3 for a big particle with radius
Ry,/R11 = 7.0. It terminates at low p° in a critical point near z = 0.94 and pOR‘(f1 =17.5;
below this total density there is no discontinuity in the adsorption as z is reduced and
the film thickens continuously c.f. Fig. 7.4. The thin-thick transition line meets the bulk
coexistence curve at the point z = 0.96 and p°R$; = 9.15. We confirmed that on following
the binodal, starting from high values of p” R$;, no thick adsorbed films were present (the
profiles were similar to those of Fig. 7.5) until we reached the point when the adsorption

jumped discontinuously.

This scenario is, of course, similar to that which occurs for a first order wetting tran-
sition at a planar substrate — see Chs. 3 and 6. There the adsorption measured along the
bulk coexistence curve jumps discontinuously from a finite value in the partial wetting
regime above the wetting point to an infinite value and below this point there is a pre-
wetting line of first order thin-thick film transitions out of bulk coexistence, see Fig. 6.1.

The pre-wetting line meets the bulk coexistence curve tangentially — a consequence of the
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Figure 7.6: As in Fig. 7.4 but now profiles are calculated at constant total bulk density,
p° R}, = 8.5 approaching the binodal (path D in Fig. 7.3). Results refer to = 0.99, 0.97,
0.96, 0.959, 0.958, 0.957, 0.956, 0.955, 0.95, 0.948, 0.9473 and 0.9472 (xcper = 0.94716).
Note the jump in the profiles between 0.957 and 0.956, signaling the thin-thick film tran-

sition. The latter can also be identified from the jump in the adsorption I';, see inset.

Gibbs adsorption diverging at coexistence [11]. In the present case we have adsorbed films
of finite thickness and the thin-thick transition line meets the bulk coexistence curve at a
non-zero angle. We continue to refer to the point where the two lines meet as the ‘wetting
point’ because of the similarity to the case of a true first-order wetting transition. How-
ever, we must bear in mind that there are significant differences between the two cases.
Our present results are reminiscent of what is found in studies of the wetting transition
and pre-wetting for fluids adsorbed on spherical or cylindrical substrates [109, 110, 111].
In such studies the radius of curvature is usually very large and the authors inquire how
the wetting behaviour at a planar interface is affected by curvature. Here we find a sub-
stantial thin-thick transition line (see Fig. 7.3) for adsorption on a GCM particle which
has a radius only seven times that of the (larger) adsorbed species. We shall discuss these

analogies further in Sec. 7.6.
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Figure 7.7: The SM potential between two big GCM particles, with radius Ry,/R11 = 7.0,
in a binary solvent of small GCM particles of radius R;; and Rag, where Rao/R11 = 0.665
(Rp1/Ri1 = 5.0, Ryo/Ri1 = 4.97, ¢, = 1.0, ¢, = 0.8 and €], = €35 = 2.0). These are
calculated from the density profiles in Fig. 7.4, at total bulk density p°R$; = 6.9 and
at concentration z = 0.99, 0.95, 0.94, 0.93, 0.925, 0.92, 0.91, 0.9, 0.89, 0.88, 0.879, and
0.8788, going from top to bottom (Zcper. = 0.87871). Note how the SM potential increases
in depth and range as the binodal is approached. In the inset we re-plot the SM potential
calculated at x = 0.8788 (solid line) along with our analytic approximation, Eq. (7.4.3)
(dashed line), with [/ R;; = 9.6.

7.4.3 SM potentials for the binary mixture solvent

We now employ Eq. (7.2.10), with v = 1,2 and a = b, and the density profiles displayed
in Figs. 7.4 and 7.6, to calculate the SM potential between two big Gaussian particles
in a binary solvent of smaller Gaussian particles. The potentials are displayed in Figs.
7.7 and 7.8. For the results of Fig. 7.7 we follow path A in Fig. 7.3 which lies below the
thin-thick critical point, adding more of species 1 to the solvent. We find that as the
binodal is approached the SM potential, obtained by inserting the profiles of Fig. 7.4 into
Eq. (7.2.10), becomes longer ranged and deeper. For example, when x = pJ/p° = 0.8788
then Wyy(r = 2Ry) ~ —40kpT and Wy, (r = 0) ~ —635kpT. Note that the underlying

(bare) repulsive big-big potential vy, (1) will be negligible (usually €}, ~ 2.0) in comparison
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Figure 7.8: As in Fig. 7.7 but now the SM potentials are calculated from the density
profiles in Fig. 7.6, at total bulk density p"R3, = 8.5 and at concentration z = 0.99, 0.97,
0.96, 0.959, 0.958, 0.957, 0.956, 0.955, 0.95, 0.948, 0.9473 and 0.9472, going from top to
bottom (Zceer. = 0.94716). The jump (marked J) in the SM potential between x = 0.957
and 0.956 is associated with the thin-thick film transition — see text. In the inset we
re-plot the SM potential calculated at x = 0.9472 (solid line) along with our analytic
approximation, Eq. (7.4.3) (dashed line), with [/R;; = 6.9.

with such strongly attractive SM potentials so that the effective pair potential v&f f (r),
given by Eq. (7.2.12), is also strongly attractive for all separations 7.

The results in Fig. 7.8 refer to path D in Fig. 7.3 and correspond to the density
profiles of Fig. 7.6. Since this path intersects the thin-thick transition line we expect to
find a jump in the SM potential, associated with the jump in film thickness. The jump is
indeed observed (marked J in Fig. 7.8); the depth of Wy, (r) changes discontinuously with
concentration x. Similar jumps occur for all paths which intersect the thin-thick transition
line. Note that for z close to Zcper, Where thick films are present, the SM potentials in

Fig. 7.8 are very similar in shape to the corresponding results in Fig. 7.7.

It is important to understand why the presence of thick adsorbed films induces such

deep SM potentials. We can obtain some insight using the so-called sharp-kink (sk) ap-
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proximation [11] for the density profiles of the solvent, i.e.

pcoex r S l
pu(r) =" (7.4.2)
o2 r>1

where {pS°*} with v = 1,2, are the densities of the coexisting bulk fluid rich in species 1

and [ is the thickness of the adsorbed film. On substituting Eq. (7.4.2) for p,(r) into Eq.
(7.2.10) we find that

Ry, 2

2
W) = 53 B, [Vl () + e () = S - e ray

coexr

where Ap, = (p<
(2/V/7) [y dtexp(—t?) is the error function and r+ = (I £ r)/Ry,. The energy scale

— pY) is the difference in coexisting density for species v, erf(z) =

appearing in Eq. (7.4.3) is determined by

Apg® = " ({on}) — my" (o), (7.4.4)

which, using the two component generalization of Eq. (7.3.27)

2 2
pet = pdtp, = > o, Ry, (7.4.5)
v=1 v=1
yields
2
BApET = =Y Ap,m*e, Ry, > 0. (7.4.6)
v=1

This is our first estimate of the difference in the grand potential between inserting a
single big GCM particle in the bulk fluid near the phase boundary (bulk densities p¥)
and inserting the same particle in the bulk coexisting phase (the phase adsorbing on the
big particle, densities p¢°*). Provided the adsorbed film is thick enough, there will be a
region inside the film where we can insert the second big particle sufficiently far away from
both the fluid-fluid interface and from the central big particle at the origin, that the grand
potential for inserting the big particle is approximately that of inserting it into the bulk of
the coexisting phase. Eq. (7.4.4) gives the same value for the depth of the SM potential as
that obtained from Eq. (7.4.3) when [ — oco. For the point on the binodal at p°R3; = 6.9
(the intersection with path A, Fig. 7.3), with coexisting densities p{°**R3, = 2.79 and
PSP R3, = 2.50, we find Apg® = 592kpT, the large value arising mainly from the high

values of (Ry,/R11)® in Eq. (7.4.6). The well depth obtained from the full numerical
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calculation is 634kpT. The inset to Fig. 7.7 shows the comparison between the results of
the sharp kink approximation and the full calculation, taking a film thickness [/ R11 = 9.6.
This value for [ was chosen to give the best agreement between the analytic form, Eq.
(7.4.3), and the full numerical SM potential, i.e. [ is treated as the fitting parameter. Eq.
(7.4.3) clearly captures the gross features of the SM potential calculated numerically for
x very close to Zeper. For states further from the bulk critical point, such as those where
the SM potentials in Fig. 7.8 are calculated and where the interfacial profiles are much
steeper, our sharp-kink approximation (7.4.3) fares even better — see the inset to Fig.
7.8 where we plot the SM potential calculated very close to coexistence along with our
analytic approximation, taking {/R;; = 6.9. The two results are almost indistinguishable
on the scale of the figure.

However, the approximate form for the SM potential, Eq. (7.4.3), does not have the
correct value for Wy, (r = 0), as we did not include the effect that the big GCM particle has

on the small particle densities near the origin; this alters the densities from their coexisting

coex

coer} . The sharp kink approximation also fails to capture the correct asymptotic

values {p
decay of the SM potential since it does not input the correct asymptotic decay of the
density profiles p, (r) far from the fixed big particle. The profiles of both species, v = 1,2,
should decay monotonically into bulk with a common decay length equal to the bulk
correlation length, £, of the bulk binary mixture — see Ch. 5.4 and Ref. [52]. The sharp-
kink approximation does not contain this information, and Wlfbk(r), Eq. (7.4.3), decays
faster than the true Wiy, (r) as r — oo. (We shall comment further on the asymptotic
decay of Wiy(r) in Sec. 7.5). The main virtue of Eq. (7.4.3) is that it gives the correct
scaling for the depth of the SM potential: Wiy(r = 0) ~ —Apug®, when there is a thick
adsorbed film. The quantity Aug®, defined by Eq. (7.4.4), should also set the energy scale
for Wyy(r = 0) in other types of fluids that are close to bulk coexistence. However, the

particular form of pf* will depend on the particular fluid under consideration — we will

return to this in the next subsection.

7.4.4 The excess chemical potential of the big particle immersed in the

binary mixture

Solvation of a single big particle in the binary solvent should reflect the proximity of the
thermodynamic state to the bulk coexistence curve. In this subsection we extend the

analysis of Sec. 7.3.4 to the binary solvent. Eq. (7.4.5), the two component generalisation
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Figure 7.9: ug”, the excess chemical potential of a big GCM particle, radius Ry,/R11 = 7.0,
in a binary solvent of small GCM particles of radius Ry and Raa, where Rog/R11 = 0.665
(Rp1/Ri1 = 5.0, Rya/R11 = 4.97,¢;; = 1.0,¢5, = 0.8 and €], = €35 = 2.0) calculated along
a path of constant total bulk density p’R3; = 6.9 (path A in Fig. 7.3) at concentrations
x between T pe,, = 0.87871 and x = 1.0. The straight (dashed) line denotes the results of
the simplest approximation, Eq. (7.4.5), and the lower (solid) line those obtained by the
second route, Eq. (7.3.30), which inputs the density profiles of Fig. 7.4. The open circle

at & = Zcoew shows the value of pf” from the approximation Eq. (7.4.7).

of Eq. (7.3.27), is the simplest estimate for the excess chemical potential, ui”, of the big
GCM particle in a binary mixture of smaller particles. As demonstrated by Eq. (7.3.37)
for the one-component solvent, this result is only the leading order approximation to
pp®. Away from the phase boundary, the corrections to Eq. (7.4.5) turn out to be very
small. Along any path of constant total bulk density p’R3; Eq. (7.4.5) is a linear function
of x (z = pJ/p°) — see Fig. 7.9 for the case of path A in Fig. 7.3. This route to u{®
does not include information about thick adsorbed films around the big particle. We can
incorporate this information by adopting the second route that we introduced in Sec. 7.3.4,
i.e. we now input into the grand potential density w(r) in Eq. (7.3.30) density profiles which
incorporate a thick adsorbed film (see Fig. 7.4). uf* calculated this way should include a

surface tension contribution, associated with the (spherical) fluid-fluid interface, for those
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state points where a thick film is present. The results from this second route, are also
plotted in Fig. 7.9. We see that for states with = 0.93, where there is no thick film,
both Eq. (7.4.5) and the numerical results from Eq. (7.3.30), give a similar value for p*
(the small difference is well-accounted for by the second term in Eq. (7.3.37) in the case
of the pure fluid, z = 1.0). However, at smaller x, as the thick film develops, the results
for pug® versus x from the two different routes diverge — see Fig. 7.9. The results from
Eq. (7.3.30), which includes the effects of a film, show u{* decreasing as x decreases and
the film thickens. This seems surprising at first sight since one expects the addition of a
(positive) fluid-fluid surface tension contribution to increase the excess grand potential.
However, this term is more than offset by the fact that the big particle at the origin is
now surrounded by a thick film of the coexisting phase rich in species 1, in which it has
a lower excess grand potential. To some extent the two competing contributions cancel
each other out, so that Eq. (7.4.5) remains a reasonable first approximation for uf* (note
the vertical scale in Fig. 7.9), even near .y, when there are thick films present.

Can we find a better approximation for p;* for the case when there is a thick adsorbed

film around the big GCM particle? In the spirit of Eq. (7.3.43), we might suppose that

2
e = piretig, + Amly(D). (7.4.7)
v=1

The first term is the excess chemical potential, from Eq. (7.4.5), of inserting the big GCM
particle into the coexisting bulk phase — i.e. the phase constituting the adsorbed film; Eq.
(7.4.5) should be accurate for this quantity. The second term is the free energy associated
with the fluid-fluid interface which is located near r = [, the film thickness. () is the
fluid-fluid surface tension, which we approximate by y(o0), the planar tension, defined
at bulk coexistence and calculated in Ch. 5. As an example, consider the point on the
binodal at total density p’R3; = 6.9. We find, using I/R11 = 9.6, that Eq. (7.4.7) gives a
value Bpug® = 3483. This result is plotted in Fig. 7.9 as the open circle. It agrees very well
with the numerical result for x = Zcoes-

We can also use Eq. (7.4.7) to shed some light on why there is a ‘wetting point’. In
the case where there is no thick adsorbed film at bulk coexistence Eq. (7.4.5) provides a
good estimate for p;*, the excess grand potential for inserting the big particle into the
binary solvent. However, when thick adsorbed films are present Eq. (7.4.7) is a more
reliable approximation. At high values of p°R?,, Eq. (7.4.5) yields a lower excess chemical

potential than Eq. (7.4.7). The situation is reversed as p’R3?, is decreased towards the
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critical point value along the binodal and the ‘wetting point’ occurs when the two different
expressions for p;®, corresponding to with and without the thick film, are equal. This
argument implies that the thick film forms for states near the bulk critical point because
the free energy of inserting the big GCM particle into the coexisting phase plus the free
energy penalty of forming the interface between the two fluid phases is lower than inserting
the particle into the bulk phase, with no thick adsorbed film. Far from the critical point,
where the fluid-fluid surface tension is much greater, there is no longer a free energy gain
from forming the thick film. In order to implement Eq. (7.4.7) one must insert a value
for the film thickness [ at bulk coexistence. Consequently the estimate of the ‘wetting
point’ is necessarily crude. The actual ‘wetting point’ occurs when the numerical results
for the excess grand potentials of the two configurations (with and without thick adsorbed
films), calculated along the binodal, are equal. Note that for a path such as D in Fig. 7.3
that intersects the thin-thick transition line the derivative with respect to concentration
of the excess grand potential and, hence, of p;* is discontinuous at the transition within

the present mean-field treatment.

7.4.5 The SM potential in the vicinity of the binary mixture critical

point

When a pair of big GCM particles is immersed in a binary mixture of small GCM par-
ticles which is at a state point near the bulk critical point, a long ranged SM potential
should arise between the big particles, due to the long ranged (critical) correlations in the
host fluid. This is a very different phenomenon from that we encountered earlier where,
approaching the binodal, the development of thick adsorbed films gives rise to strongly
attractive and long-ranged SM potentials. Near the critical point, the asymptotic decay of
the bulk pairwise correlation functions h,,(r) is monotonic, with a common decay length
&, the bulk correlation length of the mixture — see Ch. 5.4. £ diverges on approaching
the critical point. Whilst the present approach is mean field-like and therefore does not
capture correctly the behaviour of the fluid in the region of the critical point, i.e. quantities
such as ¢ diverge with the (incorrect) mean field exponent, we still expect the theory to
describe qualitatively the behaviour of the SM potential in a near critical solvent.

We employ the same strategy as in earlier sections, i.e. we calculate the small particle
density profiles around the big GCM particle and insert these into Eq. (7.2.10), with a = b.

Fach profile consists of a Gaussian-like perturbation at the origin plus an exponentially
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decaying tail so that:
Ay
pu(r) ~ p}) — o exp(—r/§), r— 00 (7.4.8)

for v = 1,2 A, is the species dependent amplitude and £ is the common bulk correlation
length. Fig. 7.10 a) displays the density profiles of small particle species 1 and species 2 (the
pair potential parameters are those used in the calculations of the previous subsection),
around a single big particle with radius Ry,/R11 = 7.0, calculated along a path of constant
density, p? = p(c)rit, the critical point density, with concentration decreasing from x = 1.0
to x slightly larger than z.;. In Fig. 7.10 b) we show that the decay of the density profiles
is indeed of the form given in Eq. (7.4.8). By plotting In([p9 — pa(r)]rR3,) versus r, the
exponentially decaying tail is manifest as a straight line, and the magnitude of the gradient
= 1/, where £ is the bulk correlation length. This figure should be compared with the
inset to Fig. 7.1 where there is no straight line portion and only the effective Gaussian
decay can be ascertained. Note that the bulk correlation length £ can also be calculated
from the poles of ﬁyﬂ(q), see Ch. 5.4, which corresponds to calculating the zeros of D(q)
in Eq. (7.3.19) but with s, b replaced by v, u — the indices now representing the two small
species. Near the critical point the lowest lying pole is pure imaginary and o L' — ¢ This
route gives results which agree with those obtained from the gradients.

Near the critical point we find that the depth of the SM potential between two large
GCM particles immersed in a binary solvent of smaller ones is roughly constant, but the
range diverges as the bulk correlation length £ in the solvent diverges. The SM potentials
calculated from the density profiles of Fig. 7.10 are plotted in Fig. 7.11. We see that in
the vicinity of the critical point the depth of the SM potential is approximately constant,
Wip(r = 0) ~ —300kpT, but the range is strongly dependent on the value of the bulk
correlation length £. Note the length scale in Fig. 7.11; the longest ranged SM potentials
are still substantial for » > 30R1;. At this range the (reduced) direct potential between
the big particles is ~ exp(—(30/7)%) ~ 1078,

At this stage it is instructive to recall that the effective potential between two big

particles is

Ufgf(r) = vp(r) + Wip(r) = —kpT In g (r) (7.4.9)

where the radial distribution function gy, (r) = 1 + hyy(r) is evaluated at infinite dilution,
up — —oo. Thus Wyy(r) decays in the same fashion as —hy(r), 7 — oo. For fluids

in which the interparticle potentials are short ranged, we expect all the pair correlation
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Figure 7.10: a) shows the density profiles of a binary mixture of small GCM particles
with Rgo/R11 = 0.665, around a big GCM test particle with Ry,/R11 = 7.0, calculated
along path B in Fig. 7.3 at constant total bulk density p"R3; = peit RS, = 5.6, the critical
point density, and concentration z = p3/p° = 0.95, 0.9, 0.85, 0.8, 0.77, 0.75, 0.73 and 0.72
(zerie = 0.71). The upper profiles are those of species 2. The very top one is the profile at
x = 0.95 and the one below is at © = 0.9 etc. The lower profiles are those of species 1. The
very bottom one is the profile at = 0.95 and the one above is at x = 0.9 etc. Note the
slow decay for states approaching the critical point. In b) In([pJ — p2(r)]rR2,) is plotted
versus 1/ R11. The gradient of the straight line portion yields the inverse correlation length

€71 — see Eq. (7.4.8).
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Figure 7.11: The SM potential, obtained from the density profiles displayed in Fig. 7.10,
calculated at p°R3; = poitR3; = 5.6 and concentration x = 0.95, 0.9, 0.85, 0.8, 0.77,
0.75, 0.73 and 0.72 (2t = 0.71). Near the critical point the potentials have roughly the
same depth but the range increases as the critical point is approached. The inset plots

In(—pBrWyy(r)) versus r/Rq1; this should be compared with Fig. 7.10 b).

functions h;;(r) in the mixture to decay with the same asymptotic form — see Ch. 5.4 and
Ref. [52]. Tt follows that near the critical point, inside the monotonic regime in Fig. 7.3,
Wip(r) should decay in the same fashion as the density profiles p,(r) in Eq. (7.4.8), i.e.
with the same exponential decay length £. (The amplitude will, of course, be different).
This expectation is borne out by plotting In(—SrWy(r)) versus r. In the vicinity of the

critical point we find straight line portions with gradient —1/¢.

Note that for the state point nearest to the critical point in Figs. 7.10 and 7.11, namely
x=0.72, £/Ry; ~ 7.1, i.e. we are not particularly close to bulk criticality and that is why
we still observe exponential decay of the density profiles and of Wy, (). Were we to perform
calculations much closer to the critical point, so that £ is very much larger that Ry, we
should observe interesting cross over to power law decay. This takes us into the regime
investigated in studies of the effect of curvature on the critical Casimir effect — see Ref. [81]
and references therein. We have not attempted to investigate this regime in our present

study.
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7.5 Test particle versus OZ route to the SM potential

As we recalled in the last section (see Eq. (7.4.9)), one way to determine the SM potential
is to calculate gy(r), the radial distribution function of the big particles in the limit
Uy — —oo. It is important to recognize that this procedure is formally equivalent to that
described in Sec. 7.2.1. In order to understand this we use Egs. (7.2.2) and (7.2.5) to

obtain the expression

BWi(r) = — lim In ( polr) ) + B(Vy(0) — Vi(r)), (7.5.1)

m—=00  \ pp(00)
where py(r) is the density profile of the big particles (b) around another big particle fixed
at the origin exerting the potential V,(r) = vy (1) on species b and pp(o0) = p is the bulk
density. Since py(r)/pj) = gpp(r) (this is the Percus test particle identity), Eq. (7.4.9) then
follows directly. Thus, in an exact treatment it would not matter whether one calculates
guy(1) and uses (7.4.9) or whether one follows the procedure of Sec. 7.2.1, evaluating cl()l) (r)
etc; they must give the same result.

What is the situation within an approxzimate DFT, such as the one we use here? The
procedure we followed in the calculations of the earlier sections, i.e. calculating cl()l) (r; pp —
—00), should correspond to the test particle route to gy(r), in the limit pu, — —oo. We
confirmed this assertion by calculating gp, () via the test particle route, minimizing the
3-component functional (Eq. (7.2.6) with ¢, 7 = 1,2 and b) for the ternary mixture of GCM
particles. The density profiles of the three components around the fixed big particle were
calculated for smaller and smaller values of pj) (corresponding to the limit y, — —o0),
until gy (r) remained unchanged, then this limiting value was used in Eq. (7.4.9) to obtain
Wi(r). As expected, this test particle route gave exactly the same SM potential as that
obtained in the preceding sections where we had to calculate only the small particle density
profiles around the big particle, rather than those of the full ternary mixture. That we
reproduce exactly the SM potentials in Fig. 7.7 attests to the accuracy of the numerics;
see also the discussion of depletion potentials in Ref. [3].

There is, of course, an alternative route to the calculation of gy, (7), namely via CE]?) (r)
and the OZ equations for the bulk mixture, i.e. the generalization of Egs. (7.3.18) and
(7.3.19) to the ternary case. Since the pair direct correlation functions, obtained from
second derivatives of F[{p;}], correspond to the RPA, Eq. (7.2.13), it is very easy to

obtain all the partial radial distribution functions g;;(r) via this route. We investigated the

standard mixture, with Roo/R11 = 0.665, Ryp/R11 = 7.0, €, = 1.0, €, = 0.8, €j, = 1.888
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and €]; = €5, = €5, = 2.0, along the same path A in Fig. 7.3 as for the results of Figs. 7.4
and 7.7. The functions g1 (r) and gp(r), calculated in the limit p) — 0, do not exhibit
the feature of a thick adsorbed film which is apparent in the density profiles p;(r) and
p2(r) in Fig. 7.4 for states close to bulk coexistence. When we calculate gp,(r) in the same
limit and insert this into Eq. (7.4.9) for Wpy,(r) we obtain results, see Fig. 7.12, that are
totally different from those obtained in our earlier calculations, i.e. from the test particle
route (Fig. 7.7). The present results yield SM potentials that are almost two orders of
magnitude weaker, for states near bulk coexistence, than the earlier results. Clearly the
difference is due to the omission of the effects of thick adsorbed films. Significantly, even
far from bulk coexistence, at concentration x = 0.99, the test particle route (Fig. 7.7)
yields a value for Wy, (r = 0) that is a factor of 9 times that from the OZ route. Thus, it
is evident that for large asymmetries in the sizes of the particles the two different routes
to Wyy(r) are vastly different. Only within an exact treatment could we expect the two
routes to yield the same results. We speculate that the test particle results of Fig. 7.7
will be much more reliable than those from OZ. The former route fixes the big particle
and then determines an (accurate) response of the small species to the external potential;
this is not a particularly demanding requirement for a DFT. By contrast, the OZ route
makes no distinction between big and small; it attempts to treat all types of correlations
equally accurately and this is a tall order! Note that the OZ route predicts the same type
of asymptotic decay (r — oo) for guy(r) as does the test particle route. In both cases the
decay is determined by the zero of the denominator in the Fourier transform of the OZ

equations, i.e. by the requirement that

[1— pder1(q)][1 — p3eaz(q)] — PYpdcta(q) = O, (7.5.2)

which is analogous to the treatment in Sec. 7.3.2 (see also Ref. [3]). The ultimate decay
may be monotonic or exponentially damped oscillatory, depending on the location of the
state point relative to the Fisher-Widom line — see Fig. 7.3. However, the amplitude (and
any phase factor) will not be the same when calculated by the two different routes. The
test particle route predicts a much larger amplitude for the decay of gy (r) — 1 and, hence,
of Wiy (r).

We conclude this subsection by returning to the issue raised in Sec. 7.3.3 of the sym-
metry, under interchange of species i, j, of the SM potential W;;(r). In general, we find

that for two different sized big GCM particles, a and b, immersed in a binary solvent of
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Figure 7.12: SM potentials calculated using Eq. (7.4.9) with gy (r) obtained from the RPA
closure to the OZ equations. These results should be compared with those calculated
via the test particle route in Fig. 7.7. They are calculated for the same pair potential
parameters and at the same points in the phase diagram. From top to bottom they refer
to z = 0.99, 0.95, 0.94, 0.93, 0.925, 0.92, 0.91, 0.9, 0.89, 0.88, 0.879 and 0.8788 (note that
the last three curves lie almost on top of one another). These potentials are markedly less

attractive (note the vertical scale) from those of Fig. 7.7.

smaller particles Wy,(r) # Whe(r) when the calculations are performed using the test par-
ticle route, whereas the OZ route (for the 4 component mixture) automatically respects
the symmetry, since ga, () = gpa(7) is a direct consequence of the OZ equations. However,
as we have argued above, there are good reasons to suppose that the test particle route
should be more reliable so we examine some of its consequences.

We focus on the radial distribution functions g;;(r) in a ternary mixture with ,j =
1,2,3, where pg, the number density of the biggest species, is chosen to be small. We
find that for state points far from the fluid-fluid phase boundary g;;(r) ~ g;i(r), i.e. for a
given set of bulk densities one can fix species i at the origin, and calculate p;(r) around it
giving g;;(r) = p;(r)/ p?, or one can fix a particle of species j at the origin and calculate
pi(r) around this particle giving g;;(r) = pi(r)/p?, which will be almost the same as g;;(r).

Some examples of pair correlation functions are plotted in Fig. 7.13, for a ternary mixture
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of particles with Ras/R1; = 0.665 and R33/Ri1 = 1.5. The energy parameters are €}; = 2
(i =1,2,3), €} = €3 = 1.888 and €33 = 1.6 and the bulk densities are p{R3;, = 0.07,
PIR3, = 6.93 and pYR3, = 0.01, which corresponds to adding a small concentration of
species 3 to a binary mixture of 1 and 2 with total density (p{+pJ)R3; = 7.0 and = = 0.99.
As can be seen from Fig. 7.13, it makes almost no difference which particle is fixed at the
origin, the curves g;;(r) and g;;(r) (i # j) lie extremely close to one another. We find a
similar degree of consistency for states well away from the phase boundaries in the more
asymmetric ternary mixture that we investigated in the previous sections. However, near
the phase boundary the symmetry is broken severely. The reason is as follows: if one fixes
a big particle (b) at the origin and calculates the density profiles around it then near the
phase boundary there will be an adsorbed film of the smaller particles — see for example
the plots in Fig. 7.4. In this case gy, (r) = p,(r)/p will incorporate the film. On the other
hand, if one fixes one of the small particles, species v, at the origin and calculates the
density profile of the fluid around it, there will not be a thick adsorbed film on this small
particle since the curvature is too great. Thus, g,,(r) = pp(r)/p} will not be the same as
e (7). To summarize: within the present mean-field DFT, the test particle route to the
radial distribution functions usually respects the symmetry g;;(r) = g (r) to a high level
of accuracy, even when there are large size asymmetries between the particles. However,
close to the binodal and when there are big particles present, so that thick adsorbed films
can develop, the symmetry requirement breaks down. In these circumstances one supposes
that it is preferable to treat the largest of the particle species as the external potential, in

order to best include the effects of the adsorbed film.

7.6 Concluding remarks

In this chapter we have calculated the SM potential between a pair of big GCM particles
immersed in a binary solvent of small GCM particles, using a general DFT method [3].
Within our simple mean-field treatment, we are able to include some of the effects of
thick adsorbed films of the solvent fluid around the big solute particles, as well as effects
associated with a thin-thick transition in these adsorbed films. Thick films result in
long ranged SM potentials, the range being determined by the adsorbed film thickness.
Furthermore, the DFT method was able to incorporate, albeit within mean-field, the long

ranged decay of the solvent density profiles around the big solute particle which occurs
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g;(r)

Figure 7.13: The pair correlation functions calculated by the test particle route for a
ternary mixture of GCM particles. The sizes are Raa/R11 = 0.665 and Rs3/R1; = 1.5
and the energy parameters are €); = 2 (i = 1,2,3), €], = €j5 = 1.888 and €53 = 1.6. The
bulk densities are p)R3; = 0.07, pJR3; = 6.93 and pJR3, = 0.01. From top to bottom
the curves corresponds to gs3(r), g13(r) (g31(r)), g11(7), g23(r) (gs2(r)), g12(r) (ga1(r))
and goo(r). One observes that gi3(r) is almost identical to gsi(r), g23(r) to gsa2(r) and
g12(r) to go1(r) for this state point. Note the strong 3-3 clustering even at these small size

asymmetries.

when the solvent is in a state near the bulk critical point. This effect also results in long
ranged SM potentials. Since the RPA Helmholtz free energy functional that we use, Eq.
(7.2.6), is probably the most simple one can devise, we expect that using the same general
DFT approach but with more sophisticated functionals for the present system and for
other model fluids that exhibit fluid-fluid phase separation should also be able to describe

similar effects.

Given that our approach does incorporate thick adsorbed films around the solute par-
ticles, an important question is: have we incorporated all aspects of the films into the
SM potentials? Since we do not have any simulations with which to compare directly,

we can only conjecture as to what is omitted. A feature of several studies of hard core
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particles surrounded by thick adsorbed films is a bridging ‘transition’ occurring when the
big particles are sufficiently close that the two adsorbed films join [92, 94, 95, 96, 97, 98].
We see no signature of this phenomenon, which is closely related to capillary condensa-
tion. There are three possible reasons for this. The first is that in the present soft core
system there is no bridging transition, and that bridging is associated only with solute
particles that have a hard core. The second possibility is that a bridging transition occurs
only for big particles which are very much larger than we consider here. The third, and
most likely explanation for not observing bridging transitions in the present model, is that
we are are using a very crude mean field Helmholtz free energy functional, Eq. (7.2.6).
This simple RPA functional, used in the context of the present theory, probably does not
incorporate these effects. We can obtain further insight by examining the (formally exact)
inhomogeneous Kirkwood-Hill equation for the one-body direct correlation function of a

(big) particle b immersed in solvent of (small) particles, labeled v [100]:
1
—ﬂ_lcl()l)(r) = Z/ d)\/dr’py(r')gby(r,r’;)\)Uby(|r—r'|), (7.6.1)
o~ Jo

where, as in Eq. (7.3.29), X is a parameter which ‘turns on’ the big-small external po-
tential vy, (r) and gy, (r,r’; A) is the big-small (inhomogeneous) pair distribution function
corresponding to the potential Avy, (), with 0 < A < 1. By making the approximation
b (r,r;0) =1 in Eq. (7.6.1), we recover Eq. (7.2.9), obtained earlier by taking one func-
tional derivative of our mean-field Helmholtz free energy functional, Eq. (7.2.6), and the
limit p) — 0. Combining Eqgs. (7.6.1), (7.3.29) and (7.2.5), we arrive at a formally exact
result for the SM potential:

1
Wasle) = 3 [ ax [ ar'lpu g r53) = o =) B =) (7.6

Setting gp, (r,r’; A) = 1 in Eq. (7.6.2) provides an alternative way to derive Eq. (7.2.10),
our mean-field approximation for the SM potential. Clearly we omit two-body correlations
in the fluid, and it is these which would give rise to any bridging transition. However,
to ascertain fully what correlation effects are omitted by our approach, it is necessary to
compare our results with simulation studies.

Another, related, aspect of correlation effects concerns our observation in Sec. 7.5
that the radial distribution functions gy, (r) calculated by the test particle route do not
maintain the symmetry gy, (r) = gup(r). This is particularly clear near phase separation

when there are thick adsorbed films of the small particles around the big particles: if
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one calculates gy, (r) by fixing the big particle, then one finds the signature of a thick
adsorbed film, since gy, (1) = p,(r)/p") and p,(r), the density profile of the small particles
around the big particle, describes the thick adsorbed film. If, instead, one fixes a small
particle and calculates g,;,(r) = pp(r)/p}, there is no signature, within the present mean-
field treatment, of the thick adsorbed film around the big particles and gp, () # gup(7).
It would be instructive to examine this issue of symmetry, within the test particle route,
for other approximate DFT’s since we believe that a theory which maintains gp,(r) =
gup(r) symmetry and includes correlation effects in the presence of thick adsorbed films
would be very difficult to construct. Within any approximate DFT approach, fixing the
biggest particle as the external potential and then calculating the response of the remaining
particles to this external potential should be the most reliable way of including the effects
of thick adsorbed films. One can then take these density profiles and insert the second
(smaller) particle in order to calculate the SM potential between these two particles. In this
way we ensure some effects due to thick adsorbed films are incorporated into the calculation
and these lead to predictions of very strongly attractive and long-ranged SM potentials.
Very different behaviour (much less attractive potentials) is manifest in the alternative
OZ route to the radial distribution functions. Comparing the results of Figs. 7.7 and 7.12
shows that the RPA closure to the OZ equations yields much weaker SM potentials than
those from the test particle route. More generally, we expect the OZ route, which does
have the advantage of enforcing the g;;(r) = g;i(r) symmetry, to be less reliable than
test particle when employed within the context of approximate DFT’s. Whether integral
equation closure approximations, of the type discussed in Ref. [99], will fare any better for
states close to phase separation remains to be examined in detail. However, incorporating
effects of thick adsorbed films into a closure approximation is non-trivial. Once again it
would be advantageous to have simulation results so that careful comparisons could be

made.

The mean-field nature of our Helmholtz free energy functional introduces other limi-
tations to the present approach. First, our calculation of the SM potential in the vicinity
of the solvent critical point does not capture the effects of true (bulk) criticality. In our
treatment, the bulk correlation length &, which determines the range of the SM potential
in this region of the phase diagram, diverges with the mean field exponent v = 1/2, rather
than the true (Ising) exponent v = 0.63. However, we believe that our present approach

captures correctly the qualitative behaviour of the SM potential that one would find in
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the vicinity of the critical point. As emphasized in Sec. 7.4.5, we have deliberately avoided
the regime where £ is of the same size or larger than the biggest radius in the system.
The field theoretic approaches described in Refs. [77, 78, 79, 80, 81] are better suited to
such investigations. The advantage of the present (microscopic) approach is that it pro-
vides a qualitative description of the SM potential in different regions of the solvent phase
diagram; it is not restricted to particular state points nor to situations where the solute

particles are very much bigger than the solvent particles.

Second we must inquire about the limitations in our treatment of the thin-thick tran-
sition. As remarked in Sec. 7.4.2, the sharp transition that we find should be rounded by
finite-size effects in a treatment going beyond mean-field. Since there is only a finite num-
ber of particles adsorbed around the (big) solute particle fluctuation effects will round the
transition. Although the thin-thick transition in the adsorbed film that we find is related
to the pre-wetting transition that one can find for fluids adsorbed on the surface of a hard-
core spherical substrate [109, 110, 111], there are important differences due to the soft core
nature of the GCM. In particular, a significant portion of the adsorbed film lies inside the
big particle. The origin of the adsorbed film is due to the fact that the big particle favours
the larger of the two small species (species 1) and this is caused by the interplay between
the length scales associated with the sizes of the different particles, and the non-additive
mixing rule, Eq. (7.3.8), which governs the interaction between un-like species. Moreover,
for some states near the phase boundary there is a free energy gain if the big GCM particle
is surrounded by the coexisting phase rich in species 1, which can more than outweigh
the free energy penalty of forming the interface between the two fluid phases. It is this
balance which determines the final configuration of the fluid surrounding the big particle:
either a thin or a thick adsorbed film. The transition occurs when the penalty for forming
the spherical fluid-fluid interface is equal to the free energy gain for the big particle to
be surrounded by the coexisting phase. Of course, these general considerations apply to
other fluid systems, including hard-core fluids, however the significant difference between
the soft GCM and hard-core big particles immersed in a wetting solvent appears to be
the size ratio between the solute particles and the solvent particles which is required to
obtain thick films. For the present GCM we observe rather thick films for a size ratio
Ryy/ Rss ~ 10, whereas for hard core systems a size ratio of at least 100, and often much
larger, is required. For example, we calculated the density profiles of the binary solvent

of small GCM particles considered in the phase diagram of Fig. 7.3 subject to a spherical
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potential of the form:

00 r< Ry
ﬁVu(T) = (7.6.3)

Ay exp(—r/Ri1)/(r/R11) r> Ry
with amplitude A; = 1 and Ay = Rgs/R11 = 0.665. In the planar limit (R, — oo) this
wall potential exhibits a first order wetting transition with the associated pre-wetting line
— see Ch. 6. However, when R,/R1; = 30 the typical adsorbed film thickness at bulk
coexistence is >~ 5R1; and the pre-wetting line is about one third the length of that in the
planar limit — see Appendix D. Strikingly, it is 13 times shorter than the length of the
thin-thick transition line found in the present study (Fig. 7.3) for a big GCM particle with
Ry /R11 = 7.0. Thus, there are pronounced differences between the mechanism generating
the thin-thick transition around a soft core particle and that for the pre-wetting transition
occurring in adsorbed films on the surface of a hard spherical substrate. Nevertheless,
the thickness of the adsorbed film around the soft GCM particle must be limited, in the
usual way, by curvature. For a spherical substrate, the usual approach [11, 109, 110] is to
perturb about the planar limit noting that the curvature of the substrate acts (exactly)
as a bulk field, i.e. a displacement from coexistence. This idea should also be valid for the
present GCM. However, it is not clear how best to construct the planar limit, given the
need to impose the mixing rules, for this soft core system. Therefore we have not carried
out a systematic investigation of how the thin-thick transition line depends on the radius
Ry, of the big solute particles. What we can say is that increasing Ry, shifts the ‘wetting
point’ to higher values of the total density p° and lengthens the thin-thick transition line.
Such behaviour is in keeping with that found for pre-wetting on spherical substrates where
decreasing the radius shifts the wetting transition closer to the bulk critical point [109].
It follows that the nature of the rounding of our thin-thick transition should be similar
to that discussed for prewetting on spheres [109, 110]. There finite-size fluctuation effects
lead to a broadening over a temperature interval §7" around the prewetting line which is
proportional to RgQ and we would expect a similar dependence for the present case. In
Ref. [109] estimates are made for the case where R, = 100 solvent atomic diameters and
the rounding |67|/T ~ 10~%. For our much smaller particle radii we must expect much
more pronounced broadening. However, we have not attempted a detailed calculation for
the present system where the interparticle forces are short ranged rather than power-law,

as in Ref. [109].



7.6 Concluding remarks 139

What are the consequences for experiment of our predictions of long-ranged attractive
SM potentials resulting from thick adsorbed films? Our predictions should not be specific
to the present GCM system but should hold for any solvent exhibiting fluid-fluid phase
separation. There are implications for atomic force microscope (AFM) measurements since
when the microscope tip is immersed in a fluid that is close to phase separation both the
tip and the substrate may be covered in a thick film of the adsorbed phase, resulting in
much longer ranged forces than the intrinsic (bare) forces arising between the tip and the
surface or those which are exerted when the solvent is far from phase separation. This is
indeed what has been found in a Monte Carlo study of the force between a large sphere
(modeling the AFM tip) and a planar wall [112]. Our DFT approach is well-suited to
this situation since one can easily input the density profile(s) of the solvent, ps(2), at the
planar wall, which will exhibit a thick adsorbed film, and then insert the spherical test
particle. Indeed this procedure should be rather accurate, and capture all of the physics,
when the size of the test particle is such that the adsorbed film on the particle is not very
thick.

Alternatively, were one to perform a direct measurement of the force between two
large colloidal particles in a binary solvent near to fluid-fluid phase separation, using
optical tweezers [113], one should find a long ranged force due to the presence of thick
adsorbed films surrounding the big colloid particles. Light scattering measurements, see
e.g. Ref. [114], of the second virial coefficient By for big colloidal particles suspended in a
near phase-separating solvent could also be most revealing. Long ranged attraction should

give rise to very large negative values of
o0
By = 27r/ drr2(1 — exp[—Boi ! (7). (7.6.4)
0

Moreover there should be very pronounced variation of By as the solvent binodal is ap-
proached and any thin-thick or bridging transition should lead to a jump in this coefficient.
We are not aware of systematic studies of By in an appropriate solvent although there are
experiments [115] on Bs for a globular protein in a solution of non-adsorbing polymer
which show that By depends on the proximity of the polymer solution to its spinodal line.
However, this study corresponds to the ‘protein limit’ since the radius of gyration of the
polymer is larger than the radius of the protein for which other physical considerations
are relevant. Of course any measurements of By require the concentration of the big par-

ticles to be small but non-zero and strongly attractive SM forces promote clustering of the
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colloidal particles causing the big particles to be very weakly soluble.

We can estimate the solubility of big GCM particles in the fluid of smaller GCM
particles by calculating the spinodal for the binary mixture of these big and small species.
This is obtained analytically (see Eq. (5.2.11)), from the mixture free energy, Eq. (7.3.28).
For the binary fluid considered in Sec. 7.3 with Ry,/R11 = 7.0, Rss/Ri1 = 0.665, €, =
€ty = 2.0, €5, = 0.8 and density of the small GCM particles p) R}, = 7.0, then the density at
the spinodal of the big particles is pgRij’l =1.2x 107, i.e. they phase separate when there
is about one big GCM particle per 10° of the small particles. This should be compared with
the binodal calculated for the binary mixture of species 1 and 2 with Raa/R;1; = 0.665 given
in Fig. 7.3. Such considerations are important when seeking to determine the mechanism
for the flocculation of the big colloidal particles observed [82, 83, 84, 85, 86, 87, 88, 89] in
a binary solvent; one cannot necessarily assume that the non-zero concentration of colloid
particles does not change the solvent phase diagram, i.e. the flocculation may be linked to
phase separation in the ternary mixture [116, 117, 82, 118]. In the experiments of Beysens
and co-workers [82, 83, 84, 85, 86] and of Maher and co-workers [87, 88, 89] it is possible
that two factors play a role: a) the presence of thick adsorbed films could lead to strongly
attractive SM forces between big particles which result in pronounced clustering and b)
the concentration of the big particles could be sufficient to alter the solvent phase diagram.
However, developing a theory which treats the relevant ternary mixture accurately is not

straightforward.

A well trodden path in colloidal systems is to tackle the problem by calculating the
SM potential between two big colloidal particles in the sea of small ones and use this to
model the colloids as an effective one-component system, from which one could obtain the
phase diagram by theory or simulation [22]. Such an approach proved very powerful for
asymmetric binary hard sphere mixtures [23] and for certain models of colloid-polymer
mixtures [22]. It is tempting to follow the same path for the present GCM system but
one finds quickly that there are significant differences. As we have seen, the SM potential
between two big particles, Wy, (), is attractive for all separations . Depending on €},
the strength of the repulsive bare big-big potential vy, (7), this implies that the effective

pair potential vlf,{ T(r) = v (r) + Wip(r) can also be negative for all 7. Indeed for most

situations pertaining to polymer mixtures, where €;; ~ 2.0, U,fg ! (r) will be very strongly

negative (many kgT'). This implies, in turn, that the effective one component fluid of big

particles described solely in terms of the pairwise potential vsl{ ! (r) would be thermody-
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namically unstable; it would collapse?

. However, in addition to the two-body term the
effective Hamiltonian contains a zero-body term — PV, where P is the pressure of the
reservoir of solvent and V' is the volume, a one-body term Nyu;®, where Ny is the number
of big particles and many body contributions [23]. The stability of the system depends on
the total compressibility of the mixture which contains contributions from the structure
independent terms as well as the structural, osmotic compressibility [120]. By contrast the
phase behaviour of the mixture is not influenced by the structure independent terms [23].
Whether one can make useful progress in tackling the properties of a multi-component
soft core fluid by constructing effective one component Hamiltonians requires further in-

vestigation. If, as seems likely, one is forced to retain the many body contributions [119]

this will limit the usefulness of the one component description for soft core models.

Whilst we have focused in the main on W, (r), the two-body SM potential between two
big solute particles immersed in the small particle solvent, we should emphasize that our
results for a one-body quantity, the excess chemical potential of a single big particle, uy®,
contains much rich information about solvation. Moreover our DFT approach should cal-
culate pg® very reliably — the subtleties and possible failings of the test particle procedure
in mixtures are not germane to the one body quantity. p* exhibits an interesting variation
with concentration as the binary solvent approaches phase separation (Fig. 7.9), reflecting
the formation of a thick adsorbed film surrounding the big particle. Understanding how
the presence of an adsorbed phase influences the solvation of a big particle is of general
interest in physical chemistry. It is thought to be relevant in the theory of hydrophobic
solvation. Lum et al. [121] studied the formation of a low density (drying) film of water
vapour around a spherical hydrophobic (hard-sphere) solute particle immersed in a model
of liquid water that was very close to bulk coexistence. Their theory for the density profile
and for pf* was based upon the effective reference fluid approach of Weeks and co-workers
[122, 123] but similar results emerge from a recent DFT treatment [124]. The presence of
the adsorbed vapour film gives rise to a liquid-vapour surface tension contribution to u;®
when the hard-sphere radius is sufficiently large. This contribution is the direct analogue
of the fluid-fluid tension we find in the present study — see Sec. 7.4.4. However, we find
that the overall form of pf* in the GCM fluid is very different from that which one would
expect for a typical hard-core fluid [107, 125]; compare the results for p;* in the GCM,

2Parola et al. [119] make the same point on the basis of an alternative, linear response, calculation of
Wn(r).
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Eqgs. (7.3.37) or (7.4.7), with Eq. (7.3.43), the formula for uf* when the solute particle
has a hard core. The leading terms have a very different origin: in the soft-core Gaussian
system this is essentially the volume occupied by the big particle multiplied by the num-
ber density of small particles and by the energy cost, €5, for these particles to overlap,
whereas in a hard core system the leading term is the work done in creating the cavity
for the big particle, i.e. the volume of the big particle multiplied by the pressure of the
solvent. Comparing the excess chemical potential, calculated as a function of the size of
the big particle and of the distance of the state point from the fluid-fluid phase boundary,

for soft core and hard-core fluids could shed some interesting light on solvation.



Chapter 8

Binary star-polymer solutions:

bulk and interfacial properties

Using an effective logarithmic- Gaussian pair potential that models the interaction between
star-polymers, we compare the hypernetted chain (HNC) and random phase approximations
(RPA) for calculating the bulk structure (including the Fisher-Widom and Lifshitz lines),
thermodynamic functions and phase diagram of a phase separating binary fluid of star-
polymers, of two-arm length ratio 2:1. Thereby, the stars considered here are equivalent
to linear chains in the mid-point representation of their effective interaction. We find
that at densities where the star coronas overlap the quasi-exact HNC and RPA give very
similar results. Using a density functional approach, with a functional which generates the
RPA, we calculate properties of the inhomogeneous binary fluid. We determine the surface
tension and one-body density profiles at the free fluid-fluid interface. For states well-
removed from the critical point the profiles exhibit pronounced oscillations. For a purely
repulsive planar wall potential that models the effective potential between a star-polymer
and a hard wall, we find a first order wetting transition with the associated pre-wetting

line.

8.1 Introduction

In chapter 4 we introduced the idea of effective interactions: When considering the problem
of polymers in solution one is faced with a huge task if one starts the theoretical description

from the monomeric degrees of freedom. The problem is greatly simplified if one can
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calculate an effective potential between the polymers, using a single position coordinate
for each polymer, typically the center of mass or the mid chain monomer [22, 21]; in Ch.
4 we outlined some of the strategies used to calculate effective potentials. The effective
potential between the polymer chains is in general a many body potential, and is density
dependent. However one finds that a density independent pair potential approximation
for the interaction between the individual polymer chains is sufficient to give a reasonable
description of the bulk structure and thermodynamics [22, 20, 34]. With this perspective,
one is then able to bring to bear on the problem the machinery developed for simple fluids,
e.g. using integral equation theories for bulk fluid structure and thermodynamics [1]. A
natural tool for calculating the properties of inhomogeneous fluids is density functional
theory (DFT) [7]. In this chapter we study a binary fluid of demixing star-polymers.
Star-polymers are made up of a number of polymer chains (referred to as arms) covalently
bonded to one common central core [126]. The arm number f, also called functionality, is
the physical property that allows one to interpolate between linear chains (f = 1, 2) and

the colloidal limit f > 1 in which the stars resemble hard spheres [22, 127, 128, 129].

We choose a binary mixture of star polymers with f = 2 arms (i.e., polymers) with
polymerisation ratio N1 : No = 2 : 1, in order to compare our results with those ob-
tained for the binary Gaussian core model (GCM) in chapters 5 and 6. Recall that the
GCM is a model for polymers in solution, modeling the effective potential between the
centers of mass of the polymers by a repulsive Gaussian potential, v(r) = eexp(—r?/R?),
where for polymers at room temperature in an athermal solvent € ~ 2kgT and R ~ R,
the polymer radius of gyration. Note that the GCM potential remains finite for all sep-
arations r, representing the fact that in the underlying polymer system the centers of
mass can completely overlap, even if the individual monomers cannot. In this chapter
we use an alternative representation for the chains: we choose their central monomers as
generalised coordinates for a coarse-grained description and employ accordingly the effec-
tive interactions between central monomers in treating the polymers as ultrasoft colloids.
In contrast to the center-of-mass potential, the central-monomer effective potential does
have a divergence as r — 0, albeit a very weak, logarithmic one. This property, derived
in the pioneering work of Witten and Pincus [130], stems from the scaling properties of
the partition function of self-avoiding random walks and can be generalized to stars with
an arbitrary number of arms [130]. Thus, the divergence is caused by the self-avoidance

that restricts the number of available configurations of infinitely thin polymer threads
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and not by the direct monomer-monomer interaction. We choose to focus on f = 2 arm
star-polymers in order to compare with the GCM because there is no difference between
a f = 2 arm star-polymer and a simple polymer, hence we are simply calculating the
properties of a binary polymer solution. In this case the star polymer potential is an ef-
fective polymer pair potential between the central monomers on each of the two polymers.
Since it is the same underlying system that these two effective potentials represent, these
two different effective potentials should result in the same thermodynamic properties and
phase behaviour. Indeed many of the results in this chapter are similar to those obtained

in chapters 5 and 6.

The present chapter is laid out as follows: in Sec. 8.2, we describe the model binary
star-polymer mixture. Then in Sec. 8.3, by comparing with the more accurate HNC,
we show that at sufficiently high densities the bulk structure and thermodynamics of the
binary fluid can be approximated well by the simple RPA. The HNC is essentially exact for
soft core particles, giving results almost indistinguishable from simulation for sufficiently
high densities of GCM particles [22, 37] and of star polymers with as many as 32 arms
[131]. We calculate both the HNC and the RPA fluid-fluid coexistence curves in the total
density-composition plane, and we find that at high densities, there is very little difference
between the two. In the same section we also calculate the Fisher-Widom line, i.e., the
line in the bulk phase diagram at which the asymptotic decay of the radial distribution
functions g;;(r) cross over from monotonic to damped oscillatory, see Ch. 5.4, and the
Lifshitz lines, which separate regions where the partial structure factors S;;(k) have a
maximum at k = 0 from those where there is a minimum at k = 0. In Secs. 8.4 and 8.5
we use a Helmholtz free energy functional which generates the RPA for bulk correlation
functions to calculate the density profiles of the inhomogeneous binary fluid. We calculate
the density profiles, along with the surface tension, for the planar interface between the
demixed fluid phases in Sec. 8.4, and then in Sec. 8.5 we calculate the density profiles
of the binary fluid at a planar wall with a purely repulsive wall-fluid potential chosen to
model the effective interaction between a star polymer and a hard wall. We find that there
is a first order wetting transition, with the associated pre-wetting line, whereby the fluid
phase rich in the larger species completely wets the interface between the wall and the

fluid phase rich in the smaller species. Finally in Sec. 8.6 we summarize and conclude.
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8.2 The model mixture

In Refs. [132, 133], Jusufi et al. proposed a repulsive logarithmic-Gaussian form for the the
effective potential between the centers of a pair (arm number f < 10) of star polymers in
athermal solvents. This potential features a weak, — In(r) divergence for small separations
r, reflecting the fact that polymers are ultrasoft ‘colloids’. The Gaussian decay pertains
for large r and is identical in its functional form with the effective interaction between
the centers of mass (the GCM) [20, 30, 19, 39]. Note that for arm numbers f > 10, the
Gaussian decay of the pair potential is replaced by a Yukawa decay [127]. The multi-

component generalization of the logarithmic-Gaussian potential reads as

—ln<r)+# for r < o;;:

5 T4 27'.2.0'.2. — Y

Bui(r) = —18f3/2 7 5% (8.2.1)
1 2.2 2

57207, exp [—Tij(r —o5)| forr >0y,

where o;; is the corona diameter and 7;; is a parameter of order 1/R;; where R;; is
the radius of gyration [132] and 8 = 1/kgT. In the present work we choose to set
the arm number f = 2, so that the star polymer pair potential (8.2.1) is equivalent to
the effective potential between the central monomers on a polymer chain, and we can
therefore compare the the present ‘central-monomer’ representation with the ‘center of
mass’ effective potential used in chapters 5 and 6. The arm number f only appears in
the prefactor of the pair potential (8.2.1), so we expect that all results presented will be
qualitatively correct for f < 10. For the interaction parameters between unlike species in

a binary mixture, ¢, j = 1, 2, we choose the mixing rules:

1
o12 = 5(011 + 0922) (8.2.2)
and
1 1 < 1 1 )
S =5|l=+ =) (8.2.3)
7122 2 7121 7222

The additive rule, Eq. (8.2.2), is roughly what we expect for the effective cross interaction
corona diameter o15. The precise value chosen for 015 does not have much of an effect
on the overall phase behaviour of the system; it simply sets the critical point total bulk
density, p. of the binary phase separating mixture. It thereby plays a role similar to
€12 for the GCM in locating the critical point — see Sec. 5.2. The rule described by Eq.
(8.2.3), plays a more significant role in determining the behaviour of the binary fluid. Since

Tij ~ 1/R;;, we use Eq. (8.2.3) to determine 712, because this relation has been found in



8.3 Bulk structure and phase diagram 147

simulations when considering the effective interaction between the centers of mass of the
polymers [30, 39] — this procedure is equivalent to the mixing rule (5.2.14).

In order to make a comparison with our earlier work in chapters 5 and 6, we choose
o92/011 = 0.665 which is equivalent to a binary mixture of polymers of polymerisation
ratio N1 : No = 2 : 1.1 In Ref. [132], it was found that 7; = 1.03/0y; gives excellent
agreement with simulation results and, in addition, it brings about the best agreement
for the second virial coefficient of polymer solutions. Using these ratios along with Egs.

(8.2.2) and (8.2.3), the model mixture parameters are completely determined.

8.3 Bulk structure and phase diagram

We consider a system consisting of M; long and My short chains enclosed in the volume
V. Accordingly, we define the partial densities p; = M;/V, i = 1, 2 of the components,
as well as the total density p = p1 + p2 and the concentration of the small component,
x = pa/p. Due to the athermal character of the solvent the effective interactions are purely
entropic, i.e., they scale linearly with kgT and the thermal energy is the only energy scale
of the problem, as is clear from Eq. (8.2.1). Thereby, the temperature drops out of the
problem as an irrelevant variable and the thermodynamic space of the system is spanned
by the partial densities or equivalently the pair (z, p).

In order to determine the bulk structure of the binary fluid we use the hypernetted
chain (HNC) closure for direct pair correlation function, ¢;;(r), in terms of the pair corre-
lation function h;;(r) = ¢;5(r) — 1 in the Ornstein-Zernike equations (the two component

generalisation of Eq. (2.2.1) [1]), which for a multi-component fluid is (c.f. Eq. (2.2.3)):
Cij(T‘) = —,BUZ']'(T‘) + hij(T‘) - 111[1 + hZ](T‘)] (831)

We expect the HNC to be almost exact for describing the bulk structure of these soft
core particles at densities where the cores of the particles start to overlap (po3 > 1.0).
This expectation is corroborated on the one hand from the known fact that for the one
component GCM the HNC results are indistinguishable from the simulation results at
these densities — see Ch. 4 and Refs. [22, 37, 38, 39] and on the other hand by the finding

that the HNC at high densities exhibits excellent agreement with simulation for a pure

'Recall that this arises from the scaling law R ~ N connecting the spatial extent R of a self avoiding

polymer with its degree of polymerisation N, using the value v = 3/5 for the Flory exponent.
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star-polymer fluid with functionality f = 32 [131].2
We define the partial structure factors S;;(k), 4, j = 1, 2 of the mixture as

Si1(k) 1+ prhg (k);
Soa(k) = 1+ pahaa(k);
Sio(k) = pipzhia(k), (8.3.2)

where ilw(k) denotes the Fourier transform of h;;(r). In addition, we consider later the

concentration-concentration structure factor Sc(k), given by [134, 135]
SCC(]C) = (1 — $)2511(1€) + .TZSQQ(k) — 21‘(1 — l’)SlQ(k)) (8.3.3)

In Fig. 8.1 we show the HNC partial structure factors for the binary fluid, comparing
also with the much simpler random phase approximation (RPA), which is given by ¢;;(r) =
—pBv;ij(r). The RPA closure to the Ornstein-Zernike equations becomes more accurate
as the density is increased and is very reliable for interaction potentials that diverge
slowly at the origin or are bounded there [38, 136]. Indeed, the RPA is in principle a
good candidate for examining the structure of uniform and nonuniform fluids, when the
condition [ d3rwv;;(r) < oo is fulfilled [136, 129] — as is the case for the GCM one- and
two-component systems. For non-bounded but slowly diverging interactions, the RPA is a
good approximation at least for the thermodynamics, but it can also hold for the structure
when the prefactor of the weakly diverging potential is small [136]. For the case at hand,
the prefactor of the logarithmically diverging potentials is indeed small, (5/18)f3/2 = 0.786
for f = 2, and thus the RPA should be valid at sufficiently high densities; a hypothesis we
confirm.

The comparison in Fig. 8.1 reveals that the HNC and the RPA yield very similar
structure factors. The discrepancies between the two occur mostly for small k-values and
are most pronounced in the neighbourhood of the critical point. The existence of a spinodal
(and thus of phase separation) in the mixture is witnessed in both the HNC and the RPA
by the increase (and eventual divergence) of the structure factors at k = 0. As we move
along a path of fixed concentration x increasing the total density p, the RPA-structure

factors are seen to diverge earlier than the HNC-ones, a feature pointing to the fact that the

2Due to the f3/2-prefactor of the star-star potential, the f = 32-effective interaction is much steeper
than the f = 2-one. The success of the HNC for this steeper interaction, then, guarantees its validity for

the much softer interaction considered here.
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Figure 8.1: The partial structure factors, calculated along two different thermodynamic
paths in the (x, p)-plane of the star polymer mixture obtained from the HNC (solid lines)
and RPA (broken lines). (a) S11(k) for fixed total density poj; = 5 and for different
concentrations x of species 2, as indicated on the plot. (b) Results for S22 (k) along the
same path. (c) Si1(k) at fixed concentration = 0.7 and for increasing total densities,
from bottom to top pa{’l =1, 2, 3 and 4. The inset shows the result for po$; = 5, a point
lying close to the RPA-critical (consolute) point (z., p.o;) = (0.7095,5.71628), see also
Fig. 8.3. The inset axes have the same labels as those of the main plot. (d) Same as in
(c) but for the partial structure factor Sga(k). Note that in all plots the £ — 0-limits
predicted by the RPA are larger than those from the HNC and the discrepancies become
more pronounced in the neighbourhood of the RPA-critical point. At the critical point

S11(k =0) and Sa2(k = 0) — 400 whereas S12(k = 0) — —oc.
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RPA-coexistence region will be broader than the one predicted by the HNC. In addition,
the fluid structure factors are quite similar to the equivalent GCM partial structure factors
Sij(k). The reason for this is that in calculating S;;(k) one Fourier transforms the pair
potentials, v;;(r), which involves integrals of the form [ drrsin(kr)v;(r). Therefore,
the weak divergence of the pair potential v;;(r) at small r has little effect because it is
suppressed by the multiplication with rsin(kr). It is rather the fashion in which wv;;(r)
decays as r — oo that has greater influence on the structure and the thermodynamics of
the mixture [20, 137]: as we show later, the quantity 9;;(0) oc [ drr?v;;(r) enters into the
RPA equation of state and is thus decisive in determining the phase boundaries.

We now turn our attention to the partial radial distribution functions (rdf’s) g;;(r),
i, 7 = 1, 2, in particular at high densities and close to the borderlines x = 0 and =z = 1.
In these cases, the HNC and the RPA yield practically identical results, so we examine
the HNC results here. As shown in Fig. 8.2, we find a signature of ‘clustering’ in the
rdf’s g;j(r) of the minority phase, i.e., the development of a pronounced maximum. This
feature was also found for the GCM, e.g. see Fig. 7.13 and Ref. [47], but there the maxima
are at » = 0. In the present model g;;(r) does not have a maximum at r = 0, because
our potentials have the logarithmic divergence at r = 0. Rather, the minority phase rdf’s
gii(1), have a peak in the range 04;/2 < r < 0. Since oy; is the diameter of the i-species
and r denotes distances between the central monomers, this corresponds, roughly, to the
centers of mass accumulating in one region and the polymers in the minority phase building
clusters. There is therefore good agreement between the center-of-mass and the central
monomer representation. Moreover, this clustering effect, which is more pronounced for
the large polymers, is an additional signature of phase separation.

Next we consider the overall phase behaviour of the mixture and make a comparison
between the binodal obtained from the HNC equation of state and that obtained from the
particularly simple RPA equation of state. The simplest (RPA) mean-field Helmholtz free

energy functional for the mixture reads as
1
Fllol) = Falloh) + 53 [ @ [ @raptpyteauslin -xl) 3.0
ij

where F;q is the ideal gas part — recall from Ch. 5 that this functional generates the RPA

direct pair correlation functions

2 (r1,r2) = (v —ral) = —Buy(r1 — ral). (8.3.5)
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Figure 8.2: The HNC radial distribution functions g;;(r) of the minority phases at high
total densities. (a) Large particles, gi1(r) and (b) small particles, gaa(r).
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This functional (8.3.4) replaces all excess free energy contributions with the mean-field
interaction terms that are bilinear in the density profiles p;(r) of the components. Such
an approximation is expected to be accurate for the system at hand, which is deprived
of hard cores and of significant short-range, excluded-volume correlations, in particular at
high densities when the particles interact with a very large number of ‘neighbours’. In the
bulk mixture the densities are constants, p;(r) = p;. Expressing these in terms of the total
density p and the composition variable x, we can write the bulk Helmholtz free energy per

particle f , as

- ~ 1 N - N
flp,2) = fialp,z) + 5pl(1 — ) 011(0) + 22(1 — ) 012(0) + 2” 022(0)], (8.3.6)
which is equivalent to Egs. (5.2.6) and (5.2.7). The ideal contribution, fig(p, ), contains
the ideal free energy of mixing, S~z In(x) + (1 — 2)In(1 — 2)} as well as an irrelevant
term with linear-p dependence. 0;;(0) is the ¢ = 0 limit of the Fourier transform (FT) of

the pair potential:
84;(0) = / r vy (r). (8.3.7)

Note that Eq. (8.3.6) is equivalent to calculating f from the compressibility route. We
Legendre transform to obtain the Gibbs free energy per particle g = f + Pv; where v = 1/p
is the volume per particle, and the pressure is given as P = —(0 f /Ov)z. The common
tangent construction on g yields the binodal (see also Ch. 5 Sec. 5.2) which is plotted
along with the spinodal in Fig. 8.3. We find that the binodal has a very similar shape
to that found for the GCM in Ch. 5, since they both have the same form for the bulk
Helmholtz free energy (8.3.6), but they differ in where they locate the critical point. For
the present star polymer model we find the critical point at p.o}; = 5.7 where the star
corona diameter 011 ~ 1.32RY,, with RY, the radius of gyration [132, 138]. On the other
hand, for the GCM studied in Ch. 5 we found pcR:{’1 = 5.6 with radius Ry1 =~ Rfl.

We also determined the HNC-phase diagram. The HNC closure breaks down before a
spinodal is reached, as is well-known from previous studies [139, 140]. However, this poses
no difficulties in calculating the HNC binodals.? For all points in the region where the
HNC converges, we calculate the pressure P and partial chemical potentials p1, e on a

grid. For the HNC, this calculation is local, i.e., one needs no thermodynamic integration

3We found, in fact, that the locus of points on which the HNC fails to converge is a curve that runs
close to the RPA-spinodal and in the U-shaped region in the high-density part of this curve the HNC has

no solutions.
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Figure 8.3: (a) The RPA-spinodal and binodal lines for the star-polymer mixture (dotted
and solid lines) along with the HNC-binodal (dashed line). x is the concentration of species
2, the smaller component. The straight segments denote HNC-tielines between coexisting
fluid phases whose coordinates are given by the closed circles at their ends. (b) The RPA-
phase diagram along with the Fisher-Widom line (light solid line) and the Lifshitz lines of
the various structure factors. The left hand branch of the FW line lies close to the Lifshitz
line for Sy1(k) (short dashed line) while the right hand branch lies close to the Lifshitz
line for Soo(k) (long dashed line). The dash-dotted line is the Lifshitz line for S..(k). The
points A-G on the right-hand branch of the binodal are located at total densities po$; = 8,
10, 12, 14, 16, 18 and 20, at which the free interface density profiles will be calculated in
Section 8.4. The gray lines are RPA-isobars through the points A-G and their intersections
with the left-hand branch of the binodal yield the state points coexisting with A-G. The

open circle denotes the RPA-critical point.
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to obtain p; and pg [47, 141], since within the HNC
% .
Bui = n(Alp:) + > {Ej/dr hij(r)[hij(r) — cij(r)] — p;¢i;(0) (8.3.8)
J

where h;;j(r) and ¢;;(r) are the HNC total and direct pair correlation functions. From
p1 and pg, the Gibbs free energy per particle g = (1 — x)u1 + xus is readily obtainable.
We perform a 2d-interpolation of the pressure results to obtain P(z,p) as a function of
two variables for any x and p, and on this surface we determine the isobar curves P =
constant. We then draw the Gibbs free energy along the isobars to obtain gp(z), where
the subscript now denotes that P is fixed. For those pressures for which gp(x) is a convex
function of x, the system is in a single (mixed) state. For those for which it is not, the
common tangent construction determines the coexistence concentrations and densities.
The region in which the HNC has no solutions presents no difficulties. For the isobars
that intersect the borderline of this region, we simply have gp(z) with two ‘branches’ on
either side of the prohibited domain and we perform the common tangent construction on
those.

The HNC binodal is plotted in Fig. 8.3 along with the RPA one. It can be seen
that there is very good agreement between the two. The RPA-binodal is slightly broader
but the discrepancies become quickly suppressed in moving away from the critical point.
If one interprets the total density as an ‘inverse temperature’ and the concentration as a
‘density’ of a hypothetical one-component system, then the phase diagram can be regarded
as that corresponding to ‘liquid-gas’ coexistence. The RPA is then equivalent to the the
mean-field approximation, which usually delivers critical temperatures higher than the
true result. That the RPA critical density is lower than the HNC-one can be explained by
means of this analogy. The largest discrepancies between HNC and RPA occur close to
the critical point but these are less than 10% for the location of the binodal on the density
axis. Otherwise, the remarkable accuracy of the RPA can be understood by the fact that
the phase separation for our binary fluid occurs at a sufficiently high density that the
differences between the RPA and HNC routes to the bulk structure and thermodynamics
are indeed very small. We demonstrate this in Fig. 8.4, where we show representative
results for the chemical potentials and the pressure obtained by the two approaches. We
note that Finken et al. [47] have also made comparisons between the RPA and HNC
results for the binodal in the case of a binary mixture of repulsive GCM particles. They

report larger differences between the two theories than we find here. At present it is not
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clear why the differences should be larger for GCM particles than for the (very similar)

logarithmic-Gauss potentials we consider in the present study.

More detailed information about the nature of the interparticle correlations in the
mixture can be obtained by investigating the Fisher-Widom (FW) line [2]. The FW line
is determined by the asymptotic decay, r — oo, of the total pairwise correlation functions
hi;j(r). It is the locus of points in the phase diagram, at which the ultimate decay of the
pair correlation functions crosses over from monotonic (Ornstein-Zernike like) to damped
oscillatory. The method for determining the FW line in mixtures is described in Ch. 5
Sec. 5.4, see also Ref. [52]. Using the RPA approximation for the direct pair correlation
function, ¢;(q) = —fv;;(q), greatly facilitates the calculation of the FW-line (as it did
for the GCM), since the Fourier transforms 9;;(¢q) are analytic (see Appendix E). The
FW line for the present mixture is displayed in Fig. 8.3. We find that FW line is almost
exactly the same in shape and location in the phase diagram as that found, also using
the RPA, for the binary GCM corresponding to a 2:1 length ratio mixture of polymers —
see Fig. 5.1. We also find the same cusp in the FW line (bottom right hand corner, Fig.
8.3(b)) and the new line found for the GCM in Ch. 5. The latter denotes the crossover
from oscillatory decay with one wavelength, corresponding to the length-scale associated
with one of the particle species, to oscillatory decay with another wavelength, determined
by the size of the other species of particles. Because the RPA binodal and FW lines are
so similar in the present model to those found for the binary GCM in Ch. 5, we expect
the trends found as particle size asymmetry was varied in the GCM, to carry over to the
present model, i.e., as the size asymmetry is increased, the location of the critical point
should move towards the side of the phase diagram rich in the smaller species and the
cusp in the FW line should move to this side also. Note also that the pole determining
the asymptotic decay of g;;(r) also sets the common bulk correlation length: & = 1/ag
[52]. It is possible to calculate the leading pole from numerical solutions of the HNC [57],
however we expect the asymptotic decay to be very well captured by the RPA, and the
dominant HNC pole to be very similar in value to that obtained from the analytically

tractable RPA, as was the case for the one-component GCM,?* — see Fig. 5.12.

The Lifshitz line [142, 143]° separates the region in the phase diagram in which S;;(k)

4L.R. Croft, private communication.
5We note that for microemulsions both the Lifshitz- and the FW-line are used to signify the crossover

from the ‘sponge phase’ to the ‘random phase’ (there is no sharp thermodynamic transition between
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has a local maximum at k = 0 (as occurs near a critical point or spinodal) from that
in which it has a local minimum at k¥ = 0. Making a small k expansion of the partial

structure factors

Sii(k) = a(p, x) + b(p, ©)k* + O(kY), (8.3.9)

and examining the sign of the term b(p,x), one sees that the Lifshitz line is the locus of
points b(p,x) = 0. The Lifshitz lines for two of the partial structure factors are displayed
in Fig. 8.3 and their shapes are similar to branches of the FW-line. This is because their
locations are driven by the proximity of the spinodal, which forces S1;(k) and Sa2(k) to
have maxima at k = 0. These maxima survive as long as the pure imaginary pole (away
from the spinodal) is the dominant one. Close to the crossover to damped oscillatory
decay in h;j(r), at the FW line, the maximum turns into a minimum. Hence the Lifshitz
and the FW-lines are closely related to one another but they are not identical. Since
phase separation in liquid mixtures is driven by concentration fluctuations it is natural
to examine the Lifshitz line for the concentration-concentration structure factor Scc(k)
defined in Eq. (8.3.3). As can be seen in Fig. 8.3, the domain enclosed by the Lifshitz line,
in which Scc(k = 0) is a maximum, is broader than the domain in which both S11(k = 0)
and Sa2(k = 0) are local maxima. This is the effect of the term —2z(1 —x)S12(k). In fact,
the Lifshitz line for Sc.(k = 0) does not close: even at very low densities, there survives a
domain, in this case 0.55 < « < 0.77, in which Sc(k) has a small maximum at k = 0. The
Lifshitz line for Si2(k) runs similarly to the one for Si;j(k), but the regions it separates
are inverted with respect to the ones for Si1(k) and Se2(k): above the Lifshitz line for
S12(k), the latter has a local minimum at k = 0 and below it a local maximum,® whereas

the situation is inverted for the other two.

8.4 The free fluid-fluid interface

In this section we calculate the inhomogeneous one-body density profiles of the fluid at

the planar interface between two coexisting phase-separated liquid phases and the corre-

the two, hence one resorts to structural criteria) [142, 143]. The locations of the two lines in the phase
diagram are related, as in the present fluid. We note also that in the microemulsion literature the FW-line
is referred to as the disorder line [142], the latter terminology being the common one for Ising models

[144, 145, 146, 49].
SNote that at the spinodal S12(k = 0) diverges to minus infinity, not to plus infinity as do Si1(k = 0)

and 522(]{2 = 0)
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sponding surface tension +, using the same DFT (8.3.4) which generates the RPA. Once

again we work with the grand potential functional
Qv [{pi}] = Fl{pi}] Z/d?’ i(r))pi(r), (8.4.1)

where u; is the chemical potential of species i = 1,2, and determine the free interface
density profiles by setting the external potentials V;(r) = Vj(z) = 0. Recall from Ch. 5.3
that within the present mean field approach the resulting profiles p;(z), with z normal to
the interface, are non trivial, i.e., the interface has a finite width. Minimising (8.4.1) and
using (8.3.4) for F[{p;}] yields a pair of coupled Euler-Lagrange equations for the profiles.

Due to the planar symmetry these can be reduced to a pair of 1-dimensional equations:
M — VZ(Z) = Ni,id(Pi(Z)) + Z/dz'pj(z’)ﬁijﬂz - ZI|), for 1,7 =1,2 (8.4.2)
J

where the ideal gas chemical potential y; j4(p;) = 871 In(A3p;) (A; is the thermal de-Broglie

wave-length) and
0ij(|z — 7] / dm/ dy v (Jr — r']). (8.4.3)

Eqs. (8.4.2) can be solved self consistently for the density profiles of the two species.
We find results very similar to those for the binary GCM in Ch. 5; again, the weak
divergence of the pair potential v;;(r) has little effect. When (8.2.1) is substituted into
(8.4.3) we find that ¥;;(2) is finite for all z: on integrating over the x — y plane the
—1In(r) divergence in v;;(r) yields a term ~ 2?In(z), which is finite as = — 0. In fact
0;;(z) resulting from Egs. (8.2.1) and (8.4.3) has a very similar shape to that resulting
from substituting v;;(r) = € exp(— 2/R ) (GCM) into (8.4.3). The resulting density
profiles for the coexisting states marked in Fig. 8.3(b) are displayed in Fig. 8.5. We find
pronounced oscillations in the density profile of the larger species, pi(z), for states well
removed from the critical point, similar to those we found for the GCM in Ch. 5. For
states B-G (see the phase diagram Fig. 8.3) both density profiles p;(z) and pa(z) exhibit
non-monotonic decay into the bulk phase which is rich in species 1. On the other side of
the interface, approaching the bulk phase rich in species 2, magnification shows that both
p1(#) and pa(z) are non-monotonic for states E-G. For state A, closer to the critical point,
there is no sign of oscillations on either side of the interface.

As with the GCM, it seems to be the location of the FW line that determines the

crossover from monotonic to damped oscillatory decay in the free interface density profiles.
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Figure 8.5: The fluid-fluid interface density profiles, calculated at states A-G in the phase
diagram [see Fig. 8.3(b)]. State A lies near the critical point and state G, for which the
interface is much sharper, far away from the critical point. These states correspond to total
bulk densities po?; = 8,10, 12, 14,16, 18 and 20 in the phase rich in species 2. (a) Density
profiles of of species 1, the larger species. (b) Density profiles of species 2. The insets

show magnified regions for state G. Note the oscillations on both sides of the interface.
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On moving along the binodal away from the critical point, and crossing the intersection
with the FW line, there are bulk states (on the binodal) at which the the pair correlation
functions, h;;(r), decay in a damped oscillatory fashion. Since it is the same pole in the
structure factors that determines the asymptotic decay of the one-body density profiles,
pi(r), for these states on the oscillatory side of the FW line one should expect damped
oscillatory decay of p;(r) into the bulk phase. For the present model the FW line intersects
the binodal on both sides so that when both bulk coexisting states are on the oscillatory
side of the FW line, then the asymptotic decay of the density profiles will be damped
oscillatory on both sides of the interface — as we found in Ch. 5 for the binary GCM.

Having calculated the equilibrium free interface density profiles we can determine the
surface tension, which is defined as the excess grand potential per unit area and can be
written as

0o
v = / dz (P +w(2)), (8.4.4)

—o0
where P is the bulk pressure at coexistence and w(z) is the grand potential density obtained
from Egs. (8.3.4) and (8.4.1) with V;(z) = 0. The reduced tension v* = 3vy0?, is plotted in
Fig. 8.6 for the interfaces corresponding to Fig. 8.5. We have chosen to plot v* versus the
order parameter (pi' — pP)a},, where pf is the bulk density of species 1 in phase A, rich
in species 1, and pf is the same quantity in phase B, poor in species 1 — as we did for the
binary GCM in Ch. 5. Mean-field arguments imply that v* should vanish as (pfl4 — pf )3
on approaching the critical point and this is confirmed by our numerical results (see inset

to Fig. 8.6).

We can obtain an estimate for the surface tension of a phase separated mixture of ‘real’
star-polymers by choosing v* = 5, corresponding to a state well removed from the critical
point, and setting 7' = 300 K and 01; = 20nm. We find v = 52 uN/m, the same as for the
GCM.

The numerical values of v* determine whether we can expect to observe oscillatory
density profiles in a more accurate treatment of the free interface. As the present mean
field functional does not include the effects of capillary wave fluctuations one needs to
make an estimate of these fluctuation effects on oscillatory structure [7]. In Ch. 5 on
the GCM free interface we addressed the issue of whether capillary-wave fluctuations
would destroy the layering structures we found in the DFT treatment of the interface.
The situation for the present model is the same as for the GCM; i.e., we assume that

DFT describes the ‘bare’ or ‘intrinsic’ profiles — which might be oscillatory, as in the
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Figure 8.6: The reduced surface tension, v* = 3y03, at the planar free interface, plotted
against the order parameter (p‘l4 — plB )o3,, the density difference in species 1 between the
two phases, which vanishes at the critical point. The line joining the data points is a
guide to the eye. Inset: double-logarithmic plot of the same quantities, demonstrating the

power-law dependence of v*; the straight line has gradient 3.

present case — and that fluctuations can be unfrozen on these. If one performs a Gaussian
smearing of the profiles over the interfacial thermal roughness £, for a density profile
with decaying oscillations of wavelength 27/ and decay length & ! these quantities
are unaltered but the amplitude is reduced by a factor exp[—(a} — a2)&? /2] [52, 61]. The
roughness ¢ | depends on the interfacial area L2 and on the external potential, e.g. gravity.
Ignoring the latter one finds that the amplitude of the oscillations in the density profile
should be reduced by a factor (Lg/¢)*l(@1/30)°~1] where w = (47B7€2)! is, as usual,
the dimensionless parameter which measures the strength of capillary wave fluctuations
and & = (ég)~!. The larger the value of w o 1/v*, the more damped are the oscillations.
As mentioned in Ch. 5.5 the power law dependence on the interfacial area L2 that this
unfreezing procedure predicts is supported by the simulations of Toxvaerd and Stecki
[62] and those of Chacén et al. [58, 59, 60]. For the present model at states where the
oscillations in the DFT profiles are very pronounced, as with the GCM, the calculated
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exponent in the power law is small, typically —0.1, which implies that the the amplitude
of the oscillations at these particularly ‘stiff’ interfaces should only be weakly damped
by the capillary-wave fluctuations. As emphasized in Ch. 5 the reduced surface tension
~* far from the critical point is very large in these liquid mixtures since the coexisting
phases correspond to a very high pressure and there are very large density differences,
for the individual species, between the phases — see Fig. 8.3. Such large values of v* do
not normally arise at the liquid-vapour interface of simple, one-component fluids where
the solid phase intervenes at low temperatures. However the model considered by Chacén
et al. [58, 59, 60] ensures that the ratio of the melting temperature T}, to the critical
temperature T, is small, i.e., T}, /T, < 0.2, and in these circumstances v* can be large and

~

then damping of the oscillations is weak.

8.5 Star-polymers at a hard wall: wetting behaviour

By integrating the normal component of the osmotic pressure in the interior of the star
polymer along the area of contact between the star and the wall, Jusufi et al. [132] were able
to calculate the force, F'(z), and therefore the potential acting between a star-polymer and
a hard wall, with z denoting the distance from the star center to the planar wall surface.
The force scales as F'(z) ~ 1/z as z — 0, and for z — oo the form F(z) ~ (0/0z)erf(k;z)
pertains, where erf(z) = (2//7) [ dt exp(—t?) is the error function and r; 1'is a length
scale of order the radius of gyration of the polymer. For a star polymer with f = 2,
the value x; = 1.16/0;; was found to give the best fit to simulations [132]. By matching
these two forms at z = 0;/2 and then integrating to get the potential, Jusufi et al. [132]
proposed the following form for the effective potential V;(z) between a star polymer and
a hard, planar wall:

—1In (3—i> - (% — 1) (i — %) + ¢ for 2 < 0yi/2;

BVi(z) = Af3? (8.5.1)

Gierfe(rk;z) [erfe(kioii/2) for z > 0y;/2

where erfc(x) = 1 — erf(x) is the complementary error function, ¢; = (1 + k?02%/2) ! is a

parameter chosen to guarantee the continuity of the local osmotic pressure in the interior

of the star polymer and

2/ KiOi n%al%-
G = erfc ( 5 ) exp (4 . (8.5.2)

RiOi4
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Figure 8.7: The density profiles of species 1, the larger particles, adsorbed at a wall
described by the potential (8.5.1), calculated along a path of constant total density, po$, =
7.0, i.e., path A in Fig. 8.8. From left to right the profiles refer to x = 0.99, 0.95, 0.9,
0.88, 0.879, 0.878955, 0.878951 and 0.8789505, where x is the concentration of species 2
and Teoex = 0.87895019. The thickness of the adsorbed film increases continuously as

x — L

coexs indicating complete wetting. The inset shows the density profiles of species 2

for the same values of . Note that species 2 is depleted from the region adjoining the

wall.

The final parameter A, which has a weak f dependence, is also chosen to match the

simulation results, giving A = 0.46 when f = 2 [132].

By using Eq. (8.5.1) for the external potential in Eq. (8.4.1) we are modeling the binary
star polymer fluid at a hard wall. We found that for certain states approaching the binodal
on the side poor in species 1, the larger particles, a thick wetting layer of the coexisting
phase rich in species 1 was adsorbed at the wall, the thickness of which diverged at the
binodal. Typical wetting density profiles are displayed in Fig. 8.7. These were calculated
along a constant density path pazfl = 7.0, approaching the binodal (path A in Fig. 8.8).
Upon investigating higher total densities we found there is a first order wetting transition,

above which the wall no longer wets completely. The point on the binodal at which the
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Figure 8.8: The phase diagram obtained from the RPA (as in Fig. 8.3). The two filled
circles show the location of the pre-wetting line. The upper point on the binodal is the
wetting point where the pre-wetting line meets the binodal tangentially and the lower
point is the critical point at the end of the pre-wetting line. The inset shows the pre-
wetting line at greater magnification. The horizontal path labeled A is that along which
the density profiles in Fig. 8.7 are calculated.

wetting transition occurs, the wetting point, is at (z, po3;) = (0.959,9.15). Descending
from the wetting point is a short pre-wetting line, ending in a pre-wetting critical point
at (z,po3;) = (0.951,8.75). The pre-wetting line is displayed in Fig. 8.8. This wetting
scenario is very similar to that which we found in Ch. 6 for the binary GCM fluid at a
planar wall with a repulsive Yukawa potential mimicking the effective potential between
the Gaussian particles and a hard wall.

The wetting point and the pre-wetting line were determined by analysing the density
profiles and the adsorption of species 1, I'1, defined by

I = /Ooo dz (p1(2) — p1), (8.5.3)

where p; = p1(00), the density of species 1 in the bulk, i.e., far away from the wall. At the
pre-wetting line, the adsorption exhibits a discontinuous jump. In Fig. 8.9, the adsorption

calculated along constant total density paths (po3; = 9.0, 8.9, 8.8 and 8.7) approaching
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the binodal is plotted. Figs. 8.9(a)-(c) correspond to paths that intersect the pre-wetting
line, whereas the path of Fig. 8.9(d) passes just below the pre-wetting line critical point.
We determine the location of the pre-wetting line by monitoring the jump in I'; and, in
the region of the pre-wetting critical point, the erosion of two branches in the free energy.
On solving numerically for the density profiles, one moves first along one branch, and
then jumps to the other before converging to the equilibrium solution. Note also that the
interfacial compressibility, x12 = 0I'1 /Ouz o< (0I'1/0x), still has a pronounced peak below
the critical point — see Fig. 8.9(d). The jump in the adsorption decreases for intersecting
paths approaching the pre-wetting critical point. These results should be compared with
those of Fig. 8.10, where I'; is plotted along the po3; = 7.0 path (path A in Fig. 8.8),
along which the density profiles in Fig. 8.7 are calculated. This path is far away from the
wetting transition, and the film thickness increases smoothly with no jumps as the binodal
is approached; the thickness eventually diverging at the binodal.

We find that in the limit  — o

aoexy below the wetting point I' increases linearly with

—In Az, where Az = ( — Teoex) 18 the deviation from coexistence. This linear increase
with —In Az is illustrated in Fig. 8.10. For Az — 0T, Iy, as defined by (8.5.3), scales
proportionally to the film thickness [, i.e., '] ~ l(pf‘ —pP), where p{‘ is the bulk coexisting
density of species 1 in phase A, rich in species 1 and wetting the wall, and pfg is the bulk
density in phase B, poor in species 1. Equivalent behaviour was found for the GCM in Ch.
6 where we were able to describe the results by considering an effective interface potential,

Eq. (6.3.1), of the form
Wez(l;2) =1 (wA - wB) + Yw,A + YA,B + ae V& 4 (9(6_21/5“’), (8.5.4)

where 7, 4 is the surface tension of the wall-phase A interface, y4 g that of the free A-B
interface, a is a coefficient dependent on p and &, is the bulk correlation length in the
phase wetting the wall [11, 69, 15]. Eq. (8.5.4) is valid for a complete wetting situation;
minimisation of we, with respect to [ yields the equilibrium film thickness [ for a given
undersaturation Az. w? is the grand potential per unit volume in bulk phase B at given
chemical potentials p; and g2, while w? is the corresponding quantity in phase A at the

same chemical potentials. To lowest order in the chemical potential deviations:
wh =P = (it = pP) A + (' — p3)Apia. (8.5.5)

Since Ap; = (i — ficoex) X Az to lowest order, it follows that the first term on the right
hand side of Eq. (8.5.4) is proportional to [Az. Minimisation of Eq. (8.5.4) then yields
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Figure 8.9: Plots of the adsorption of species 1, I'{, versus the logarithm of the deviation
from bulk coexistence In(x — Z¢oex ), at constant total density p, for paths intersecting [(a)-
(c)] and passing just below (supercritical) (d) the pre-wetting line. The jumps in (a)-(c)

indicate the first-order pre-wetting transition.

I ~ =&, InAz. We were able to confirm that the pre-factor to the logarithm is indeed
&w = 1/ap, where oy is the imaginary part of the pole with the smallest imaginary part

(see Sec. 8.3), in the structure factors, for the bulk wetting phase A.

The wall potential (8.5.1) that we employ decays as erfc(k;z) ~ exp(—r?22)/\/Triz
as z — oo. If the wall potential we had chosen had a slower decay, then the effective
interface potential (8.5.4) might have additional wall contributions — see chapters 3 and

6, in particular Sec. 6.3.2.
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Figure 8.10: The adsorption of species 1, I'y, along path A in Fig. 8.8 with constant
total density, po$; = 7, as a function of the logarithm of the deviation from bulk coexis-
tence, In(x — Zcoex). The adsorption corresponds to the density profiles in Fig. 8.7. On

approaching the binodal, I'; increases linearly with —In(z — Zcoex)-

8.6 Summary and concluding remarks

We have shown that a binary fluid of star-polymers, where the interactions between the
star-polymers are modeled by purely repulsive effective pair potentials, can phase separate
into two fluid phases. When the binodal lies at sufficiently high densities (po3; 2> 5),
the quasi-exact HNC closure to the Ornstein-Zernike equations gives results for the bulk
structure and thermodynamics (including the binodal) which are very similar to those from
the much simpler RPA. We chose pair potential parameters to correspond to a binary fluid
of f =2 arm star-polymers with length ratio 2:1 in order to compare with our results for
the binary GCM in Ch. 6. The GCM is an effective pair potential between the centers of
mass of polymer chains, so by choosing f = 2 the star-polymer pair potential should also be
that between the central monomers on a pair of polymers. We are therefore comparing two
perspectives: ‘central monomer’ versus ‘center of mass’ as the coordinate for the effective

pair potential between the polymers. Since it is the same underlying polymer system

that both are describing, the thermodynamics and, therefore, phase diagrams should be
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similar, and this is indeed what is found. Since the structure of the fluid is dependent on
the particular ‘perspective’ one takes for describing the fluid, one should expect somewhat
different structure factors and pair correlation functions. However, the two approaches
give a surprisingly similar picture in terms of the location of the FW line relative to
the binodal and the values for the bulk correlation length £. At this level it appears to
matter little that one approach employs an effective pair potential that is finite at » = 0
(the GCM) whereas the other has a weakly diverging pair potential (the star-polymer).
We also found the same line denoting the crossover in the asymptotic decay of the pair
correlation functions h;;(r) from damped oscillatory decay with one wavelength to damped
oscillatory with another wavelength, joining the cusp in the FW line, that was found for
the GCM in Ch. 5.4. By calculating the Lifshitz lines we showed that the location of these
is closely related to that of the FW line.

Having shown that the RPA closure is a very good approximation for bulk pair correla-
tion functions, we used the simple Helmholtz free energy functional (8.3.4) which generates
the RPA to calculate one-body density profiles for the inhomogeneous fluid mixture. In
the case of the free fluid-fluid interface the density profiles of both species showed os-
cillations on both sides of the interface for certain states. The onset of the oscillations
was accounted for by the location of the FW line. We also calculated the density profiles
of the fluid at a repulsive wall potential equivalent to the effective potential between a
star-polymer and a hard wall, and showed that there was a first order wetting transition,
with the associated pre-wetting line. The picture that emerged from these studies of the

inhomogeneous fluid is very similar to that for the binary GCM.



Chapter 9

Final Remarks

To conclude we return to possible applications of the binary GCM and the log-Gauss
potentials used in Ch. 8 to describe mixtures of polymers. As mentioned in chapter 4,
the effective interaction between two identical isolated nonintersecting polymer chains,
averaged over the internal conformations, is well represented by a Gaussian whose width
R is of the same order as the radius of gyration and whose height is a few kpT. The
simulation study of Louis et al. [19, 20] showed that the Gaussian shape remains a good
approximation to the effective potential in dilute and semi-dilute solutions of self-avoiding
random walk (SAW) polymers and that the parameters ¢ and R do not vary strongly
with the concentration of the polymer: € ~ 2kgT. The same authors showed that the
Gaussian effective potential reproduces the structure and thermodynamic properties of
SAW polymer solutions over a wide concentration range. Such a procedure has great
appeal as the monomer degrees of freedom no longer appear; one treats the chains as ‘soft
colloids’ [19, 20]. Much less is established for mixtures of polymers; it is not known how
well the phase separation found for the GCM (using the RPA and the HNC [47]) accounts
for that which is observed at high concentration in mixtures of polymers with different
chain lengths'. Our results predict demixing phase separation in the semi-dilute regime, in
agreement with the results of Refs. [147, 148]. Phase separation is, of course, also observed
in polymer blends (melts). Given the predictions of rich interfacial behaviour that have
emerged from the present study of the GCM it would be worthwhile to pursue further

possible connections between demixing in polymer systems and in the GCM.

In order to introduce phase separation it may be necessary to introduce explicit monomer-monomer

repulsion in the underlying polymer system (A.A. Louis, private communication).

169
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One could improve upon the state-independent pair potential approximation used here
which is most reliable for modeling polymers in dilute solutions (pR? < 1), and is only
approximately correct in the semi-dilute regime [34, 20]. In the semi-dilute regime we
could expect the GCM (and log-Gauss) pair potentials to acquire some additional density-
dependence in their parameters, mimicking the effects of many-body forces. Since we
have ignored any such dependence in this work, we expect our results to be only semi-

quantitatively correct for modeling polymer mixtures in the semi-dilute regime.

The rich bulk and interfacial phenomena displayed by the simple model presented in
this thesis show that the ‘colloidal approach’ of deriving effective pair potentials between
complex polymeric molecules can be very fruitful. Moreover, the remarkable success of
the simple and analytically tractable RPA in accounting for bulk correlation functions
and thermodynamic properties of the present log-Gauss and Gaussian model opens new
perspectives for the study of the properties of inhomogeneous mixtures of such ultrasoft-
particle fluids. Given the variety of ways that exist in colloidal science to externally
manipulate the conformations of chain-like molecules, we expect the RPA-approach to be
a tool whose applicability will be much wider than simply the system of chains in athermal

solvents presented here.

Although the (binary) GCM provides a simple, zeroth order model for polymers in solu-
tion, we believe the most appealing aspect of the model is that the simple RPA Helmholtz
free energy functional Eq. (5.2.2), seems to provide quite an accurate description of the
GCM fluid. It is the simplicity of the RPA that is useful: The GCM can be treated as a
‘test-bed’ for new theories in any of a variety of different aspects of liquid-state physics.
We are referring particularly to the results in Ch. 7, where we were able to use this sim-
ple model to test whether the effects of thick adsorbed wetting films are incorporated in
a general DFT method for calculating the solvent mediated potential between two large
particles dissolved in a solvent near to fluid-fluid coexistence. Thanks to the simplicity of
the model we were able to resolve which correlation effects were included in the theory,
and which were neglected, and, for example, to determine what factors determined the
depth of the SM potential. Had we used a more sophisticated functional, then we doubt
whether such a detailed analysis of the influence of thick adsorbed wetting films on the

SM potentials would have been possible.

Another use to which the GCM has been put, was to test the dynamical DFT proposed
by Marconi and Tarazona [149, 150]. Dzubiella and Likos [151] used the one-component
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GCM to test whether the dynamical DFT was able to describe a fluid confined in an exter-
nal potential that was suddenly changed (for example, the situation one might envisage if
there were a number of colloids confined in an optical tweezer). These authors compared
the results of dynamical DFT with those of Brownian Dynamics simulations. The signifi-
cance of the results of Dzubiella and Likos [151] was not in the specific properties of the
dynamics of the Gaussian particles, rather it was the ability to test the basic formalism
of the dynamical DFT using a simple model. We plan to use the binary GCM in a sim-
ilar way, in order to develop theories for the dynamics of binary fluids, for example, the
dynamics of phase separation for a fluid confined in an external potential. The (binary)
GCM can therefore be viewed as a useful ‘test-bed’ for testing new theories.

As a final remark we note that the binary Gaussian Core Model is very different from
the binary Gaussian Model introduced by Helfand and Stillinger [152] — see also Ref. [153].
In the latter v11(r) = v22(r) = 0 while the Mayer- f-function fi2(r) = exp(—pfvia(r)) — 1
is a Gaussian. This model also exhibits fluid-fluid phase separation at high densities

[152, 153].






Appendix A

DFT and the Einstein Model

In this Appendiz we begin by reminding the reader of the Classical Einstein model of a solid.
We subsequently attempt to treat the Einstein model within a DFT framework, and show
why this approach breaks down. Finally we make some, rather speculative, conclusions
about DFT theories for solids in general.

The Einstein model is perhaps the simplest model of a solid. In the Einstein model we
consider a set of N particles each labeled ¢ with position r;, momentum p; and mass m.

Each particle is bound by a harmonic potential
vi(ri) = a(r; — Ry)?, (A.0.1)

where « is the binding strength parameter, which determines how tightly the particle is
bound to the lattice site for this particle at R;. The Hamiltonian for the Einstein model
is

N
H = > {p—;n + vi(ri)} . (A.0.2)

Since this is just the Hamiltonian for a set of N independent harmonic oscillators, the
partition function for the system Qnx = Q]lv , where Q1 is the partition function for a single

oscillator. The partition function is

Qn = B3N / drv / dp” exp(—SH). (A.0.3)

Note that this does not have a 1/N! indistinguishability factor — each particle is bound to
a different lattice site, and so the particles are distinguishable. The integrals in (A.0.3)

are all Gaussian, and so we obtain:
—3N/2
Qn = A3V <5O‘> : (A.0.4)
T
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where
27 Bh2
Y e (A.0.5)
m
is the thermal de Broglie wavelength. The Helmholtz free energy is therefore
) A2
FEm — _ppTInQy = gNk:BTln< ﬁo‘). (A.0.6)
T

Note that this free energy does not reduce to the ideal gas Helmholtz free energy in the
limit @ — 0. This is a manifestation of the fact that by considering each particle bound
to a particular lattice site from the outset, the particles are distinguishable, which is not
the case for the ideal gas, or any other fluid. The internal energy is simply 3N kg7, which
we can obtain via the equipartition theorem, and the pressure P = —(9F/9V)p = 0 for
the Einstein model, since the free energy (A.0.6) is independent of the volume V.

The (time averaged) density profile for a single particle in an external potential is
simply proportional to the Boltzmann factor of that potential, which in the present case
of a harmonic potential, gives us a Gaussian density profile. The total density distribution
profile for the particles in the Einstein solid is therefore a sum of Gaussian peaks, each
centered around the set of lattice sites {R;}:

N N a 3/2 )
plr) = S ple) = 3 () eeemr (4.0.7)
=1

- T
=1

where p;(r) is the density contribution from the i*! particle which has a Gaussian density
distribution centered around R,; and the prefactor to the Gaussian is determined from the
normalization condition of one particle per lattice site. As a consistency check we can
use the density profiles (A.0.7) to calculate the contribution to the Helmholtz free energy,
from the external potentials (A.0.1):

N
vy = 3 [arpteute)
2

= « pa E))/Ziv:/dr(r—R-)zeﬂo‘(rRi)2
T (

i=1

- gNkBT, (A.0.8)

which is, of course, simply the result one would obtain by applying the equipartition
theorem for the potential energy degrees of freedom.
Having recalled the Einstein solid, we shall now consider the results from DFT for the

same system. The basic idea behind most attempts to construct a classical DFT for solids,
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is that one can treat the solid as a (highly) inhomogeneous fluid and that one can apply
a DFT constructed for the fluid phase to treat the solid phase. In DFT’s for the solid
phase one often assumes the one-body density profile is of the form in Eq. (A.0.7) with
«, an inverse width parameter for the Gaussian peaks, treated as a variational parameter
to minimize the free energy. In classical DF'T one considers the following Helmholtz free

energy functional:
Flol = 1o + [ dupe) (), (A.0.9)

where F|[p] is the intrinsic Helmholtz free energy functional and V'(r) is the external poten-
tial on the fluid. For the present Einstein system we cannot express the external potential
contribution to the Helmholtz free energy in this way because the external potential is
different for each particle — see Eq. (A.0.1) — in the Einstein model the i*® particle sees
the it potential well. This should alert us to the possibility that the present DFT ap-
proach may fail. However, for the present, we shall assume that the external potential
contribution to the Helmholtz free energy is (V) = %NkBT, i.e. that given by Eq. (A.0.8).

Returning to Eq. (A.0.9), the intrinsic Helmholtz free energy functional F[p] is nor-

mally split up as follows

Flol = Fialpl + Fexlp), (A.0.10)

where F;q[p] is the ideal gas contribution and Fey[p] is the excess part, which includes the
effects of any interactions that there are between the particles. The ideal gas contribution

to the intrinsic Helmholtz free energy functional is
Fialp] = kBT/drp(r) [InA3p(r) —1]. (A.0.11)

We consider an ideal gas (i.e. Foz[p] = 0), with the external potential on the i*" particle
given by Eq. (A.0.1) — i.e. corresponding to the Hamiltonian for the Einstein model, Eq.
(A.0.2). It appears reasonable to substitute Eq. (A.0.7) into Eq. (A.0.11), in order to
obtain the kinetic energy contribution to the Helmholtz free energy. If the parameter
« in the external potential is large, then the Gaussian peaks in the density profile, Eq.
(A.0.7), will be extremely narrow, and if we assume that the contribution from overlap
between Gaussian density peaks on neighbouring lattice sites in the integral obtained from

inserting Eq. (A.0.7) into (A.0.11) will be negligible, then one obtains:

A%Ba 5
=)

— 5 NkpT. (A.0.12)

K2

Fotid — ;’NkBTln(
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This is simply N times the contribution one would obtain from Eq. (A.0.11) on inserting
a single Gaussian density peak, p(r) = p;(r). Note that the second term consists of
—%NkBT from the p(r)Inp(r) term and a further —NkpgT from the —p(r) term. On the
other hand one can define the kinetic energy contribution to the Helmholtz free energy for

the Einstein model as (see Eqgs. (A.0.6) and (A.0.8)):

3

2
= SNkpTln <A fa

™

) - gNkBT. (A.0.13)

Clearly (A.0.13) differs from Eq. (A.0.12) by a term NkgT'. In order to recover the correct
Helmbholtz free energy within a DFT approach, for the Einstein solid with Fe,[p] = 0 and
when « is large, we propose empirically a different functional for the non interacting solid,
namely
Flp) = Fialpl = ka [ dupe) %), (A.0.14)
which simply omits the —p(r) term in Eq. (A.0.11). Inserting Gaussian density profiles
into (A.0.14) will, of course, increase (A.0.12) by +NkgT, thereby recovering (A.0.13).
We now briefly consider a solid composed of interacting particles. In this case, the
particles can be confined to a lattice site by the interactions with the neighbouring par-
ticles, rather than by an external potential such as (A.0.1). For example, for particles

interacting via a Gaussian pair potential, ¢(r) = e exp(—r?), the following expression:

1
P = Falo) + 5 [ ar [ a'o® e aoe -, (A0.15)

with F.[p] given by Eq. (A.0.14), gives a good approximation for the Helmholtz free
energy of the solid phases of the Gaussian core model, when one assumes that the one-
body density p(r) is of the same form as the density profile in the Einstein model, Eq.
(A.0.7), and that the two-body density, p(® (r,r), is also that of the reference Einstein
model — i.e. products of Gaussian peaks centered on the lattice sites [22, 37]. In this
theory « is treated as a variational parameter to minimize the free energy. This approach,
based on Eq. (A.0.15), is equivalent to the approximation for the Helmholtz free energy
obtained via the Gibbs-Bogoliubov inequality with the Einstein model as the reference
system, that was used for the Gaussian core model in Ref. [37] (also described in chapter
4). In chapter 4 we also proposed an alternative DFT theory for the solid phases of the
Gaussian core model, based on Eq. (A.0.11), which differs from that based on the Gibbs-
Bogoliubov inequality by a term —NkpT in the Helmholtz free energy. This leads to the
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question, which is the better approximation for the Helmholtz free energy for the solid
phase? The first comment to make is that the free energy from the Gibbs-Bogoliubov
inequality provides an upper bound for the true free energy of the solid, however, the
DFT is constructed empirically, as is the case for many DFTs, on the basis that it gives
reasonable results for the phase behaviour of the GCM solid.

It is interesting to note that the extra —NkpT term in the Helmholtz free energy of the
solid does not change the value obtained for the pressure, P, of the solid. We demonstrate
this as follows: The Helmholtz free energy per particle, f = F/N = fpn; + fex, where fe, is
the excess contribution for interacting particles and f,,; = Fgm /N is the non-interacting

part, can be written as (see Eq. (A.0.13)):

fri = ngTlnoa + (aindependent terms). (A.0.16)
The pressure is thus

,BP 8f afnz 8fex

Tl = g4

P Pop P op P op
3p (O« ,
— [ = . A.0.1
v (5) + oot (A0.17)

For a given (p,T), f is minimized with respect to a: 9f/0ala=a,,;,, = 0. Since the term
NkpT, which is the difference in the Helmholtz free energy obtained from the two theories,
is independent of «, this means that «,;, is the same within both theories and therefore
(Otmin/0p) and the pressure P are the same within both theories. However, although
this term in the Helmholtz free energy does not change the pressure, it should affect the
values obtained for the chemical potential, and therefore any calculation of the liquid-solid
coexisting densities, as well as many other thermodynamic quantities for the solid phase;
for example, the extra term results in a difference of kp per particle (a significant amount)
in the value of the entropy calculated from the two theories for the Helmholtz free energy
of the solid phase. However, we do not believe these differences will significantly change
the phase diagram obtained for the GCM from these two theories.

Thinking beyond the GCM solid, we speculate, for certain model fluids, that it may
be profitable, when attempting to construct a DFT theory for the solid phase, to use Eq.
(A.0.14) as the non-interacting starting point for the theory, rather than Eq. (A.0.11). To
the expression in Eq. (A.0.14) one would then add an ‘excess’ functional F,[p], incorpo-
rating the contribution to the Helmholtz free energy arising from the interactions between

the particles.
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We take the opportunity here to make a general point concerning the value obtained for
the entropy of the solid phase, when calculated within the DFT framework. We note that
DFT theories seem to systematically predict too low a value for the Lindemann ratio [46],
or equivalently, too large a value for the width parameter, «, for the Gaussian density peaks
—see Eq. (A.0.7). This can be seen in Baus’ review [45], where the Lindemann parameters
for some of the early theories of hard-sphere freezing are tabulated. It is also a feature
of the most recent theories for hard-sphere freezing, see for example Refs. [154, 46]. The
entropy of the solid depends quite sensitively on the value of a. The entropy change per
particle, As = AS/N, on freezing has been calculated in several DFT theories of freezing
(see Ref. [45] and references therein), and there seems to be a discrepancy in the value
obtained for As, when compared to simulations, that can be accounted for by considering
the discrepancy between the value obtained for o from DFT and from simulations: We

write the Helmholtz free energy as
3
= §kBTlna + X(T, ), (A.0.18)

where we have separated the a dependent part from the non-interacting part of the
Helmholtz free energy and we denote the remaining part by (7, «). 3(T,a) contains
both the (excess) contribution to the Helmholtz free energy, i.e. that due to the particle
interactions, as well as the a-independent terms in f;4, the ideal-gas contribution to the

free energy. From Eq. (A.0.18) we can calculate the entropy per particle:

B ofry 3 3kpT (O 0X(T, )
s = <8_T> = pkplne = 5= = (8_T) - (T ; (4.0.19)

The entropy is therefore, of course, dependent on the parameter «, the inverse width
parameter for the Gaussian density peaks. We shall now turn to one of the more successful
applications of DFT to the problem of hard-sphere freezing, the theory of Curtin and
Ashcroft [155, 156]. In table A.1 we reproduce some of table I in Ref. [156] (see also
Ref. [45]), comparing liquid-solid coexistence data for the hard-sphere solid, from the
DFT theory and from simulations. ps; and p; are the coexisting solid and liquid densities.
The Lindemann parameter L is related to the parameter o by L = (3/faa?)'/? and
a = (4/ps)'/3 for the fec lattice. Using these values we can determine the value of the
Gaussian width parameter . From the simulation results, Bagryro? = 77 and from the
DFT theory, Baprro? = 112, where o is the hard-sphere diameter. Using these two

values we can calculate the difference in the non-interacting (ideal gas) part of the entropy
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Ps Pl AS/k?B L
Simulation 1.04 0.94 1.16 0.126
Theory 1.025 0.905 1.31 0.104

Table A.1: Liquid-solid coexistence data for the hard-sphere solid, reproduced from Ref.
[156]. ps and p; are the coexisting solid and liquid densities, L is the Lindemann parameter

and As is the entropy change per particle on freezing.

in Eq. (A.0.19), %]‘ﬁB In(appr/asia), from using these two different values for « (for
hard-spheres (0o /0T'), = 0, and therefore the second term in Eq. (A.0.19) is zero). This
difference is 3kpIn(112/77) = 0.56kp, which is clearly very substantial. Of course, in
calculating As we must also consider the additional effect on the entropy of changing « in
the term (7, ) in the Helmholtz free energy. Nevertheless, the difference, 0.56k 5, from
the difference in « in the non-interacting part of the Helmholtz free energy does seem to
be important in accounting for the discrepancy in the entropy change on freezing. This
seems to suggest that to improve a DFT theory for freezing one should focus on generating

the correct value for « in the theory.






Appendix B

Details of the binary GCM Pole

Structure

In this Appendix we show some details of the pole structure for the binary GCM, which
gives rise to the new crossover line (analogous to the Fisher-Widom line) marking the cross-
over in the asymptotic decay of h(r) from damped oscillatory with a particular wavelength,
to damped oscillatory with a different wavelength. Such crossover occurs when there is
a large enough asymmetry in the sizes of the of the two different species of particles. In
Figs. B.1 and B.2, we show the imaginary and real parts of the poles respectively, plotted
versus x, the relative concentration of species 2, for a binary fluid of GCM particles with
total density pR3; = 2.0 and €12 = €11 = €99 = 2kpT. In both figures, plots a) — f) show
the trend as we change the size asymmetry, ¢ = Ra22/R11, between the two species in the
binary fluid. In Fig. B.1, we see that the pole with the smallest ag is one with aq # 0
for x ~ 0, but as x is increased — 1, the curve for this pole intersects the curve for a
purely imaginary pole (dashed line) twice — these two intersections give rise to the two
branches of the Fisher-Widom line. For plots a) — d), in Fig. B.1, there is no crossover
between poles with different real parts, o;. However, for plots e) — f), the two (solid)
curves corresponding to the poles with the lowest values for g, each with different values
of a1 # 0, cross over. For x < 0.7, it is the branch of «; which is smallest in magnitude
in Fig. B.2, which corresponds to the pole with the smallest value of o in Fig. B.1. For
plots e) — f), there is a crossover at  ~ 0.7 from the pole with the smallest value of g
and a1, to a different pole, for which g is the lowest in magnitude, but for which «q has

the second lowest magnitude — i.e. for 2 0.7 there is a pole with a lower value for aj,
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but a larger value for «y, than the pole which determines the asymptotic decay of h(r)
and which has the lowest value for «g. For this density the cross-over between the two
poles occurs in the region of the phase diagram where the purely imaginary pole dominates
the asymptotic decay of h(r), but at lower densities p, these poles have ay with a value
lower than that for the purely imaginary pole, and therefore the asymptotic decay of h(r)
crosses over from damped oscillatory, to damped oscillatory with a different wavelength —
the locus of the cross over points in the phase diagram gives us the lines in the bottom

right hand corner of Figs. 5.1, 5.2 and 5.3.

0 0.5 10 0.5 10 0.5 1

o.R

0" 11

Figure B.1: Imaginary part of the poles, «g, plotted versus x, the relative concentration
of species 2, for a binary fluid of GCM particles with fixed total density pR3; = 2.0 and
€12 = €11 = €990 = 2kpgT. The solid lines correspond to poles with a non-zero real part, and
the dashed line, to the purely imaginary pole. Plots a) — f) correspond to different size
asymmetries, ¢ = Roo/R11. In a), ¢ = 0.75; in b) ¢ = 0.72, in ¢) ¢ = 0.71, in d) ¢ = 0.707,
ine) ¢ =0.705 and in f) ¢ = 0.7.



d) || e) | | f)
0 0.5 10 0.5 10 0.5 1

Figure B.2: Real part of the poles, a;, plotted versus z, the relative concentration of
species 2, for a binary fluid of GCM particles with total density pR3; = 2.0 and €15 =
€11 = €29 = 2kpT. Plots a) — f) correspond to different size asymmetries, ¢ = Raa/Rj1.
In a), ¢ =0.75;in b) ¢ =0.72,in ¢) ¢ = 0.71, in d) ¢ = 0.707, in e¢) ¢ = 0.705 and in f)
q=0.7.






Appendix C

Derivation of Eq. (7.3.37) for the

excess chemical potential

Inserting Eq. (7.3.10) into Eq. (7.3.35) we obtain:

T

2 2
1 1 _ (1_ R >
0 = < () L o) (e R

(C.0.1)
where R is given by Eq. (7.3.12). Subtracting Eq. (7.3.36) gives:
2 2
1 1 1 _r (1B
wir) —w(oo) = gpte Mg Sptptine M 4 S pipt e e e i (%)
Y O | _R?
- %(p*)ZWS/QESSRSe ' <R§S+R3s <1 R>> (C.0.2)

and after inserting Eq. (C.0.2) into Eq. (7.3.30) and performing the Gaussian integrals we
find

ex 39
[ NI R R g Lo ssp p3f 1 R?
= R g R+ gl (g (1 g

1, 1 1 R2\\ /2

We now expand R in powers of Rss/Rys, so that to O(Rss/Rps)?, R? = R3,. Thus Eq.
(C.0.3) can be written as:
My _ 1 1

i 1. Lo, 250 V2
7_[_3/2 = Bp R(?))s + §pgp /USSRES + ngp USSRES - 5(:0 )zvgsiRgs + 0 (

R
Rbs

)2. (C.0.4)
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If we substitute for p* using Eq. (7.3.15) then we find

. 2
'ugx ’ugx 0 \/51}25 *\2 Rss
——— = e = Py — —— + O , C.0.5
T3/ 2€ps R, o Ps Seps (P") Ry ( )

which is Eq. (7.3.37).



Appendix D

Wetting on Curved Substrates and
the Pre-Wetting line

In this Appendix we demonstrate the effect that a curved substrate has on the wetting
film thickness and pre-wetting line, for a fluid adsorbed on this substrate, rather than
on a planar wall (obtained taking limit R, — oo for the curved substrate). The effect
of curvature is to add an additional term to the surface excess grand potential (binding
potential), Eq. (6.3.1). For example, for a spherical substrate, one must add a term
Awey(l) ~ 2lyap/Ry to Eq. (6.3.1) [11]. This means that there are now two terms in
(6.3.1) which are linear in [: this curvature term and the term o< [Az, which incorporates
the effect of being off-coexistence. The equilibrium adsorbed film thickness is determined
by minimising (6.3.1) with respect to [, so since both these terms are linear in [, they have
a similar effect in determining the equilibrium adsorbed film thickness: curvature has
(exactly for large Rj) the same effect when determining the adsorbed fluid film thickness
as does being off-coexistence, when determining the wetting film thickness at a planar wall
[157]. We can see this in Fig. D.1, where we plot the density profiles for a binary fluid of
GCM particles (the phase diagram and pair-potential parameters are in Fig. 5.1), adsorbed
on the surface of a spherical substrate, with the external potential give by (7.6.3), with
Ry, =30R11, A = Ry1 and A; = R;;/R11. The bulk fluid has a total density pRif1 = 7.0 and
is at coexistence: & = Tcper = 0.8854. For this system, at a planar wall, with the external
potential given by Eq. (7.6.3), with R, — oo, the adsorbed film thickness, | = oo, i.e.
the substrate is completely wet. However, on the present curved substrate, the adsorbed

film thickness is finite — due to the curvature. Curvature also reduces the length of the
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pre-wetting line, and shifts the ‘wetting point’ to lower fluid total densities, i.e. closer to

the bulk critical point — see Fig. D.2.

24

22 | ]
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16 |
14;
12;
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o N b~ O
T
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Figure D.1: Density profiles for the binary GCM on a curved substrate, with the external
potential given by Eq. (7.6.3), with R, = 30R11, A = Ry1 and A; = R;;/R11. The bulk
fluid has a total density pRil)’1 = 7.0 and is at coexistence: T = Zeper =~ 0.8854. The solid
line corresponds to the profile for species 1 and the dashed line to species 2. Note that the

adsorbed film thickness is finite, even at coexistence, due to the curvature of the substrate.
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Figure D.2: Phase diagram for a mixture of Gaussian particles, equivalent to a mixture

of two polymers with length ratio 2:1 — i.e. the same as Fig. 6.1. p is the total density

and z is the concentration of the smaller species 2. The inset shows (as does Fig. 6.1) a

magnification of the pre-wetting line, meeting the binodal at the wetting point (top solid

circle), for a wall potential given by Eq. (6.2.7) with A/R;; = 1. The lower solid circle

denotes the pre-wetting critical point. The two additional lines in the inset, correspond

to the pre-wetting line for a curved substrate, with external potentials given by (7.6.3),

with A = Ryp and A; = R;;/Ri1. The pre-wetting line with ends marked by triangles

corresponds to a substrate with R, = 50R11, and that with unfilled circles, Ry = 30R1;.






Appendix E

Fourier Transform of the Star

Polymer Pair Potential

The Fourier transforms of the three pair potentials v;;(r) given in Eq. (8.2.1) can be
calculated analytically. The pair potentials have the form

v (r) = %k‘BTf?’/QF(r/Uij;njaij), (E.0.1)
with a common function F(x;y) for all combinations i, j = 1,2. Let Q = ko;; and
Tij = Tijoij. Eq. (E.0.1) above implies that the FT 0;;(k) of the potentials satisfy the
relation

(k) = kBT G F(Qi ). (E0.2)

Using the specific form of the function F(x,y) given in Eq. (8.2.1) we obtain the function
F(Q;ﬂ-j) as:

F(Q;ﬂj) =

[\

21 (sin@Q — Q cos Q sin @ — Si(Q) T sinQ
() - (MG )*f;;@

]

. 3/2
+ (Z) exp [7; — Q°/(473;)]

275 \ 7
1 _ iQ _ iQ
X {1 ~ 3 [erf (Tij + E) + erf (Tij - E)] } , (E.0.3)
with the sine integral
Z o3 t
Si(z) = / T (E.0.4)
0

and the complex error function erf(z). Note that although the arguments of the error
functions in Eq. (E.0.3) are complex, the FT is real due to the property erf(z*) = erf*(z),
with the asterisk denoting the complex conjugate [158].
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