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Abstract

Colloidal suspensions usually stand for liquid-saturated particles whose size ranges
from nm- to um-scale, including a variety of complex fluids such as solid particles,
proteins, emulsions, liquid droplets, and gas bubbles. The behaviors of colloidal sus-
pensions in the equilibrium state are well-understood in the framework of classical
statistical mechanics [1]. More specifically, we can precisely predict the thermo-
dynamic behaviors by applying the statistical mechanical procedure to the degrees
of freedom of colloids as we do for molecular systems. For example, the pressure
(osmotic pressure) of a sufficiently dilute colloidal suspension and its density pro-
file under gravity obey the same statistical mechanics laws for ideal gas. On the
other hand, the dynamic behaviors of colloidal suspensions show completely differ-
ent from those of molecular systems. For example, the time correlation function
of concentration fluctuations of colloids in the vicinity of the critical point show
nonexponential decay [2, 3, 4], contrary to the general knowledge of the dynamic
critical phenomena that it should decay by a single exponential function [5]. It is
also known that the crystal nucleation rate in hard-sphere-like colloids determined
by scattering experiments is different from the numerical estimations by umbrella
sampling and molecular dynamics simulations by many orders of magnitude [6].

These examples clearly indicate that dynamic phenomena in colloidal suspensions
are intrinsically different from those in molecular systems, suggesting that dynamic
coupling between colloids and solvent molecules, which does not affect static be-
haviors, may play a crucial role in dynamic behaviors. However, it is not easy to
physically capture how the motions of colloids and solvent couple, and thus there
has been no firm physical basis established with which we can comprehensively
access to the various kinds of problems.

In this thesis, we specifically study two dynamical problems, gas-liquid phase
separation and crystallization of hard-sphere-like colloids, as important examples.
Our primary interest is how a dynamic coupling between solvent and colloids affects
the colloidal dynamics. By investigating the above two problems, we aim to provide
a new insight into the role of dynamic coupling between solvent and colloids in the
dynamic behaviors of colloidal suspensions.

We employ suspensions of PMMA colloids as an experimental system and study
the phase separation dynamics by a confocal laser scanning microscopy. In this
system, we can match the density and refractive index between colloids and solvent
at the same time, which allows us to observe the motions of hard-sphere like colloids
in three-dimensional space while suppressing the gravitational effect. To track the
trajectories of individual colloids, we synthesized rather large PMMA colloids (3 pm
in diameter), whose motions are sufficiently slow to observe by confocal microscopy.
By using our own protocol (salt injection method), we successfully observed the
phase separation process of colloids from the very beginning without perturbation
by mixing flow (Chap. 3).

We employ Fluid Particle Dynamics (FPD) method [7, 8] as a numerical simula-



tion method. This method treats a solid colloidal particle as an undeformable fluid
particle, whose viscosity is much higher than the solvent viscosity and the viscosity
changes smoothly across the colloid-solvent boundary. These features allow us to
treat the dynamics of colloids with many-body hydrodynamic interactions simply
by solving the Navier-Stokes equation in a Cartesian coordinate system without
suffering from the solid-fluid boundary condition. By combining the FPD method
with fluctuating hydrodynamics, we successfully reproduced the Brownian motions
of colloids while satisfying the laws on statistical mechanics required both for sol-
vent and colloids. Furthermore, we accelerated FPD simulations by GPU-MPI
hybrid parallel programming and realized large-scale simulations, which allowed
us to directly compare the experimental and numerical results in a single particle
level (Chap. 4).

Firstly, we summarize the results on colloidal phase separation.

As a sample for experiments, we prepared the two different sizes of colloids
(EXP1, EXP2), by which we can examine the dependence of the phase demix-
ing process on the of size of colloids. Furthermore, we compared the experimental
results with two different simulation methods, FPD and Brownian Dynamics (BD)
method. Because the former can incorporate many-body hydrodynamic interactions
(HI) properly whereas the latter completely neglect them, we can examine the effect
of HI on phase separation dynamics. We found that the results obtained by EXP1,
EXP2 and FPD showed almost perfect agreement after scaling the space, time and
energy units, whereas BD failed to reproduce the experimental results. We also
revealed that phase separation dynamics of colloidal suspensions is scale-invariant
and HI plays a key role in the process (Chap. 5).

The growth exponent « is known to characterize the mechanism of domain coars-
ening. We experimentally studied how the exponent varies, depending on the vol-
ume fraction of colloids. As a results we found that (A) under sufficiently deep
quench, « tends to be ~ 1/3 and 1/2 for cluster- and network-forming phase sep-
aration, respectively (Chap. 6). Such a trend has been experimentally confirmed
in colloidal suspensions [9, 10] and protein solutions [11], indicating the possibil-
ity that the above exponent is a consequence of a universal coarsening mechanism
independent of material details. Moreover, we found that (B) the above trend
was reproduced by simulation with HI but was not reproduced simulation without,
which implies that HI plays a key role in the coarsening process (Chap. 5).

The growth exponent o ~ 1/3 seen in cluster-forming phase separation is also
seen in that of a binary liquid mixture such as water-oil mixture. In this phe-
nomenon, oil (or water) droplets transported via thermal diffusion and grow by
collision and coalescence (Smoluchowski’s Brownian coagulation theory). Focusing
on the commonality in the exponent, we adopted an analysis based on the Smolu-
chowski equation to the results of colloid suspensions obtained by our experiments
and numerical simulations, and measured the constant called “collision rate” K.
As a result, the theoretical prediction combining the Stokes and Brenner laws for
the friction constant well reproduces BD results (simulation without HI) and the
other results (EXP1, EXP2, FPD), respectively. Here the Brenner law means the
exact solution for the friction constant between two colloids approaching each other,



and increases dramatically when the center-of-mass distance between the colloids
becomes close to the diameter of colloids due to hydrodynamic interactions. From
this, it can be concluded that the lubrication effects (or short-range HI) play a
important role in the aggregation process of clusters (Chap. 5).

We mentioned in the above that the growth exponent o ~ 1/2 appears uni-
versally in network-forming phase separation. However, there has been no serious
study to figure out the coarsening mechanism behind the exponent. To reveal this,
we performed large-scale FPD simulations without thermal noise (or at zero tem-
perature), based on the point (A) and (B) described in the above. As a result, we
successfully reproduced the power-law growth regime of exponent 1/2 far beyond
one order of magnitude in both time and space and found that the domain grows
while retaining self-similarity. This implies that the growth exponent continues to
be 1/2 as long as the characteristic domain size is much larger than the particles
size. In this regime, we may apply a coarse-grained description. Based on the point
(B), we focused on two fluid model as a model which can deal with the degree
of freedom for both colloids and solvent. In this model, a mechanical stress o,
selectively acts on the colloids, reflecting the a huge gap in structural relaxation
time between colloids and solvent molecules. From (A), assuming that viscoelastic
relaxation in the colloid-rich domain is much slower than the characteristic time
scale related to the deformation of velocity field induced by phase separation, we
only focused on the elastic behavior of .. Thus, we successfully derived the growth
exponent o = 1/2 and obtained a new physical description that solvent flow inside
of the colloid-rich phase induced by elastic motion of colloids limits the dynamics
of the domain coarsening in network-forming phase separation (Chap. 7).

Next we summarize the results regarding crystallization of hard-sphere colloids.

In order to examine whether HI can be the origin of the huge mismatch in the
crystal nucleation rate between experiments and molecular dynamics simulations,
we performed FPD simulation and compared the results with those obtained by
simulation without HI (BD simulation). Because the nucleation rate very sensitively
changes accompanied with the change of the volume fraction of colloids ¢, it is
essential to precisely estimate the volume fraction in this study. We employed
Weeks-Chandler-Andersen (WCA) potential as an approximate of the hard sphere
potential and confirmed that the thermodynamic behaviors obtained by BD and
FPD simulations well reproduce the theoretical prediction for hard-sphere systems,
after making a correction for diameter of colloids. Then, we measured the long-
time diffusion constant in supercooled liquids, Dy, and found that Dy, in FPD is
approximately four times smaller than that in BD. This means that diffusive motion
of colloids are suppressed by lubrication effects. We compared the nucleation rate
at ¢ ~ 0.54 between BD and FPD with Dy, and the diameter of colloids as time and
space units respectively, but no remarkable difference was confirmed. However, a
huge mismatch in the crystal nucleation rate between experiments and simulations
has been seen more evidently in more dilute volume fractions. Thus, to obtain a
conclusive result, we need further careful study focusing on the differences in this
volume fraction range (Chap. 8).



In short, we summarize the main findings in this thesis as follows.

e Phase separation dynamics of colloidal suspensions is scale-invariant.

e HI plays a key role in the phase separation kinetics.

e (Collisions among clusters formed by phase separation are suppressed by lu-
brication effects.

e The growth exponent 1/2 seen in network-forming phase separation can be
explained by a new mechanism: Coarsening proceeds by slow elastic defor-
mation of the colloid-rich phase, which is limited by solvent transport inside
it.

e In a supercooled state of hard sphere systems, the translational diffusion of
colloids is suppressed by hydrodynamic lubrication effects. However, at least
around 54% volume fraction, the effect of HI on crystal nucleation rate is
rather minor, after normalizing the nucleation rate by the above diffusion
constant.

These results indicate that short-range hydrodynamic interactions play a signifi-
cant role in phase ordering kinetics of colloidal suspensions.
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Chapter 1

Background

1.1 Motivation

Colloidal suspensions usually stand for liquid-saturated particles whose size ranges
from nm- to pm-scale. In such an intermediate length scale, which is much smaller
than a macroscopic scale but much larger than the size of solvent molecules, thermal
fluctuations play prominent roles. Thus, colloidal suspensions have been regarded as
an ideal model system to investigate fundamental problems in statistical physics.
Colloidal suspensions are a mixture of large colloidal particles and small solvent
molecules, between which there is a huge gap in the length and time scales. This
results in spatio-temporal hierarchy, which is a characteristic feature widely seen in
soft and bio matter. Therefore, it is expected that the physical understanding of
fundamental properties of colloidal suspension will greatly contribute to the under-
standing of soft and bio matter that also have similar spatio-temporal hierarchy.
From industrial viewpoints, colloidal suspensions are also an important model sys-
tem to understand the physical properties of suspensions of solid particles, proteins,
liquid droplets, and gas bubbles. Typical examples seen in our daily life include
milk, yoghourt, paint, cement, and so on.

Despite the importance of colloidal suspensions from both fundamental and ap-
plications viewpoints, our understanding of their dynamical properties is still far
behind that of the thermodynamic properties. The examples of such dynamical
phenomena in colloidal systems include phase transition kinetics (crystallization [6]
and gelation [12, 13, 14]), nonlinear rheology (i.e., shear thinning/thickening [15]),
self-organization dynamics (collective motion in active systems [16] and formation
of biomolecular condensates [17]).

In this thesis, we specifically study two dynamical problems, gas-liquid phase
separation and crystallization of hard-sphere-like colloids, as important examples.
Our primary interest is how a dynamic coupling between solvent molecules and
colloids affects the colloidal dynamics. By answering this question, we aim to
provide a new insight into the impact of dynamic coupling between solvent and
colloids on the dynamic behaviour of colloidal supensions.

In this section we briefly review some basic knowledge of colloidal suspensions
including thermodynamics and dynamics.
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1.2 Interparticle forces among colloids

The size of colloidal particle lies in between a macroscopic scale and molecular
scale. Therefore, the motion of colloids is much slower than that of molecules,
but colloids show thermal motion by exchanging the momentum with surrounding
solvent molecules, unlike granular materials. If the size of colloids is larger than ~
100nm, it is possible to directly observe the thermal motion of colloids in real space
with optical microscopy. Furthermore, we can artificially control the interparticle
potential between colloids. These features allow us to experimentally study the
structure and dynamics of colloidal particles at a single-particle level in real space,
which is impossible in molecular systems. Additionally, it is known that colloidal
systems in thermodynamic equilibrium behave the same as molecular systems (see
section 1.3). For these reasons, colloidal systems have been studied as a model of
atomic systems. In order to see the features of colloids as a model system, in this
section we briefly review typical interactions between colloids.

1.2.1 Van der Waals attraction

In general, attractive interactions act on molecules and it is also the case for the
molecules constituting colloidal particles. Such intermolecular attractions in a mi-
croscopic scale brings about the interparticle attraction among colloids. The in-
termolecular attraction between two equal-size solid spheres was frist derived by
Hamaker [18] based on the assumptions that the molecules constitute the parti-

cles interact with van der Waals attraction whose the functional form is » =%, in a
pairwise and additive manner.
A 2 2 s2—4
Uvdw = —— — +1 , 1.1
av =~ +log () (11)

where A is a constant called as the Hamaker constant and s = (2a 4+ h)/a. Here a
is the radius of the particles and s is the center-of-mass distance between the two
particles. According to the Lifshitz theory, the Hamaker constant is given as

A— §kBT(€p - 65)2 3hVe (”g - ng)

, 1.2
4 eptes’  16v2 (n2 +n2)3 (12)

where €, (or €) and np, (or ng) represent the dielectric constant and the refractive
index of the particles (or the solvent), respectively.

For h/a < 1, Eq. (1.1) can be approximated as Uyqyw ~ —Aa/12h, meaning that
the van der Waals attractions are stronger for larger colloids.

1.2.2 Electrostatic repulsion

Colloids can have surface charges, which depend on a solvent, and in such a case
the electrostatic repulsions act between colloids. For charged colloids, charges of
opposite sign in a solvent are attracted around the colloid surfaces, which screens the
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Coulomb repulsions between colloids. Thus, we cannot use bare Coulomb repulsion
for this case. Such ion absorption effects can be treated as follows [18].

Denoting the concentration and valence of ions with type a as C, and z, re-
spectively, the following Boltzmann distribution is to be valid under an equilibrium
condition,

Za€l)

T

Cp = C%exp (— (1.3)
where C? represents the concentration of ions with type « in bulk. 1 is the electro-
static potential which is determined by the Poisson equation, Ay = —p, /€, where
pe is the charge distribution and written as p, = Za za€Cy. Then, we obtain the
following Poisson-Boltzmann equation:

2aeCly Za €Y
Ap=-)" - mm—hﬁy (1.4)

«

In the case where the electrostatic potential is sufficiently small such that 2‘;—6}/’ < 1,
Eq. (1.4) can be linearized as follows:

B 26eCly e? 9 0
Aw - Z € + GkBT (; zaeca)w' (15)

«

The first term in the right hand side is zero if we assume the electrical neutrality.

Introducing the so-called Debye screening length = as k=1 = \/ % Y0 22C,,

we finally obtain

A = k2. (1.6)

Based on this equation, the electrostatic interaction between two equal-size col-
loids with radius a, including the screening effect due to ions, is expressed [19] as
the following Yukawa-type potential:

B Q_2(exp (ka) 2 exp (—kr) .

U —
ol 4e * 1+ ka T

(1.7)

The theoretical framework to explain the stability of dispersion of micro-particles
such as colloids and proteins by regarding their interparticle potentials as the su-
perposition of Uyqw and Uy is widely known as the DLVO theory*!.

1.2.3  Steric repulsion

As seen in the above, the van der Waals attractions act more strongly for larger
particles. Therefore, it is not so easy to disperse the um-size particles in a solvent.
As discussed in the DLVO theory, controlling the electrostatic repulsion between
colloids is the one of the typical ways to realize a stable dispersion. Recently the

*1 Here we note that the pairwise additivity does not hold for charged colloids and thus it is
necessary to consider many-body corrections.
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attempts to reduce the Hamaker constant by matching the refractive index between
colloids and a solvent also have been made (see Eq. (1.2)). If we add the sufficient
amount of ions into a solvent, we can also screen out the electrostatic repulsions
between the colloids. Furthermore, by chemically grafting polymer brushes on the
surface of the colloids, we sterically prevent the adhesion of colloids at a very short
distance. In such a condition, the interactions among colloids mentioned above
(Uvaw and Uep) are negligibly small compared to the thermal energy, where we
expect that colloids approximately interact with the following hard-sphere potential:

Ups(r) =0 for Ts 1,
o
=00 otherwise, (1.8)

where o is the diameter of colloids. Such hard-sphere systems indeed have been
experimentally realized and used as a fundamental model system to investigate
many-body problems in statistical physics.

1.2.4 Depletion attraction

It is known that in a mixture of particles whose sizes are largely different, an
effective attractive force known as “depletion force” arises among the large particles
[20, 21]. In this section, we focus on a mixture of hard-sphere colloids and non-
absorbing ideal polymers, especially in the case where the diameter of the colloids
o is sufficiently larger than the gyration radius of the polymers R,. In such a case,
since the motion of the polymers are much faster that of the colloids, we can expect
that the concentration of polymers is equilibrated in the time scale of the Brownian
motion of the colloids.

We consider how the spatial distribution of the concentration of the polymers
np = Np/ Vs changes depending on the relative position between two colloids, where
Ny, is the number of polymers and V; is the volume that polymers can freely move.
There is a region surrounding a colloidal particle where the polymers cannot pen-
etrate due to the steric repulsion between the colloid and polymers. Such a region
is often called as a depletion zone. We can roughly estimate the outer shell of
the depletion zone for a colloid as a sphere with diameter o + 2R, (see the re-
gion surrounded by a dotted line in Fig. 1.1) and the depletion zone excluding the
part that the colloid occupies is often called as depletion layer. Because n, differs
between the inside and outside of the depletion zone, the surface of the depletion
zone is subjective to the resulting osmotic pressure of the polymers II,. When two
colloids approach within a certain distance, their depletion layers start to overlap
(see the yellow region in Fig. 1.1. We denote the volume of the overlapped region
as Voverlap)- As a result, the osmotic pressure acts such that the distance between
the colloids decreases. Because the resulting force acting on the colloids is to be
equivalent to the sum of the osmotic pressure acting on the overlaped region, we
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Fig. 1.1 A schematic illustration of the depletion interaction. The
centre of a polymer molecule (coil) is excluded from coming closer than a certain
distance, approximately its own radius of gyration, to the surface of a colloid
(full circle) because of the high entropic cost of configurational distortion. Each
colloid is therefore surrounded by a depletion zone (dotted circle) within which
there is essentially no polymer centers of mass. If a colloid (such as C) is far
away from other particles, the osmotic pressure of the polymer on the particle
is isotropic. If, however, the surface of two colloids (such as A and B) are
closer than twice the size of a depletion zone, then there is no polymer in
the lens-shaped (shaded) region, and a net (osmotic) force presses the particles
together—the depletion attraction. This figure and the caption are reproduced
from Ref. [13].

may write the interaction potential between the two colloids Ugep as [22, 21]

Ugep(r) =0 for — > 1+ A,
g

r
=o0 for — <1,
o

= —II,Voverlap  Otherwise. (1.9)

where A = 2R, /0 and the overlapped volume is written as

3
_7 g3 | 13" L 7
V:)verlap— (1+A) o 1 2(1—|—A)0‘+2 ((1+A)O‘> ]7 (110)

(=)

In a special case where the thermodynamic behavior of polymers can be regarded as
ideal-gas like, we can write the osmotic pressure as 1I, = n,kgT". This assumption
is expected to be valid especially in a theta-solvent condition.

From the above, we find that the interaction range A depends on R, and the
‘depth’ of the interaction (for example Uqep (o)) is proportional to ny,. This means
that the range and depth of the depletion interaction can be controlled just by
changing the molecular weight and the concentration of polymers. The tunability
of the intercolloid potential is one of the main reasons why collodal systems have
recently attracted considerable attention as a model system. We note that a poten-
tial for depletion interaction between two colloidal spheres which takes the internal
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degree of freedom of polymers into account has also been derived [23]. However,
experimental results [24, 25, 26] report that the above functional form still works
well at least in two-body level.

1.3 Equilibrium phase behavior

In this section we briefly review the thermodynamics of colloidal suspensions. Here
we see that the thermodynamic behavior follows the classical statistical mechanics
for molecular systems, which we call as colloid-atom analogy following Ref. [21].
Here we focus on only topics relevant to this thesis. We first describe the thermo-
dynamic behavior of hard-sphere systems and then that of colloid-polymer mixture
systems. Finally, we mention a scale invariant nature of equilibrium phase behaviors
of colloids.

1.3.1 Hard-sphere system

In a hard sphere system, it is known that liquid-crystal transition takes place. The
existence of the transition has been first discovered by simulation studies [27, 28]
in 1957 and experimentally confirmed in hard-sphere-like colloidal systems [29] (see
Fig. 1.2). Although no exact theoretical description of the transition has been es-
tablished so far, some approximate theories precisely reproduce the thermodynamic
variables observed in numerical simulations.
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Fig. 1.2 Experimental obervation of the phase behavior of the hard-
sphere-like colloidal supensions [29]. (A) The phase diagram of PMMA
spheres. The vertical and horizontal axes represent the volume fraction of the
crystal phase and that of colloids respectively. (B) The images of the actual
samples. The samples are denoted from left to right by 2, 3, ... , 10, which
correspond to the volume fractions indicated by the numbers in the top of
panel A.
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Carnahan-Staring equation of states is known as an accurate expression for the
equation of states for hard-sphere liquids [30],

voPiq ¢+ ¢+ ¢* — ¢*
kBTq B (1-9)3 7 (L11)

where Py is the pressure, vy = 702 /6 is the volume of the particles, ¢ = voN/V
is the volume fraction of the particles. By using the Gibbs-Duhem equation, the
chemical potential juiq is given as

3 2

Hig A (8 —9¢ +3¢%)¢
— =log(—) +1

where A is the de Broglie wavelength. By substituting Eqs. (1.11) and (1.12) to

a thermodynamic relation of the Helmholtz free energy Fiiq = —PiqV + gV, we

obtain e r
49° — 3
)—1}+ —0. (1.13)
(1—9)?

As a theory to describe the thermodynamics of the crystal state in hard-sphere
systems, we refer to Lennard-Jones-Devonshire cell model [31]. This theory con-
siders the motion of each particle in the region surrounded by its neighbors and
estimate the average volume v of the space that the center-of-mass of the particle

(1.12)

PA®

HiqUO
Vo

TV P{log(

can access. The simplest estimation for v is given as v = 81)0{(%‘”)1/ 51} ~
8&(@
3\ ¢
hard-sphere crystal we can use that of the face-centered cubic (FCC) structure
(¢ep = V/27/6). Writing the partition function @ as Q = v/A®, the Helmholtz free

energy Fi.y = —kgT'log( is calculated as

— 1), where ¢.p, is the volume fraction at the closest packing and for the

7A3) —3log(@—1)}. (1.14)

¢
From this expression, we can obtain the pressure P, and the chemical potential
fery in the crystal state.

By applying the coexistence condition, Piq = Pery and fiiiq = flery, on the above
results, we obtain ¢4 = 0.491, ¢1iq = 0.541 and P.oex = 6.01, which are very close
to the values observed in numerical simulation, ¢iiq = 0.494, ¢, = 0.545, and
Peoex = 6.12 respectively [32].

2
Fery = NkgT{log( S0
0

1.3.2 Colloid-polymer mixture

In this section we briefly explain the phase behaviors of colloidal suspensions in
the presence of interparticle attractions. In the above section we have seen that
a hard-sphere system has liquid and crystal phases as thermodynamically stable
states. It is a well-known fact that systems generally shows at least three phases,
gas, liquid and crystal states, in the presence of interparticle attractions. However,
how the three phases are located in an equilibrium phase diagram strongly depends
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on the details of the interaction potential (e.g., the interaction range A in the below
case).

As a theory relevant to our study, we refer to the free volume theroy in Ref.
[1], which describes an equilibrium phase behavior of a colloid-polymer mixture.
In this theory, the free energy for a colloid-polymer mixture Fi,¢ is given as the
sum of the free energy for colloids F.(N., V) and that for polymers F},(Np, V%).
Then, it is assumed that F}, and F, are given by that for an ideal gas (i.e., F, =
NpkgT log (Np/Vi) + - - ) and the one for a hard-sphere system (see section 1.3.1),
respectively. Here, N. and N, represent the numbers of colloids and polymers
respectively. V and V; are the total volume of the system and the volume in which
polymers can freely move. We denote the ratio of these volumes as “free-volume
fraction” a = V;/V and assume that « only depends on the volume fraction of
colloids ¢ = m6®N,/6V and the size ratio A = 2R, /o, where o and R, are the
diameter of colloids and the gyration radius of polymers respectively.

Then, Fiot/V is designated by a pair of two intensive properties, (¢, np), where
n, = Np/V is the concentration of polymers. By differentiating Fioy by Np, we
obtain the chemical potential for polymers p, as

tp = kT logn, — kgT'logo + - - - . (1.15)

The first term represents the chemical potential in the absence of the colloids and
the second therm (W = —kpT log o) corresponds to the work required to insert one
polymer to the bath of the colloids. By using the Widom’s insersion method, a spe-
cific expression of a(¢, A) can be calculated as (see [21] for the detail calculation):

a=(1-¢)exp[-Ay - By* - C77, (1.16)

where v = ¢/(1 — ¢), A =3A+3A? + A3, B=9A%/2+ 3A% and C = 3A3,

In the first row of Fig. 1.3, we show the phase diagrams computed by using to
the above free energy Fi,;. The third row in Fig. 1.3 shows experimental results
[33, 34], where we can see a good agreement between the theoretical prediction and
experimental results on a quantitative level. Panels (a), (b) and (c¢) correspond to
the phase diagrams for various size ratios, A = 0.08,0.33 and 0.57, respectively (&
in the figure corresponds to A). We can see that the topology of the phase diagram
significantly depends on A. For example, we can see the gas-fluid coexistence and
critical point exist in the equilibrium phase diagram for large A, whereas they are
hidden behind the gas-crystal coexistence region for small A(= 0.08). Such an
interaction-range dependence of the shape of the phase diagram is also observed
exprimentally in protein solutions [35] and by numerical simulations [36, 37].
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Fig. 1.3 (a)-(c) Theoretical phase diagrams, calculated according to the
method in [1], plotted in the (¢, nS™) plane for size ratios (¢ =
0.08,0.33, and 0.57. The horizontal axis is the colloid volume fraction ¢ and
the vertical axis is the effective polymer volume fraction in a reservoir in os-
motic equilibrium with the sample [nl()R); see Eq. (12) in the text]. In (a),
only the fluid, the fluid plus crystal, and the crystal are predicted. In (c), a
region of gas-liquid coexistence is also predicted; the critical point and triple
line are indicated. In (b), the critical point and triple line almost coincide.
The symbols denote the following: CP, critical point; TP, triple line; F, fluid;
G, gas; I, liquid; C, crystal; F+C, Fluid plus crystal. (d)-(f) Theoretical phase
diagrams, according to [1], in the (¢, n}()R)) plane for the same size ratios: the
horizontal axis is again ¢; the vertical axis plots the effective volume fraction
of polymers in the sample volume. Vertical axes in units of g per cm are also
given on the right of each figure to facilitate comparison with experimental
data. The symbols are the same as in (a)-(c). (g)-(i) Experimental phase
diagrams for size ratios (§ = 0.08,0.25, and 0.57); the vertical axes plot the
polymer concentration in g per cm. (g) is taken from [33]. All lines on (g)-(i)
are drawn in as guides to the eye, except for the triangular regions in (h) and
(i), which have been located with the aid of experimentally determined colloid
concentrations in the three coexisting phases (see text). The symbols denote
the following: circle, fluid; diamond, gas plus liquid; crass, gas plus liquid plus
crystal; plus sign, liquid plus crystal; square, gas plus crystal; triangle, gel (for
& = 0.08) or no visible crystallites (for & = 0.33 and 0.57); stars, glass. This
figure and caption are reproduced form Ref. [34].
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1.3.3 Law of corresponding states

When we say colloidal suspensions, their macroscopic properties depend on the
microscopic details such as chemical structures of materials forming colloids, the
type of molecules constituting the solvent that in which colloids are suspended,
and the intermolecular interactions among them. In the above examples, we have
seen that the static phase behaviors of colloidal suspension can be understood
by classical statistical mechanics. Here we mention that this is a very powerful
tool to comprehensively classify the colloidal systems. In the framework of the
statistical mechanics, all we need to know is the interaction among the colloids and
we may ignore all the microscopic details beside it. For example, if we express
the intercolloid potential U by a scaling function f with an energy unit € and a
length unit o as U(r) = ef(r/o), we can calculate the thermodynamic functions
and determine the phase diagram only with two control parameters, the potential
depth scaled by the thermal energy, Se, and the volume fraction of colloids, ¢. In
this case, the phase diagrams of colloidal systems whose interaction potentials are
scaled as above can be mapped on a single phase diagram. Roughly speaking, if
materials whose interaction potentials have a similar shape, the phase diagrams
are almost the same. This is widely known as the law of corresponding states
(38, 39, 40].

Such a scale-invariant nature of the static phase diagram has been originally found
in molecular systems whose interparticle potential can be expressed as Lennard-
Jones potential [38, 39]. In colloidal systems, whose the interaction potentials
can be artificially control, there may be various functional forms for the scaling
function of the interaction potential f. Thus, how to characterize the function f is
an important problem. As A in the depletion interaction (see Eq. 1.9), f is to be
a function of at least a parameter characterizing the interaction range. A way to
quantify the effective range of attraction via the reduced second virial coefficient by
(see section 5.2.2 for the detail) was suggested in Ref. [40] and the validity of the
method for short range attraction (A < 0.1) was confirmed experimentally [41, 42].

1.4 Colloidal dynamics

As explained above, the static behavior of colloids is explained in a very clear man-
ner by the same theoretical framework of classical statistical mechanics developed
for molecular systems. The problem here is whether such a colloid-atom analogy is
also valid in dynamical phenomena. In fact, some experimental studies suggested
that the colloidal systems show dynamic behaviors different from those in molecu-
lar systems. For example, for protein solutions [2, 3] and a microemulsion [4], the
time correlation function of concentration fluctuations in the vicinity of the critical
point show nonexponential decay, contrary to the general knowledge of the dynamic
critical phenomena that it should decay by a single exponential function. It is also
known that the crystal nucleation rate in hard-sphere-like colloids determined by
scattering experiments is different from the numerical estimations by umbrella sam-
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pling and molecular dynamics simulations by many orders of magnitude [6].

Here we mention that the success of the colloid-atom analogy in the thermody-
namic behavior also implies that the solvent molecules in colloidal suspensions have
almost no effect on the static behavior of colloidal particles. In dynamical phenom-
ena, it is not clear at all whether we can neglect the dynamic degrees of freedom of
solvent molecules. Indeed, the nonequilibrium phenomena where the hydrodynamic
degrees of freedom of the solvent plays a crucial role are known. For example, in the
formation process of colloidal gels, it has been shown that the hydrodynamic inter-
actions between colloids mediated by the solvent assists the percolation of colloids
[7, 43, 44, 45, 46].

These examples clearly indicate that dynamic phenomena in colloidal suspensions
are intrinsically different form those in molecular systems, suggesting that dynamic
coupling between colloids and solvent molecules, which does not affect static be-
haviors, plays a crucial role in dynamic behaviors. However, there has been no firm
physical basis established with which we can comprehensively access to the vari-
ous kinds of problems, mainly because of the difficulty associated with many-body
nature of hydrodynamic interactions .

In this section, we review some basic knowledge about colloidal motion and see
difficulties in dealing with dynamic coupling between colloids and solvent.

1.4.1 How to describe colloidal dynamics

As there is a huge gap in length and time scales between colloids and solvent
molecules it is difficult to theoretically access the dynamic problem of colloids while
describing a solvent on a molecular level. Thus, a coarse-grained description is
necessary to deal with slow colloidal dynamics. On the other hand, there has been
no reliable theoretical model that coarse-grain the degrees of freedom of both solvent
molecules and colloids. In other words, there has been no consensus about the form
of the constitutive relation of colloidal suspensions. For these reasons, models that
coarse-grain the solvent molecules and treat colloids as particles are often used.
Thus, we focus on such an approach in the following.

1.4.2 Brownian motion of a free colloid

For the thermal motion of an isolated colloid in a solvent, such a coarse-grained
description for solvent works very well. For example, as will be shown below, an
analytic solution for such motion was derived and the validity was experimentally
confirmed.

Langevin equation with a white noise
The most fundamental and well-used coarse-grained model for a free colloid is the
Langevin equation with a white noise expressed as

dVv
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where M and V are the mass and the velocity of the colloid respectively. F® is a
random force exerted by collisions with surrounding molecules and is related with
the viscous drag coefficient ¢ via the fluctuation-dissipation theorem as

(FR(6)FR()) = 2k5TCo0(t — 1), (1.18)

where the symbol (A) represents the ensemble average of A. As a basic quantity
characterizing the colloid dynamics, the velocity auto-correlation (VACF) function

is calculated as
~ 3ksT

V() V() = 2

e, (1.19)

where we put 7 = M /(. Another well-used quantity is the mean square displace-
ment (MSD) of a particle. Denoting the center-of-mass position of the colloid as
V (t), the MSD is given as

(IR(H) = R(1)*) = 6DH{1+ =(e* — 1)}, (1.20)

where D is the diffusion constant of the particle and given by D = kgT'/{. The short

. . . . . /3kpT 2
time and long time behaviors of MSD are respectively approximated as ~ /=351

(t/7 < 1) and 6Dt (1 < t/7), which are known as ballistic and diffusive motion
respectively. From MSD, a typical time scale of diffusive motion is evaluated, for
example, by using the radius of the colloid a, as 78 = a?/6D. 7p is often called
as Brownian time. If we adopt the Stokes relation for the drag coefficient, i.e.,
¢ = 6mna (n is the viscosity of the solvent), we obtain 75 = ma®n/kgT. This means
that Brownian motion is faster for a smaller particle size, higher temperature, and
lower viscosity.

Langevin equation of a free colloid including a hydrodynamic memory effect

*2 FDT in Eq. (1.18) assumes that there is no time correlation in the random force
(i.e., Markovian white noise) and the resulting VACF shows an exponential decay
as in Eq. (1.25). Such an exponential decay is also seen in molecular motion in a
dilute fluid [47]. However, it is known that a liquid medium constituting the solvent
of colloids shows collective motions in a nonlocal and non-instantenous manner.
For example, in general, VACF of a liquid show a power-law decay of o t~3/2,
which is different from exponential decay as seen in Eq. (1.25). Such a power-law
decay is known as long-time tail, which became widely recognized since a seminal
molecular dynamics simulation work by Alder and Wainwright in 1970 [48] and was
theoretically confirmed later (see e.g., Refs. [30, 49]). For Brownian motion of a

*2 The hydrodynamic effects that we discuss here is about inertia effects, i.e., the dynamical
crossover of a free colloid from ballistic to diffusive motion. In real experiments of colloidal
suspensions (especially many-body problems such as phase ordering dynamics), such effects
are considered to be negligible. However, in some hydrodynamic simulation methods for
colloids, it is required to perform computations while incorporating the inertia term, which
is also the case with the method that we use in our study (FPD method). This is the main
reason why we introduce the inertia effects here, but we also believe that this is a good
example to see one aspect of complexities in the dynamics of colloidal suspensions.
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free colloid, the existence of such a hydrodynamic mode has been experimentally
observed recently [47].
As a theoretical expression for a free colloid including a hydrodynamic memory

effect, we refer to the following Langevin equation in the frequency space w *3,

—iwMV (w) = —C(w)V (w) + FR(w), (1.21)
with
a? [ a’w
((w) = 6mnsa{l + (—iw)g—y +(1—1) E}’ (1.22)
(FiR(w)FjR(w’» = 2kpTRe((w)d;j0(w — w'), (1.23)

where v is the kinetic viscosity of a solvent (v = ns/M). The first term in Eq. (1.21)
means resistance generated by a solvent in nonsteady flow, which can be derived
from the Navier-Stokes equation for a viscous fluid [50]. This force is often called
as the Boussinesq-Basset force and separated into three terms as in the right hand
side of Eq. (1.22). The first term is the viscous force in a steady states (w = 0),
which is consistent with the Stokes law. The second term is a force required for a
colloid to push the surrounding solvent away and can be rewritten as iwMV (w)/2,
which is equivalent to the increase of the effective mass of colloid by M /2. The
last term represents a non-steady effect, which is responsible for a hydrodynamic
memory effect.
VACEF of the above equation is known to be expressed as

_ 3kl r ty (1.24)

Vi) VO0) =TT (-

Here 7, = a?/v, where a is the hydrodynamic radius of a colloid. Mg = 3M/2
is the effective colloid mass and the increment of mass originates from the second
term in the right hand side of Eq. (1.22). %7 is the memory function including
hydrodynamic effect (see Eq. (4.20) for the functional form). The asymptotic be-
havior of 4T in the large = (or, long-time) limit is given by ¥T(x) ~ #x_?’/ 2,
which reproduces the long-time tail.

The corresponding translational mean square displacement was also derived as

t
Ta

(|[R(t) — R(t)|*) = 6Dt h(—) (1.25)
where h(z) is a function characterizing the crossover behavior from ballistic to
diffusive motion and has a complicated functional form (see Eq. 4.23) and compare
it with Eq. (1.25). The asymptotic behavior of h(z) is given by h(z) — 3x/2
(r — 0) and h(z) — 1 (z — oo) for the ballistic and diffusive regimes, respectively.

*3 Here we only consider the case where the mass densities of the colloid and solvent are the
same.
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DFT in Eq. (1.23) is derived [51, 52, 53] by imposing the boundary condition for
the surface of a colloid in the Navier-Stokes equation for a viscous fluid with the
thermal fluctuations [50, 54],

ov
P ot
where v is the velocity field and p is the pressure determined such that the incom-

pressibility condition V - v = 0 is to be satisfied. ¢! is the random stress tensor
and follows the DFT for an incompressible fluid,

(ol (e t)oi, (r' 1)) = 2kpTns(6imin + 0indjm)3(r — r')o(t — t').

%] mn

= —Vp+ Vv + V.ol (1.26)

This approach based on fluctuating hydrodynamics are also developed for other
problems such as the rotational Brownian motion [55] and the translational Brow-
nian motion of a liquid droplet [56].

We have introduced a Langevin equation with a hydrodynamic memory effect so
far, but here we note that it is unfortunately difficult to study many-body problems
of colloids with Eq. (1.21) as a starting point. In Eq. (1.23), we can clearly see that
the random force is no longer white noise and has a memory effect. This is a con-
sequence of thermal fluctuations at different points in the fluid being coupled with
each other through the Navier-Stokes equation. Thus, it is difficult to reproduce
the resulting hydrodynamic memory effects properly by applying stochastic forces
locally; more specifically, it is hard to constitute such a special random number
sequence.

1.4.3 Many-body problems

In studying colloidal dynamics based on a hydrodynamic description for solvent (see
Sec. 1.4.1), we inevitably encounter a complicated moving boundary problem, since
the non-slip solid-fluid boundary condition has to be satisfied for all the surfaces of
colloidal particles. Such a problem can be solved analytically only when the flow
profile of solvent has high symmetry. Therefore, many-body problems in a colloidal
suspension are basically to be discussed only under significant approximations.

Point-particle approximation

The simplest treatment for the boundary problems between colloids and solvent is
to regard colloids as points. Denoting the force acting on colloid n at position R,,
with velocity V,, as Fj,, the Navier-Stokes equation under the Stokes approximation
can be written as

~Vp+ Vv ==Y F.6(r - Ry), (1.27)

where v is flow field of solvent and 7 is the viscosity of solvent. p is the pressure,
which is determined such that the imcompressibility condition V - v = 0 is to be
satisfied. Equation 1.27 can be solved as [57]

v(r)=)» T(r—R,)-F, (1.28)
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where T is the so-called Oseen tensor:

Assuming the Stokes law between the force and the relative velocity between colloids
and solvent, i.e, F;, = 6mnsa(V,, — v(R,)), we obtain

V, = ZTnm- s (1.30)

iy, (1.29)

8mNsT r2

where we denote T,,,, = T(R,, — R,,) for n # m and T,,,, = 1/67nsa. The set of
equations that incorporate the thermal noise following the fluctuation-dissipation
theorem to the above equation is know as the simplest version of Stokesian Dy-
namics [58, 59]. The above equation is correct only if the interparticle distance is
sufficiently larger than the particle diameter. In other words, lubrication effects,
or hydrodynamic interactions at short distance is not properly incorporated in the
above equation.

Hydrodynamic interaction at short distance

Here we consider the situation where two spherical equal-size colloids with radius
a approach with the same velocity V' along the line connecting their center-of-mass
positions. In this problem, the exact solution for the friction coefficient is known
[60]. Denoting the distance between the surfaces of the two colloids as u and the

frictional force acting on the sphere as F' = —6mnsaCq(u)V, Cy is given as
_ n(n+1 4cosh? ((n+1/2)a) + (2n + 1)? sinh? o _
Ca(u) = Smho‘ Z < (2n — 1)(2n 73  2mb(@n 7 Da) = @n 1 Dsimba) 3D

where « is determined by cosh(a) = u/2 + 1. The asymptotic behavior of Cs for
u — 00 is 1+3/2u ~ 14 3a/2r, which reproduces the expression for hydrodynamic
interaction by the Oseen tensor (Eq. 1.30). For a short distance (u — 0), Co ~
1/2u = (2(r/a — 2))~!, which is a different functional form from 1 + 3a/2r.

Based on the asymptotic behavior of C5 for small u, we may express a hydro-
dynamic force that colloid n experiences as a result of the relative motion between
n-th and m-th colloids as

3mnsa
2(Rym/a —2)

where R,,,, = R, — R,,, Vi, is the derivative of R,,,,. an is the unit vector
parallel to R,,,,. Such kinds of formula are used in some hydrodynamic models
for complementing a short range hydrodynamic interaction that is missed in the
original model. However, it is hard to evaluate how precisely the superposition of
such a two-body expression can describe many-body hydrodynamic interactions.

an = — (Vnm : an)ana (1'32)

Direct numerical simulation
It is not easy to contract the hydrodynamic degrees of freedom of a solvent into the
interaction tensor acting among colloids *#, but it is possible to numerically treat

*4 An exact expression of a high rank tensor is known. See, e.g. [61].
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Fig. 1.4 Moving boundary problems in colloidal suspensions. A. Fi-
nite difference grid in bispherical coordinates [62]. B. Two-dimensional finite-
element mesh in a channel flow with 100 circular disks [63].

the time evolution of the corresponding Navier-Stokes equation. To realize direct
numerical simulation, we need to consider how to deal with the moving boundary
problems between colloids and solvent again. If we try to straightforwardly deal
with the problem, we need to generate complicated adaptive mesh for every time
steps (see Fig. 1.4), which is numerically costly.

To overcome these difficulties, a new simulation method called Fluid Particle
Dynamics (FPD) method [7] has been developed in 2000, which can perform direct
numerical simulation on the Cartesian coordinate without suffering from the moving
boundary problems (see Sec. 4.2.1 for the detail). This method approximates a solid
colloidal particle as a shape-fixed liquid droplet whose viscosity is much higher
than the solvent viscosity. This assumption allows us to treat the whole system
including colloids as fluid body. The singularity on the colloid-solvent interface is
avoided by introducing a finite thickness between liquid droplets and solvent, with
which we can sustain the numerical stability. This idea of embedding the solid-
fluid boundary conditions into the Navier-Stokes equation by smoothly connecting
the solid body and fluid body with finite-thickness interface have been adopted to
various hydrodynamic simulation methods [64, 65, 66].
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Chapter 2

Relevant theory and previous study

The subjects of our study are (1) the structural formation process of colloidal
suspensions undergoing phase separation and (2) crystallization dynamics of hard
sphere colloids. In this section, we introduce the basic theories which are relevant
to these two phenomena and review previous researches.

2.1 Phase separation in binary mixtures of simple liquids

2.1.1 Phase behavior

A mixture of two liquids, which is homogeneously mixed at a high temperature,
often phase separates upon cooling. To comprehend the thermodynamic behavior
of such a mixture, we consider the following Ginzburg-Landau-type free energy:

F(6) = 5ré* + Jus® — ho, 21)

2

where ¢ is the composition of the one of the components, r = ro(T — T¢)/T. (T
being the critical temperature) and h is the external field. ry and u are positive
constants. In Fig. 2.1, we show the functional form of Eq. 2.1. Here we can see
that f has a single minimum for 7" > T, whereas for T' < T, f has two minima.
From the material conservation, the average of ¢ over the whole system, ¢g, is
constant. Under a certain condition specified by ¢g and T, the state where the
system is decomposed into two phases with compositions of ¢, and ¢}, (shown in
the figure) can be more stable than the homogeneous state of composition ¢y. More
specifically, the free energy at the red circle point is larger than that at the red star
point, i.e. F(¢g) > [(¢n — ¢0)F(da) + (o — ¢a)F(¢1)]/(db — ¢a). Such a situation
is realized when T' < T, and ¢, < ¢g < ¢y,.

We can understand this behavior on the basis of the phase diagram in the ¢ — T
plane (see Fig. 2.2a). The solid line in the figure is called as “binodal line” and
the composition of the two coexisting phases are given by ¢, and ¢,. The two
phases can coexist in a thermodynamically equilibrium state. However, the phase
separation dynamics can be classified into three types (see the three colored regions
in Fig. 2.2a). The dashed line is called as “spinodal line”, which is determined by
the compositions at which the second derivative of the free energy, f”, is zero (see
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also the blue points in Fig. 2.1). Depending on whether f” is positive or negative,
phase separation dynamics is classified into nucleation-growth (NG)-type (see the
yellow region) or spinodal-decomposition (SD)-type respectively. The former takes
place in the metastable region, and thus phase separation is initiated by overcoming
a free-energy barrier by an activated process. On the other hand, the latter proceeds
in the unstable region, and thus the initial mixed state is absolutely unstable and
phase separation starts without any free energy barrier.

Furthermore, the pattern formation of SD-type phase separation depends on the
initial composition ¢g. Near the symmetric composition (i.e., near 50:50 mixture,
the blue region in Fig. 2.2a) a bincontinuous pattern (Fig 2.2b) is formed, whereas
in an off-symmetric composition (which corresponds to the green region) a droplet
pattern (see Fig 2.2¢) is formed.

F'A

Pa o0 Pp ¢

Fig. 2.1 Typical free energy curves for a binary mixture of simple liquids for
T > T. and T < Tc (see the solid curves). The dashed line is the common
tangent for the free energy curve at T' < T, and we denote ¢ at the two
contacts as ¢, and ¢p (Pa < Pb).

2.1.2 Kinetic theory of phase separation of a binary mixture: Model H

Model H

Phase separation dynamics in a binary mixture of simple liquids is well-understood,
based on a coarse-grained model called “model H”. In this model, the order param-
eter 1 is chosen as the composition of the one of the components. The temporal
change of v is to be induced by either diffusion or hydrodynamic convection (flow
velocity v). The corresponding conservation laws for composition and momentum
are given by the following set of equations:

)
(a +v- V)Y = LyV(Buy) + 0y, (2.2)
p(g—kv-V)v:—V~H—Vp—|—77V2'U+C, (2.3)

ot
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]

Fig. 2.2 a, Schematic figure of the phase diagram of a binary mixture. The
solid and dash curves represent binodal and spinodal lines. In the yellow region,
NG-type phase separation takes place. Inside of the spinodal line, SD-type
phase separation takes place, but the type of pattern formation depends on the
initial composition ¢. Near the symmetric composition (50:50 mixture: see the
green region) a bincontinuous pattern (b) is formed, and at an off-symmetric
composition (which corresponds to the blue region), a droplet pattern is formed
(c). Blue and red color in b and c¢ represent the outer and inner sides of the
domain interfaces, respectively. This figure is reproduced from Ref. [67].

where p is the mass density and 7 is the viscosity *!. p is the osmotic pressure
regrading ¢ and given as p, = 0.%/01¢. Here .# is the free energy functional
expressed as

Fw) = [[ar |10+ 0702 (2.4

where the second term represents the gradient term and C' is a positive constant.
f is the bulk free energy for which we assume the Ginzburg-Landau type as before:

f= %mﬁ + iuzp‘* — ha. (2.5)

The last term in the right hand side of the above equation represents the change
of free energy by an external field, but we do not consider it in this section (or,
we assume h = 0). In Eq. 2.3, IT is the osmotic stress tensor, which is related
to the thermodynamic force Fy as Fy, = =V -II = —¢V . p is the pressure
introduced such that the hydrodynamic flow satisfies the incompressible condition
V-v = 0. 6 and ¢ represent thermal fluctuations of ¢ and v respectively, satis-
fying the fluctuation-dissipation relations with the transport coefficient regarding
material diffusion constant L., and the viscosity 7 respectvely: (8, (r,t)8,(r',t')) =
—2kgT Ly V26(r — r')(t — ), (Gi(r, )¢ (v, ) = —2kgTnV26(r — r')(t — )65
Under the Stokes approximation (pDv/Dt = 0), Eq. (2.3) with V-v =0 can be

*1 For simplicity, we assume that the mass density and viscosity are the same between the two
liquids.
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transformed as
v = /drT(r — ') (Fyp(r') +¢(r"))
= /d’r‘T(’r‘ — ') [u(P" Vo (r') + ¢, (2.6)

where T is the Oseen tensor (see Eq. 1.29).

Early stage of spinodal decomposition

First we examine the stability of Eq. 2.2. For simplicity, here we neglect the con-
vective term and the thermal noise. We decompose the order parameter 1 into
the average concentration, 1y, and the deviation from it, ). Supposing that dv is
sufficiently small, we can linearize Eq. 2.2. Then, the time-correlation function in
the wave number space, S,(t) = (014(t)0104(0)) can be calculated as

Sq(t)/84(0) = e, (2.7)

where I'y = Lq2[(gj/; Jo + Cq¢?] is called “the decay rate of the order-parameter
fluctuations”. If (giw’;)o < 0, infinistimaly small fluctuations exponentially grow

with time, which is widely known as “spinodal instability”.

Late stage of spinodal decomposition

When a certain period of time has elapsed after the linear regime, the order pa-
rameters inside of the domains are almost saturated to the equilibrium values
Y = £ = £|r|/u. In such a late stage of phase separation, thus, the bulk free
energy f does not play a dominant role and the domain coarsening proceeds such
that the total interfacial energy is to be minimized. During the coarsening process,
it has been confirmed by many experimental and numerical studies that the phase-
separated structure evolves in a self-similar manner, i.e., the statistical function to
characterize the domain pattern can be scaled by the characteristic domain size, /.
For example, the structure factor can be scaled as

Sq(t) = €(t)%9(qt), (2.8)

where ¢ is a scaling function and d is the spatial dimension. Furthermore, it has
also been established that ¢ grows with time obeying a power law as ¢ o t%, which
is known as a dynamic scaling law.

The above exponent « is called “growth exponent”. The value of o depends on the
physical mechanisms of coarsening. In ordinary binary mixtures, the following three
mechanisms are widely recognized: the first is the evaporation-condensation (or,
Lifshitz-Slyozov-Wagner) mechanism [68] (Fig. 2.3C), which is observed in a mixture
with a strongly asymmetric composition (1:99 or more asymmetric mixture, for
example). In this mechanism, molecules in small droplets are transported to nearby
larger droplets by thermal diffusion, because smaller droplets have larger chemical
potential due to the larger interfacial curvature. For a more symmetric composition,
collisions among droplets due to their Brownian motions become a major coarsening
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Fig. 2.3 Illustrative diagram of coarsening mechanisms of a binary liquid mix-
ture: A. Tube hydrodynamic instability. B. Brownian coagulation mechanism.
C. Evaporation-condensation mechanism.

mechanism, which is known as Smoluchwski’s Brownian coagulation mechanism
(Fig. 2.3B). The growth exponents of the above two mechanisms are commonly
a =1/3. As we mentioned in Sec. 2.1.1, a bicontinuous structure is formed near the
symmetric composition. In such a structure, the spatial fluctuations in the interface
curvature of a bicontinuous structure creates the gradient of Laplace pressure along
liquid tubes, leading to hydrodynamic flow inside of the tubes. For example, a tube
structure shown in Fig. 2.3A is thus unstable. This instability of a fluid tube is
known as Rayleigh instability. The fluid inside of the tube is squeezed out and then
the tube eventually breaks up and is disconnected. This coarsening mechanism
is called “Siggia’s hydrodynamic mechanism” [69]. The growth exponent of this
mechanism is a = 1.

Below, we explain how to derive the growth exponents for the latter two coars-
ening mechanisms of a binary liquid mixture, which are relevant to our study of
colloidal phase separation.

2.1.3 Coarsening mechanism of bicontinous structure

Near the symmetric composition, a bicontinuous structure is formed. The coarsen-
ing mechanism of such a structure is understood by focusing on the motion of the
interface of the bicontinuous structure [69, 5].

To consider this, let us first check an interfacial profile in the equilibrium state,
where p = r + uwp® — CV?yp = 0. Provided that the flat interface between the
different phases perpendicular to the z axis is located at x = 0 and ¢ = 41, is
satisfied for z — 400, we obtain the following composition profile, ¥ = ¥yy:

r
WYint () = 1o tanh( %x) (2.9)
The increment of the free energy per unit area resulting from the presence of inter-

face, or the interfacial tension is introduced as,

d¢int
= [ dzC 2, 2.10
v = [ase(®i (2.10)

In the case in which the interface has a finite curvature, we may approximate
Y as Y(r) ~ it (¢). Here ( = n(r,) - (r — r,), where r, represents the position
on the interface that is closest from r and n(r,) is the unit normal vector of the
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Fig. 2.4 A. The composition profile at the interface, tinit. B. Approximation
of the phase field ¢ by using ¥init. The dashed line in this figure represents the
position of the interface between two domains.

interface at that point. Denoting the derivative of )i, in terms of ¢ as ¢, we

have the following relations: Vibin = 9!, ;n and V29 ~ 4! + (V- n)y! .. From
V-n = (1/R1 + 1/Rs) (Ry and Ry are the principal curvatures), the chemical
potential is given by pu, ~ —C(1/R1+1/Ra)i,,. Accordingly, p, V1) = —C(1/R1+
1/R2) (¢!, )*n. Since (¢! ,)? has a very sharp peak at ¢ = 0, it can be approximated

by a delta function. By comparing it to Eq. (2.10), we obtain (¢! )% ~ v5(¢)/C.
Substituting the above result into Eq. (2.11), we have

1 1

o(r) = —y / anT(r =) () (G + ) (2.11)

Here we do not consider the thermal fluctuation for simplicity. Denoting £(t) as
the characteristic domain size at time ¢, the above relation can be simplified as
0/t oc v02(1/nf)(1/¢) < v/n. Finally we obtain the domain growth law of £ oc vt /1.
This coarsening law characterized by the growth exponent o« = 1 is widely known
as Sigaa’s hydrodynamic mechanism [69] and the validity has been confirmed by
experimental [70] and simulation [71, 72] studies.

2.1.4 Smoluchwski's Brownian coagulation theory

In a binary mixture with an off-symmetric composition, spherical droplets are
formed. These droplets move via Brownian motion due to thermal force noise
and grow wit time by collisions and coalescence among the droplets. Here let us
call a droplet containing ¢ elements (e.g., the number of molecules) i-cluster and
denote the number of i-clusters per unit volume as n;.

The Smoluchowski’s coagulation euqation is an equation describing the time evo-
lution of n; and given by [73]

P 1 i—1 0o
ani = 5 ZKZ'_J-J-nZ-_jnj — ZK@jﬂﬂ’Lj, (212)
j=1 =1

where K;; is a constant often called “coagulation rate” and describes the fre-
quency at which i-cluster coagulates with j-cluster. This equation is based on the
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assumption that the number of particles per unit volume is sufficiently small so
that collisions involving more than three clusters are negligible. Also it dose not
take the effect of break-up of clusters into account, which is valid if the interparticle
attraction of colloids is strong enough compared to the thermal energy.

Coagulation rate in the Smoluchowski theory

To evaluate the time evolution of the above coagulation equation, we need to model
the form of the coagulation rate Kj; ;. Smoluchwski assumed that the transport
of clusters takes place only by their Brownian motions and considered the relative
diffusion equation for i-cluster and j-cluster. First let us denote the number density
of i-clusters around j-cluster as n; ;(r,t), where r represents the relative position
vector whose origin is at the center-of-mass position of the j-cluster. Then, we can
write the diffusion equation as 0in; ;j(r,t) = —V -3, ; and 3, ; = —D; ;Vn, ;. Here
D; ; is the relative diffusion constant between i-clusters and j-clusters. Assuming
the isotropy with respect to the radial angle,

anm(r, t) = 7’_2%[7“2%(1917]'%179')]. (213)
Supposing that the coagulation takes place when the distance between the center-
of-mass position of i-cluster and that of j-cluster is below » = R; ; (R; ; is often
called “collision radius”), a natural boundary condition is n; ; = 0 at r = R; ; and
n;; = n; at v = oco. With this boundary condition, we can solve Eq. (2.13) and
obtain the following result:

ede). (2.14)

r—Ri
R 9R,. [k
0

r Vrr?

K; jn;n; corresponds to the number of collisions per unit time between clusters with

size © and j. Thus, we can write K; jn;n; = n; fr_R, Ji,j - ds. By substituting
. - 1/"7

Eq. (6.4), we obtain

R

\/WDivjt

In a long-time regime (t > R7;/D; ), in other words, in the case in which the
equilibration of n;; toward the steady state is sufficiently fast compared to the
frequency of collisions, the above result can be simplified as

Ki’j = 47TRZ',jDi,j(1 + ) (215)

K’i,j = 47TRi,jDi,j~ (216)

In the case in which the cluster shape can be regarded as sphere, the coagulation
radius is simply given as R; ; = a; + aj, where a; is the radius of i-cluster. If we
write the relative diffusion constant as the sum of the free diffusion constant of

spherical solid particle, i.e., D; ; = ’é‘jrz; (a; Ty aj_l), the collision rate becomes
2kgT _ _
K, ;= (a; + a;)(a; Ly a; b. (2.17)

3n
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Additionally, if the fluctuation of the distribution of cluster size is small (a; ~ a; for
all 7, j), one finds that the collision rate becomes a constant that dose not depend

on the size of clusters,
kgT
KSEKijZSB . (2.18)
9 3?,’

In the presence of viscous force and interparticle attraction

The above theory assumes that the relative diffusion coefficient is written by the
sum of the free diffusion constant of spherical particles. However, it is known that
the relative diffusion motion between two particles is significantly suppressed as two
particles get close, which can be understood from the fact that the velocity field
of a solvent generated around the two particles is strongly deformed compared to
that around an isolated particle.

A modified version of the Smoluchowski theory that takes such an effect of vis-
cous force into account is known [74]. This theory considers the effect of the
interaction potential between i and j-cluster, U; ;, as well. Because the inter-
particle force transports the number density n;; with the relative velocity be-
tween the two clusters, u; j;, the flux j;; has an additional term of —n; ju; ;.
Since we are focusing on the viscous regime, the interparticle force is to be bal-
anced with the viscous force generated by squeezing flow between the clusters, i.e.,
—% = ((r/R;j)ui j, where ((r/R;;) is the viscous drag coefficient between two
clusters whose center-of-distance is r and given as ( = kg1'/D; ; . From the above,
we obtain j; ; = —D; j(Vn; ;+ 15 VU; ;). Under the same condition as in the pre-
ceding section (the assumption of isotropy, a steady state, and the same boundary

condition), we obtain

[r  DjteViilkeTyr=2gy

R;; 2, —U, ;/ksT
ng i(r,t) = J e "B, 2.19
z,J( ) ) f;j] D;]leUi,j/kBTr—er 7 ( )

If we can assume that clusters are spherical and that the deviation of the distri-
bution of cluster size is small (a ~ a; for all i), we can obtain

g2

* d
= = [/ Ca(s)eV )/ o T Z21 71, (2.20)
2

where s = r/a and Cs(s) is given by the viscous drag coefficient between two
clusters divided by that of a free cluster. For the drag coefficient for two spherical
particles, an exact solution is known (see Eq. 1.31).

A solution under a constant coagulation rate

In the condition where the coagulation rate is constant (K = K; ;), we can get the
following analytic solution for Eq. (6.4), under the initial condition of n;(t) = n,
for i = 0 and n;(¢t) = 0 for otherwise:

YL+ L), (2.21)

(t
n; = np(—
¢ P th
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t
ne=>» m;=(l+ t—)—lnp, (2.22)
- h

where nyot is the total number density of clusters and ¢y, is a half-life period for n.
that is related to the coagulation rate as t;, = 1/n, K.

The asymptotic behavior of n. in a long-time regime is n. ~ 1/Kt. In the case
where the shape of clusters is spherical, we may take the mean radius of cluster R(t)
as the characteristic domain size £(t). Since R(t) obeys the relation of n.R(t)¢
const, we obtain R(t) o< t'/¢, indicating that the growth exponent of the Brownian

coagulation mechanism is 1/d ( 1/3 in three dimensions).

2.2 Phase separation of complex fluids

In this section, we consider the phase separation dynamics of complex fluids. In
the above, we have discussed the phase separation dynamics of a binary mixture of
simple liquids, where we have seen that the material transport by fluid flow plays
an essential role in addition to material diffusion. This implies that the degrees
of freedom of fluid flow should play a key role also in phase separation of complex
fluids. Complex fluids such as colloids, polymers, liquid crystals, etc., show com-
plex rheological behavior depending on the kinds or composition of the materials.
Therefore, it is possible that such viscoelastic behavior has a significant influence
on the pattern formation process during phase separation. However, for colloidal
systems, which is the target of our study, there has so far been no successful rheo-
logical description of colloidal suspensions and developing the constitutive equation
is actually one of the central topics of colloidal science [75]. To see the viscoelastic
effects on phase separation of complex fluids, in the following we first review phase
separation of polymer solutions, and then introduce the previous studies of colloidal
phase separation.

2.2.1 Two fluid model for a polymer solution.

Two fluid model

Before getting to the topic of the phase separation, we introduce the two fluid model
for polymer solutions [76, 77]. This model considers the time evolution of the local
volume fraction of polymer ¢, and the average local velocity field of polymers and
solvent, v, and vs. The basic set of kinetic equations for these variables are given
by

=V () =V (1~ g, (2.23)

US—UPZM[V-H—V-GP], (2.24)
Cr

paa—,: =-V -II+V-0o,— Vp+nViv, (2.25)

V.v=0, (2.26)
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where v is the average velocity given as v = ¢v, + (1 — ¢)vs, (g is the effective
friction constant related to the relative motion of polymers and the solvent after
coarse-graining, and 7 is the solvent viscosity. Eq. (7.5), (7.7) and (7.8) represent the
material conservation law, the momentum conservation law, and the incompressible
condition, respectively. Eq. (7.6) means that the friction force arising from the
relative velocity between polymers and solvent is to be mechanically balanced with
the osmotic force generated by the osmotic stress tensor Il and the viscoelastic
force generated by the mechanical stress tensor o,. Here we note that II is related
to the thermodynamic force Fy as F, = =V -II = —¢V (6.%4/¢), where %, is the
free energy functional and we use the same functional form as in Eq. 2.1.2. In the
two fluid model, the evolution of o, is assumed to be expressed by the following
Maxwell equation with a single relaxation mode,

8’Upi 4 6’0pj _ 2

0
50pi T (Vp V)opiy =G | 5=+ 5 = — o
j 7

1
6t (V . 'Up) — ;O-pij (227)

where G and 7 are the shear modulus and the relaxation time. The above con-
stitutive equation can be derived from the equation of motion for the individual
polymers [57, 15].

The point of the model is that the mechanical stress o, selectively acts on poly-
mers and the time evolution of o, is solely determined by the deformation rate
tensor of polymers, which reflects the difference in the structural relaxation times
between solvent molecules and polymers. We note that the model without the
mechanical stress term is physically equivalent to model H.

Density fluctuation in linear regime
The above equation for mass conservation can be rewritten as

0 1—¢)?

9% _ vy +v. | v mov.oy) (2.28)
ot Cr

By mean-field approximation, we can obtain the following linearized equation for ¢
and Z = VV : o, in wavenumber space,

9 ¢q _ —Tg _é ¢q
ot (Zq> = <_4G§;Fq 14 jgcv Z,)’ (2:29)

where L = (1—¢)%¢?/Cr(¢) is the transport coefficient, o, = (4LGT/3$)"/? is the

length scale known as viscoelastic length and T’y = Lqﬂ(?%) + Cq?] is the decay

rate in the absence of the mechanical stress. From Eq. 2.29, the time-correlation
function for ¢y, S,(t) = (¢q(t)d—4(0)) can be computed as

Sy(t)/S,(0) = Age =t 4 (1 — Ag)e Ttat, (2.30)

where I's, and I't, are the solution of the quadratic equation which satisfies 'y, +

Dog—(1+4¢°E2,
ey =T+ (14 ¢%€2,)/7 and Ty, Iy, =T, /7, and A = (qu(_—li—i)i). In the case
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where the diffusive relaxation is much slower than the stress relaxation (7I'; < 1),
the concentration fluctuation relaxes with the decay rate into which the viscoelastic
effect is renormalized, I'; = Ty /(1 + £2,¢°):

ev

Sq(t)/84(0) ~ et (2.31)

From this, we find that the functional form of S;(t) is crucially different form the
one for model H at a small length scale, which is due to a coupling between diffusion
and stress modes, but for a large length scale &, > ¢~!, S,(t) recovers the same
g-dependence as in model H. In the opposite case (7' > 1), the stress and diffusive
relaxations are decoupled:

&vq°
Sy (t)/S,(0) ~ e~ Tat 4 2L o=t/7 (2.32)
Lyt
The above behavior under the linear approximation is justified by comparison with
experiments (see e.g., [78]).

2.2.2 Viscoelastic phase separation

Viscoelastic phase separation of polymer solutions

The phase separation dynamics of polymer solutions has been believed to be uni-
versally expressed by model H, although the free energy is modified by the polymer-
ization degree of polymers N [57]. However, it has been experimentally discovered
that the pattern formation processes which cannot be understood in the framework
of model H take place in a polymer solution with large N [79]. Figure 2.5 show an
example of the typical phase separation process observed in a polystyrene/diethyl
malonate mixture. The pattern evolution proceeds as follows:

Fig. 2.5 Time evolution of viscoelastic phase separation in a polystyrene/di-
ethyl malonate mixture [80].

1. Gel-like domain is formed over the space after the growth of composition
fluctuation.

2. The solvent in the polymer-rich domain is squeezed out and the volume of
polymer-rich domain shrinks.
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3. During the volume shrinking process, the polymer-rich domain coarsens while
pulling each other. In this process, rupture of the thin arms of the polymer-
rich domain is observed.

4. In the late stage, fluid-like coarsening as seen in ordinary binary mixtures
proceeds (the domain coarsens to decrease the interfacial area).

This behavior implies that rheological characteristics of the polymer-rich phase
has a significant effect on the phase separation dynamics. For this reason, this
phenomena was named as “viscoelastic phase separation” [81, 82]. In viscoelastic
phase separation, the mechanical balance dominates the pattern formation and the
self-similarity dose not hold, which is in contrast to the phase separation of ordinary
binary mixtures.

Importance of bulk stress and the physical meaning

One of the striking point of viscoelastic phase separation is that the polymer-rich
phase can form the percolating pattern even when the composition of polymer
is minority, and the phase inversion phenomena *? became the central issue to
understand the new type of the phase separation process.

As we mentioned in the last section, one of the crucial features of polymer so-
lutions compared to ordinary binary mixtures is the huge gap in the structural
relaxation time between different components, which is expected to be a key to
approach the above problem. As examples of the studies focusing on this point, we
mention several works that examined the difference in material diffusion [83, 84]
and viscosity [85, 86, 87], and parts of the studies report that these gaps between
two phases actually enhance the percolation of the minority phase. However, since
the behavior that the polymer domain are pulling each other is experimentally
observed, one may consider that the mechanical stress in polymer-rich phase is
responsible for this phenomena.

The viscoelastic effects have been first examined by Taniguchi and Onuki [88]
by numerical simulation using two fluid model. They successfully reproduced the
formation of the network pattern and revealed an importance of viscoelastic effect
in stabilizing the network pattern. After that, Tanaka and Araki [89] reported
the simulation result by two fluid model but with a different constitutive equation.
Specifically, they described the mechanical stress as o, = os + oB, where og is
shear stress and follows the same time evolution as in Eq. 2.27. The point of their
formulation is additionally including bulk stress op, which is usually neglected in
polymer physics since longitudinal deformation (extension and compression along
the polymer chain, in a microscopic viewpoint) relaxes with a much faster speed
than that of the transverse mode (shear deformation of tube in a language of rep-
tation theory) [57]. They introduce the volume-fraction dependent bulk modules
Gg(9) as G = G%O(¢ — ¢) ** (O being the step function). Under the consti-

*2 Except that, this system shows a various types of pattern formations that cannot be observed
in ordinary binary mixtures such as moving droplet phase, fracture phase separation and so
on [80]. We focus on the phase inversion here for the relevance of the topics discussed later.

*3 We also need to consider the volume fraction dependence of shear modulus and relaxation
time. See the original paper [88, 89] for this point.
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tutive equation, they demonstrated that the bulk stress has a greater impact on
the emergence of phase-inversion pattern than the shear stress. This argument has
been supported by other numerical studies afterward [90, 91].

A B ¢ < ¢r

¢ > ¢y ¢ > ¢r

Fig. 2.6 Illustrative figure for the expression of bulk modulus Gg = GO (¢ —
¢r). In the early stage of phase separation, a transient gel with almost uniform
concentration is formed (A) and later it becomes inhomogeneous by volume
shrinking (B).

In [80, 89|, they describe the physical origin of this term as rupture of tran-
sient gel **. In Fig. 2.6, we show a schematic figure for a transient gel. In the
early stage of phase separation, a transient gel with almost uniform composition is
formed (Fig. 2.6A). After that, spacial heterogeneity in the composition is induced
toward the equilibrium composition. In this process, as described in the above, vol-
ume shrinking of the polymer-rich phase (by squeezing out of the solvent from the
polymer-rich phase) takes place. In order to increase the local polymer composition
at a certain position, we need to break a transient network of polymers, which is
expected to emerge as slow stress relaxation after coarse-graining. Of course, this
viscoelastic effect does not play a role in a region sufficiently dilute polymer com-
position (i.e., ¢ < ¢, see Fig. 2.6B), where there is no connectively of polymers.
This is why the composition dependence is introduced by a step-like function. We
note that there has not been no microscopic derivation of the bulk stress, and it is
an open question how to rationalize this concept on a microscopic basis.

Dynamic asymmetry and universality of viscoelastic phase separation
In the above, we have seen that the condition that mechanical stress (especially,
bulk stress) selectively acts on one phase (i.e., stress division) is essential in vis-
coelastic phase separation. This in turn implies the possibility that viscoelastic
phase separation universally takes place as long as the above condition is satis-
fied. Such a situation is expected to be realized by just mixing the different liquids
whose structural relaxation times are drastically different. In other words, we can
expect that mixtures of liquids with large dynamic asymmetry belong to the class
of viscoelastic phase separation [81, 82].

Indeed, it has been demonstrated that two-component polymer blends under the
situation where temperature is set to be inbetween the glass transition tempera-

*4 Note that “transient gel” mentioned here means network-like topology in a microscopic scale
as in a network structure of a polymer gel (not the macroscopic network structure that we
can see in Fig. 2.6)
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tures of the two components [92] shows the pattern formation process as Fig. 2.5.
Furthermore, the similar pattern formation is widely observed in phase separation
of various complex fluids such as emulsions [93], colloids [94, 9] and proteins [11].
Clarifying whether colloidal phase separation belongs to the same dynamical
class of viscoelastic phase separation of polymer solutions and if not, what is the
the similarity and difference between them, is one of the main aims of our study.

2.2.3 Colloidal phase separation

Colloidal suspensions can be classified into two categories depending on the inter-
action among colloids. One is the case where colloids stick each other by chemical
bonds. Aggregation kinetics under such irreversible interactions (especially in di-
lute suspensions) is rather well-understood by growth of fractal-like clusters [95, 14].
The other case is the systems where colloids aggregate by reversible (physical) in-
teractions, whose ordering dynamics is the subject of our study.

Colloidal self-assembly processes under physical interactions are triggered by
phase separation in most cases. However, in colloidal suspensions, unlike ordinary
binary mixtures and polymer solutions, there is no common consensus regarding
how the composition fluctuation grows and decays, or how the rheological behavior
is expressed. For this reason, there has been no well-established framework (or,
a coarse grained model) for colloidal phase separation. Thus, in this section, we
provide an overview of a part of recent experimental and numerical results.

Effect of attraction range

Kinetic pathway of colloidal phase separation depends on the range of intercolloid
attractions A. In Sec. 1.3.2, we have seen the case of colloid-polymer mixtures and
found that the topology of the equilibrium phase diagram is significantly influenced
by A. Such a change in thermodynamically stable states as a function of A is not
limited to depletion interaction. We can find the similar A dependence in systems
with other types of interactions (see, e.g., [36]).

The remarkable points for the attraction-range dependence of the phase diagram
may be the following two cases: one important value is A ~ 0.3: for A < 0.3, the
gas-liquid coexistence region (including the critical point) is hidden beneath the
liquid-crystal coexistence region [21]. The other is A < 0.1. In this region, the
phase diagram is known to be almost independent of the details of the potential
(i.e., sticky hard sphere limit) [40, 42]. As will be mentioned later, for a sufficiently
short range attraction, the attractive glass transition line also plays an important
role in determination of the stable states (including nonequilibrium states).

It has been also reported that the attraction range significantly affects the mor-
phology of aggregates. Lu, et al [96] experimentally studied how the attraction
range affects the morphology of aggregates. Figure 2.7 shows the confocal images
of colloidal clusters with different attraction ranges, where we can see the more
elongated and ramified structures for small A whereas more compact and spherical
structures for large A. The formation of anisotropic clusters for small A has been
supported by simulation studies [41, 97].
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Fig. 2.7 The attraction-range (A) dependence of aggregates in colloid-polymer
mixtures [96]. The images are obtained by confocal microscopy. (g), (h), (i)
correspond to A = 0.11, 0.04, and 0.02 respectively. The volume fraction is
commonly set as ¢ ~ 0.04. See the original paper for the interaction strength.

Percolation

Whether colloidal aggregates have connected-network or disconnected-cluster struc-
tures has a strong impact on the macroscopic physical properties such as elastic,
transport, and surface properties [98]|. Thus, revealing the mechanism of percolation
is one of the important issues.

When a suspension is dense enough (¢ = 0.2, for example), particles can form a
structure percolating transiently even in a single liquid phase [99, 100]. From this,
we can expect that it is possible to produce network-like aggregates by quenching
such a percolated liquid into the liquid-gas coexistence region. However, network
structures have been observed experimentally even in a much more dilute region
(¢ 2 0.05) than the expectation from this argument (see, e.g., [42, 101]).

Regarding this, a role of hydrodynamic interactions (HI) has been pointed out
recently. Furukawa and Tanaka [43] found that colloids tend to form more elongated
aggregates upon phase separation in simulations with HI than those without (see
Fig 2.8), which further affects whether the system forms a percolated-network or a
disconnected-cluster pattern upon phase separation. This trend has been confirmed
by various simulation methods later [44, 45, 46, 102]. However, a specific role of
HI in percolation is not so clear for now. In the above work, Furukawa and Tanaka
mentioned that squeezing of a solvent accompanied by aggregation of colloids (in
other ward, many-body short-range HI) is responsible for the formation of elongated
aggregates. Later, the importance of long-range HI for percolation is also confirmed
by Varga et al. [46]. Specifically, in this work, the border between cluster and
network formations was compared between experiments and simulations with long-
range HI (Rotne-Prager-Yamakawa tensor) and a relatively good agreement was
observed [46].

Besides HI, as mentioned in the last section, the range of intercolloid attraction is
also important for the formation of elongated clusters and percolation. For example,
according to a numerical study by Griffiths et al, percolation takes places at ¢ =
0.015 in the case of very short-range attraction A = 0.04.
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Fig. 2.8 The time evolution of the gyration radius R of 13 particles, which
are initially at vertices of a regular icosahedron with the edge length 8.08. FPD
and BD correspond to the results by simulation with HI and without [43]. The
similar test is performed in other hydrodynamic models later [103, 104].

Gelation resulting from dynamic arrest of spinodal decomposition

Network-like structures formed during phase separation process are sometimes re-
tained over an experimental time scale. This indicates that such a formation of
physical gel (or, gelation *3) results from freezing of phase separation dynamics.
Revealing the physical origins of dynamic arrest is one of the central issues.

The vitrification of the colloid-rich phase is viewed as one of the most promising
scenarios [105, 14, 42]. Slow dynamics of supercooled liquids are mostly triggered
by steric hindrance among particles and the effect of attraction is considered to play
a rather minor role in dense systems. However, it turned out by analysis based on
Mode Coupling Theory that when the attraction is sufficiently strong and short-
range another type of glassy states induced by attractive interaction appears, which
is called as attractive glass [106]. A numerical study has shown that the attractive
glass line obtained by this theory goes across the gas-liquid spinodal line [107]. From
this, we can expect that in a phase separation process, the volume fraction inside of
colloid-rich phase reaches to the glass transition point, leading to dramatic slowing
down of phase separation dynamics (see Fig. 2.9A). This mechanism is supported
by experimental [108, 42] and numerical [109, 110] studies.

The above mechanism is the case when the characteristic size of the domain ¢
is sufficiently larger than the particle size o, since the glass transition is a concept
in bulk [110]. On the other hand, we can find the experimental studies reporting
the gel structures with /o0 = ¢'(1). Hence it is questionable whether we can apply
the idea of glass transition to such a “thin” gel (see Fig. 2.9B). Locally Favored
Structure (LFS) is known as a scenario to explain the formation mechanism of
thin gels. LF'S is the energetically most stable structures that a small number of
particles form. For example, icosahedral structure is the LFS for 13 particles. The
importance of LFS for gelation has been first pointed out by Royall et al, and LFS

*5 In this thesis, we suppose that “gel” means a network structure where coarsening is arrested.
We do NOT call a network structure still in coarsening regime as “gel”.



Relevant theory and previous study 46

A @] —— binodal
= .
*5 ---- spinodal ,
) ass
2 g
g
- fluid (sol) transient percolation
(transient clusters) (transient network)
=
-
173
g i
5 233 ! arrested dynamics
w . . p\
= , two—phase| region ’[‘s
£/ g,
Q a¢ Z
< |88 \/arrestﬁd dense
= . fi phase
=1 1
< \

packing fraction

Fig. 2.9 A Schematic picture of dynamic arrest due to attractive glass tran-
sition. [14]. B Colloidal gel with thin arms [101].

is now recognized as one direction to explain the physical origins of slow dynamics
in colloidal gel [111, 101].

As the other scenarios regarding gelation due to dynamic arrest, we refer to
those based on jamming transition [112] and rigidity percolation [113, 114]. We
also mention that the gels where the inner structure is crystallized are reported
[115, 116] and there is the issue of what is the difference between attractive glasses
and gels with very high volume fractions [117]. When we say physical gels, they
have a wide variety of structures and there can be different mechanisms of dynamic
arrest for different gels. Such a classification of the gelation mechanisms is still in
developing.

We finally stress again that our interest in the thesis lies not in the physical
properties of gel or mechanism of gelation, but rather in phase separation dynamics
of colloidal suspensions.

Coarsening
One of the aims of our study is to reveal the role of dynamic coupling between
colloids and solvent during a phase separation process. Therefore, investigating
the coarsening mechanism of colloidal phase separation is a central issue in this
thesis. Here, we briefly review the experimental results *® on the coarsening process,
particularly focusing on what kind of growth exponents have been observed under
what circumstances.

As an early work, we first refer to a small angle light scattering (SALS) experi-
ment performed by Poon et al. [120]. They observed the spinodal decomposition of
colloids interacting with short-range attraction (A ~ 0.10) under a shallow quench,

*6 In numerical studies, various values of the growth exponent have been reported depending
on simulation methods (see [118, 43, 119], for example). However, we do not dwell into this
issue here, because it requires in-depth discussion about the difference in various numerical
models, which is beyond the scope of the thesis.
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and found that the domain size increases with the growth exponent of a ~ 1/4 and
1 for short and long time windows. The growth exponent o = 1 known for the
coarsening of a bicontinous fluid structure has also been reported by recent studies:
food colloids (casein micelles, A ~ 2) [121] and silicon-oil droplets [122] (A ~ 0.5).
This coarsening law is considered to belong to Siggia’s hydrodynamic mechanism.
Verhaegh et al. also performed SALS for a colloidal suspension with long-range at-
traction A ~ 1.0 [123] and observed « ~ 1/3 under shallow quench. From this, they
thought that the coarsening is dominated by the Brownian coagulation mechanism
*7

On the other hand, Bailey et al. [10] studied phase separation in a deeply quenched
colloidal suspension (A ~ 0.6) under microgravity and successfully observed the
coarsening of a bicontinuous structure more than 5 decades in time. The short-time
behavior determined by SALS shows « ~ 1/2 and the long time behavior observed
by direct imaging shows « ~ 1. The similar exponent « ~ 1/2 in network-forming
phase separation under deep quench has been reported in polystyrene colloid [9],
protein (lysozyme) solution [11] and lyotropic liquid crystal [125]).

From the above, the coarsening process under shallow quench can be explained
by an analogy of the one in ordinary binary liquid mixtures. On the other hand, for
the coarsening process under deep quench, the growth exponent « ~ 1/2 has been
reported and there has so far been no theoretical explanation for this coarsening
law. In such a deeply quenched case, it is expected that the rheological behavior
of colloidal suspension may play a crucial role in phase separation. This implies
the necessity of a new description of phase separation dynamics beyond model H,
focusing on viscoelastic characteristics of colloids.

2.3 Crystallization kinetics of hard-sphere colloids

To clarify the impact of a hydrodynamic degree of freedom of solvent on the crys-
tallization kinetic of colloids is the second subject of this thesis. In this section,
we provide a brief overview of this phenomenon. We first explain the Classical
Nucleation Theory (CNT), which is one of the most fundamental phenomenological
theory to generally describe a homogenous nucleation process. Then we introduce a
kinetic equation for a nucleation process called as the Becker-Doring equation. Fi-
nally, we review recent studies regarding the microscopic kinetics of crystallization
and explain what is the central issue in this phenomenon.

2.3.1 Classical Nucleation Theory

The energy cost to form a nucleus consisting of n particles in the metastable bulk
phase, whose pressure and chemical potential are p and p respectively, is given as

*7 1In this paper, it is also reported that the growth rate observed in a linear regime shows the
completely different functional from one predicted in binary mixture of simple liquid (see
Eq. 2.7). Later Tanaka revealed that the data can be fitted by the growth rate of a two fluid
model (see Eq. 2.31) [124].
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[126],
AF =~yA+ (p—p V' + 0l (T,p") — u(T,p)], (2.33)

where A is the interfacial area between the bulk phase and the nucleus, V' is the
nucleus’s volume, p’ and y’ are the pressure and the chemical potential inside the
nucleus, and ~ is the surface tension. By expanding u’ by p’ — p

oy’
W(T,p) =W (Tp)~ (55 ) @O —p)=2"0 —p) (2.34)
op' )
where v' = V’/n. This is a good approximation when the nucleus is incompressible
(or, when v’ is hardly dependent on the change of p’). As a result, we obtain

AF =~vA+ nAp, (2.35)

where Ap = p/(T,p) — w(T,p) < 0 is the difference in the chemical potential
between the stable and the metastable states. Since the interfacial area should be
proportional to n?/3 we denote A = a(nv')?/3 (a is a constant which depends on
the morphology of the nucleus) and then we can rewrite the above relation as

AF = |Au|n2/3(gné/3 /3, (2.36)

where n. = (2av'?/37/3|Ap|)? is the critical nucleus size and AF takes a maximum
value at n = n.. When this energy barrier AF(n.) is sufficiently larger than the
thermal energy kg7, the metastable phase is retained for a long time, but once n
exceeds n. the nucleus spontaneously starts to grow and the stable phase eventually
covers the whole system. Denoting the rate to form such a nucleus larger than the
critical size as I and assuming that the critical-size dependence of I is determined
by the Boltzmann weight, we can obtain the following formula for the nucleation
rate:

I = Iyexp [-BAF(n)], (2.37)

where Iy is a constant, which can be determined by the kinetic theory.
In the case where the nucleus has a spherical shape, choosing the radius of the
droplet R as the key parameter instead of n, we can rewrite Eq 2.35 as

4
AF = 47 Ry — §R3p’|Au|, (2.38)
where p’ = 1/v'. Then the radius of the critical nucleus is expressed as R. =

2v/p'|Apl.

2.3.2 Derivation of nucleation rate from a kinetic theory

In this section, we explain how the kinetic factor of the nucleation rate (Ip in
Eq. 2.37) can be determined. There are several ways for the derivation [5], but here
we employ an approach based on the Becker-Doring equation.
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Fig. 2.10 A. The functional profile of the free energy in the Classical Nucle-
ation Theory. B. Formation of a stable nucleus in the bulk of the metasbale
phase.

First we denote the density of nucleus with n particles as p(n,t) and assume that
the time evolution of p(n,t) obeys the following master equation:

(n,t) = f+-(n=1)p(n—1,8) = f_(n)p(n,t) = f+(n)p(n,t) + f-(n+1)p(n+1,t),
(2.39)

where fi(n) and f_(n) are the transition rates that a nucleus of n particles gains

or loses a particle, respectively. For this process, we assume the detailed balance:

Eﬂ

f+(n=1)po(n —1) = f—_(n)po(n), (2.40)

where pg(n) is the density of nucleus of n particles in the vicinity of metastable
state and determined by the Boltzmann weight, i.e., po(n) = po(1) exp (—BAF(n)).
po(1) is equivalent to the density of metastable liquid p’. f_ in Eq. 2.39 can be
erased by using Eq. 2.40. By serializing n for the resulting equation, we obtain the
following Fokker-Plank equation:

ionet) = g | Fetmpmt) (%) (2.41)

Denoting the density in a steady state as ps(n), the steady flux of the above equation
is I = —f1(n)poOnlps(n)/po(n)] (= const.). Then, the formal solution of p; is

pulo) = Ipo(m) [ ) (2.42)

dn’
fr(n)po(n’)

Since ps(n) — po(n) for n — 0, the above relation becomes

=\ wom) (243)
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Since AF has a sharp peak around n ~ n., we can use the saddle point analysis
for the above integral, and the result is

I =Z7f(ne)p exp[-BAF(n.)], (2.44)

where Z = /B|AF" (n.)|/2m is the so-called Zeldovich constant (AF” being the
second derivative of AF').

To compute the nucleation rate, we need to know AF(n.), AF"”(n.) and fi(n.).
In numerical simulations, AF(n) can be determined by the Umbrella Sampling
method. On the other hand, fi(n.) can be measured as follows. First we introduce
the Langevin equation corresponding to Eq. 2.41,

0 0

E”(t) =—J+ (”)%

where 6 is the thermal noise satisfying (0(n,t)8(n,t')) = 2f1(n)é(t — t’). Here,
considering the time evolution of nuclei whose size is initially n(0) = n., n(t) for a
short time follows 0yn ~ 0(ne,t) since O, (BAF) ~ 0 for n ~ n.. Thus, the mean
square displacement of n satisfies the following relation [127, 128]:

(BAF) 4 6(n,t), (2.45)

([n(t) = nel?) ~ 2f+ (no)t, (2.46)

From this relation. we can measure f, (n.) by tracking the microscopic change of a
nucleus near the critical size. This procedure allow us to determine the nucleation
rate without any adjustable parameters [127, 128].

2.3.3 Crystallization of hard-sphere colloids

Characterization of the nucleation frequency is one of the most important issues in
material sciences ranging from metallic materials, pharmaceuticals, to foods. How-
ever, although one may say that phenomenological theory such as CNT qualitatively
captures the trend of crystallizations, no common consensus regarding the general
understanding of this phenomenon has yet been reached [6, 129]. To develop a bet-
ter understanding, the studies based on the microscopic pathway of particles in the
crystallization process have been actively performed recently. Colloidal suspensions
have aroused great interest in this context, since it is an experimental system that
shows the same thermodynamical behavior as atomic systems but can be observed
with optical microscopy in a single-particle resolution, which is impossible in atomic
systems [130]. Among them, hard-sphere colloids have been intensively studied as
one of the most fundamental systems which show a liquid-crystal transition. In
2001, Auer and Frenkel pointed out [127] a huge mismatch in the crystal nucle-
ation rate between light scattering experiments and numerical prediction based on
Umbrella Sampling method (see Fig. 2.10). Revealing what is the physical origin
behind this huge discrepancy is one of the central issues in this field [6, 129].

The huge discrepancy in the nucleation rate between experiments and simulations
implies the possibility that there exist any unexpected nucleation pathway that
efficiently form large nucleus. For example, unlike the assumption of CN'T, a three-
dimensional observation by confocal microscopy reports that nucleus with critical
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Fig. 2.11 Comparison of the crystal nucleation rate in hard-sphere colloids
between experiments and simulations [131]. Here we can see in both experi-
ments and simulations that the nucleation rate dramatically decreases as the
volume fraction of colloids ¢ decreases. However, the decreasing tendency is
much stronger in simulations. For example, at ¢ = 52%, we can see that the
degree of the mismatch between experiments and simulations reaches more
than 8 orders of magnitude.

size have nonspherical shape on average [132]. Also a simulation study [133] claims
that it is important to consider the morphology of the crystal nucleus and the type
of crystal structures in the nucleus.

Furthermore, the emergence of dense precursors has been pointed out by light-
scattering experiment [134] and interpreted as the indication of translational or-
dering (or, density increase), which was claimed to be confirmed by numerical
simulation of a hard-sphere system [135]. However, this scenario was challenged by
numerical simulations of the same hard sphere system [136, 137]. The issue here is
whether precursors have translational order signalled by an increase in density [135]
or have only orientational order without any density change [136, 137]. The latter
scenario emerges from the structural formation in a metastable supercooled state
of a glass-forming system [138, 139], for which it is natural to assume that there
is no development of translational order. Later this scenario was confirmed for
hard spheres [140] and soft spheres [141]. Furthermore, these studies showed that
crystalline polymorphs are also selected by the symmetry of precursors (see also a
review [129]). It has recently confirmed also by experiments of charged colloidal sys-
tems [142, 143] that particles with high orientational order rather than translational
order (or density) act as precursors of crystal nucleus by charged colloids.

Besides that, the effects of the non-ideal features in experiments such as polydis-
persity of size of colloids [144], gravity (or, density mismatch between colloids and
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a solvent) [145, 146] have been pointed out.

On the other hand, there is a potentially important effect that most of the
simulation methods have neglected: hydrodynamic degrees of solvent. Indeed, as
far as we know, simulation studies that take the hydrodynamic interactions (HI)
among colloids are limited to the following two cases. One is a work by Radu and
Schilling [147], where they examined the effect of HI by Multiple Particle Collision
Dynamics. They obtained the result that simulations with larger viscosity shows
a larger nucleation rate and concluded that HI may speed up nucleation. The
other is a numerical study on crystal growth by Roehm, et al., using Fluctuating
Lattice Boltzmann method, where they reported that HI slows down the speed of
crystallization [148]. These results seem conflicting and further investigations are
necessary. We note that examining such an effect is crucial not only for crystalliza-
tion of hard-sphere systems but also for fundamental understanding of the kinetics
of the systems where crystallization proceeds in a liquid such as protein solutions.
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Chapter 3

Experimental method

3.1 Experimental method

3.1.1 Three-dimensional observation by confocal microscopy

To capture the precise positions of colloids in three-dimensional (3D) space, we
use a confocal laser scanning microscopy (Leica SP5). This method allows us to
measure the intensity of a specific fluoresce light only from a point only on a focal
plane, which is realized by rejecting off-focal lights from other locations by a spatial
optical pinhole. The sample stage can be scanned along the z(optical)-axis by a
piezo device and the focus point can be scanned on the zy plane by a mirror.
Thus, we can obtain a stack of two-dimensional images on the xy planes along
z-axis in a rather short time. So, if we use rather large-size colloidal particles,
we are able to take a 3D image of a colloidal suspension before colloidal particles
move via Brownian motion. This method also allows to follow dynamical evolution
of 3D structures of colloidal suspensions with a particle-level resolution, typically
with a time resolution less than ~ 30 s. From a confocal microscopy image, we
can reconstruct the three-dimensional structures of the samples with a microscopic
resolution by extracting the center-of-mass positions of all colloidal particles. We
used the algorism in Ref. [149] to make such 3D reconstruction from a confocal
microscopy image.

3.1.2 Samples

In our experiments, we prepared two different sizes of poly methyl methacrylate
(PMMA) colloids sterically stabilized with polyhydroxyl steric acids and labelled
with fluorescent dye (rhodamine). See Appendix A for synthesis method for PMMA
paritlces. The average diameter of colloids are ¢ = 1.9 ym (EXP1) and 2.9 pym
(EXP2), and both have approximately 3% size polydispersity.

To closely match the density and refractive index of colloids with those of a
solvent, we used a mixture of cis-decalin and cyclohexyl bromide (CHB) as the
solvent. Because of the nearly perfect refractive index matching, the van der Waals
interaction between colloids can be safely neglected. We regarded the samples as
density matched when we cannot see sediment or float of colloids after 10 min of
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Fig. 3.1 A. Schematic figure of the principle of confocal microscopy
(http://www.nhm.ac.uk). B. 3D reconstruction from a confocal image

centrifuge with 10,000 rpm. In the matching point, the weight fraction of CHB was
roughly 74%. It is known that CHB absorbs moisture as an impurity in contact
with air, which is expected to lead to the loss of stability of the ion concentration
in CHB. In order to avoid this effect, we purified CHB by mixing calcium chloride
for 1 hour and then filtering it out. We also cleaned cis-decalin with aluminium
oxide. Preparation of samples and sealing them into the cells were performed in a
glove box filled with dry nitrogen. The Debye screening length in the mixture was
approximately 2 pym. We determined it by first measuring the radial distribution
function g(r) of a dilute colloidal suspension (0.5% volume fraction) by confocal
microscopy, and then by comparing the interaction potential u(r) obtained from the
relation u(r) ~ kT log g(r) with the Yukawa potenital [26]. PMMA has charges
in the mixture of CHB and cis-decalin, which were determined as 210 e for EXP1
and 350 e for EXP2, by performing electrophoresis following Ref. [150, 151]. We
controlled the Debye screening length of the electric repulsion by adding a salt
(tetra-butylammonium bromide: TBAB).

In order to induce short-range attractive interactions between colloids (depletion
interactions [20, 21]), we dissolved polystyrene with a molecular weight of 8.4 x 10°
Da for EXP1 and 2.0 x 107 Da for EXP2. The gyration radius of the polymer in the
solvent is estimated as Ry = 120 nm in EXP1 and Ry = 180 nm in EXP2. Thus,
the characteristic range of the depletion interaction, A = 2R, /0, is approximately
0.13 for both EXP1 and EXP2, which can be regarded to be short-range. The
concentration of the polymer, C, is used as a control parameter to change the
strength of the attraction between colloids, or the depth of the potential, Se. The
polymer concentration, Cp,, also changes the viscosity of the solvent, which affects
the Brownian time of colloids. Thus, we measured the viscosity of the solution of
the polymer in the closely matched solvent at T' = 26 °C by rheometer and obtained
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the relation: n = 2.25+2.7C, for EXP1 and 2.25+ 4.8C}, for EXP2 (here the units
of n and C, are g/L and mPa.s respectively).

We set different scanned box sizes depending on samples, which are summarize
in Table 3.1.

| Sample || o | B | Q || L3 | At |
EXP1 1.9 um | 23s | 210 e || 1073um3 | 24.8 s
EXP2 (|29 pum | 7.1s | 350 e || 1453um3 | 18.2 s

Table 3.1 Properties of samples and settings of confocal observation.
o: the diameter of colloids; 75: the Brownian time of a free colloidal particle;
Q: the average number of surface charges of colloids per particle; L?: the size of
the scanned box; At: the time resolution for a 3D image acquisition. Here we
show 75 in Cp = 0.50 g/L for EXP1, and that in C, = 0.30 g/L for EXP2. The
temperature is commonly 26 °C in both experiments. The pixel resolutions of
images are 0.21 pym for EXP1 and 0.38 pum for EXP2.

3.1.3 Initiation of phase demixing by salt injection

In order to observe the aggregation process of colloids from the very beginning
without any perturbation by mixing flow, we used the following special protocol.
As mentioned in the main text, the control parameters of our experiment are the
volume fraction of colloids ¢ and the effective temperature Se. Since the tempera-
ture change results in the mismatch of the density and refractive index between the
colloids and the solvent, we need to change either ¢ or the polymer concentration
C} to initiate phase demixing. However, it is almost impossible to change these
quantities rapidly. Thus, we used a unique method to change the Debye screen-
ing length of electrostatic repulsions of colloids by salt injection [9]. We contact
our sample cell, whose volume is roughly 8 mmx5 mmx1000, with a reservoir
cell, whose volume is about 500 times larger than the sample cell for observation,
through a membrane filter (Fig. 3.2). Since the pore size of the membrane filter
used is roughly 0.1 gm (Wahtman Anodisc 47), we expect that components in the
sample except for colloids (solvent molecules, salt ions, and polymers) can pass
through the filter. Thus, by loading a solvent different from that in the sample, we
can quickly change the physical state of the sample since the salt diffusion takes
place much faster than colloid phase separation.

First we insert a colloidal suspension together with polymers into the sample
cell. In this condition, direct contacts between colloids are hardly observed due to
long-range Coulomb repulsions (Fig. 3.3A). Then we insert a solvent saturated with
salt (TBAB) into the reservoir cell. Just after the contact of the two cells, salt ions
are gently injected to the sample cell by diffusion and screen the electric repulsions,
which allows us to bring the sample from a stable one-phase state (Fig. 3.3A)
to an unstable two-phase state (Fig. 3.3B). Once the electrostatic interaction is
screened by salt injection, the depletion attractions by polymers become dominant
in the interactions between colloids. If the quench is deep enough, colloids start
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to aggregate due to the attractive interaction (Fig. 3.3C-E). Note that the solution
used for salt injection contains colloids and the same concentration of polymers as
in the sample cell with density and refractive index matching (in Fig. 3.2 we do not
draw colloids and polymers in the reservoir cell just for simplicity). This unique
protocol allows us to avoid harmful macroscopic perturbations on the system such
as hydrodynamic flow and mechanical vibrations, upon the initiation of demixing.

@ ¢

& polymer
e salt

‘ & ’ Q‘ membrane filter

reservoiccell o o

Fig. 3.2 Schematic figure of the cell used in our experiments. The cell
is composed of the sample cell and the reservoir cell separated by a membrane
filter. In this image, we do not draw colloids and polymers in the reservoir cell
just for simplicity.

tw/m3 = -75.6 0 86.4 216 539

Fig. 3.3 A process of colloidal phase separation. Here we show examples
of 2D confocal images in EXP1 at the polymer concentration, C, = 0.50 g/L,
and the volume fraction, ¢ ~ 10 % at various scaled times tw /78 (7B is the
Brownian time). In this sample, a kinetically arrested network structure (gel)
is seen at the end of the observation t, /78 ~ 500. The length of the side of
the images corresponds to 107 pum.

3.1.4 Definition of the onset of demixing

Here we explain how we separate the screening process of the electrostatic repulsion
and the aggregation process in an unambiguous manner. To evaluate the validity
of our method quantitatively, we now show in Fig. 3.4 the temporal change of the
radial distribution function ¢(r) (r: distance) in EXP1 for a condition ( Cp = 0.50
g/L, ¢ ~ 10%). In the very beginning of observation, we can see that the position
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of the first peak of g(r) shifts and approaches r/o = 1. This is the screening process
of the electric repulsion induced by the salt injection. After this process, we see
that the height of the first peak begins to grow. In this work, we define the onset
time of the aggregation of colloids, ty, = 0, as the time when the first peak of the
radial distribution function starts to grow rapidly. To confirm the reproducibility
of our method, we show the results of three different runs in Fig. 3.4. We confirm
that by using the onset time defined above, the radial distribution functions of the
three independent runs can be overlapped almost perfectly. The slight mismatch
may be due to the finite time resolution of our 3D scan (~ 10.87p).
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Fig. 3.4 Temporal change of the radial distribution function g(r,tw).
The result is for a sample in EXP1 of C, = 0.50 g/L and ¢ ~ 10%. Three
colors correspond to three independent observations. The agreement of the
three results show reproducibility of our measurements.

3.1.5 Analysis of the temporal growth of the scattering function during
demixing

We calculate the scattering function S(q,ty) from the 3D power spectrum of the
density correlation function as S(g,tw) = pq(tw)p—q(tw)/N. Here the density field
is defined as p(r,tw) = =25 3", ©(c/2— |r — R, (ty)|), where © is the step function
and {R,,} is the set of the center-of-mass positions of colloids.

To analyse the temporal change of S(g,ty) during phase separation, we calcu-
late the growth rate of composition fluctuations at wave number ¢ as R(q,ty) =
2 10g(5(q,tw)/S(g,0)). In Fig. 3.5A, we show its temporal change. We can see
that R(q,ty) shows little change in the early stage (¢, < 1007g). At t /73 = 10.8,
R(q,ty) looks quite noisy simply because R(q,ty) at early times is sensitive to
the noise in S(¢,0). When R(q,ty) is independent of time, i.e., R(q) = R(q,tw),
we can have the following relation: S(q,tw) = S(q;0)exp (2tR(q)/m8) (R(q): the
growth rate), which is known to be valid for Cahn’s linear regime of spinodal de-
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composition [5]. Such behavior can be seen in the early stage (see Fig. 3.5A). The
presence of Cahn’s linear regime in the early stage of aggregation can also be con-
firmed from the exponential growth behavior of the peak (or integrated) intensity,
I(ty) = [d(qo/2m)S(q,ty) (see the inset in Fig. 3.5A).

The temporal change in S(q) is shown in Fig. 3.5B, where we can see the shift
of the peak wave number to a smaller value as phase separation proceeds.
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Fig. 3.5 A. Temporal change of the growth rate. The result is for a sample
of Cp, = 0.50 g/L and ¢ ~ 10 %. Inset: Temporal change of the intensity
of composition fluctuations at the same state point. B. Temporal change of
S(q,tw). The result is for a sample of C, = 0.50 g/L and ¢ ~ 10 %. The gray
line represents the form factor for a sphere whose radius is o.
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Chapter 4

Simulation method

Here we explain numerical simulation methods that we use in our study. To see
how the hydrodynamic degrees of freedom affect colloidal dynamics, we use two
different simulation methods: Brownian Dynamics (BD) method and Fluid Particle
Dynamics (FPD) method. Since the former completely neglects the hydrodynamic
interactions (HI) among colloids and the latter can incorporate HI, we can examine
how HI affects colloidal dynamics.

4.1 Brownian dynamics method

In Brownian Dynamics (BD) simulations, we use the following Langevin equation,
which describes the relation among the center-of-mass position, R, (t), and the
velocity, V,,(t), of particle n (n = 0,1,..,N — 1), and the force acting on particle n,
F,(t):
dR., (1)
dt

=V, (t) = CHF, + FY), (4.1)

where ( is the friction constant between colloids and the solvent. FX is the ran-
dom thermal force acting on particle n, which satisfies the following fluctuation-
dissipation relation:

and
(R (O FR () = 2kpT(0nmdi0(t — t').

In this simulation, we set the space unit as the colloid diameter ¢ and the time
unit as 7 = 02/D where D is the free diffusion constant of an isolated colloid:
D = kgT/¢. The Brownian time in BD simulation is defined as 75 = (§)?/6D.
The time step used is At = 1.0 x 107°7.

4.2 Fluid particle dynamics method

In order to deal with the hydrodynamic degrees of freedom in colloidal suspen-
sions by numerical simulation, we need to solve the moving boundary problem for
all colloidal particles if we treat colloids as solids, since the (nonslip) solid-fluid
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boundary condition should be satisfied on the surfaces of all colloid particles. The
Fluid Particle Dynamics (FPD) method [7] treats a solid colloidal particle as an
undeformable fluid particle, whose viscosity is much higher than the solvent viscos-
ity and the viscosity changes smoothly across the colloid-solvent boundary. These
features allow us to treat the dynamics of colloids with many-body hydrodynamic
interactions simply by solving the Navier-Stokes equation in a Cartesian coordinate
system without suffering from the solid-fluid boundary condition. We explain the
detail of the simulation method here.

421 The fundamentals of FPD method

Basic set of equations

We express the center-of-mass position of particle n as R,,. By introducing a phase
field ¢, € [0,1] as below, we distinguish whether the position  is inside (¢, ~ 1)
or outside (¢,, ~ 0) of the particle,

1
&n

where a,, is a parameter to characterize the size (radius) of particle n and &, is the
interfacial thickness. See Fig. 4.1 for the functional form. Dependingon ¢ = )" ¢,
we define viscosity feild n(r) as follows,

n(r) = ne¢(r) +ns(1 — ¢(r)), (4.3)

where 7. and 7y is the viscosity of the colloidal particles and the liquid in which
colloids are suspended. Here the summation is taken over all N particles.

On(r) = %{tanh[ (an — |7 — Ry|)] + 1}, (4.2)

1

A 1
0.8 . 0.8
0.6+ : 0.6
¢o.4 - g 0.4
02+ . 0.2
910 5 5 10 °

0
x

Fig. 4.1 A. The functional profile of ¢(z) = %{tanh(%lml) +1}. B. An
example of ¢ in 2D. Here we set a = a, = 3.2 and £ = &, = 1.0 for all n.

The key points of this method are that (i) the particle rigidity is approximately
sustanined by large viscosity difference, (n.—ns)/ns > 1, and (ii) a rigid solid-liquid
boundary is replaced by a smooth interface with thickness &,. When there is no
other gross (or hydrodynamic) variable than the velocity field v(r), the dynamics of



4.2 Fluid particle dynamics method 61

colloidal particles with hydrodynamic interactions can be approximately described
by solving the Navier-Stokes equation with Eqs. (4.3) and (4.2). It is worth noting
that with decreasing &,,/a,, and increasing 7./n,; the method is expected to become
asymptotically exact [152].

In FPD method, as we numerically solve the Navier-Stokes equation in a direct
manner, it is possible to rather straightforwardly incorporate the internal degree of
freedom of a solvent such as ion density [153, 154, 155] and orientational [156] field.
In this thesis, we consider the simplest case, where colloid particles are immersed
in a simple liquid. Then the equation of motion to be solved is

p(%—l—v-V)’v:f—V-[a—aR] (4.4)

with
o =pl —n(Vou' 4+ Vo),

where I is the unit tensor. In the above, p is the mass density, and we assume that
the density of the liquid is the same as that of particles. v(r) is the velocity field,
and the pressure p is determined to satisfy the incompressibility condition V-v = 0.
o® is the random stress noise, which we will discuss in detail in Sec. 4.2.1.

In the above, f(r) is the interparticle force density, which is obtained by dis-
tributing the force F,, and torque IN,, acting on the center of mass of particle n
to the lattice with the weight of ¢,,. Here we decompose the force density to the
translational and rotational components: f(r) = fT(r) + fR(r). The first and
second terms of the right-hand side is the force density corresponding to F,, and
N, respectively and expressed as

£ =Y o) [ dron(r) (45)

)= " ¢n(r)ron X (Nn x 7o)/ [drén(r)| Ny x ron |, (4.6)

where the rotation center of particle n is located at its center-of-mass, r., = r— R,,,
and NN, is the unit vector along IN,,.
We determine the center-of-mass velocity V;, and angular velocity €2,, from v as

V, = /drv¢n//dr¢n(r) (4.7)

Q, / A1 (7) (ron X ¥)/ / drli X Ton 2 () (4.8)

where 1 is a unit vector along the rotational axis.

In practical numerical calculations, the on-lattice velocity field, v(r,t + At), is
evaluated from the physical quantities at time ¢ by Eq. (B.1). Then we move the
position of particle n off-lattice as a rigid body by R, (t + At) = R, (t) + AtV,(t +
At), where At is the time increment of the numerical integration. We aslo update
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the orientational vectores of colloids depending on the angular velocities following
the explicit forward difference Euler scheme, but we need to take special care for
the time evolution since orientational vector is pseudovector. Sepcifically, here we
use normalized quaternion but see other documents for further details (e.g. [157]).

The correction factors originating from the finite interface thickness
By multiplying both sides of Eq. (B.1) by ¢,,(r) and then performing its spatial in-
tegration, we can straightforwardly obtain an approximate equation of translational

motion of particle n:

AV
Mnd—‘z =F,+K,, (4.9)

where M,, = X p [ dr¢,(r) is the mass and the velocity of particle n. Here we note

that the time derivative of the particle velocity can be approximated as

AV, Jdt = / dr(0/0t +v - V)vén/ / drén (). (4.10)

AT is a correction factor resulting from the introduction of the smooth interface
and given by

A= /dr@-(’r)// drd?(r). (4.11)

In the sharp-interface limit &,/a, — 0, AT tends to — 1. For the correction factor
arising from the finite interface thickness &,,, see also the discussion in Sec. 4.2.1.
The second term of the right-hand side of Eq. (4.9) is the force exerted by the fluid,
which is given by

K = —AE/drgbnv o — ot = —Ag/dsmn o -t (4.12)

Here we use the following approximate relation

/drVd)n Q= —/ n,dS, - Q, (4.13)
Sh
for an arbitrary tensor Q(r), where S,, is the surface of particle n and n,, is the
unit outward normal vector to .5,,.

Similarly, the equation of rotational motion of particle n can be obtained by
operating ¢, (7)r.,x on the both sides of Eq. (B.1) and then performing its spatial
integration:

dQ
I,—* =N, + K~} (4.14)
dt
where I, = ARp [ dr|fe X 7o, [?¢ () is the moment of inertia of particle n, respec-

tively. AR is the correction factor regarding rotational motion and given as

)\5 = /dr|ﬁ X ron|2¢n(r)// dr|n x ron|2¢i(r). (4.15)
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The last term in Eq. 4.14 is the torque exerted by the fluid, which can be approxi-
mated in the same way as the case of translational motion:

K} = —/\S/drqﬁnron x V-[o—o%

o —)\g/dSnﬂn (Ton, X [0 — O'R]) (4.16)

Introduction of thermal stress noise

In the FPD, there can be two ways to incorporate thermal noise. One is to introduce
the thermal force noise to the center of mass of a particle as in Brownian dynamics
simulation. Since the particle is treated as a solid particle for the motion of its center
of mass, this is certainly a candidate. However, as we have seen in Eq (1.23), the
random force has a memory effect. This is a consequence of thermal fluctuations at
different points in the fluid being coupled with each other through the Navier-Stokes
equation. Indeed, it is difficult to reproduce the resulting hydrodynamic memory
effects properly by applying stochastic forces only at certain points; more precisely,
it is hard to constitute such a random number sequence [158]. So only the part
of thermal noise acts as the noise, which leads to an obscurity in the temperature,
as mentioned in the introduction. Furthermore, the rotational Brownian motion
is not naturally introduced. The other is to introduce the thermal stress noise
directly in the fluid to satisfy the fluctuation-dissipation theorem with the nonlocal
viscosity n(r) [43]. This should properly reproduce both translational and rotational
Brownian motion with a full statistical mechanical consistency [53, 55, 56]. This
theoretical framework is widely known as fluctuating hydrodynamics. Thus, we
introduce the random stress noise, o™ (r), which satisfies the fluctuation-dissipation
relation [50, 54]:

(o (r,)ol (v 1)) = 2kpT0(T) (6imOjn + 6indim)d(r — 7 )o(t — t').

¥ mn

The variance of the particle velocity at equilibrium is given by

(Vo) = /drdr'¢n<r>¢n<r'><v<r>~v<r'>>/[/ dr ()2
= 2kpT/M,,.

Here we make use of the relation (v(r) - v(r’)) = (2kgT/p)o(r — r’). The relation
(|V|?) = 2kpT/M,, also represents the equipartition theorem for the kinetic energy
with respect to the translational motion of the particle: Mg, (|Va|?)/2 = 3kpT/2,
where Mg, = 3M,,/2 is the effective mass [50] (see also Eq. (1.22)). Regarding the
angular velocity, we also obtain the equipartition theorem: (|€2,|?) = 3kgT/1,.
Here it may be worth commenting on the correction factor introduced above. Our
basic set of kinetic equations exactly satisfy the fluctuation-dissipation relation. In
our method, however, we need to cut out a high-viscosity region represented by
our shape function ¢, and regard it as a solid particle (the transformation from
a fluid particle to a solid one). This process inevitably suffers from an artificial
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effect coming from the finite thickness of the interface. This inevitably leads to the
necessity to introduce the correction factor. However, this effect must disappear
in the sharp interface limit: &,/a, — 0. What is important is that before the
transformation from a fluid particle to a solid one our FPD method satisfies both
thermodynamic and mechanical principles in an exact manner and even after the
transformation this also holds with the correction factors (see the next section).

Setting of numerical simulations

In our simulation, the units of length ¢ and time 7 are related as 7 = £2/(ns/p),
which sets both the scaled density and viscosity of the fluid region to unity. This
T is a time required for the fluid momentum to diffuse over a lattice size . The
units of stress and energy are ¢ = p(¢/7)? and € = 43, respectively. Furthermore,
we set 7. /ns = 50, At = 0.0025 and £ = ¢ =1, and a = 3.2. We solve the equation
of motion [Eq. (B.1)] by the Marker-and-Cell (MAC) method with a staggered
lattice under the periodic boundary condition. For implementation of FPD method
in more detail, see Appendix B, where we describe the detailed procedure of the
computation and the notes for parallel computing.

4.2.2 \Verification of FPD method in a dilute limit

In this section, we check the validity of our simulation method incorporating thermal
fluctuation effects, by examining the Brownian motion of particles and fluid motion
at a low volume fraction of colloids ®. Hereafter we consider a monodisperse system
and thus omit the particle intex n.

Here we put 100 of colloidal particles in the cubic simulation box whose side
length is L = 256 and apply the thermal noise such that kg7 = 14.3. We assume
that colloids interact with Weeks-Chandler-Andersen (WCA) potential as,

U(r) = 4e[(Z)2 — (D)8 + ¢ for r < 2Y/50,
o o
=0 otherwise. (4.17)

where o and € are the paremeter to control the diameter of the colloids and the
strength of interaction. Here we set them as €/kpT = 40 and o0 = 7.4. The volume
fraction ® = 7o3N/6L3 is estimated as ~ 0.001, at which we can expect that
theoretical predictions at dilute limite is valid.

Fluid motion: Velocity correlation

We first focus on hydrodynamic motion of a fluid and measure the velocity auto-
correlation function (VAF). The translational and rotational VAF in a dilute limit
is expected to obey the following relation:

VO VO) = S0, (4.19)
@) - 0) = 2Ly Ly, (4.19)
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Here 7, = a? /vy, where a;, is the hydrodynamic radius (a, = 1.04a and 1.14a for
translational and rotational motion respectively) and vy = n¢/p is the momentum
diffusion constant of the fluid. ™ and ® are the memory functions including
hydrodynamic effect for translational and rotational motion respectively. An ex-
pression of T and % is given by [159, 49]

ayw(ias ) — a_w(ia_+/x)

(g —a-)

Y (z) =

Y

(4.20)

_ (14 2z1)z1w(—iz1/) n (1 4 22)z2w(—iz24/) n (14 23)z3w(—iz3y/)
(21 — 22)(21 — 23) (22 — 23)(22 — 21) (23 — 2z1)(23 — 22)

() . (4.21)

where w is the complex complementary error function, ay = % + \/752', and z;(i =
1,2,3) is the solutions of the equation z3 + 6z + 15z + 15 = 0. The asymptotic
behavior of 1T and ¥® in the large x (or, long-time) limit are given by ¥T(z) ~

#af:ﬁﬂ and R (z) ~ ﬁx*‘r’ﬂ, which are widely known as the long-time tails.
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Fig. 4.2 Velocity auto-correlation function (VAF) for translational (A) and ro-
tational (B) motion. Blue symbols are the VAF obtained by the FPD method
for particles undergoing thermal Brownian motion at a dilute volume fraction
(~ 0.1%). Brown crosses are the VAF obtained by the FPD method by study-
ing the behavior after removing a external force on a particle from the steady
state. The black solid curve is the theoretical prediction (see Eq. (4.20) and
Eq. (4.21)). The gray line shows the asymptotic power-law decay function at
a long-time limit: ™ (z) ~ (6y/7) "'z ~%/% and ¥®(z) ~ (60y/7) ta =%/

In Figs. 4.2 A and 4.2 B, we plot the VAF’s for translational and rotational motion
calculated by the FPD method together with the above theoretical predictions,
respectively. We can see very good agreements between them for both types of
motion. In addition, we also check whether our simulation method satisfies the
fluctuation-dissipation theorem (FDT). To do so, we first put a particle in the
simulation box and externally exert a constant drag force Fyag = 1 or a constant
torque Ngrag = 1 to drag or rotate the particle respectively. After reaching the
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steady state, we remove the external force or the torque at ¢ = 0 and then monitor
the decay of the translational velocity of the particle Vj(¢) or that of the angular
velocity €2)(t) respectively. In this situation, the following relations should be held:

(V(t)- V(0) = - ZBZ M),
90 - 20)) = T,

The brown crosses Figs. 4.2 A and 4.2 B are the VAF’s measured with this pro-
cedure. The good agreements between the theoretical predictions and the VAF’s
evaluated by the two different methods indicate that our method well reproduces
the FDT including the memory effect of hydrodynamic origin.

Brownian motion of a particle
Next, we examine the thermal Brownian motion of a colloid particle. First we
focus on the translational motion of the particle. From Eq. (4.20) and the following

identity of the VAF, (V (t) - V(0)) = %j—;<|AR|2>, where AR(t) = R(t) — R(0)
is the displacement vector of the particle, we obtain the following expression for
the temporal evolution of the mean square displacement (MSD) of a free Brownian

particle including hydrodynamic memory effects:

IARMF) _ t, ¢ (4.22)

a? T Ta

Here 73 is the Brownian time 75 = aﬁ / 6DT, where DT is the translational diffusion
constant of a free particle given by DT = kgT/(AT6mmay), and the function h can
be given by [159]
-3 4. —3 .
)= 1= L Byt 4 gy 95°00055) —oulin VT
NZ3 3 ay —a_

The asymptotic behavior of h(x) is given by h(x) — 3x/2 (z — 0) and h(z) — 1
(r — o0) for the ballistic and diffusive regimes, respectively. Thus, we can obtain
from Eq. (4.22) the following expressions for the short-time and long-time behavior:
(|AR(t)|?) = (3kpT/Meg)t? and (|AR(t)|?) = 6D ¢t respectively. The argument of
hin Eq. (4.22) can be rewritten as t/7, = S.t/673, where S, is called the “Schmidt
number” and defined as S, = vy/ DT. S, is the ratio between the momentum and
particle diffusion constants, and determines the relation between the time unit of
our simulation, 7, and the crossover time from the ballistic to the diffusive motion
of a particle.

. (4.23)



4.2 Fluid particle dynamics method 67

10°

"=

= -1

5 10

~

-~

(&)

AN 402

=

simulation

10_3 ‘ ‘ ‘ theory
103 102 107 100 107 102

t/TB

Fig. 4.3 Crossover behavior from the ballistic to diffusive motion of a Brown-
ian particle. We plot the function, h, given by Eq. (4.22). The blue solid curve
is the theoretical prediction (see Eq. (4.23)), which can be approximated as
h ~ Sct/47g in the short-time ballistic limit (shown by the black tilted line)
whereas as h ~ 1 in the long-time diffusive limit (shown by the black horizontal
line). Brown symbols are the results obtained by the FPD method for particles
undergoing thermal Brownian motion at a dilute volume fraction (~ 0.1%).

In Fig. 4.3, we plot the function h obtained by analyzing the results of FPD
simulations with the time unit as 75 and compare it with Eq. (4.23). We can
see that our simulation method precisely reproduces Brownian motion covering
from the ballistic to the diffusive regime. Here we stress that in the time regime of
t/Ts 2 1, his close to 1. This indicates that the Brownian motion in this simulation
can be regarded to be almost in the over-damped regime. This situation is realized
by choosing the strength of thermal fluctuation such that S. is to be larger than
1 (in this particular simulation we set S.=8.0). This can be easily understood
from the tilted straight line in Fig. 4.3, h = S.t/47z: This line is shifted upward
and downward with decreasing and increasing the value of S, respectively. For
simulations with S. < 1, the ballistic motion becomes dominant even around the
time regime t/7p ~ 1. We note that the time unit of our simulation is set to the
characteristic momentum diffusion time over &, and thus increasing S, requires a
longer simulation time to reach the diffusive regime of the Brownian motion.

Next, we examine the rotational Brownian diffusion of a colloid particle. Here we
use a parameter Au(t) = %Zi:1,2,3 ©;(0) X u;(t) to measure the displacement of
rotational motion of the particle [160], where u;(t) (i = 1,2, 3) are three unit vectors
fixed on the particle that are orthogonal with each other. Time evolution of w;(t) is
implemented by using normalized quaternion (see, e.g. [157]). Denoting the axis of
rotation of the particle from time 0 to ¢t as nn and the right-handed rotational angle as
6, we can obtain Au(t) = sin(6)n. Then the “rotational mean square displacement”
(RMSD) can be written as (|Aw(t)|?) = (sin® ). In the diffusive regime, it can be

calculated as (|Au(t)|?) = [ sin® 0P(0)df = 1/2 — (5e=6P"t _ 3¢=2D"1) /4 where
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P(0) is the probability density of 6 [161]:

PO =n"" i e_"(”+1)DRt(2n + 1){cos(nf) — cos((n + 1)0)}. (4.24)

n=0

Here DR is the rotational diffusion constant: D® = kgT/(AR8mn.ad). In short
time, RMSD can be approximated as (|Au(t)|?) ~ (|0|?) ~ (|Q*)t? = 3kgTt?/I,
which can be regarded as the ballistic regime. In Fig. 4.4, we plot RMSD and we
can see that our simulation method exhibits the ballistic and diffusive behavior also
for the rotational Brownian motion, following the theoretical predictions.
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Fig. 4.4 The rotational mean-square displacement (RMSD) of a Brownian
particle. Brown symbols are RMSD obtained by the FPD method for particles
undergoing thermal Brownian motion at a dilute volume fraction (~ 0.1%).
The blue line and black curve are predictions for the short-time ballistic regime
((|Au(t)|?) = 3kgT5t?/I) and for the long-time diffusive regime ((|Au(t)|?) =

1/2 — (5e~ 6Pt — 3e=2D%t) /4y,

4.2.3 \Verification of FPD method for many-body problems

We have seen so far that FPD method successfully reproduces the diffusion motion
of colloidal particles in a dilute limit. Since the aim of our study is to gain a
better understanding for the dynamic coupling among colloids and solvent, it is
important to verify the validity of FPD method in a situation where many-body
interactions play a crucial role, and also clarify under what conditions the numerical
predictability can be achieved. We discuss this point in the ‘Results’ section later,
but here we briefly summarize the related previous studies.

In section 8.1.2, where we study the dynamics of hard-sphere-like colloidal suspen-
sions, we checked that the results by FPD method precisely follow the equation of
states for all types of equilibrium states (liquid, crystal, and the coexistent states),
indicating that our simulation method is valid in terms of thermodynamics.
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In the section 5.3.1, we show that FPD method reproduces two-body hydrody-
namic interactions, which has been checked by comparing the frictional coefficient
between FPD results and theoretical predictions. This implies that our method can
properly deal with hydrodynamic interactions at a short distance.

In section 5.4, we consider the effects of the Schmidt number S. on the col-
loidal dynamics, which is the ratio between the key timescale of colloids and that
of solvent. We note that in order to study phase ordering dynamics of colloidal
suspensions by hydrodynamic simulations it is inevitable to apply a small Schmidt
number (S. < 10), which is largely different from the one in real colloidal systems
(S. ~ 107). Despite this discrepancy, we find that FPD simulation can well repro-
duce the kinetic pathway of colloidal phase separation experimentally observed with
confocal microscopy. We have shown that this agreement should be retained as long
as S. 2 O(1), and provided its physical reason. From these, we may conclude that
under a proper setting of the Schmidt number, FPD simulation can reproduce out of
equilibrium dynamics of colloidal suspensions including many-body hydrodynamic
interactions.
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Chapter 5

Scale-invariant nature and numerical
predictability of colloidal phase
separation

5.1 Motivation

5.1.1 Scale-invariant nature in colloidal phase separation

There are all sorts of colloidal suspensions, and thus their macroscopic properties
differ from each other, depending on the microscopic details such as chemical struc-
tures of colloids, the type of molecules constituting the solvent that the colloids are
suspended, and the intermolecular interactions among them. In section 1.3, we have
seen that the static phase behaviors of colloidal suspension can be understood by
classical statistical mechanics. Here we emphasize that this is a very powerful tool
to comprehensively classify the colloidal systems. In the framework of the statisti-
cal mechanics, all we need to know is the interaction among colloids, and we may
forget all the microscopic information other than it. For example, if we set a scaling
function g for the intercolloid potential U as U(r) = eg(r/o), we can calculate the
thermodynamic functions and determine the phase diagram only by two control
parameters, the scaled inverse temperature (f¢) and the volume fraction (¢). In
this case, the phase diagrams of the colloidal systems whose interaction potential is
written as above can be mapped on a single phase diagram. Roughly speaking, if
the interaction potential has a similar shape, the phase diagram should be almost
the same. This is often called as the law of corresponding state [38, 39, 40]. Here we
note that the above macroscopic parameters Se and ¢ are dimensionless variables,
which include € and o respectively. In this context, we may say that the static
phase diagram is scale-invariant in terms of ¢ and e.

The main aim of our study is to obtain a deeper understanding of dynamic
coupling among colloids and solvent. Here a naive question is whether such dynamic
coupling can be systematically understood as in the case of the thermodynamic
behavior, more specifically, out-of-equilibrium processes of colloidal suspension also
have a scale-invariant nature.
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To consider this point, in this chapter we focus on colloidal phase separation as
a prototype example of nonequilibrium phenomena. Here we consider some char-
acteristic features of colloidal phase separation, through its comparison with phase
separation in other classes of materials. For ordinary binary liquid mixtures (a dy-
namically symmetric mixture), the physics of phase separation is rather well under-
stood on the basis of the concept of dynamic scaling [5], and thus we can predict the
process theoretically and numerically. This success is a consequence of the presence
of the unique characteristic length and time scales in the problem, the correlation
length and lifetime of critical composition fluctuations respectively. For dynamically
asymmetric mixtures, on the other hand, it is not so obvious whether we can extract
such unique length and time scales controlling dynamic phenomena. For example,
in polymer solutions there is no scale invariant nature for dynamics [162, 81, 82],
although the static phase diagram can be scaled after a proper scaling [57, 5]; more
specifically, it is known that for polymer solutions the effective dynamic critical
exponent and the pattern evolution during phase separation are significantly in-
fluenced by the degree of polymerization N of polymers [162, 81, 163, 82]. This
is a consequence of a non-universal relation between the characteristic lifetime of
composition fluctuations ¢ ~ 67n¢?/(kgT), where £ is the correlation length of
composition fluctuations and 7 is the viscosity, and the structural (or rheological)
relaxation time of the system 7,: the ratio 7¢/7, crucially depends on the size of
polymer (V) [162, 81, 163, 82], since the internal degrees of polymers act differently
for the two types of relaxations.

For colloidal suspensions, on the other hand, there is no internal degrees of free-
dom in a colloidal particle. This implies that any characteristic time scales corre-
sponding to collective motions of colloids should be proportional to that of single-
particle diffusion (in other words, 7¢ /7, is independent of the colloidal size), from
which we can expect that scale-invariant nature should hold in colloidal dynamics.

5.1.2 Numerical predictability of colloidal phase separation

Importance of precise comparison between experiments and simulations

This scale-invariant nature of colloidal dynamics is also crucial for numerical predic-
tion of dynamical phenomena since we can match the experimental and simulation
conditions by scaling arguments without complicated experimental inputs such as
the details of their rheological properties.

To study out-of-equilibrium processes of colloidal suspensions, many numerical
simulation methods have been developed over past three decades and actively ap-
plied to study nonequilibrium phenomena [164, 165, 166, 7, 7, 167, 168, 169, 62,
65, 103, 104]. For phase demixing, it was found that colloids tend to form more
elongated aggregates upon phase separation in simulations with HI than those with-
out [7, 170, 43, 44]. This feature further affects whether a structure formed has
a percolated-network or a disconnected-cluster pattern [7, 43, 45, 46]. For cluster
formation in dilute suspensions, it was shown [102] that the collision rate in the
early stage of aggregation estimated by simulations coincides relatively well with
a theoretical prediction that takes HI up to a two-body level into account [74].
Furthermore, the border between cluster and network formations was compared
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between experiments and simulations only with “long-range” HI and a good agree-
ment was reported [46].

As noted above, the importance of HI on colloidal phase separation has been
demonstrated by numerical simulations, which has contributed significantly to our
understanding of the physical mechanism. Furthermore, it has been recognized that
numerical simulation is a very useful tool to make predictions for various problems
such as aging dynamics [171], mechanical stability [172], and rhological proper-
ties [173]. However, there has so far been no parameter-free numerical prediction of
such nonequilibrium structural formation, or no direct comparison of the structural
evolution between numerical and experimental results on the basis of the particle-
level information. Such comparison is crucial for establishing a rigorous numerical
predictability of structural formation.

In this chapter, we show that such a rigorous numerical prediction of exper-
imental results without any arbitrary parameters is indeed possible for colloidal
phase separation, which may be regarded as a typical example of nonequilibrium
self-organization of colloidal matter.

Difficulty in numerical prediction

In order to precisely predict the kinetics of colloidal suspensions, we need a model
with which we can perform simulation within a realistic computational time while
retaining the essential physical laws governing the phenomena. Here, the main
difficulty arises from how to deal with the motion of colloids and solvent, whose time
and length scales are extremely different. This immediately implies that we have to
cover extremely large length and time ranges. This has been overcome by a coarse-
grained description of the solvent. For example, Brownian dynamics simulations
(more specifically, overdamped Langevin equation with white noise) are one of the
most commonly used coarse-grained methods. However, BD simulations ignore the
momentum conservation law, which should be satisfied for both colloids and solvent,
and the resulting many-body hydrodynamic interactions between colloids, which
have recently been shown to play crucial roles in structural formation in colloidal
phase separation [7, 43, 44, 45, 102, 46]. For fluid dynamics, we have a very reliable
equation describing the momentum conservation, i.e. the Navier-Stokes equation.
Thus, we can dynamically integrate out the molecular degrees of freedom while
retaining the essential feature coming from the momentum conservation.

However, even after integrating out the microscopic degrees of freedom of solvent
molecules, there is a huge gap between the time scale of momentum diffusion of
a solvent and colloid diffusion. The momentum diffusion constant of a solvent is
given by the kinetic viscosity v = n/p, where n is the fluid viscosity and p is the
density, whereas the diffusion coefficient of an isolated colloidal particle of diameter
o is given by D = kgT/(3wno). The ratio S. = v/D is known as the Schmidt
number. In typical colloidal systems, these two diffusion coefficients differ by many
orders of magnitude (for example, S. ~ 10 for um-size colloids suspended in wa-
ter at room temperature), and this condition (S, > 1) is widely assumed in the
physical laws associated with the dynamics of colloids, such as the Stokes-Einstein
relation. In other words, the equilibration of the momentum degrees of freedom is
a necessary condition to have the scale invariance of the phenomena in the diffu-
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sive regime. For such a large Schmidt number, however, numerically accessing the
diffusive time regime, in which structural ordering of colloids takes place, starting
from the ballistic regime, is almost impossible with current computational power.
Indeed, in most of simulation studies, the Schmidt number has been set to modest
values (S. < 10) [174]. Thus, it might look almost hopeless to realize numerical
simulations with a predictive power, or to retain the scale invariance, while incor-
porating full hydrodynamic interactions and thermal noise (see Fig. 5.7A). In this
chapter we show that it is actually possible.

5.2 Method

To verify numerical predictability of our simulation scheme, the experimental data
that we can precisely compare with the simulation results on a quantitative level is
essential. To this end, we experimentally study the kinetic pathway of phase demix-
ing of colloids interacting with reversible and short-range attractions at semi-dilute
volume fractions (¢ = 2% ~ 10%) by three-dimensional (3D) confocal microscopy
observation. To confirm the scalability of the phenomena experimentally, we com-
pare experimental results for two types of colloids with different particle diameters
but with almost the same interaction range with respect to the colloid size (see
below). Then we compare the experimental results with those of two types of sim-
ulations, BD and FPD [7, 8]. The system size of our simulations are commonly set
as (L/o)? = 34.63. The intensity of thermal noise, as far as not mentioned, is set as
kgT = 14.3 and the corresponding Schmidt number is S. = 8.0. See section 4.2.1
for the other setting parameters in FPD method.

5.2.1 Samples

In our experiments, we use PMMA colloids. The average diameter of colloids are
o = 1.9 pm(EXP1) and 2.9 ym (EXP2), and both have approximately 3% size
polydispersity (see section 3.1.2 in more detail). Then, a short-range attractive
depletion interaction [21] was induced by dissolving polystyrene with a molecular
weight of 8.4 x 10° Da (the gyration radius Ry = 120 nm) for EXP1 and 2.0 x 107 Da
(Rg = 180 nm) for EXP2. Thus, the interaction range parameter A = 2R, /o ~ 0.13
is almost the same for both experiments. The concentration of the polymer, Cf,
is used as the control parameter to change the strength of the attraction fe. In
order to observe the aggregation process of colloids from the very beginning without
perturbation by mixing flow, we used a salt-injection method (see section 3.1.3).
The definition of the onset time of phase demixing (¢, = 0) and the validity of this
salt injection method are described in section 3.1.4.

5.2.2 Matching of the thermodynamic condition between experiments
and simulations

In order to compare experiments (EXP) and simulations (SIM) in a rigorous man-
ner, we need to precisely match the interaction potentials between them with a
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reliable method. In our simulations we used the Morse potential. We determine
the interaction range by the method based on the second Virial coefficient and the
relation between C}, and (e by matching the composition fluctuation of an equi-
librium fluid between EXP and SIM. By the precise matching of the interaction
potential between EXP and SIM, we successfully predict the equilibrium phase
diagram precisely. In this section, we explain the detailed procedure.

The interaction potential used in our simulations

First we explain how we match the interaction potential between experiments and
simulations. More specifically, we explain how to determine the interaction poten-
tial and its parameters used in our simulations to approximate the real intercolloid
potential due to depletion attraction. In our simulations, we assume that the inter-
particle interaction is pairwise additive and approximated by the Morse potential:

U(r) = eexp{pm(om — ) Hexp{pm(om — 1)} — 2),
where € is the depth of the attractive potential, oy is the length at which U (o) = €,
and py is a parameter controlling the interaction range. This potential is useful
in the sense that it does not have any singularity and we can control its depth
and range independently. The validity of this potential to represent the depletion

interaction has been examined in Ref. [41]. We determined oy and py so that the
reduced second birial coefficient [41, 40, 42],

by = % /000 dr r*{1 — exp(—BU (1))},

and the effective hard sphere parameter,

o= /U( o dr{l —exp (BU(r))}

are to be the same between the Morse potential and the following Asakura-Osawa
potential [21]:

r
=00 for — <1,
o

U(r)=0 for1+A<£,
21+ A)2 = 3(1+ A (L) + ()3

= —¢ g otherwise.

21+ A)PB —3(1+A)2+1

Here we set A = 0.13 to match this potential with the one in the experiments. The
result is shown in Fig. 5.1.
The force acting on particle n is then obtained from the interparticle interaction

potential as
F, = Z an»
m(#n)

where F,, = —(0/0R,)U(|R,, — R,|) is the force acting on particle n, which
interacts with particle m.
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Fig. 5.1 Comparison of the two interparticle potentials: Morse (black)
and Asakura-Osawa (brown). Here the range and depth of the AO potential
are A = 0.13 and e = 7 respectively. The controlling parameters of the
Morse potential, om and pum, are determined such that the reduced second
virial coefficient and the effective hard sphere parameter are to be the same
between the Morse and AO potentials.

Determination of the potential depth parameter and estimation of equilibrium phase
diagram

We determine the interaction range to employ the method based on the second
Virial coefficient, as described above. We also need to know the relation between C;,
and fe. The easiest way is to directly estimate the form of the interaction potential
from the information of polymers added into samples (through C,, or R,). However,
it is known that this method is not accurate enough to match the locations of the
binodal and the spinodal lines between EXP and SIM since the depletion attraction
is not pairwise additive and involves many-body interactions [21, 175, 176, 42].
To overcome this problem, we measure the density fluctuation of an equilibrium
fluid both in EXP and SIM and compare them directly. Figure 5.2A shows the
integral of the scattering function S(q) (see section 3.1.5 for the definition), I =
[ d(qo/2m)S(g), for various conditions (see above): (¢, Be) for SIM and (¢, C,,) for
EXP. Here the integration was made over the same ¢-range, qo /27 € [1/10, 10], for
EXP and SIM. Under the constraint that the ratio ¢3/C} is to be a constant, we
obtain €¢3/C, = 11.8 for EXP1 and 22.7 for EXP2, for which we have the excellent
agreement of the I behavior between EXP and SIM. If we see a monotonic increase
in I with time when we increase fe by a small amount, we can judge that state
point to enter inside the spinodal line, or in the unstable state. The state points
investigated in this manner are summarized in Fig. 5.2B, where black and blue
symbols indicate state points in the stable one-phase equilibrium region and in the
coexisting region respectively. In this way we have succeeded in precisely matching
the interaction potential between EXP and SIM.
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Fig. 5.2 Estimation of equilibrium phase diagram. A, The intensity
of density fluctuation in equilibrium fluids for various strengths of the attrac-
tion (Cp in EXP, fBe in SIM) at two volume fractions, ¢ ~ 4% (brown) and
10% (green). B, The state diagram. Black and blue symbols indicate ther-
modynamically stable and unstable state points respectively. Closed and open
square symbols represent the results of two experiments, EXP1 and EXP2,
respectively. Cross and circle symbols represent the results of BD and FPD
simulations respectively. At point A (¢ = 2%, Be = 7) and point B (¢ = 10%,
Be = 6), we observed disconnected isolated clusters and interconnected network
structures as the final states (tw 2 30078) respectively.

5.3 Results

Now we turn our attention to the dynamics of phase separation taking place at
two state points, point A (¢ = 2%, Se = 7) (see Fig. 5.3) and point B (¢ = 10%,
Be = 6) (see Fig. 5.5), where we observe respectively the formation of isolated
aggregates (clusters) and percolated network structures (gels) at the end of the
phase-separation processes. In the following analysis results, we take an average
over three independent phase demixing processes in both EXP and SIM for gaining

high statistical accuracy.

5.3.1 Cluster formation in a dilute suspension

First we discuss cluster-forming phase separation in a dilute suspension at point
A (¢ =2 2%, Be = 7). To quantitatively characterize the coarsening dynamics
during phase separation, we calculate the temporal change of the characteris-
tic wavenumber of the structure factor S(q,ty) as its first moment: (q(tw)) =
[ dq q¢S(g,tw)/ [dg S(q,tw). The results are shown in Fig. 5.4A. First we can
see that the two sets of experimental results with different sizes of colloids (EXP1
and EXP2) exhibit almost identical coarsening behaviour after scaling the length
and time by o and 7g respectively, implying that colloidal phase separation with
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Fig. 5.3 Cluster-forming phase separation at state point A (¢ = 2%,
€8 =2 7). We compare the time development of 3D structures obtained from BD
and FPD simulations and confocal microscopy observation in EXP2 at ¢ /18 ~
0,50.4,100.8,201.6. The particle colour represents the size of the clusters (see
the colour bars on the top right side); for example, clusters involving more
than 10 particles appear red. The box sizes are commonly set as L/o = 34.6.

a short-range attraction is scale-invariant for the same set of (¢, fe, A), for which
the equilibrium phase diagrams can also be scaled [21]. This result is a direct
experimental support for the scale invariance of the phenomena.

Next we can see clearly that FPD almost perfectly reproduces the experimental
data, but BD fails even qualitatively (see Fig. 5.3). This strongly indicates not only
the numerical predictability of our FPD simulation but also the crucial role of the
hydrodynamic degrees of freedom of the solvent, or hydrodynamic interactions, in
the kinetic process of phase demixing of a colloidal suspension and the resulting
colloidal aggregation. We can also see that (¢) decreases with time t, as (g) o< t,*
(a: the domain growth exponent) with o 2 0.33 for ¢ = 2% for both EXP and FPD,
but the exponent is smaller for BD. The growth exponent o ~ 1/3 seen at ¢ = 2%
is characteristic of Smoluchowski’s Brownian coagulation mechanism [74, 102] (see
the gray line in Fig. 5.4), indicating that the phase demixing observed belongs to
spinodal decomposition with droplet morphology.

In the above, we see the significance of hydrodynamic interactions in the macro-
scale coarsening process of colloidal phase separation. Next we focus on the micro-
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Fig. 5.4 Analysis of cluster-forming phase separation. A The temporal
change of the characteristic wave number estimated from the structure factor,
(¢). B The temporal change of the fraction of clusters of size i, n;/np. Gray
curves are the theoretical predictions of Eq. (5.1) [74]. Five curves and different
symbols correspond to ¢ = 1 ~ 5 from top to bottom. In both panels a
and b, we compare experiments and simulations: EXP1 (black cross), EXP2
(black square), BD (blue curve) and FPD (brown curve). C The dependence
of the viscous drag coefficient for two particles approaching with each other,
normalized by that of a free isolated particle, C2, on the interparticle distance
r scaled by 0. Brown cross symbols are the results calculated by FPD method.
The gray curve is the theoretical prediction [60]. Here r is chosen as r = rs+omu,
where 7, is the distance between the surfaces of the two colloids and oy is the
hydrodynamic radius of the colloids (oug = 1.10). In the BD simulation, Cs = 1
(blue line) since hydrodynamic interactions are ignored.

scopic process of aggregation to make a more rigorous comparison between exper-
iments, simulations, and theory. We identify clusters by regarding particles to be
connected and belong to the same cluster if the inter-particle distance is less than
(1+ A)o. According to Smoluchowski’s Brownian coagulation theory [74, 102](see
Sec. 2.1.4 on the details), the number of clusters with size i at time ¢ per unit
volume, n;(t), can be given by

ni(t)/np = (npKt)"" (1 +np, Kt)™" 7, (5.1)

where n, (= n;1(0)) is the total number of particles per unit volume and K is
the so-called coagulation rate. Here we employ K as a fitting parameter to the
experimental data. In Fig. 5.3B, we plot n;(t)/n, for different i(=1 ~ 5) for EXP
and SIM. We can see that FPD again well reproduces the experimental data of each
type of cluster. By fitting Eq. (5.1) to the experimental data, we obtain K/K; =
0.50,0.93,1.2,1.4, 1.7 respectively for ¢ = 1,2,3,4,5 (gray lines in Fig. 5.3B). Here
we use Ky = 4kpT/3n, which is the collision rate derived by Smoluchowski, as a
value to normalize K. Note that n;(t)/n, ~ (n,Kt)~? for a long-time limit and the
height of the asymptotic behaviour is proportional to K ~2. The rate of collision
between two equal-size spherical particles, which interact with the potential U(r),
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in a viscous liquid is given by [74] (see Eq. 2.20 on the details)

K < o )y —
7 {/ drr—ZC’g(r)eBU( Nn-t (5.2)

where Cy(r) = (2(r)/(2(00) is the ratio between the viscous drag coefficient for two
particles at the center-of-mass distance z approaching each other ({2(r)) to the one
for a single spherical particle ((2(c0)). Estimating the collision rate with relation
(5.2), we obtain K /Ky = 0.56, which is reasonably close to the experimental result
for i =1 (K/Ks = 0.50 (see above)). Collision rates for ¢ > 2 are higher than
this value, likely reflecting the aspherical shape of clusters of ¢ > 2. Such details
of cluster morphology and the resulting modification of hydrodynamic interactions
make theoretical predictions of the collision rate extremely challenging.

Figure 5.3C also shows that there is a huge mismatch between BD and EXP and
the aggregation speed is much faster for BD than for EXP. In BD, the collision
rate for ¢ = 1 is K/Ks ~ 1, which is almost equivalent to the one for the case
where hydrodynamic interactions are completely neglected (if we assume Cy(r) = 1
in Eq. (5.2), we get K/Ks = 1.1). These results clearly indicate that collisions
between colloids are strongly hindered by hydrodynamic interactions. In Fig. 5.3C,
we plot the functional form of Cs(r) obtained by FPD together with the theoreti-
cal prediction [60], which show an excellent agreement. We can see that there is a
steep increase in the friction coefficient between the two particles (or, the “strength”
of hydrodynamic interactions between them) for r/o < 2. This tells us that hy-
drodynamic effects at such a “short-range” distance, or “lubrication effects”, are
responsible for the significant suppression of the collision rate. We note that the re-
sults of BD can never be mapped on those of EXP (FPD) by rescaling time by other
time units, which is obvious from the difference in the growth exponent between
BD and EXP (FPD).

5.3.2 Gel formation via spinodal decomposition in a semi-dilute suspen-
sion

As the volume fraction of colloids increases, it is expected that the many-body
nature of hydrodynamic interactions plays a more important role. Now we focus
on network-forming phase separation in a semi-dilute suspension (see Fig. 5.5).
To check how precisely FPD can capture such effects, we make detailed compar-
ison between EXP and SIM at the volume fraction ¢ = 10% (point B), where
space-spanning network structures were formed. This formation of space-spanning
network structures of the minority colloid-rich phase in phase separation is charac-
teristic of viscoelastic phase separation [81, 82]. It is worth stressing here that all
the quantities we measured (see Fig. 5.6A-D) are almost the same between EXP1
and EXP2, which is a direct experimental support of the scale invariance of the
phenomena.

Considering the hierarchical nature of network structures, we perform structural
analysis at various length scales. First we examine the temporal change in the
characteristic wave number (g) during phase separation. The results are shown
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Fig. 5.5 Network-forming phase separation at state point B (¢
10%, €5 = 6). We compare the time development of 3D structures obtained
from BD and FPD simulations and confocal microscopy observation in EXP2 at
tw/m8 =~ 0,30,60,120. A clear network structure is already formed at ty /75 =
30 for BD, but not for EXP2 and FPD. Particles are coloured to distinguish
front particles from back ones.

in Fig. 5.6A. We can see that FPD almost perfectly reproduces the experimental
data, but BD fails even qualitatively. This strongly indicates again the numerical
predictability of our FPD method and the crucial role of the hydrodynamic degrees
of freedom of the solvent and the resulting many-body hydrodynamic interactions
in the kinetic process of phase demixing of a colloidal suspension.

We discuss the coarsening dynamics observed in the wave-number apace in more
detail.

In Sec. 3.1.5, Fig. 3.5B, we analyze the early stage of phase separation in an
experiment and confirm that in the initial stage the scattering intensity grows ex-
ponentially with time for every wave number, which are characteristic of the Cahn’s
linear regime of spinodal decomposition in a thermodynamically unstable state [5].
In Sec. 3.1.5, Fig. 3.5A, we also show the time evolution of S(g,t) in the exper-
iment, where we can see that the scattering peak appears in the very early stage,
then its position continuously shifts towards a lower wave number with time. Con-
sistently, we can see in Fig. 5.6A that for both EXP and FPD, after the initial
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Fig. 5.6 Structural analysis for network-forming phase separation.
We compare the time evolution of structures between experiments and simu-
lations, EXP1 (black cross), EXP2 (black square), BD (blue curve) and FPD
(brown curve): the characteristic wave number (A), the number of bonds per
particle (B), the total length of the skeleton [ (C), and the Genus number of
the skeleton (D). We made network analyses for the box whose side length is
L/o = 34.6 in common for experiments and simulations.

stage, where (¢) is almost constant with time, (gq) starts to decrease by obeying
a power law (gq) o " (o = 0.46). This domain growth exponent « is different
from the well-known exponents for ordinary spinodal decomposition in a binary
critical mixture, & = 1/3 for the Brownian coagulation mechanism and o = 1 for
Siggia’s hydrodynamic coarsening mechanism [5]. The physical meaning of o ~ 0.5
is unclear at this moment, which we examine in Chap. 7. Here we emphasize that
network formation at ¢ = 10 % clearly indicates that phase separation of colloidal
suspensions does not belong the dynamical universality class of binary mixtures of
simple liquids (model H [5]). We also note that (g) deviates from the power law in
the late stage. This behaviour may reflect the dynamic arrest due to gelation, but
we do not focus on this trend here since it is out of scope of this work **.

Next we study the aggregation process at the particle scale. Figure 5.6B shows
the temporal change of the number of interparticle bonds per particle, ny,, where
the bond definition is the same as the one for clusters. The time development of ny,

*1 In Appendix D, we show experimental results regarding this phenomenon.
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is almost identical between EXP and FPD, but again shows much faster increase,
or faster contraction, for BD (see Fig. 5.6). We can also see that in the entire
time range of the observation ny, < 7 (note that n, ~ 12 for a compact structure
in 3D), indicating that most particles are located in the domain interface. This
lack of separation between the domain size and the interface thickness makes a
coarse-grained theoretical description of phase separation quite difficult.

Now we turn our attention to the topological characteristics of network structures
in real space. For further characterization of the network structures, we coarse-grain
a phase-separated structure by operating Gaussian blurring of each particle, extract
the network domain by binarization, and then extract the skeleton of the network
structure by applying a skeletonization procedure (see Appendix C on the details).
For skeleton structures obtained by this protocol, we first calculated the total length
of the skeleton, [. Figure 5.6C shows the temporal change of [ normalized by
the size of the box L. To capture the topological feature of a network, we also
calculated the Genus number G (Fig. 5.6D), which is equivalent to the total number
of holes (or pores) existing in the network structure, by analyzing the connectivity
of the skeleton (see Appendix C on the details). All these results show excellent
agreements between EXP and FPD. On the other hand, the results of BD exhibits
much faster changes than EXP and FPD, again reflecting the lack of hydrodynamic
ubrication effects as in the dilute system (at point A). In the late stage of the inset
of Fig. 5.6D, we can see that the G value of BD is approximately half of EXP
and FPD. This clearly indicates that the presence and absence of hydrodynamic
interactions have a significant influence on the kinetic pathway and the resulting
topological characteristics of the final network structures. We stress that it is these
topological features that control the physical properties of network materials, such
as elastic, transport, and surface properties.

5.4 Validation of FPD method with a moderate Schmidt

number

In the above, we have found excellent agreements of dynamical pattern evolution
between EXP and FPD by carefully matching the intercolloid potential and point on
the phase diagram. Here we consider the physics behind this excellent predictability
of FPD in more detail. In the FPD simulation, we deal with the time revolution
of the Navier-Stokes equation, and the time unit is set to be the time scale of
the momentum diffusion of the solvent over a lattice size. To access a time scale
over which colloid-rich domains coarsen within an accessible simulation time, it is
inevitable to apply rather strong thermal stress noise. Accordingly, the Schmidt
number S, = v/D = 3mn?oyn/pksT, which is the ratio of the momentum diffusivity
of the solvent to the colloid diffusivity, is smaller by many orders of magnitude in
FPD than in EXP: S, = 8.0 for our typical FPD simulations and S, ~ 107 for
EXP. This means that we effectively deal with a much higher temperature, a lower
viscosity of the solvent, and/or a smaller diameter of colloids in FPD than in EXP.



5.4 Validation of FPD method with a moderate Schmidt number 83

5.4.1 A free particle diffusion

In order to validate the setting employed in FPD carefully, we first examine the
diffusive behavior of a free particle by using the mean square displacement (MSD):

(1R(1) ~ RO = 6Dt (%1, (5.3)

B
Here R is the center-of-mass position vector of a free particle and A is the scaling
function of MSD including hydrodynamic memory (see Eq. 4.23 for the functional
form). In section 4.2.2, we have checked that under the current setting of S.(= 8.0)
FPD method reproduces the theoretical prediction almost completely. In Fig. 5.7B,

we show the behavior of h(%%) as a function of t/rg for S, = 107 (EXP) and

8.0 (FPD). The gray shaded region in Fig. 5.7A indicates the time span over which
we compare the coarsening behavior between EXP and FPD. In this time region,
needless to say, h in EXP shows the diffusive behavior (h = 1). On the other
hand, although we may claim that A in FPD is close to 1, it is not easy to make
a rigorous justification that our simulation completely reaches the diffusive regime.
This means that the Brownian time determined in the parameter setting of FPD
we employed in this study is not large enough compared to the time scale over
which the velocity profile surrounding a particle fully reaches the steady state via
momentum diffusion. This is a typical problem of colloid simulations [174].

5.4.2 Colloidal diffusion at a finite volume fraction

Here we introduce a characteristic time required for the momentum of the solvent to
dissipate over a distance [, which can be given by 7, = 24(l./0)?S175. We obtain
l./o ~1for 1,/m3 ~ 1 and S; ~ 10. Thus, many-body hydrodynamic interactions
at short-range distance are properly incorporated in our simulation method (see
Fig. 5.7B).

To justify the above argument, we examine how the velocity profile is equilibrated
for two particles whose center-of-mass distance is given by r. To do so, we applied
small constant forces on two particles along the directions for them to approach with
each other, and measured the resulting drag coefficient (2(r,¢). For this two-body
problem, the exact solution of the velocity field in a steady state is known [60]. In
Fig. 5.8A, we plot the time evolution of the normalized diffusion constant Do (r,t) =
Dy(r,t)/ D, where Dy(r,t) is obtained by Dy(r,t) = kT/(2(r,t). Here we can see
that, for r/o < 1.4, Dy(r,t) becomes almost constant around ¢ ~ 7g, which is
roughly consistent with the above estimation.



Scale-invariant nature and numerical predictability of colloidal phase separation84

A E>P<PD \ ‘ / B
diffusive —> . ‘ ‘

)
107 ——
10° 10108106104 102 oO 102 10%

t/ Ty

Fig. 5.7 Difference in the Schmidt number S. between experiments
and simulations. A The scaling functions of the mean square displacement
of a free particle, h for experiments (EXP) (S. ~ 10”: brown curve) and
FPD simulations (FPD) (S. = 8.0: blue curve). The blue and brown arrows
represent the time scales covered by EXP and FPD respectively. The gray
shaded region is the time span over which we compare the coarsening behavior
between EXP and FPD. In this time region, needless to say, h in EXP shows
the diffusive behavior (h = 1). On the other hand, although we may claim
that h in FPD is close to 1, it is not easy to make a rigorous justification that
our simulation completely reaches the diffusive regime. B An estimation of the
characteristic length [. over which the momentum diffusion of a solvent takes
place within 75. For S. ~ 10, which is a typical value in FPD method, we
obtain l./o ~ 1.
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Fig. 5.8 A, The ratio of the viscous drag coefficient between the case of two
particles approaching with each other to that of a free isolated particle by FPD
at S. = 8.0. B Flow profile in the situation where two equal-size spheres are
approaching. Panels B1 and B2 are the results of FPD method with S. = 8.0
for different time, tw /78 = 0.1 and 1, respectively. The arrows represent the
velocity vector fields. The color represents the ratio of the result of FPD
simulation to the exact solution in the steady state [60].
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In Fig. 5.8B, we show the flow vector field (see arrows), v(r,t), at t = 0.17p for
r/o = 1.4 together with the relative amplitude of v(r,t) to the exact solution [60]
(see color), both of which are obtained by the FPD method for S. = 8.0. There we
can see from the color that v(r,t) is far from the steady state one even at positions
close to the particles, obviously implying that hydrodynamic interactions are not
properly introduced in such a short time scale. In Fig. 5.8C, on the other hand, we
also show the flow field (see arrows), v(r,t), at t = 75 for r/o = 1.4. We can see
from the color that the velocity profile of the FPD method is almost fully relaxed
near the particles already around 7, i.e. the FPD method properly reproduces the
velocity profile in a viscous liquid.

5.4.3 Breakdown of the scale invariance of phase separation dynamics at
small S,

| ] MR
10’ 10 10°
tw / T3
Fig. 5.9 The temporal change of the characteristic wave number (gq) for four
different Schmidt numbers during phase separation at point B in the phase
diagram. Here we perform simulations with a smaller system size ((L/0)? =

17.3%) than the one used in the other FPD simulations ((L/0)® = 34.6%), to
access a large Schmidt number (S. = 80).

10°

It is also interesting to check under what condition the agreement in the time
development of (¢) during phase separation between EXP and FPD breaks down.
In Fig.5.9, we show the temporal change of the characteristic wave number (g) at
state point B (¢ = 10%, fe = 6) for different Schmidt numbers: S. = 0.08, 0.8, 8, 80.
We can clearly see that (¢) is almost identical when the Schmidt number satisfies
S. > 1. Figure 5.8B also provides a physical insight into the above break down of
the scaling of (¢). Given that the typical time scale of momentum diffusion of the
solvent is written as 7, (r) = 24(r/o.)2S ', the velocity profile at t/75 = 0.1 for
S. = 8 can be translated as that at t/75 = 1 for S, = 0.8. In other words, under
the condition where S, is set as 0.8, the effect of hydrodynamic interactions do not
reach the steady state at least in a two-body problem, which should result in the
mismatch in (g) for S. < 1. In short, the successful prediction of colloidal phase
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separation processes (both structure and kinetics) by FPD is possible at least if
the momentum degree of freedom is equilibrated in the time scale of the relevant
elementary process of structure formation. We note that this condition is nothing
but a requirement to retain the scale invariance of the phenomena.

5.5 Summary

To summarize, we systematically study the phase-separation process of colloidal
suspensions by comparing single-particle-level time-resolved 3D confocal microscopy
observation, BD simulations without hydrodynamic degrees of freedom and FPD
simulations with many-body hydrodynamic interactions. We find that the coarsen-
ing dynamics of cluster-forming and network-forming phase separation in the ex-
periments using colloids with two different sizes can be almost perfectly reproduced
by FPD simulations without any adjustable parameters after careful matching of
the intercolloid potential and the temperature (or, thermal noise), but cannot at
all by BD simulations. This finding demonstrates the fundamental importance of
many-body hydrodynamic interactions in the dynamical structural formation of col-
loidal suspensions. More importantly, it indicates that simulation methods based
on direct computation of the Navier-Stokes equation including FPD simulation has
a high predictive power for nonequilibrium processes in colloidal suspensions, which
may significantly contribute to not only the basic physical understanding of these
phenomena but also the computer-aided design of colloidal materials.
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Chapter 6

Volume fraction dependence of
coarsening behavior

As we see in Chap. 2, in phase separation of an ordinary binary mixture close to
the symmetric composition, where network (or bicontinous) structures are formed,
the growth of domain is governed by Siggia’s hydrodynamic mechanism, whereas in
an off-symmetric mixture, where cluster (or droplet) domain is formed. Brownian
coagulation mechanism plays a major role in the coarsening process *'. In this
section, we aim to clarify how the coarsening behavior in colloidal phase separation
depends on the volume fraction.

6.1 Two types of percolation mechanisms

In this section, we study phase separation dynamics of colloids interacting with
short-range attraction by using the same experimental setup described in Sec. 5.2.1
(EXP1) and simulation methods (BD and FPD). In Sec. 5.3.1 and 5.3.2, we observed
growth exponent a ~ 1/3 and 1/2 for cluster-forming (¢ ~ 2%) and network-
forming phase separation (¢ ~ 10%), respectively. Here we fix the strength of
attraction as fe ~ 6 and examine the volume-fraction dependence on the coarsening
behavior in more details.

6.1.1 Percolation in the early stage of spinodal decomposition

We first examine the volume fraction dependence of the time when percolation
happens, t,, since the connectivity of domains is expected to have a great influ-
ence on the coarsening mechanism. We define ¢, as the time when 2Rg"**/L first
becomes larger than 1, where R3*™* is the largest gyration radius the clusters (see
Sec. 5.3.1 for identification of the clusters) and L is the size length of the scanned

*1 As a coarsening mechanism in a mixture whose composition is strongly asymmetric (¢ <
0.01, for example), the evaporation-condensation (or Lifshitz-Slyozov-Wagner) mechanism
[68] is widely known. In the region of the phase diagram where we studied colloidal phase
separation, we do not observe such a mechanism involving detachment of colloidal particles
from the colloid-rich clusters. Thus, we do not discuss the mechanism in this thesis.
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Fig. 6.1 A. Volume fraction dependence of the time when percolation takes
place, t,. We observe connected network structures in ¢ 2 ¢, := 0.05 and
disconnected cluster structures in the other ¢ region. Note that this percolation
boundary ¢ ~ ¢, (see the dotted line in the figure) depends on the time window
of the observation (tw /78 < 1000 in this experiment). The red shaded region
corresponds to the time region before which we can see a power law decay
in the temporal change of the characteristic wave number. We refer the ¢
region where percolation takes place within the red time regime to “network
region”, and define its lower composition bound as ¢ = ¢,. B. Volume fraction
dependence of the growth exponent a. C. Phase diagram. Black and blue
symbols mean that these are located at the outside and inside of the spinodal
line, respectively. We show the phase points, where we can see connected
structure, as cross symbols and those of disconnected structures as triangle
symbols.

box. Figure 6.1A shows ¢, as a function of ¢. There we can see that ¢, dramatically
increases as the volume fraction approaches to ¢ ~ 0.05, whereas for ¢ 2 0.08 there
is no strong ¢ dependence. From this trend, one may determine the percolation
boundary volume fraction as ¢, ~ 0.05, but we should mention that there is a
possibility that ¢, highly depends on the time window of observation (¢ < 100073
in this experiment). We discuss the dependence of percolation on the time window
of observation later. Here we note the coarsening regime starts around ¢y, /78 < 50
(see the red shaded region in Fig. 6.1A) and this means that in the latter case
mentioned in the above (¢ = 0.08) percolation takes place in the early stage of
demixing, or before the coarsening starts. We determine this boundary value as
on = ¢ ~ 0.08 as a key volume fraction to classify the coarsening mechanism.
Next, in Fig. 6.1B, we show the ¢ dependence of the growth exponent a (which
is determined in the same way as in Secs. 5.3.1 and 5.3.2). Here we can see that
crossover behavior of the growth exponent from o ~ 1/3 to 1/2 with an increase in
¢. For ¢ > ¢y, we can commonly see o ~ 1/2. We call the ¢ region where we can
see a ~ 1/3 and 1/2 as “cluster region” and “network region”, respectively, and the
region between them as “intermediate region”. As discussed in Sec. 5.3.1 a ~ 1/3 in
the cluster region can be understood in terms of the Brownian coagulation theory,
which is the same as the coarsening mechanism of liquid droplets in ordinary binary
mixtures. On the other hand, the exponent 1/2 seen in the network region is
different from what has been known in the coarsening of bincontinous structures
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(Siggia’s hydrodynamic mechanism; o = 1). We discuss the physical meaning
behind the exponent 1/2 in Chap. 7 and in this Chapter we focus on the case of
¢ < ¢n. The presence of the intermediate region in colloidal systems is also quite
different from the case of ordinary binary mixtures, where the growth exponent
sharply changes from o« = 1/3 to a = 1 in a discontinuous manner as the volume
fraction ¢ increases.

6.1.2 Percolation via Brownian diffusion of anisotropic clusters
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Fig. 6.2 A. 3D structures of aggregates at the end of experiment (tw /78 ~
1000) for various volume fractions ¢ = 0.021,0.030,0.043,0.057. The particles
are colored just to distinguish different clusters. B. Mapping of the gyration
radius of clusters, Rg, and the size N (the number of particles involved in a
cluster). We determine “fractal dimension” d¢ by fitting N Rgf to the data,
where we take statistics for clusters whose size are larger than 5 (the data
above the gray line). In this figure, we show an example at ¢ = 0.030, where
black, gray and blue symbols represent the results at ¢y, /78 ~ 100, 300 and 900,
respectively. Red line shows the slope with df = 2. C. The temporal change
of the fractal dimension for various volume fractions.

To clarify a key difference in the coarsening behavior between binary mixtures
and colloidal suspensions, in Fig. 6.2A we show the 3D structures of aggre-
gates at the end of experiment (tyw/73 ~ 1000) for various volume fractions
(¢ = 0.021,0.030,0.043,0.057), where we can clearly see that the aggregates have
elongated shape which is in contrast to spherical droplets seen in phase separation
of binary liquid mixtures. To characterize the shape of clusters in a qualitative
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way, we compute the temporal change of “fractal dimension” df. We obtain dy
from the dependence of the number of particles in i-th cluster, N, on its radius

of gyration, Rg), by using the relation N Rgf (see Fig. 6.2B). We define Rg)
as Rg) = 3()%/5 + 2%21(1%;2) - R,E:Z))Z/QN(i)Q, where {Rg-l)} is the set of the
center-of-mass positions of colloids belonging to i-th cluster *2. Figure 6.2C shows
the temporal change of d; for various ¢’s, where we can see that df grows in the
early stage but asymptotically approaches the value of approximately 2, which is
significantly smaller than the value of spherical aggregates (df = 3).

Based on the morphological information, we reconsider a link between the perco-
lation time and the time window of the experiment. In phase separation of binary
liquid mixtures, the self-similarity of the domain morphology is retained in the
coarsening regime. Thus, in the systems where no percolated structure is observed
at a certain time in the coarsening regime, percolation will never happen in the sub-
sequent time region. In our experiment of colloidal suspensions, on the other hand,
percolation takes place even in the coarsening regime. This implies that percolation
takes place via Brownian diffusion of clusters with anisotropic shapes. In this pro-
cess, the ratio between the average intercluster distance l,; and the average value
for the gyration radius of clusters Ry, r = le1/2 R, is independent of time. Denoting
the number of colloidal particles and clusters per unit volume as n, and n., we can
relate these to lye and Ry as w13 n./6 = 1 and n,/n. = c¢(2Ry/0)%, where ¢ is a
dimensionless value independent of time. With these relations we obtain,

r= n;1/3+1/df<§>1/3, (6.1)

where we use ¢ = 103n, /6. In the case of self-similar coarsening df = 3, the above
relation reduces r =const. Here we assume that n. decays obeying a power law,
which we confirm from the long-time behavior of N, shown in Fig. 6.3A; thus, we
has the relation of n. o< t=. Figure 6.3B shows the volume fraction dependence of
the exponent b, where we can see b ~ 1 for the dilute systems which is consistent
with the prediction of Smoluchowski’s Brownian coagulation theory (see Sec. 2.1.4).
For larger volume fractions, we can see that the crossover behavior from b ~ 1 to
~ 2. At the percolation time ¢ = t,, we may assume that r ~ 1. By substituting
these relations into Eq. 6.1, we obtain,

£ o ¢ TET. (6.2)

When df = 2 and b = 1, the above relation becomes t, < ¢ 2. Figure 6.3C shows
again the ¢ dependence of ¢, but in a log-log plot, where we can see that the
data in low volume fractions follow the power-law function with the exponent of
—2 (see the red line in the figure), which supports our discussion in the above.
From this, we can expect that percolation takes place even in an extremely dilute
solvent (e.g., less than 1% in volume fraction) as long as the fractal dimension keeps

*2 We include the moment of inertia for spherical rigid body with diameter o in the definition
of the gyration radius because we regard a cluster as not a set of mass points but a domain.
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the same value. To satisfy this condition, the characteristic time required for the
morphological relaxation should be slow enough compared to that for intercluster
collisions.
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Fig. 6.3 A. The temporal change of the number of clusters n. for various vol-
ume fractions. Here we can see a power law decay at large ty, and then we write
this trend as ne o« t5°. Panel B represents the volume fraction dependence
of the exponent b. C. Log-log plot of the volume fraction dependence of the
percolation time t,. The red line is a power-law function with the exponent of
—2.

6.1.3 Effect of attraction range: Competition between Brownian coagu-
lation and morphological relaxation

We have so far seen that Brownian coagulation among elongated clusters can bring
about percolation in the coarsening regime. Here an important question in this
context is: Why are such anisotropic clusters formed and how are the shapes re-
tained? Formation of elongated clusters in colloidal suspensions have been pointed
out by many experimental and simulation studies. There are at least two physical
factors to enhance the formation of anisotropic clusters. One is the hydrodynamic
effect [43, 44, 102, 177, 103, 104], and the other is the contribution of attractive
interaction [96, 97]. *3

In this section, we examine the effect of the range of intercolloid attraction on the
structural formation process of colloidal suspensions. For this purpose, we perform
FPD simulations for colloidal particles interacting with short-range and long-range
attractions. In the former case (SIM-S), we use Morse potential and adjust the
interaction range A to be the same as in that of the experiment (A ~ 0.12). We
also perform FPD simulations with Lennard-Jones potential (SIM-L), which can
be regard as long-range attraction compared to A ~ 0.12. The volume fraction
and the inverse temperature are commonly set as ¢ ~ 0.04 and fe ~ 6 for both
experiments and simulations.

*3 Tt is also known that the presence of electrostatic repulsion also enhances the formation
of elongated clusters (see. e.g., [178, 179, 180]), although this may not be relevant in our
study.
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Fig. 6.4 The time evolution of 3D structure of aggregates for the case of short-
range attraction (A) and long-range attraction (B). The particles are colored
to distinguish different clusters.

In Fig. 6.4A and B, we show the time evolution of 3D structures for SIM-S and
SIM-L, respectively, where we can clearly see that the aggregates seen in SIM-L
have more compact structures than those in SIM-S. To see this trend in a quali-
tative manner, we calculate the temporal change of the fractal dimension for both
experiments and simulations (Fig. 6.5A), from which we can confirm the asymp-
totic behavior at a long time to be df ~ 2 for short-range attraction and df ~ 3
for long-range attraction. Here we mention again that there is a good agreement
between the experimental and FPD simulation results, supporting the numerical
predictability of FPD method for the structural formation process of colloidal sus-
pensions that we argued in Chap. 5. In Fig. 6.5B, we show the time evolution
of the gyration radius of the largest clusters R;**, where we can see that Ry**
discontinuously increases at a certain point and decrease after that, reflecting the
collision among clusters and the morphological relaxation of clusters, respectively.
In the very early stage of SIM-L, we can see the sharp increase of Rg'®*, but this
is due to the formation of sting-like aggregates (see Fig. 6.5C). We do not focus on
this particular shape of aggregates here, but we expect that many-body lubrication
forces play a key role in the formation process of these aggregates.

From the above, we may conclude that as the attraction range is longer, the
morphological relaxation is more likely to take place, leading to the formation of
compact clusters. In the case where df ~ 3, it is expected that the percolation
mechanism discussed in Sec. 6.1.2 is no longer operative since the coarsening pro-
ceeds while retaining self similarity of the phase-separation structure (Eq. (6.1)
becomes r =const., in this case). Such a situation is the case when the morpho-
logical relaxation is fast compared to the characteristic time of collisions among
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clusters. In other words, in the case where the viscoelastic relaxation time inside
the colloid-rich domain is comparable with or longer than the intercluster collision
time, such a percolation in the late stage can happen *4.
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Fig. 6.5 A. The temporal change of the fractal dimension. B. The time evo-
lution of the gyration radius of the largest cluster. The black cross symbols
represent the experimental results of colloids interacting with short-range at-
traction (the interaction range A ~ 0.12). The brown and blue curves are the
results obtained by FPD simulations, and correspond to the case where the
intercolloid attractions are Morse potential and Lennard-Jones potential re-
spectively. The volume fraction and inverse temperature are set commonly as
¢ ~ 0.04 and Be ~ 6. In the Morse potential, we set the parameters such that
the interaction range A is the same as that in the experiments. C. String-like
aggregates seen in the early stage of demixing (¢w /78 = 5) in the case of long-
range attraction. Here only the clusters which include more than 10 particles
are shown. The particles are colored are to distinguish different clusters.

6.2 Crossover behavior of growth exponent

We have mainly discussed phase separation dynamics of colloids interacting with
short-range attraction (A ~ 0.12) so far, and revealed that there are at least the two
types of dynamic path ways to form connected network structure (percolation): one
is the case where the connected structure is formed in the early stage of demixing,
and the other is where percolation takes place via the diffusion of anisotropic clusters
in the coarsening regime. In Fig. 6.1B, we have seen a crossover behavior of the
growth exponent with an increase in the volume fraction, which corresponds to
the volume fraction region where we can observe the latter percolation mechanism.
Furthermore, in Sec. 6.1.3, we argued that in the case where the morphological
relaxation of colloidal clusters is fast enough compared to the frequency of cluster-
cluster collisions, percolation in the coarsening regime does not take place and there
should be no crossover behavior in the growth exponent.

*4 We may also regard the coarsening of droplets (size R) in ordinary binary mixtures by
Brownian coagulation mechanism as the extreme case where the viscoelastic relaxation time
(~ Rn/) is much faster than the collision time (~ 6mnR3/kgT). The ratio of the former
to the latter is the order of (£/R)? (&: interface thickness), which is much less than 1.
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From the above, we may expect that there may be a link between the crossover
behavior of the growth exponent and the formation of clusters of anisotropic shape,
which is the main issue that we focus on in this section. More specifically, we
examine the following two questions:

(Ql) Why can we still see the growth exponent close to 1/3 even for clusters of
anisotropic shape?

(Q2) Is there any link between the crossover behavior of the growth exponent and
the formation of clusters of anisotropic shape? If so, how are they related to
each other?

6.2.1 Reconsideration of growth exponent 1/3

To examine the above question, we reconsider how the growth exponent 1/3 can be
derived from the Smoluchowski equation. In Sec. 2.1.4, we have already introduced
a way to derive it under the assumption of the constant collision rate, but here we
employ a different approach based on the assumption of a self-similar solution.

In Sec. 2.1.4, we considered the time evolution of the number of clusters of size
i per unit volume as n;(t) by following the Smoluchwski equation (Eq. 6.4). Here
we consider the continuous version of the equation for convenience, and denote the
number of clusters whose size are between x and = + dx as n(z,t)dx. Then, Eq. 6.4
becomes,

6 1 €T oo
Gnat) =5 [ K@yt =y on(udy - [ Kegnt.only,0dy,
0 0
(6.3)
where K is the collision rate. Assuming that the collision radius and the diffusion
constant of cluster of size z, R, and D, are given by z o< R¥ and D, o« R, we
may write K in the following form:

K(z,y) x (x_”\/d‘" + y_’\/d‘c)(xl/df + yl/df), (6.4)

where d¢ can be regard as the fractal dimension of the clusters, and A is an exponent
that relates the collision radius of clusters to the diffusion constant. In the case
where the clusters have spherical shape, df = d and A\ = 1. If we assume a self-
similar solution *> n(x,t) = f(t)F(z/Z(t)) for Eq. 6.4, we can find the following
relation: [181],

f) =z(t)2, (6.5)
LN
7 <T (6.6)

where Z(t) is the characteristic size of clusters at time t. The first relation is
easily obtained from the conservation of mass ([ zn(z,t)dz = const.). The second

*5 We note that the assumption of self-similar solution for n(x,t) does not necessarily require
the self-similarity in the domain morphology.
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relation is obtained by substituting the self-similar solution into Eq. 6.4. Eq. 6.6
can be rewritten as

d
T(t) o LT, (6.7)

When the Stokes law is valid (A = 1), the above relation becomes Z(t) o t. Since the
total number of clusters per unit volume, n., satisfies n.(t) = [ n(z,t)dr < ()1,
we obtain n. oc t~1, which coincides with the solution of the Smoluchwski equation
under the assumption of the constant collision rate (see Sec, 2.1.4). In the case of
Brownian coagulation of spherical clusters, we may choose the characteristic length
{(t) of the domain as the mean radius of the clusters, and we obtain £ oc Z(¢)'/%.
In the case of di = 3, the growth exponent becomes 1/3.

In the above, we derive the growth exponent 1/d; based on the assumption of
a self-similar solution. Here we summarize important points for considering the
correspondence of the aggregation process of colloidal suspensions to this Brownian
coagulation mechanism:

(P1) A power law dependence between mass M and collision radius R.: M o« R%.

(P2) A linear dependence between hydrodynamic radius Ry, and collision radius
R..
(P3) A linear dependence between characteristic length ¢ and mean value of R..

The first point (P1) is considered to be the case since fractal dimension approaches
to a constant value in a long time: df ~ 2 (see Fig. 6.1C). Hereafter we examine
validity of P2 and P3.

6.2.2 Relation between hydrodynamic radius and collision radius

To examine P2, we consider a simple problem: diffusive motion of the following
ellipsoids: (£)* + (]%)2 + (pia)2 = 1, where p is the aspect ratio and we consider
the case of “rod-like” body (p < 1) rather than “disk-like” body (p > 1). This
simplification seems not to be irrelevant as long as looking at the 3D structures
of clusters in Fig 6.4, but it is expected that for further long time beyond our
experimental time window the above treatment becomes invalid since the more
complicating shape (ramified shape, for example) of cluster can be formed.

The exact expression for the translational diffusion of coefficient of the above
ellipsoids is known as
kT
- 6mna

where G(p) = log|[(1+ /1 —p?)/p]/+/1— p?, thus the hydrodynamic radius of

the body can be expressed as R, = aG(p)~*. We use the gyration radius R, =

(1 + 2p?)/5a instead of collision radius R., since R, is expected to be proportional
to Re. Then, if the ratio g(p) = Rg/Ry is constant without depending on the
aspect ratio p we may conclude that point P3 is valid. The result is shown in

Fig 6.6A, where we can see that g(p) dose not strongly depend on aspect ratio

D

G(p)
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p. For example, the difference between spherical body p = 1 and a ellipsoid with
p = 1/3 is approximately 20%.

From the above, we may conclude that center-of-mass diffusion of elongated body
as we observed in current experiments is not crucially affected by the anisotropy
of the body. In other word, we may regard that the point P2 is satisfied in our
experiment.

We note that the above discussion is based on diffusion motion of a isolated
body and is valid only when the suspension is sufficiently dilute. When the clusters
are located within a short distance (such that the distance between center-of-mass
positions of clusters are comparable with the gyration radius of clusters), the rela-
tive diffusion motions of clusters are significantly influenced by the morphology or
orientation of clusters due to short-range HI.

Bl ) ~ Lol > QR‘Q;

0\

Fig. 6.6 A. Aspect ratio dependence of the ratio between hydrodynamic ra-
dius and gyration radius Rg. The function ¢g in the graph is defined by
g(p) = Rg/Rn. B. The turnover of the characteristic length ¢ between the
intercluster distance (lre1) and gyration radius (Rg). In a sufficiently dilute
suspension as in B1, we may regard £ as ;1. In a more dense suspension where
lre1 ~ 2R, we need to consider the effect of morphology of clusters on /.
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6.2.3 What is the length that the characteristic length represents?

Given that P1 and P2 are valid in aggregation kinetics observed in our experiments,
we may assume R, o< 1/ If we straightforwardly adopt the point P3 (i.e., £ ox Ry)
to the above, we immediately obtain a ~ 1/2 since df ~ 2 is observed. On the other
side, we have observed a ~ 1/3 at sufficiently dilute volume fractions (¢ < 0.03,
see Fig 6.1B). These two seem conflicting, which is the motivation of the question
Q1.

To consider this question, we examine the meaning of point P3 in a careful
manner: specifically, here we consider what is the physical quantity that the char-
acteristic length ¢ detects. Since we evaluate ¢ by the first moment of the structure
factor, £ is considered to reflect the periodicity of the density fluctuation of colloids.
Thus, ¢ dose not necessary correspond one-to-one with the characteristic size of the
clusters (the mean value of the gyration radius R, of the clusters in the above dis-
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cussion). To see this, we reconsider a link between the average intercluster distance
lre1 and the average value for the gyration radius of clusters R,. In a sufficiently
dilute suspension such that l..; > 2R, as we can see in Fig 6.6B1, the anisotropy
of clusters dose not strongly affect the density fluctuation and the average intercol-
loid distance characterizes the periodicity of domain pattern. Since mwlene/6 = 1
and ne oc t7, £ o L) X t=1/3, Thus, a ~ 1/3. This can be the answer for Q1.
However, in a more dense suspension where ] ~ 2R, the gyration radius becomes
the substitute for l¢;. In other word, P3 is the case in this situation and thus we
obtain a ~ 1/2. The turnover of the characteristic length between [, and R, can
be a part of answer for the question Q2: the crossover behavior of growth exponent
from o ~ 1/3 to 1/2. However, it is questionable whether P2 is valid or not in such
intermediate volume fractions.

6.3 Summary

We study the volume fraction dependence of phase separation dynamics of colloids
interacting with short-range attraction (A ~ 0.12). We find that there are at least
the two types of dynamic pathways to form connected network structure (percola-
tion): one is the case where the connected structure is formed in the early stage
of demixing, and the other is where percolation takes place via the diffusion of
anisotropic clusters in the coarsening regime. We also observe that growth expo-
nent « keeps an almost constant value « = 1/2 in the former case. In the latter
case, on the other hand, a shows crossover behavior from ~ 1/2 to ~ 1/3 with a
decrease in volume fraction, and we confirm that the exponent 1/3 continues up
to the dilute suspensions where we cannot observe the percolated aggregates. By
comparing the results with the phase separation dynamics interacting with long-
range attractions (LJ potential), we show that the condition that the morphological
relaxation time of colloidal clusters is comparable with (or much slower than) the
frequency of cluster-cluster collisions is a key in the emergence of the latter case
of percolation. We also mention a link between the latter case of percolation and
the crossover behavior of growth exponents. These trends confirmed in our study,
which is significantly different from those in ordinary binary mixtures, imply the
importance of rheological characteristics of colloidal suspensions in phase separation
dynamics. To obtain a systematic understanding for this phenomenon, a theoretical
framework taking the viscoelastic effects of colloids into account is desirable.
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Chapter 7

A universal growth exponent of
network-forming phase separation

7.1 Motivation

Background

Phase separation phenomena of soft and bio matter containing liquids such as self-
assembly of proteins have been attracting considerable attention from both funda-
mental and technological viewpoints. For example, quite recently, the formation
of membraneless organelles by liquid-liquid phase separation has been a topic of
intensive research in biology [182, 183, 184, 185, 17]. In general, phase separation
starts from a small scale and then the characteristic size of phase-separated do-
mains grows with time to a macroscopic scale. Thus, it is crucial to understand
how phase-separation structures are selected and coarsen with time. This is impor-
tant not only from a fundamental scientific viewpoint, but also from an applications
viewpoint, e.g., the industrial processing of soft materials such as food, cosmetics,
and paint industries [186].

Phase separation of liquid mixtures has been studied intensively in 20th century
and the power-law growth of the characteristic domain size in the form of ¢ ~ t*
( = 1 for a symmetric 50:50 mixture, and o« = 1/3 for an off-symmetric mix-
ture) has been established on the basis of the self-simirality and scaling concept
of phase-separation pattern [187, 5] (see Sec. 2.1.1). Later, unconventional phase
separation, which is now known as viscoelastic phase separation, was discovered for
dynamically asymmetric mixtures such as polymer solutions, whose components
have very different dynamics. In this phase separation, the material specific dy-
namics plays a crucial role and leads to the breakdown of the self-similar growth
[81, 82|(see Sec. 2.2.2). Thus, after Siggia’s seminal work [187] in 1979, there has
been no discovery on a new coarsening law of self-similar nature. First we briefly re-
view what we already knew about phase separation of simple fluid mixtures. Phase
separation dynamics of a binary mixture of simple liquids with the same viscos-
ity n is now well-understood. The relevant order parameter is the composition, ¢.
The temporal change in ¢ at a certain location r can be caused by both compo-
sition diffusion and hydrodynamic flow v under the constraint of the conservation
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of the composition and the momentum. In this type of dynamically symmetric
mixtures, network-forming phase separation is observed only in a symmetric com-
position region, where the two phases occupy similar volume. The coarsening of
such a bicontinuous structure proceeds with the so-called Siggia’s hydrodynamic
pumping mechanism: There is the force due to a pressure gradient from a narrow
part to a wider part of a tube forming a network structure of the characteristic
size of £, Vp ~ o /{2, (o: interface tension). This force is to be balanced with the
viscous force nV2v ~ n/f2dl/dt (n: viscosity), where v is the fluid velocity. Thus
we obtain the above domain coarsening law of ¢ ~ (o /n)t.

However, this mechanism may not work if the slower phase cannot easily flow
and shows an elastic response. Such a situation can generally be realized for dy-
namically asymmetric mixtures [81, 82]. In polymer solutions the slow rheological
relaxational time of polymers plays a crucial role in phase separation in addition to
the composition diffusion time, leading to the breakdown of self-similar growth. In
this case, we can expect neither a simple scaling relation nor a power-law growth of
domain size. Such non-universal behavior was indeed observed in both experiments
and simulations [81, 82]. The lack of the self-similar growth is a direct consequence
of the volume shrinking of the polymer-rich phase even after the formation of the
sharp interface between the two phases. This non-universal nature comes from the
fact that the slow relaxation of polymer involves complex topological entanglements
(see Chap. 2.2.2 for more detail).

Unusual coarsening behavior of network structures in two apparently different types of
systems
However, viscoelastic phase separation in colloidal suspensions may be much sim-
pler than that in polymer solutions. This is because the dynamics of colloids can
be scaled by the particle radius a alone since it is the only characteristic length
of the system, implying a possible self-similar growth of phase-separation pattern.
Indeed, we recently noticed that unusual coarsening behavior of network structures
has been reported in two apparently different types of systems, (i) gas-liquid phase
separation in a single-component system (molecular systems [188, 64, 188, 189]) and
(ii) phase separation in soft matter (colloidal suspensions [9, 190, 43, 191], protein
solutions[11] and lyotropic liquid crystal [125]). Interestingly, we have recently re-
alized that in these systems phase separation structures with network morphology
commonly grow their characteristic network size ¢ as ¢ o t'/2 while retaining their
connectivity, although the time range of the power law behavior was rather limited.
We note that there are at least two features that these systems have in common,
besides the spontaneous formation of a network structure and its preservation dur-
ing the growth: The first feature is that phase separation dynamics is driven by
gas-liquid spinodal instability for both cases. The other is that this exponent is ob-
served only for a sufficiently deep quench. Finally, these systems are very simple in
the sense that the dynamics can be related to the unique length scale, i.e., particle
size a. These facts imply that there is some universal physical mechanism behind
this power-law growth of the particular growth exponent 1/2.

This motivates us to perform extensive simulations to cover a wider time range
and confirm the power-law growth of domains. From the theoretical viewpoint,
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on the other hand, the key to understand the unusual coarsening behavior is to
recognize that for such a mixture under a deep quench the rate of deformation
induced by phase separation rather easily exceeds the characteristic rheological time
of the slow-component-rich phase. This is because the slow-component-rich phase
approaches a glass transition under a deep quench, leading to slow glassy dynamics.
If the slow-component-rich phase forms a network structure, a tube of the network
structure made of this phase should respond as an elastic body rather than as a
fluid to the mechanical force due to a pressure gradient generated by the interface
tension. In this chapter, we consider the impact of such elastic response on the
coarsening of a network structure during phase separation. We both numerically
and theoretically find a new domain coarsening law of £ ~ t'/2. We argue that such
coarsening behavior should be generally relevant to colloidal suspensions, protein
solutions, and liquid phase separation coupled with glassiness. Understanding the
formation process of network-like aggregated structures is significantly important
not only fundamentally, but also for materials science, since the nature of network
and porous structures drastically affects the functions of soft- and bio- materials
such as elastic, surface, and transport properties [98].

7.2 Method

To reveal the mechanism responsible for the unconventional power-law growth,
we performed numerical simulations of phase separation in two types of systems.
One is phase demixing of a colloidal suspension, and the other is gas-liquid phase
separation of a single-component fluid. For the former, we used a hydrodynamic
simulation model, fluid particle dynamics (FPD) method [7]. For the latter, we
used molecular dynamics simulations.

Simulations of colloidal phase separation
To study colloidal phase separation numerically, we consider a suspension of col-
loids interacting with a Lennard-Jones (LJ) potential, U(r) = 4eps[(r/oLy) 1% —
(r/oLy) 6. We define the volume fraction of colloids ¢ as ¢ = mo®N/6L3, where
N and L are the number of the colloids and the side length of our simulation box
(cubic), and set ¢ = 0.1, which is a volume fraction dense enough to from network
structures upon phase separation. In the data analysis, we use the length unit o
as 0 = op,; and the time unit 74 as 7q4 = 3703 /eLy, where 7 is the viscosity of the
solvent. 74 corresponds to the time during which a free colloid under an external
constant force of amplitude er,;/0 moves by its diameter 0. The depth of the LJ
potential ep; is set such that the “Reynolds number” Re = po?/n7q = 0.8 (p being
the density of the solvent).

Here we check whether our simulation reproduce a Stokes flow under this pa-
rameter setting. First we consider the motion of a free colloid. Assuming that a
constant force Fy is applied to the particle at time ¢ = 0, the velocity of the particle

[/ can be Written as d "
Mog— = FqpT (— 1
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where Mg = %M is the effective mass of the colloid. Then, wT(Tia) is the memory
function for translational motion that takes hydrodynamic effects into account (see
Eq. 4.23 for the functioal form). 7, is the time required for solvent to diffuse over
the radius of the colloid and given as 7, = (%)?/a, which relates to 74 by 7. = Re
Td / 4.

At the timescale t ~ 74, T can be estimated as T (4Re~t) = T (5) ~ 0.0076.
The ratio between the amplidute of momentum of the particle and that of the force

is given by vdv o
T
== 2

which is estimated as ~ 0.0051, allowing us to assume that the force acting on the
particle is almost perfectly balanced with the viscous drag force, i.e. the inertia
term can be neglected.

Simulations of phase separation of a single-component fluid

To study gas-liquid phase separation of molecular systems, we use a single-
component Lennard-Jones system and employ the usual Lennard-Jones units (i.e.,
oLy, T3 = \/oi;m/eLy, ey for length, time and energy units). We perform
molecular dynamics simulation with NVT ensemble by utilizing LAMMPS. We
control temperature Nose-Hoover thermostat. We set the number density of
particles as p = 0.33 where we can see the formation of the network structure.
The scaled energy is set as erj8 = 0.1, which can bring the system to an elastic
regime. We apply the same simulation box size as in the above FPD simulation
(L/o =69.2).

7.3 Results

7.3.1 Self-similar coarsening

First we focus on network-forming phase separation in colloidal suspensions. In our
previous studies (see Chap. 5), we experimentally observed the growth exponent
1/2 in network-forming phase separations of colloids interacting with short-range
depletion attractions, and also found that the dynamic network coarsening process
can be almost perfectly reproduced by FPD simulations without any adjustable
parameter, thanks to the scale-invariant nature of the phenomena. We also showed
that the phase separation kinetics cannot be reproduced by Brownian Dynamics
simulations without hydrodynamic interactions. This indicates the crucial role of
momentum conservation in this growth mechanism. Here we perform numerical sim-
ulations of phase separation of colloidal suspensions by the FPD method without
thermal noise, which corresponds to an extreme deep quench to zero temperature.
As mentioned above, we note that the growth exponent 1/2 was observed in col-
loidal suspensions and protein solutions, whose large-size components interact with
different types of attractive potentials. Here we consider as an example colloids
interacting with a Lennard-Jones (LJ) potential, whose interaction range is longer
than the depletion potential.
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Fig. 7.1 Coarsening behavior of network-forming phase separation
of colloidal suspensions. A, Time evolution of 3D phase-separation struc-
tures. Particles are coloured to distinguish front particles from back ones. B,
Temporal change of the characteristic wave number (g) for three different sim-
ulation box sizes L/o = 17.3,34.6,69.2. The gray line represents a power-law
decay with exponent 1/2. The inset shows the temporal change of the inte-
grated intensity I(¢) of the structure factor S(g,t). C, The chord distribution
functions P({cn) at various times, after scaling the length by the characteris-
tic length £ = 27/{(q)). D, Scaled structure factors, ({q)o)?S(q,t), for various
times. The gray line shows a theoretical prediction [192] for the master curve
Ax?/(v/2 4+ 2*17), where x = ¢/(q), v = d + 1, and A is a constant. All the
figures except the main graph of panel a is the results for the largest simulation

box (L/o = 69.2).

We show in Fig. 7.1A the time evolution of phase-separation structures in the col-
loidal suspension. There we can clearly see that a space-spanning network structure
is spontaneously formed in the early stage and its characteristic length scale grows
afterward. On noting that the absence of thermal noise at zero temperature, the
coarsening cannot be due to thermal activation, but should be of purely mechanical
nature [190]. In order to quantitatively characterize the coarsening behavior, we
computed the temporal change of the characteristic wave number, (¢(t)), defined as
the first moment of the structure factor S(g,t): (q(t)) = [ dg ¢S(¢,t)/ [ dq S(q.t)
(see Sec. 3.1.5 for how to compute S(q,t)). This characteristic wave number is
inversely proportional to the typical size of the network, ¢(¢t) = 27/(q(t)). To check
whether our simulation box is large enough to study the coarsening behavior without
suffering from a finite-size effect, here we performed the data analysis for simula-
tion results for three different sizes of the simulation box, L/o = 17.3,34.6,69.2 (o
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particle size). We see in Fig. 7.1B that all results show almost identical coarsening
behavior in the late stage: (q) ~ t=9%5. At the same time, however, we see that
the results for L/o = 17.3,34.6 deviate from the power-law decay at certain times.
In contrast, the one for L/o = 69.2 continue to coarsen, obeying the power law
over the entire time range of the simulation. This tells us that the deviation from
the power law decay is a consequence of the finite size effects. Unlike previous
reports [188, 64, 189, 9, 43, 191, 11], this is the first observation of the power-law
growth far more than a decade. Hereafter, we focus only on the simulation results
with the largest simulation box.

To reveal which length scale of real structures corresponds to ¢, we also perform
the structural analysis in real space by using the chord length distribution function
P(l.,) [98]. Organizing the results based on the dynamic scaling law, we find
that the distribution functions characterizing the phase-separation structures are
collapsed onto a single master curve after scaling with the growth exponent of
1/2 (see Fig. 7.1c), i.e., L(t)P(lecn) = f(len/l(t)), where f(-) is some function.
These results clearly indicates the self-similar nature of the coarsening, showing
the presence of a unique physical mechanism behind this coarsening process. In
Fig. 7.1c, we can also see that £, /¢(t) ~ 1, meaning that the length £(¢) obtained
by the structure factor corresponds to the characteristic pore size of the network
structure. In Fig. 7.1d, we show that S(q,t) is also scaled as {q)%S(q,t) = g(q/{q))
(d: the spatial dimension; g(-): some function), also supporting the presence of the
self-similarity in pattern evolution. Moreover, denoting g-integral of S(q,t) as I(t),
we can directly confirm the following relation, which should hold for self-similarity
growth: I(t) o< £471 = (2. In the inset of Fig. 7.1b, we show that I(t) indeed
linearly increases with time, suggesting that ¢ o ¢'/2 as expected.

7.3.2  Dynamic scaling for elastic motion in colloid-rich phase

As shown above, the network coarsening process has self-similarity, indicating that
this growth exponent 1/2 continues as long as the condition ¢ > o is satisfied.
This allows us to make a coarse-grained description of the coarsening process. We
consider this problem by focusing on the similarity and difference between our
problem and the well-known coarsening process of phase separation of an ordinary
binary fluid mixture. The fact that in the cluster forming phase separation in a
colloidal suspension the growth exponent is about 1/3 rather than 1/2 and the
relevant mechanism is the Brownian coagulation mechanism [187, 5] suggests that
the connectivity of the network must play a key role in the emergence of the growth
exponent of 1/2. As mentioned in Introduction, in a network morphology, the
interfacial tension generates a mechanical force on a tube reflecting the spatial
variation of its thickness. For the case of a binary liquid mixture, this force is
a pressure gradient force, producing hydrodynamic flow along a tube. Thus, the
crucial question here is what is the key transport process under such a mechanical
force for network coarsening in a colloidal suspension.

To address this problem, we should pay a special attention to slow dynamics of
dense colloidal aggregates, which exhibits an elastic response to deformation faster
than the rheological relaxation time. First we analyze the strain field €;;(r,t) by
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Fig. 7.2 Bulk strain in the colloid-rich domain. A, Real-space mapping
of the bulk strain around the particles. Colour labelled on the particles repre-
sent the value of the scaled bulk strain t'e¢/to. The reference time of strain is
chosen as to = 63.0. Here we show only particles which are located one quarter
on the top side to make the details of structures more visible. B, The time
evolution of the distribution of bulk strain P(e). Here ¢’ represents the dura-
tion of time from the reference time to = 62.0 to measure the strain. C, P(¢)
after scaling € by t'/to. The data are sampled from the data whose reference
time is to = 31.0 (blue), 46.5 (green), 62.0 (grown symbols). Cross, triangle
and square symbols represent the data at t'/to = 0.001,0.01,0.02, respectively.

coarse-graining the displacements of colloidal particles. We compute the strain field
€qp following Ref. [193]. Denoting the displacement of i-th particle from time ¢ = 0
tot =t as u;(t) = R;(t) — R;(0), a coarse-grained displacement field w(r,t) can
be written as,
u(,’,’ t) — Zz ’U,Z(t)g(’l‘ B Rz (t)) ,
> 9(r — Ri(t))

where g(r) is a coarse-grain function and we employ the following Gaussian form:

(7.3)
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g(r) = exp(—’l‘2/02)/(71'0'2)3/2. The strain feild e,z is defined as

1 Oug(r,t)  Oug(r,t)
= ore ). (7.4)

5

€ap ('I", t) = 81“5
We sample the strain at the center-of-mass positions of particles which have more
than 9 neighbouring particles, and compute the distribution of the strain P(e,g).
Here we regard two particles as neighbouring ones if the distance of the two particles
are less than 1.20.

We show in Fig. 7.2b the time evolution of the distribution function P(e) of bulk
(or, volume) strain with respect to the reference time to(= 62.0), € = exr(to —
to +t'). We can see that the distribution broadens with the increase of t'. Here
we stress that the self-similarity and dynamic scalability hold for the phenomena.
Thus, if the elastic response of the colloid-rich phase plays an important role, we
expect that the dynamical scaling holds for the distribution function of P(e,tq,t’).
Indeed, we find that it can be scaled as %P(e,to,t’) = f(t'e/ty) (see Fig. 7.2¢).
From this scaling, we may conclude at least two things: Firstly, € is proportional to
t' for a certain ty. This can be understood form the nature of Stokes flow: in a short-
time scale in which relative displacements between the center-of-mass positions of
colloidal particles are negligible comparing to the particle size, the velocities of
colloidal particles should be constant. Therefore, the displacements of particles
are to be proportional to the time duration, resulting in the proportionality of the
strain to the time duration. Secondly, since ¢y o< £? and ¢ is a dimensionless and
infinitesimal quantity, ¢ should also be proportional to #2. This clearly means that
the growth exponent o = 1/2 reflects the elastic response inside the colloid-rich
phase, and the coarse-grained equation governing the elastic behaviour should be
the equation in which 7, and length scale /. satisfy 7, o Eg.

7.3.3 Dynamic couping between elastic motion of colloids and solvent
flow: poroelasticity

Now the problem is to elucidate the underlying physical mechanism resposible for
this coarsening law. Regarding this, we can get some important insights by recall-
ing the results of our previous work (see Chap. 5). We found that for network-
forming colloidal phase separation simulated by FPD, which properly incorporates
many-body hydrodynamic interaction between colloids, domains coarsen as £ ~ t°-,
whereas for the one simulated by Brownian Dynamics (BD) method without hy-
drodynamic degrees of freedom domains coarsen as £ ~ t%25 even at the same state
point as in FPD. Thus, it seems natural to think that the constitutive equation
must include some dynamic coupling between colloids and the solvent. This clearly
indicates that the coexistence of elasticity and fluidity, or poroelasticity, is the key
to this novel coarsening process. Thus, we consider the domain coarsening kinetics
under poroelastic effects in two fluid model [76, 77], which can deal with the degree
of freedom of both colloids and solvent (see also Sec. 2.2.1).

Denoting the local volume fraction of colloids as ¢ and the velocity field of colloids
and solvent as v. and wvg, a basic set of kinetic equations of the viscoelastic model of
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colloidal phase separation, whose free energy density .%#, scaled by thermal energy
is given by .Zy(¢) = [dr [f(r) + $C|Ve|?], are described as follows:

)
2 V- (p0) = V(1 - ), (75)
vs—vcza_(p)[V-H—V-o-C], (7.6)
Cr
p%—?z—V-H—i—V-O’C—Vp—I—nVZU, (7.7)
V-v=0. (7.8)

where v is the average velocity given as v = ¢v.+(1—¢)vs, (g is the effective friction
constant between colloids and the solvent after coarse-graining and 7 is the solvent
viscosity. Equations (7.5), (7.7) and (7.8) represents the material conservation law,
the momentum conservation law, and the incompressible condition, respectively. In
the above, II is the osmotic stress tensor, which is related to the thermodynamic
force Fyy as Fy = =V -II = —¢V(0.%,/0¢). Then, o, is the mechanical stress tensor
acting on colloids. Equation (7.6) represents the mechanical balance between these
forces and the viscous force resulting from the relative motion between colloids and
the solvent.

In order to close the set of the equations described above, we need a constitutive
equation describing the temporal change of o., but there is no consensus on the
form of the constitutive equation for a colloidal system. Fortunately, however, the
self-similar network coarsening takes place in an elastic regime and thus we need
not to consider the relaxation of o.. However, since the volume fraction ¢ in the
late stage (~ ¢g) reaches its value in the glassy state, or is affected by mechanical
rigidity, we need a special care: the elastic properties of the colloid-rich phase cannot
be described by the compressibility alone, which is of thermodynamic origin, and
we need to consider additional elasticity of purely mechanical origin. We assume the
additivity of the thermodynamic and mechanical moduli on the basis of a parallel
spring model. As we are interested in only small deformation in the elastic regime,
we assume that the stress mechanically generated on a colloid network is written in
the linear order as

9
0cij = GB(P)edi; + Gs(9)(€ij + €ji — §€5ij), (7.9)

where G and G§ are the elastic moduli for bulk and shear deformation respectively.

In such a regime, elastic deformation of the network structure is realized by slow
fluid transport through the dense colloid-rich phase, which is the limiting process
of the deformation [194]. Such deformation is accompanied by a small local com-
position change d¢ around its average value ¢y. We consider this process of elastic
deformation controlled by the solvent transport inside the colloid-rich domains. To
do so, we set the reference time to ¢y and then consider small deviations of physical
quantities such as the local colloid volume fraction d¢ and volume deformation e,
from the reference state at to. Within a linear regime, the osmotic stress can be
written as, V-II ~ —kog(do)e, where kos = ¢20% f(¢)0¢? is the osmotic bulk mod-
ulus of the colloid-rich phase. Here we use a relation d¢ ~ —¢@ge, which is obtained
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from the material conservation law in Eq. (7.5). In the elastic regime, the time and
spatial gradient of the average velocity filed is expected to be negligible. Thus, we
obtain the following relations:

vy —v. = kVp, (7.10)

sd)-phgl (1)
where k = (1—¢0)?/Cr(¢o) is the permeability of colloid-rich phase. Egs. (7.10) and
(7.11) has mathematically the same form as the that of the well-known constitutive
equation in Biot’s poroelastic theory [194], which is often used for describing fluid-
saturated elastic materials.

As we are interested in volumetric elastic response of the colloid-rich domain, we
consider the bulk part of Eq. (7.11): 0 = V[(kos+ Gp)e—p]. By substituting these
relations into Egs. (7.5), (7.6) and (7.11), we obtain the following diffusion-type
equation for e:

0 = 9j[(kos + Gr)edi; + Gs(€ij + €5, —

%e ~ DpV2e, (7.12)
where
Dp = k[kos(¢0) + Ga(¢0)] (7.13)

is the poroelastic diffusibility. Here we find that D, is deterimend by the perme-
ability of sovlent for colloid-rich phase and the elastic moduli of the colloid-rich
phase.

This diffusion-type equation describes the temporal change of the local colloid
composition upon structural evolution driven by the interfacial force: this process
proceeds, under the elastic force balance, via fluid transport through densely packed
colloids driven by local pressure gradient. Although the average colloid composition
in the colloid-rich phase is ¢y and does not change in time, the local composition
change is necessary for elastic deformation to take place. Its temporal change
obeys the above diffusion-type equation. In Fig. 7.3, we show that the volume
fraction of the colloid-rich domain is indeed almost constant in the scaling regime as
¢o = 0.5440.03. In Fig. 7.2a, we show the 3D structures of the colloid-rich network
together with real-space mapping of bulk strain €. Here we can clearly see that the
locations where compression or dilation takes place are not randomly distributed,
but distributed with the characteristic length scale of the network structures ¢. This
together with the self-similar nature of the domain growth justifies the choice of
the length scale ¢ as the space unit of the Laplacian in front of d¢ in Eq. (7.12).
Thus, we obtain the following domain coarsening law:

(% = Dpt, (7.14)

which reproduces growth exponent o = 1/2.

In Fig. 7.2C, we show that the distributions of the bulk strain at different times
can be mapped on a master curve. However, for large deformation at ¢'/ty = 0.05,
the scaling relation starts to break. This means that the linear elastic description
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Fig. 7.3 A, The distribution of local volume fraction ¢vor = ol /6Vyor where
Vior is the volume of Voronoi cell. In the early stage, since the most of par-
ticles are located at the interface of the colloid-rich phase, or having only a
few neighbouring particles (~ 6) than in bulk (~ 12), the distribution is very
flat. But in the late stage (¢ =31.0), we can see a rather sharp peak. The
local volume fraction in the colloid-rich phase in the late stage is estimated
approximately as ¢yor = 0.54 +0.03. B, A schematic illustration of the poroe-
lastic and thermoelastic deformation. Elastic volumetric deformation of dense
colloidal domain involves solvent transport inside of the domain. For example,
in the case of bending deformation of rod-like domain as shown in the figure,
where the volume fraction increases/decreases in the upper/lower part of the
domain, solvent contained in the domain should transport from the upper part
to the lower part. In a single-component molecular system, heat transport
takes place in stead of solvent transport. The solvent and heat transport are
the limiting process of viscoelastic phase separation in colloidal and molecular
systems, respectively.

is no longer valid in this large deformation regime. To discuss such a large defor-
mation accompanying ruptures of the network arms and merges of the pores (see
the red or blue parts of Fig. 7.2A), we need to develop a constitutive equation fully
incorporating viscoelastic relaxation modes of dense colloidal suspension.

7.3.4 Correspondence with a single-component fluid: thermoelasticity

Next we turn our attention to network formation in a deeply quenched single-
component fluid [188, 64, 189], which also shows the domain growth exponent of
1/2. Firstly, we check whether this domain growth law really exists and there
is self-similarity during the coarsening. To this end, we performed molecular dy-
namics simulation with NV T-ensemble for gas-liquid phase separation of a single-
component Lennard-Jones fluid. In Fig. 7.4A, we show the temporal change of
characteristic wave number (g). We find that (¢) indeed decays with a power-law
exponent close to 1/2 in a wide range of temperature (at least 2 < fye < 100). In
the very late stage of the coarsening, we observe the formation and growth of crys-
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tals in the dense liquid phase. Since such a crystallization process during gas-liquid
demixing is out of scope in this research, we only focus on the time regime where
the fraction of crystals is less than 3%.

Now we consider the physical mechanism responsible for this network coarsening
dynamics in a phase-separating single-component fluid. We have seen in the above
that the exponent 1/2 in colloidal systems can be explained by the slow transport of
a liquid component in a dense colloid-rich phase, which controls elastic deformation
of the colloid-rich network. Similarly, to colloidal suspensions, a deep quench leads
to phase separation of a fluid to dense liquid and dilute gas phases, whose charac-
teristic rheological relation times are quite different. Then, the typical deformation
rate produced by phase separation can exceed the relaxation rate of the dense lig-
uid phase. This leads to viscoelastic phase separation, or the emergence of elastic
behavior. We note that for a single-component fluid there is no two-fluid nature,
which plays a crucial role in slow elastic deformation of the dense colloid-rich phase
through its coupling to slow fluid transport, but there is a slow mode associated
with thermal transport.

To elucidate the coarsening mechanism, we consider hydrodynamic equations for
a single-component fluid [5]. A basic set of hydrodynamic equations corresponding
to mass, momentum and energy conservation can be expressed as the following
equations of time evolution for mass density p, velocity v and entropy density s:

dp
%(pv):—V'H+V-a (7.16)
pT% = —pTV . (sv)+ V- (AVT) + ?, (7.17)

where 7" and A are the local temperature and the heat conductivity respectively.
IT is the pressure tensor, which is given by the thermal-energy-scaled free energy
functional .# via VII = pV%. o is the viscoelastic stress and @ is the dissipation
function. In the late stage of coarsening, elastic deformation is induced by a small
local change of p, dp around the average value, pg. po is roughly kept constant
during the scaling regime as in the case of colloidal phase separation, which is the
origin of the self-similarity. The presence of self-similarity during the phase sepa-
ration process has been demostrated in Ref. [188, 64, 189]. Focusing on such small
composition change, we only consider the volumetric deformation e for viscoelastic
stress: V-0 = Gg(po)Ve, where Gg(p) is the bulk elastic modulus of purely me-
chanical origin, which originates from the glassiness of the high density phase, as in
the case of colloidal phase separation. Such a local volumetric change is expected
to produce a deviation of the entropy density from its average value sg in a short
timescale (i.e. in a time scale faster than thermal transport). Then, such a change
in entropy is slowly homogenized by heat transfer. The deviation of entropy ds can
be estimated as ds = (Cy /Ty)0T — (ak/po)dp, where Cy, k = p?(0? f/0p*) and «
is the specific heat capacity at constant volume, the bulk modulus and the ther-
mal expansion constant respectively. Therefore, here we may write the free energy
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density in the elastic regime as

F=F,+ /dr%épéT + Fr, (7.18)

where the functional form of .#, is the same as .#, introduced in the above. Zrp

is the extra term regarding temperature. From the above, the pressure tensor
2

is calculated as V - II ~ po(%\p:po)v&) + akVT. By neglecting the viscous

dissipation (®) and the convective terms in Egs. (7.16) and (7.17) and by canceling
temperature, we obtain the following diffusion equation regarding e,

%e >~ DrVZe, (7.19)

where
A 1+Gp / K

- poCp 14+ ~"1Gp /K’

Dr (7.20)
is the thermal diffusion coefficient, C), is the specific heat capacity at constant
pressure, and v = C),/Cy are the specific heat ratio, respectively. In the above, we
use a thermodynamic relation, a?xT = C, — Cy. In the case where the relaxation
of mechanical bulk stress is sufficiently fast and we can neglect Gg, Dt becoms
A/ poCp, which coincides with the thermal diffusibility of ordinary single-component
fluids [5]. from which we can derive the growth exponent 1/2 as in the case of
colloidal suspensions.

To check the above mechanism based on the slow thermal transport is really a
relevant mechanism or not, we calculate the effective temperature, or the kinetic
energy of each particles, K;(t) = $m(V;?)(t), where the ensemble average for the
velocity of i-th particle, V; is taken over the time span [t — 71,5/2,t + 1,5/2]. Fig-
ure 7.4D shows an example of the real-space distribution of K;, where we can clearly
see that the particles with high/low kinetic energy are not randomly distributed,
but heterogeneously with the characteristic length scale of the network structure ¢.
This observation strongly supports the above proposed mechanism.

7.3.5 Importance of dynamical asymmetry and dimension dependence of
coarsening behavior

In the above, we have shown that the power-law domain of the exponent 1/2 in
network-forming gas-liquid phase separation of colloidal suspensions and atomic
(or molecular) systems is a consequence of slow elastic motion of the dense phase,
whose limiting process is liquid transport (poroelasticity) and thermal transport
(thermoelasticity) respectively. Here we examine in more detail under what condi-
tions this coarsening behavior is to be observed. We need a sufficiently deep quench
to induce strong enough dynamic asymmetry between the two phases. However,
we note that the growth exponent of 1/2 is not observed for ordinary binary liquid
mixtures. In Fig. 7.4B, we show the temperature dependence of the coarsening
behaviour for a binary liquid mixture. We can see that the growth exponent signifi-
cantly decreases with a decrease in temperature. By contrast, in a single-component
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Fig. 7.4 Comparison of coarsening behaviour among various sys-
tems. A-D, The temporal changes of characteristic wave number (g) in var-
ious systems: A one component molecular system in 3d (p = pc,1/Bery =
0.01,0.1,0.5,1.1, Beery ~ 1.2), B 50-50 mixture of two component molecu-
lar system in 3d (p = 1.0,1/Bery = 0.1,0.5,0.7,0.9, critical temperature is
BeeLy ~ 1.4), C one component molecular system in 2d, D colloidal system
in 2d at zero temperature. E Real space mapping of kinetic energy in one
component molecular system in 3d. Here we show a snapshot at time ¢t = 45.
The thermodynamic variables are chosen as p = 0.33 and 1/8er; = 0.01. Color
labeled on particles represents the kinetic energy of the particle. Here we take
a time-average over [t-11,7/2, t+713/2]. F, a snapshot of colloidal system in 2d
at zero temperature (¢ = 38%,t = 500). Here we show pressure feild of sovlent
together with the position of colloids.

fluid (Fig. 7.4A), the characteristic domain size grows more slowly at a lower tem-
perature yet with the same power law exponent (a ~ 0.58) over a wide range of
temperature (at least 0.5 < Se < 0.01). At the lowest temperature for the binary
mixture (e = 0.1), a logarithmic-like decay of (g(t)) is observed, implying that the
system is arrested into a nonergodic state where both phases suffer from dynamic
arrest. In single-component systems, such a situation never takes place: elastic
deformation of the dense phase can proceed without being influenced by the dilute
gas phase. This is because the relaxation time of the gas phase is much faster than
the time scale of elastic deformation of the dense liquid phase even at a low temper-
ature. A huge gap in the dynamics between the dilute gas and dense liquid phases
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is necessary. This is also the case for colloidal suspensions: although a colloidal sus-
pension should be regarded as a binary mixture, the large size difference between
colloids and solvent molecules leads to strong dynamic asymmetry between the two
phases. We may safely assume that the structural relaxation time of a solvent is
infinitely fast comparing to that of colloids.

From the above, we may conclude that the growth exponent of 1/2 observed in
network-forming phase separation originates from slow dissipative elastic motion of
the dense phase under a condition that this process is not hindered by the other
phase. This condition requires strong dynamic asymmetry between the two phases.
This conclusion is valid for 3 dimensional (3D) systems. However, it may not be
necessary the case for 2D systems. This is because there is an intrinsic topological
difference in a percolated structure: in 2D, a bicontinous network structure can
never be formed unlike in 3D. In the above, we see the limiting process of elastic
deformation is a slow transport described by a diffusion-like equation. In thermoe-
lasticity, the limiting process is heat transfer, which takes place at any dimensions in
the same manner. This is confirmed in Fig. 7.4C: The domain coarsening exponent
is 0.5 even for 2D. In poroelasticity, on the other hand, the limiting process is fluid
flow through the dense colloid-rich phase, which obeys Darcy’s law, in which the
gradient of fluid pressure induces the flow of the solvent relative to colloids. For a
network structure in 2D, the solvent-rich phase cannot have connectivity, as shown
in Fig. 7.4E. In this situation, isolated solvent-rich domains cannot change their vol-
ume easily because of the incompressible condition, which does not allow the volume
deformation of the solvent. The only way to change the volume is to exchange the
solvent between neighboring solvent-rich domains through the colloid-rich network.
In Fig. 7.4E, we show a pressure distribution in the solvent-rich domains together
with the network of the colloid-rich phase during phase separation of a 2D colloidal
suspension. We can see from the pressure distribution that the solvent transfers
from a domain to its neighboring ones. This situation imposes a strict boundary
condition on the interfaces of the colloid-rich domain, i.e., the elastic deformation
of the colloid-rich network. In Fig. 7.4D, we show the volume fraction dependence
of the temporal change of the characteristic wave number during network-forming
colloidal phase separation in 2D. We can see that the growth exponent strongly
depends on the volume fractions, as a consequence of complex coupling between
the solvent exchange between solvent-rich domains under the constraint of the in-
compressibility.

7.4 Summary

In summary, we discover a novel coarsening law for network-forming phase separa-
tion of dynamically asymmetric mixtures. The phase-separation pattern coarsens
with time in a self-similar manner and obeys the universal coarsening law of expo-
nent 1/2. We show both theoretically and numerically that this law is a consequence
of diffusional transport of mass or heat that controls elastic volume deformation.
We expect that this new mechanism is valid for any network-forming phase sepa-
ration, in which the strong dynamic asymmetry between the two phases makes the
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dynamic behaviour of the slower phase elastic, and thus this mechanism should be
valid for a wide class of materials, a mixture of any materials with largely different
glass transition temperatures, soft and bio matter containing a liquid component.
Porous structures are ubiquitous in nature and industry. From applications view-
point, our coarsening law will provide a useful guide to control pore sizes of porous
materials.
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Chapter 8

Crystallization process of
hard-sphere suspensions

8.1 Method

8.1.1 Identification of crystal structures

We study the crystallization kinetic of hard-sphere colloidal systems based on local
bond order parameter analysis developed by Steinhart et al. [195]. Denoting the
orientation vectors that particle 7 at the center makes with its neighboring particles
Jj=1,...,Np(i) as #;;, we can introduce the following 2/ + 1 dimensional complex
vector q; by using spherical harmonics Yj,,.

Qm (1) = m Z Yim (745), (8.1)

where [ is a positive integer parameter and m = —[, ..., l. The average of ¢, (i) over
the neighboring particles is often used as an indicator to identify crystal symmetries
accurately [196]:

Ny,
Qm (1) = m ;mm(j) + C.Hm(i)] : (8.2)

With this, local bond order parameters which satisfy the rotational invariance can
be constructed as follows:

B 47
Va2 +1

l _ N — N .
Wl(l) _ Z < l l l ) qim, ('I')qlmz(Z)leg,(l)7 (84)

myomy g (i)

Qu(t) q(2)]; (8.3)

m1+mao+m3=0

where the above bracket indicates Wigner 35 symbol.
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As thermodynamically stable crystal structures of a hard-sphere system are
closed-packed structures, we set the number of neighboring particle as N, = 12.
We choose 12 particles in terms of the distance from particle ¢ and regard them
as the neighboring particles. Regarding the identification of crystal structures, we
follow the methods emplyed Frenkel and his coworkers [197, 198]. We define that
particle i and j are bonded if g¢(7)/|qs(?)|- g6 (7)/|gs(3)| > 0.7, and regard particle 4
as crystal-like if the particle i is bonded with more than 7 particles and as fluid-like
otherwise.

We classify the type of crystal structures, following Ref. [140]. Specifically, we
define that if W (i) > 0, particle i has body centered cubic (bcc) structure, else
if Wy > 0 ¢ has face centered cubic (fcc) structure, and otherwise i has hexagonal
close packing (hcp) structure.

8.1.2 Mapping on the hard sphere systems

In this study, we approximate the hard-sphere potential by the Weeks-Chandler-
Andersen (WCA) potential:

o o 1 r
— 4 12 7 \6 - f o 21/6
U(r) =4e (7“) (7“) +g| for —<
= 0 otherwise, (8.5)

where € is the parameter to determine the steepness of the repulsive potential and
we set fe = 40 following Ref. [136, 199]. o is the parameter corresponding to the
diameter of colloids and we determine the effective hard-sphere diameter o, by
the following relation [200, 201]:

21/6
THS = 1) /Bee

With this diameter, we define the volume fraction ¢ = wo;gN/6V, where N and
V' are the number of the particles and the volume of the system respectively.

(8.6)

8.1.3 The validity of our simulation: measurement of virial pressure

Some time ago, Auer & Frenkel found a huge discrepancy in the crystal nucleation
rate I of hard-sphere colloids between results of light scattering experiments and
those of the umbrella sampling method. Their study shows that the theoretical
values of I change largely by a small change in the volume fraction: for example, I
at ¢ = 52.8% differs from that at 53.4% by at least 4 orders of magnitude. Thus, in
order to study this dynamic phenomena, we need to precisely estimate the volume
fraction.

Here we are interested in studying the impact of hydrodynamic interactions on
the crystal nucleation rate by using our FPD simulation method. In FPD, we treat
a solid particle as an underformable liquid droplet, whose shape is described by a
continuous field, and distribute the interaction force acting on colloids to the lattice
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using that shape field. So it is not so clear how we should define the volume fraction
of hard-sphere-like colloids. Therefore, we first need to check how precisely FPD
method reproduces the thermodynamic behavior of this phenomena, *!

To confirm the validity of our simulation method, we measured osmotic pressure
at equilibrium states via virial pressure:

i>j "i
As explained in Sec. 1.3.1, thermodynamically stable states in a hard-shpere system
are liquid states for ¢ < ¢1iq ~ 0.494, fcc crystal states for ¢ > ¢ery ~ 0.545 and
the coexistence state between them. We prepared the configuration of particles at
a liquid state just by randomly distributing the particles and equilibrating them in
a thermal bath, where we employ a cubic box with the side length L/o = 17.297
and we control ¢ by changing N. For a crystal state, on the other hand, we first
made an ideal fcc crystal with N = 4000 *? and equilibrate it in a thermal bath.
Here we employ a cubic box and we control ¢ by changing L. For a coexistence
state, we used a cuboid box with L, = 2L, = 2L, to stabilize the interface between
the liquid and crystal phase to be parallel to the yz plane. Here L, needs to be an
integer multiple of the lattice constant. Otherwise, an artificial stress due to the
finite size effect is induced on the crystal phase, leading to error in measuring the
pressure. We note that in FPD simulation we cannot perform a constant-pressure
simulation since FPD simulation imposes the imcompressibe condition to the fluid.

Here we explain how to prepare a coexistence state. We prepared the configu-
ration of particles at a coexistence state by molecular dynamics (MD) simulation.
We first make an fcc crystal with 2048(:= Np) particles in a cubic box and per-
formed a constant-pressure (NPT ensemble) MD simulation for this configuration.
We change the pressure p with 0.00125 increment (in the Lennard-Jonnes unit).
Then, we connected the configuration of the crystal state to that of a liquid state
with 1952(=: Nj) particles in a cuboid box. We performed a constant-volume
MD simulation for this configuration and monitored the fraction of crystal-like
particles. Thus, we found a configuration where we can see little change in the
fraction of crystal-like particles, and determined the coexistence pressure peoex as
the pressure of this configuration (peoex = 0.22125 £ 0.00125). As a result, we ob-
tained L, /o = 13.772, and the density at the melting point and freezing point were
No3/V = 0.784 and 0.711 (i.e., ¢ = 0.4889 and 0.5391 ), which are very close to
the values 0.785 and 0.712 reported by Filion et al. [199].

Following the above procedure, we made configurations in coexsistent states (see
Fig. 8.1B) at various volume fractions (which is controlled by changing N5). Fig-
ure 8.1A shows that the fraction of crystal particles as a function of the volume
fraction ¢. Our results fall on a line, as expected from the lever rule, except when

*1 Although we have seen a good agreement in phase diagram of attractive colloids between
FPD and experiments.

*2 The number of particle should satisfy N = 4n3 (n: integer) when fcc crystal is in a cubic
box.
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Fig. 8.1 Identification of liquid-crystal coexistence states. A Volume
fraction (¢) dependence of the fraction of crystal-like particles Nery.
dashed line represents lever rule, i.e., (¢ — ¢m)/(¢¢ — ém). B A snapshot of a
3D structure at ¢ = 0.5157. Liquid-like and crystal-like particles are colored

0 = | | | |
0.48 049 05 0.51 052 053 054 055

red and green respectively.

the system is too close to the melting and freezing points (the reason is simply be-
cause simulations cannot stabilize very thin layers of liquid or solid phases). The line
is slightly displaced from the one we estimate from the coexistence points (dashed
line), but this is likely due to the fact that the fraction of crystals depends on the
choices of the threshold of the order parameter to distinguish the crystal and liquid

states.

25

0
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FPD
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0.3

Fig. 8.2 Virial pressure in equilibrium states. Cross and square symbols
represent the results obtained by BD and FPD simulations, respectively. Gary
curve is the theoretical prediction for a hard sphere system.

| |
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¢

0.6

With the configurations in coexsistence states, we measure the virial pressure in
equilibrium states. Figure 8.2 shows the volume fraction dependence of the virial
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pressure obtained by BD and FPD simulations, where we can see almost perfect
agreement between them. This matching justifies the validity of the thermodynamic
modeling based on FPD method. In Fig. 8.2, we also show theoretical predictions
(the Carnahan-Starling equation of state (see Eq. 1.11) for the liquid phase and the
Speedy equation of state for the solid phase [202, 203]).

8.1.4 Estimation of the free energy barrier

The crystal nucleation process that we study is a rare event and thus it is hard to
obtain enough configurations to precisely compute the statistical variables during
the activation process. To compute the free energy cost required for crystal nucle-
ation of hard-sphere colloids, we use Umbrella Sampling method [204]. This method
is based on Metropolis Monte Carlo simulation but perform the sampling with mul-
tiplying a bias W(q) = exp [-fw(q)] on the Boltzmann factor, where g represents
configuration and w(r) is the so-called “biasing potential”. In general, the average
of any quantity A is related to the statistical values under biased sampling as

(A/W(q))bias
(1/W(q))vias 7

where (A) and (A)pias represent ensemble average under un-biased and biased sam-
pling, respectively.

The Gibbs free energy barrier for formation of a crystal nucleus with size n,
AG(n) can be determined by taking a statistics for the number of the nucleus N,
through the following relation [128]:

(A) = (8.8)

(N,)/N = exp [~BAF(n)]. (8.9)

By performing Monte Carlo simulation with the above biasing and computing the
average for A = N,, by Eq. 8.8, we can obtain AF(n). In the study of crystal
nucleation, a harmonic potential w(q) = 3k(n(g) —no)? is often used as the biasing
potential, where ng is the targeted cluster size and k is a coupling parameter. To
ensure high statistical performance generating the crystal nuclei with independent
configurations is desirable. However, with the above procedure using the harmonic
potential is expected to severely constrain the rearrengement of crystal structures,
we need to run the independent simulations. To obtain the functional profile of
the free energy barrier over a wide range of n, we also need to run the simulations
for various ng. In this study, we use a variation of Umbrella Sampling method
introduced in Ref. [205]. This method (CNT-US method) uses the following biasing

potential on the basis of Classical Nucleation Theory:
3
w(r™) = = Auln® (Sne/? —n/?), (8.10)

where |Ap] is the chemical potential difference between the fluid and crystal phases,
which we can determine by the thermodynamic integration. n. is the critical nucleus
size, which is the only control parameter in this simulation scheme. Given that the
real free energy in n space has a functional profile similar to Eq. 8.10, it is expected
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that, as n. approaches the real critial nucleus size, the biased free energy profile as a
function of n becomes flatter, leading to large fluctuations of n. Therefore, we may
choose n. as the one at which we can see large fluctuations in n. See Supplementary
Information of Ref. [205] for the further detail of this method.

8.1.5 Normalization of nucleation rate

In dense suspensions where liquid-crystal transition takes place, the structural re-
laxation of colloids is significantly suppressed by stric hinderance among the col-
loids, but in the presence of solvent such a slowing down of structural relaxation
is also brought about by deformation of fluid field of solvent among the colloids.
To examine the effects of hydrodynamic interaction (HI) on crystallization kinetics,
we perform BD and FPD simulations and compare the resulting nucleation rates.
To do so, we need to consider the above difference arising from the presence and
absence of HI.

In Fig 8.3A, we show the volume fraction dependence of mean square displace-
ment (MSD) obtained by FPD simulations, where we can see that the diffusive
motions of colloids are suppressed as volume fraction increases. At ¢ = 0.54, we
can see that MSD shows a non-linear dependence in early time and asymptoti-
cally approaches to linear behavior, which reflects the casing effect characteristic
in super-cooled liquids. From the long time diffusive behavior of MSD, we deter-
mined the long time diffusion coefficients Dy,. Fig 8.3B shows the volume fraction
dependence of Dy, for BD and FPD simulations. Here we can see that Dy, deviates
from the diffusion coefficient for a free particle Dy for large ¢ but the deviation in
FPD is stronger than that in BD, which obviously originates from the difference in
the presence or absence hydrodynamic interactions. For example, we can see that

FBD ]
10} FPD o :
9
s 100}F o -
~ — F [0}
< S 0
f:ﬁ o OO
< Q 10k o° 4
~ F OO
0.1¢ ¢ = 30.0% E ! 0%
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48.0% ] - 60°
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Fig. 8.3 A. Mean square displacement for various volume fractions. The red
line is a linear line. Here we only show the results by FPD simulations. B.
Volume fraction dependence of long time diffusion constant Dy, scaled by that
in dilute limit Dg. Cross and cricle symbols represent the results obtained by
BD and FPD simulation respectively.
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Dy, in BD is approximately four time larger than that in FPD at ¢ = 0.54.

The main interest of our study is whether such a effect of HI is also significant in
crystallization kinetics, and specifically we are interested in difference in nucleation
rate over several order of magnitude. Thus, we normalize the hydrodynamic effects
as in the above on a unit time, i.e., we normalize I by a time unit 7, = 0'12_18/6DL
and a length unit oyg. Such a normalization of nucleation rate is widely applied in
the previous studies on crystallization of colloidal suspensions [6].

8.2 Results

8.2.1 Determination of nucleation rate via brute force simulations

We perform BD and FPD simulations for various volume fractions: 0.54 < ¢ <
0.545. The systems size is set commonly as L/o = 17.3 and the number of the
particle are approximately N ~ 4000 in the above volume fractions. According to
a study using BD simulation [136], there is few finite-size effect on nucleation rate
under the above simulation scale. In FPD simulation, the Schmidt number is set
as S. = 8.0. In Chap. 5, we have shown that phase separation dynamics of colloid
interacting with short-range interactions experimentally observed by confocal mi-
croscopy can be reproduced almost perfectly by FPD simulation under the Schmidt
number.

To determine the nucleation rate, we simulate the time evolution of colloidal
suspensions in metastable liquid state at time ¢ = 0 and monitor the temporal
change of largest crystal nucleus, n(t). An example of formation process of crystal
nuclei is shown in Fig. 8.5. We continue simulations until n(¢) exceeds the critical
nucleus size n. within our simulation resource (see Fig 8.4A). Denoting the average
time to form critical nucleus as (tin.), we determine the nucleation rate I by

1
I= T (8.11)

where V is the volume. In BD and FPD simulations, we performed 16 of in-
dependent simulations for each volume fractions, ¢ = 0.540,0.541,...,0.545 and
¢ = 0.540,0.5425,0.545, respectively. In BD simulation, we confirmed the crystal-
lization for all the runs. On the other hand, we couldn’t continue FPD simulations
until all the runs crystallize due to computational cost *3 : specifically, 2, 9 and 16
runs crystallized for ¢ = 0.540,0.5425 and 0.545, respectively. For the statistical
significance, hereafter we only discuss the results with ¢ = 0.5425, 54.5.

In Fig. 8.4B, we show the results of nucleation rates together with MD result
reported by Filion et al [131]. Here we cannot see a huge difference among the
different simulation methods in the rage of volume fraction.

*3 The total simulation time in Brownian time corresponds to approximately 5.0 x 10%rg for
each volume fractions.
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Fig. 8.4 A Time evolutions of largest cluster size for 16 independent runs at
¢ = 0.545 in FPD simulation. B A comparison of the crystal nucleation rates
determined by BD and FPD methods. Here we also show the MD result by
Filion et al [131].

1587

Fig. 8.5 Formation of a crystal nuclei from metastable liquid. Here we
show an example of the time evolution of crystal nuclei at ¢ = 54.5 obtained
by FPD simulation. The large shperes represents the positions of crystalline
particles and the particle color is labeled depending on the type of crystals:
Blue, bcc; Right blue, hep; Yellow, fcc. Black small dots are the particles
whose Qs > 0.27.
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8.2.2 Time evolution of critical nucleus: estimation of kinetic factor

In the above, we have compared the nucleation rate at ¢ ~ 0.54 between BD
and FPD simulations but no remarkable difference was confirmed. However, at this
volume fraction it is not so obvious how large mismatch in nucleation rates between
experiments and simulations exists. One reason is that uncertainty of experimental
results is typically huge in this phenomenon. For example, it is known that precise
determination of diameter of colloids is not so easy task in experiments [206] and
even 1% error in measurement of the diameter can produce difference in nucleation
rate over several oder of magnitudes. Furthermore, a huge mismatch in nucleation
rates between experiments and simulations over around 10 order of magnitude has
been reported in rather more dilute volume fractions (¢ ~ 0.52 or less, see Fig 2.11).
For the reasons, we cannot judge from current results that there is no effect of
hydrodynamic interactions on the crystallization kinetics.

However, it is impossible to access the nucleation events at the lower volume frac-
tions by FPD simulation with current computational power, from the metastable
liquid state to the birth of critical nucleus. To examine the behavior of nucleation
rates at the lower volume fractions, we employ an approach by Auer and Frankel
[127]. Specifically, we make a critical nucleus in the systems and evolve these by
BD and FPD simulations. By monitoring the growing or shrinking behavior of the
nucleus, we can determine the kinetic factor of nucleation rates (see Sec.2.3.2).

Preparation of critical nuclei

Following the strategy, we study the time evolution of the critical nucleus at ¢ =
0.5183, at which we can see a huge mismatch in nucleation rates between experi-
ments and simulations (at least 8 order of magnitude). To prepare the nucleus with
critical size we first calculate the free energy barrier by the US method. Fig. 8.6
shows the result obtained under setting the nput critical size as n. = 458, where
we can see the maximum of AF is located near n = 458. The height of the barrier,
BAF(n.) and the second derivative, SAF"(n.) obtained by fitting are 70.6 and
—3.3 x 1074, respectively ** We made 10 of the independent initial configurations
including a nucleus with n = 458 and run 10 simulation for each initial conditions
(thus 100 runs in total). We then measured the number of runs to go to the crys-
talline basin and the ratio obtained was 0.40. We repeated the same procedure but
for nucleus with n = 465 and the ratio obtained was 0.52. Thus, we can regard
n = 465 as sufficiently close value to the the real value of critical nucleus size. In
the below we consider the time evolution of the nuclei of 465 particles.

Determination of kinetic factor

We performed BD and FPD simulations for 12 of independent initial conditions
with a nucleus of 465 particles. We run 4 independent simulations for each initial
conditions (thus 48 runs in total) and measure the the means square displacement

*4 We perform the same simulation at ¢ = 0.545%, and obtain the following results: n. = 29,
BAF(nc) = 11.3, BAF" (nc) = —5.8 x 1073,
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Fig. 8.6 A. Free energy barrier at ¢ = 51.83 computed by the US method. B.
The means square displacement for nucleus size (|An(t)|?) at the same volume
fraction.

(MSD) for nucleus size (|An(t)|?) where An(t) = n(t) — n(0). Fig. 8.6B shows the
result where we can see that MSD increases linearly with time. As n(0) ~ n. we
can expect (|[An(t)|?) ~ 2f1 (n.)t (see Sec. 2.3.2). From the relation, we determine
the diffusion coefficient and the result obtained is fy(n¢)m, ~ 10000 and 8000 for
BD and FPD, respectively, which cannot be a reason of the huge discrepancy in
nucleation rate between experiments and simulations.

8.3 Summary

In summary, to examine the influence of hydrodynamic interactions (HI) on crystal-
lization kinetics of hard-sphere colloids we performed numerical simulation with HI
(FPD method) and without (BD method). We simulated the crystallization kinetics
of colloids from metastable liquid to formation of critical nucleus at ¢ ~ 0.54, and
no remarkable difference in nucleation rate between BD and FPD was confirmed.
We also compared the kinetic factor by monitoring the growing or shrinking behav-
iors of critical nucleus at more dilute volume fraction ¢ ~ 0.52, but we could not see
a significant difference between BD and FPD results. However, this analysis based
on the assumption that the morphology of critical nucleus dose not influenced by
HI. To make a rigorous conclusion, we need to conduct further study including the
above point.
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Chapter 9

Appendix

A Synthesis of PMMA collloid

We synthesized monodisperse poly-methyl methacrylate (PMMA) colloids, combin-
ing the methods in Ref. [207, 208, 209]. We dissolve monomers (methyl methacry-
late:MMA and Methacrylic acid:MA) into reaction solvent (a mixture of hexane and
dodecane). We also mix Azo-bis-isobutyronitrile (AIBN) and octanethiol as initial-
izer and inhibiter of polymerization. We use rhodamin as a fluorescent dye. We
functionalize rhodamin to make a chemical bond with PMMA by reacting aminosy-
lene and rhodamine B isothiocyanate in dimethylsrhooxyside (DMSQO) at a ratio of
50:50 in number of molecules for two days. In order to avoid addhision between
surface of colloids, we add dimethylpolysiloxane (PDMS: specifically, we use one
with functional group equivalent weight 3,900 g/mol) as a steric stabilizier. The
wight of the above chemicals are summerized in Fig. 1. The above mixture is placed
in a flask and heated to 80 °C with a magnetic stirrer. The reaction is completed
within 2 hours. After synthesis, PMMA colloids are rinsed with petroleum ether
for multiple (roughly 10) times.

The diameter of colloids obtained with the recipe in Fig. 1 was 0 ~ 2um. The size
of colloids can be controlled by changing the ratio of monomer to reaction solvent.
Specifically, we can synthesize larger colloids by increasing the ratio of MA, MMA

Material Weight (g) | Role

MMA 19.6 monomer

MA 0.04 monomer
PDMS 1 steric stablizer
AIBN 0.2 initializer
Octanethiol | 0.12 inhibiter

RAS 0.1 dey

DMSO 1 solvent
Hexane 14 solvent
Dodecane 7 solvent

Fig. 1 Recipe of PMMA colloid

Fig. 2 An image of PMMA colloid
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and PDMS (while keeping their mass ratio constant) to the total amount of mixture.
For example, the mass ratio of MA, MMA and PDMS in Table 1 is approximately
50%, but if we increase it to 56% we can get colloids with o ~ 3um.

Synthesis of core-shell type PMMA collloid

In the situation where colloids are closely packed, fluorescent signals of different
particles can overlap, which can cause tracking error of particles. For example,
the image of multiple particles can be detected as a single particle. Furthermore,
confocal image tends to be elongated along z-axis (direction orthogonal to focal
plane), and thus the image corresponding to a single particle is sometimes detected
as multiple particles. Such a tracking error is a troublesome problem especially
when we need to track the trajectories of particles.

To overcome the above problem, we synthesize core-shell type PMMA colloids
(particles with a fluorescent core and nonfluorescent shell) [210, 211]. Since only
center part of particles fluoresces, the particles are easily distinguished even in
close-packing arrangements.

A recipe for core-shell type PMMA colloids is listed in Table 1. We first redisperse
PMMA colloids labeled with RAS which is prepared by the above protocol in a
mixture mainly composed of Hexane and Dodecane (see FLASK), and heat the
mixture to 80°C in a flask with a magnetic stirrer. Then, we add a solvent including
monomers (see DROP) into the flask. Here we drop the solvent slowly over 90 min
with a syringe pump. After finishing the drop, we wait for the reaction for extra 1
hour. We rinse the colloids obtained in the same way as in the above. The diameter
of colloids that we obtained with the recipe in Table A was o ~ 2.6um (see Fig. 3).
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Fig. 3 A An image of core-shell type PMMA colloid and B one that we show
only core part. One may see that the center of the core part and shell part
are slightly misaligned, but this is probably due to optical aberration resulting
from difference excitation wavelengths.

Table 1 Recipe of core-shell type PMMA colloid

| Material | Weight (g) | Role
FLASK
PMMA colloid (o ~ 1.9um) | 6.0 core
AIBN 0.2 initializer
Octanethiol 0.12 inhibiter
Hexane 64 solvent
Dodecane 32 solvent
DROP
MMA 14.7 monomer
MA 0.3 monomer
PDMS 1.5 steric stablizer
CAS 0.02 dey
DMSO 1.5 solvent
Octanethiol 0.12 inhibiter
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B Implementation of FPD method

In Chap. 4, we have mentioned a concept, modeling and physical fundation of
Fluid Particle Dynamics (FPD) method. Here we provide detailed information
about how to implement this simulation method. In the below, firstly, we explain
how to normalize and discretize the basic set of euqgations in FPD simulation. Next
we explain in what order the calculation is performed. Finally, we mention some
important points to improve the computational efficiency.

B.1 Normalization and discretization

We normalize the time and length by 7 = pl?/ns and | = £ as t = rt, r = 7, which
means that we use the interfacial length of ¢ as a length unit and the time requried
for momentum of solvnet to diffuses over the length as a time unit. We also choose
pl3(1/7)? as a every unit. As a result, Navier-Stokes euqation (Eq. B.1) rewriten
into the following equation:

(=+0-V)o=Ff+V (5+5%), (1)

with B
Vv =0. (2)

Corresponding to the units described in the above, the other physical quantities are
normalized in the following way: p = pp (ie,p=1),v —'v f= pl Lf o= Tpéa
p = ﬁp, n = nsn, kT = pl3(1/71)? kT Hereafter, we neglect the normahzamon
symbol * just for simplification. We employ the following temporal discretization

for Eq. and : *!
R7(1m+1) — Rgm) + Vn(m—H)At, (3)

and

M) = M) L ALV - (—0™o™) L ™)) 4 £ LT (\/2nkgTAL ™), (4)

where At is the time step and the symbol (") means that quantity % is one at
m-th time step. The last term in the right-hand side is the sum of V - &® over
mAt <t < (m+1)At and satisfies (sa) = 0, (s\75\%5) = (51851 + 6:101)00s0mn
where «, 8 are the index to specify the spatial lattice *2. Due to the difference in
viscosity between solvent and colloid, we need to set a sufﬁcienty small time step to
maintain numrical stability. In this thesis, we set At = 2.5 x 1073. The length step

*1 We use first-order explicit discretization here, which is valid when viscous dissipation plays
a prominent role. We cannot find a way to compute with implicit discretization for now,
which is expected to significantly accelate the computational speed.

*2 Specifically, we generate gassuain noise with mean 0 and variance /2 for i = j, and mean
0 and variance 1 for i # j, respectively.
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is set as Ax = 1 and spatial difference is performed on staggered lattice (see Fig 4).
We empoly periodic boundary condition and use Marker-and-Cell (MAC) method
for computation of simultaneous equations 1 and 2 (see Block e in the next section).
For parameters regarding phase field ¢, we set as a = 3.2, £ = 1.0, n./ns = 50.0.

i i+1/2  i+1

Fig. 4 An illustrative figure of staggered lattice. We define scalar feilds on
regular mesh (cross symobol), vector feilds on the mesh which shifts by half lat-
tice size (allow symbol), and diagonal and non-diagonal components of second
rank tensor fields on cross symobols and circle symbols, respectively.

B.2 Flowchart of computation

We explain the detail of computation in the below. Fig. 5 schematically describes
the procedure of the computation at m-th time step. The blocks of computation
aligning horizontally can be performed independently. The quantities written on
the left top side of the blockes represent those required to perfrom the computation,
and those on the right top side what we obtain by the computation. The flowchart

starts with the center-of-mass positions of colloids {Rﬁ[”)} and the velocity field
v(r)(™) and finish when those at the next time step m + 1 are obtained. In the
below, we explain what kind of computation are performed in each blocks.

a. Computation of the order parameters: Compute the order parameters
{¢n(r)™} from the center-of-mass position of colloids {R;m)} following Eq. 4.2.

b. Computation of the forces acting on colloids: Compute the forces acting
on colloids {Fém)} from {R%m)}. {Fém)} are given by the sum of into intercolloid
force {F;Lnt(m)} and external force {FﬁXt(m)} as F\™ = F™0™ 4 p&0) and the
former is expressed by the interaction potential U via,

Fint(m) — _ Z (8/8R§1m))U(!R7(f?) - RV (5)
n’(#n)

We use Cell linked list method for the calculation of interparticle forces.
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a. compute order parameter b. compute forces acting on colloids
(R} —> {on(r)™) By — (B
| ]

c. compute viscosity feild d. compute body force acting on fluid
onm)™y —= @™ (o)™} (F) — F )
L |

e. time evolution of Navier-Stokes equation
o)™ (@)™ @™ — ()"

f. compute velocities of colloids

(m+1)

{onm) ™} o@D s (")

g. time evolution of positions of colloids

{nglm)} {Véerl)} s {R7(1m+1)}

next time step

Fig. 5 The flowchart of computation of FPD method

c. Computation of the viscosity feild: Compute n(r)™ from {¢,(r)™}
following Eq. 4.3.

d. Computation of the body force acting on fluid: Compute f(r)("™) from
{Egm)} following Eq. 4.5.

e. Time evolution of Navier-Stokes equation: Compute v(r)(™*1 from
v(r)™ p(r)™) and £(r)™). To do so, we need to solve the simultaneous equations
1 and 2. Under periodic boundary conditions, we can employ the Marker-and-Cell
(MAC) method: operating V- for the both side of Eq. 4, V - v(r)(™*1 is dropped
due to incompressibility condition and we obtain the following Poisson equation,

V2p(m) = (M) (6)

(m) InkaT
em) — v-[”A—t+v-{—v<m>v<m>+n<m>{Vv<m>+(w<m>)T}+q /%Sw}ﬁ(m)],
(7)

Here we denote p(™), ¢(™) on the spatial latice (4,7, k) € [0, N, — 1] x [0, N, — 1] x
[0, N.,—1] as pgﬂ), cgﬂ), and the descrite Fourier components as PI(?I){, 01(7}1[){ Under

periodic boundary condition, Eq 6 can be transformed in

Cix

(m)
P —
LK _4[sin®(2n] /N,) + sin?(2wJ/N,)) + sin?(2n K /N.,)]

(8)

*3 Here V - v("™) is expected to be zero, but we leave it to suppress numerical error.
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(m)

We obtain C’}Sn[)( by performing the Fast Fourier Transform for c; ik and compute

P}TI)( following the above relation. By performing inverse Fourier transform for
PI(?}){, we obtain pz(.;';;) at time ¢t = mAt. By substituting the pressure p(™), f(m)

and v(™ in Eq. 1, we finally obtain the velocity field v("+1),
f. Computation of the velocities of colloids: Compute the center-of-mass
velocities of colloids {Vn(mH)} from velocity field v(™*1 following Eq. 3.

(m+1)

g. Time evolution of the positions of colloids: Compute {R } from

{R,(zm)} and {Vn(mH)} following Eq. 3.

B.3 Important points for implementation

Here we mention important points for speeding up FPD method.

Cutoff for the computational range of order parameter

A

At B
jnHrange
R[n] 1|
jn . in X
jn-fange+1
f6) n > O| n-range+I in n+range >
CA DA
jn X jn
jr
(o]
) in > 0 in_ir >

Fig. 6 Relation between the coordinate of n-th support O, and the reference
coordinate O. A, Let the integer part of the center-of-mass position (Ry:
cross symbol) of n-th particle be (in, jn). B, C, We take the coordinate of n-th
support Op such that R,, is to be approximately in the center. D, Let a point
(i, j) on O, and denote the vector R,, to (i, j) as (dx, dy) and the point seen
from O as (ir, jr).

As we can see from Fig. 4.1A, ¢,, is sufficiently close to zero at a point roughly
diameter away from the center-of-mass position of n-th particle. Then, for numerical
efficiency, we compute ¢,, only for the points whose distance from R,, is less than
the diameter. We call the spatial region as “suport” of n-th particle. Practically,
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we implement the cut off for the order parameter in the following way.

Denoting the integer part of 2(a+¢€) as range and 2xrange as Nrange, we allocate
memory of 3-dimensional arrays with size Nrange? for every particles, n = 0,1, ..., N
(let the array be phi[n][i][j][k])). We store the values in the array such that the index
(i, j, k) for the arrays correspond to the reference coordinate O in the following way:
first we define the integer part of R, as (in, jn, kn) (Fig. 6A). O Next we set a
coordinate O,, whose origin is to be (in-range+1, jn-range+1, kn-range+1) and
call the coordinate for the support of n-th particle (Fig. 6B, C). Denoting arbitray
latice point of O, as (i, j, k), we define the spatial region within (i, j, k)€ [0,
Nrange-1]3 as the support of n-th particle. The above means that we take the
supports such that R,, is to be approximately in the center of n-th support (Fig.
6C). Letting the vector from R,, to an arbitrary point A: (i, j, k) on O, be (dx,
dy, dz), we compute the value of order parameter ¢, at (i, j, k) by phi[n][i][j][k]
= [tanh{(a — dz x dz + dy * dy + dz x dz)/&} + 1]/2.

Treatment of supports in MPI-parallel programming

In MPI-parallelization, we divide the total lattice (denoting the lattice size as (Nxg,
Nyg, Nzg)) along x axis into nump equal parts, where nump is the number of process
*4. Denoting the size of divided lattice as (Nx, Ny, Nz) = (Nxg/nump, Nyg, Nzg),
we let process myid (=0, ... , nump-1) deal with the lattice located in [myid*Nx,
(myid+1)*Nx-1]x [0, Ny-1]x[0, Nz-1] (where we take the reference coordinate O).
When we compute the order parameters or refer to their values, we only need to
consider the overlapped region between the supports of the particles and the lattice
that process myid deal with. Fig. 7 schematically shows this, where gray, light blue
and dark blue represent the region that process myid deal with, the region that
the supports occupy and the overlapped region between them, respectively. Cross
symbols represent the center-of-mass positions of particles. As we can see from the
figure, the particles that process nump deal with are those whose x coordinates (on
O) are in (-range+myid*Nx, range+(myid+1)*Nx-1].

(myid*Nx+Nx-1, Ny-1)
| L]

ra;ﬁge
<>
(myid*Nx, 0) range

Fig. 7 Relation between the region that process myid deal with and supports.

*4 We consider the case where Nxg is divisible by nump.
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Treatment of supports in GPU-parallel programming

In calculation related to order parameter ¢,,, we need to perform multi-loop cal-
culation for n and (i, j, k), where n is the index of particles and (i, j, k) is the
coordinate on supports. For example, in the case of Block ¢ (or, computation of
n(r) from ¢, (7)), a corresponding program in C language can be written as follows:

for(int n=0;n<N;n++){
double Rnx = R[n].x; double Rny = R[n].y; double Rnz = R[n].z;
int in = (int)Rnx; int jn = (int)Rny; int kn = (int)Rnz;

#pragma acc parallel loop collapse(3)
for(int i=0;i<N_range;i++){
int ir = i+in-range_ml; int irP = (ir+Nx)%Nx; double dx = ir - Rnx;
for(int j=0;j<N_range;j++){
int jr = j+jn-range_ml; int jrP = (jr+Ny)/Ny; double dy = jr - Rny;
for(int k=0;k<N_range;k++){
int kr = kt+kn-range_ml; int krP = (kr+Nz)}Nz; double dz = kr - Rnz;
if (range2<dx*dx+dy*dy+dz*dz) continue;
etalirP] [jrP] [kxrP] += (eta_c - eta_s)*phi[n][i][j][k];

}

where range2=2xrange, range_ml=range-1, and eta_s and eta_c are the viscosity of
a solvent and colloids, respectively. eta is viscosity field and initialized as etali][j][k]
= etas for all (i, j, k). See the above for the other notations. The number of
iteration of this multi-loop calculation is NxN_range®. For example, in Chap. 8, we
typically set N~4000 and N_range® = 162 ~4000. In this case, NxN_range? ~ 107.
To take advantage of GPU, it is desirable to parallelize the whole of the multi-loop
calculation, but we need to be careful upon implementation: Specifically, there is
the possibility that the lattice points which the different supports shares can be
refereed at the same time (see Fig. 8A2), which is not thread-safe *>. The simplest
way to avoid this problem may be to parallelize only the inside of the loop for n (see
the line where a OpenACC directive is inserted). However, with this parallelization,
we cannot expect a sufficiently efficient computation since the parallel number is
not large enough (N_range® ~4000).

To solve this problem, we split support into 8 equal-size parts as described
in Fig. 8B1, and perform a parallel computation with the parallel number
NxN_range?/8 for each parts. Specifically, we modify the above program as in the
below:

for(int b=0;b<8;b++){
int ib = b/4; int jb = (b%4)/2; int kb = bJ2;

#pragma acc parallel loop collapse(4)
for(int n=0;n<N;n++){
//the same as the above

*5 This problem is also the case for Block d.
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for(int i=ib*range;i<(ib+1)*range;i++){
//the same as the above
for(int j=jbx*range;j<(jb+1)*range;j++){
//the same as the above
for(int k=kb*range;k<(kb+1)*range;k++){
//the same as the above

where b is a label to specify the 8 divided parts. For example, in the case of b=2, the
right blue region in the figure 8C1 is the region refereed during parallel computation.
As described in Fig. 8C2, the calculation regions which belong to different supports
do not overlap because of repulsive interactions among the colloids, which allows

us to perform a thread-safe parallel computation.
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Fig. 8 A1 shows an illustrative figure of a support. The region where the
dashed line surrounds represents the part which the colloid occupies (o being
the diameter of colloids). If we parallelize the whole of the multi-loop calcu-
lation, there is the possibility that lattice points can be refereed at the same
time from the different supports (A2), which is not thread-safe. To avoid this,
we divide support into 8 equal-size parts as in B1, and we label the 8 divided
regions by b=0,1, ..., 7. The right blue region in C1 represents the calculation
region of b=2. As seen in C2, the calculation regions which belong to different
supports do not overlap because of the repulsive interactions among colloids.
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C Analysis of network structures based on a skeletonization
method

Fig. 9 A 3D reconstruction of confocal images in EXP1 at state point B (¢ =
10%, €8 = 6) at time ty /78 = 108. The image shows the positions of colloids
together with the surface of coarse-grained network structures at various times.
We also show an image of the coarse-grained network structure together with
the skelton (B), and an image of only the skelton (C).

One of the distinct features of a colloidal gel is the space-spanning nature of its
network structure. In order to capture the topological characteristics of the network,
we performed its analysis based on a skeletonization method, as follows. Since our
interest is not in the particle-scale structure, we first coarse-grain a phase-separated
structure composed of discrete colloidal particles into a continuous field by making
Gaussian blurring operation of the particles with the standard deviation of o /2.
Then we binarized the field by setting the half of the maximum value of the Gaussian
function as the threshold and obtained the continuous network domain structure
that is occupied by colloidal particles (see Fig. 9A). Next we extract the skeleton
of the network structure by applying a skeletonization algorism on the domain (see
Fig. 9B, C). Here we utilized a module in python’s package (skeletonize_3d in scikit-
image [212]) and the analysis was performed in the square lattice with 2562 pixels.
The ratio of the diameter of colloids to the pixel size was set as 0 = 7.4 pixels for all
the data (for both experiments and simulations). Denoting the set of the positions
of the skeleton as V', we define the total length of the skeleton ¢ as the total number
of the elements £ =3, |, 1.

If the distance between two different elements i, € V is within v/3x pixel, we
regard them as being connected. We denote the number of the connected compo-
nents as N.. Finally, we define the connectivity of i-th element, ¢;, as the number
of elements connected to element i. Then the “Genus number”, GG, which is the
number of holes in the network structure, can be obtained from ¢; and N, as:

C¢—2
G=Y_ 5+ Ne. (9)
eV
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D Direct observation of dynamic arrest due to colloidal

gelation

This section describes experimental results regarding mechanism of colloidal gela-
tion, which I obtained in my master’s research. I show the result here since it is
highly related to one of the subject of my phD study: phase separation dynamics
of colloidal suspensions.

D.1 Motivation

A gel is generally composed of a percolated network structure and a fluid, which
is the origin of the coexistence of elasticity and fluidity. The resulting mechanical
and transport properties play a crucial role in various applications, including foods,
tissues, inks, and cosmetics. However, the gelation mechanism has not fully un-
derstood yet despite intensive researches in the past. Colloid-polymer mixtures are
often used as a model system to study this type of gelation, in which we can precisely
control the phase behavior in terms of the colloid volume fraction ¢ and the polymer
concentration, which determines the strength of the attractive interaction between
colloids, € [13, 14, 21]. In the mixture, polymers are a hidden valuable controlling
the interaction potential between colloids via the depletion effect [21, 12]. When
€ is much larger than the thermal energy kT, gels are formed by cluster-growth
percolation [95] and the ratio between the microscpoic structre and the mechani-
cal properties are rather well understood especially for a dilute system (¢ < 1%)
[213, 214, 215]. On the other hand, when € is the order of several times of kgT', gels
are formed by an out-of-equilibrium process, i.e., arrested spinodal decomposition
and thus the resulting gels are in a non-equilibrium state [42].

Since the pioneering work on the phase demixing dynamics of colloid-polymer
mixtures [216, 12], many experimental studies have been performed: For example,
the important roles of collective dynamics in the colloid-rich domain has recently
been pointed out [217, 218, 122]. A recent development of confocal microscopy ob-
servation and its applications to colloidal systems allow to observe the gel network
structure and dynamics at a single-particle level. For example, microscopic details
such as dynamic heterogenities [219] and locally favored structures [101] were suc-
cessfully accessed. Furthermore, the precise comparison with confocal microscopy
observation, theory, and simulations has established that colloidal gelation indeed
happened in an unstable state via spinodal decomposition and the volume fraction
of the dynamic arrested phase directly measured exceeds ¢,. Thus, colloidal gel
is now a widely recognized as an out-of-equilibrium state resulting from interplay
between spinodal decomposition and vitrification: [14, 105, 42]. The most strong
evidence for the relevance of glass transition comes from the fact that ¢ > ¢, for
the arrested colloid-rich phase and the absence of crystalline order.

However, this is not the end of story since there still remains a few very funda-
mental questions: First of all, it is not clear how the colloid-rich liquid phase can
increase its volume fraction ¢ to reach ¢,. Furthermore, the concept of a glass is
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basically for a bulk system, but the network structure formed in colloidal gels are
often thin. Thus, it is not clear whether such a thin network structure can be simply
regarded as a glass or not. In this section, we study these problems experimentally
by confocal microscopy observation.

D.2 Method

Experimental method

To address the above issues experimentally, we need to follow the phase-demixing
process at a single particle level while tracking the trajectories of all particles from
the very beginning of demixing to the final dynamic arrest. This is quite challenging
experimentally: Firstly it is difficult to follow the phase demixing process just after
its initiation since this means that we must initiate the demixing without strong
perturbation to the system. Secondly, to follow the trajectories of all particles as a
function of time, we need very high spatial and time resolutions.

We have overcome these difficulties as follows. Firstly, we synthesize and use
core-shell colloidal particles only whose cores have fluorescent dyes to avoid mis-
tracking due to the overlap of fluorescent images (Fig. 3). We also used rather
large colloids with a diameter of o = 2.56um (the size polydispersity of 3 %)
and thus the Brownian time 753 = a?/6D, where Dy is the free-particle diffusion
constant and a = 0/2 is the radius of the particle, was estimated to be ~ 5.1 sec
*6. The region observed by confocal microscopy was 53.5 um? (2562 pixel), and
the time required for scanning this region was 8.08 sec (~ 1.67). This allows us
to track the trajectories of all particles continuously without mis-tracking while
simultaneously observing the change of the overall network structure. In order
to induce controllable attractive interaction (depletion interaction[20, 21]), we mix
colloidal suspension with polystyrene with a molecular weight of 8.4 x 10° Da.
The the range of the depletion interaction to the colloid diameter, A = 2R, /0o, is
approximately A ~ 0.08. We mix colloids, polymers, and a mixture of cis-decalin
and cyclohexyl bromide, whose density and refractive index are simultaneously
matched with those of colloids. Thus the effects of gravity and the van der Waals
interaction between colloids can be ignored.

Secondly, we have employed a salt injection method to initiate phase separation.
This protocol allows us to initiate phase demixing almost instantaneously and gently
at time zero, without harmful perturbation such as hydrodynamic flow induced by
mixing of samples. See Sec. 3.1.3 for the detail of this method and the definition of
the onset time of demixing ¢y, = 0.

The results shown below are obtained for colloidal suspensions with the volume
fraction of 10% < ¢ < 20% and the polymer concentration C, = 0.5 g/L.
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Fig. 10 The temporal change of “diffusion constant”. A. The mean
square displacement (MSD) for different reference time tw. The red line in
the figure is MSD of a free particle. Here we show the experimental result
at ¢ = 11.1%. Panel B shows the temporal change of “diffusion constant”
D, obtained by linear fitting for short time behavior of MSD (specifically,
At/ < 10). Here D is scaled by diffusion constant of a free particle, Dy.

Particle tracking and mobility of the system

As we mentioned in the above, we set the time window of the observation as
Atgsean = 8.08 sec, which is around the free diffusion time of the colloid (Atscan /T8 ~
1.6). Thus, we can track the trajectories of the colloids throughout the phase-
demixing process. We reconstruct the trajectory of the i-th particle by linking
the position at time ¢, R;(t) with the positions of the particles at the next time
step, {R;(t + Atscan)};: Specifically, we identify the j-th particle which minimizes
|R;(t + Atscan) — R;(t)| with i-th particle.

With the above method, we can obtain the displacements of particles for time
interval At = nAtscan (n being an integer), AR;(t) = R;(t + At) — R;(t). Here we
consider the case of aggregation kinetics at ¢ = 11.1% as an example. Fig. 10A,
shows the mean square displacement (MSD) (| R;(t, + At) — R;(ty)|?) for various
reference time t,,. Here we can see that MSD shows a linear behavior for small At,
and the perfactor decreases as the reference time increases, which reflects slowing
down of the diffusion motions due to aggregation of the particles. For large At,
we can see that MSD deviates from linear behavior, but this is just because the
slow motions of the colloids at late stage are statistically significant in this time
regime. From the above, as far as focusing on a relatively short time region such
as n < 10, we may regard that MSD is proportional to time. Thus, we may use
the corresponding diffusion constant, D(ty,) as a physical value to characterize the
mobility of the system. Fig. 10B shows the time evolution of D(t,). At early time

*6 More precisely, it corresponds to the Brownian time at temperature T = 26°C and the
polymer concentration Cp = 0.5 g/L. Because we fix T and C}, at these values in this
chapter, we may regard 7g as constant.
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of observation (¢t < 0), we can see the behavior that D inceases suddenly from
a almost constant value, which corresponds to a screening process of electrostatic
repulsion (see Sec. 3.1.3). After that D reaches maximum at around t, ~ 0 and
decreases with time, from which we can confirm that the definition of the onset
time of aggregation discussed in the above works well.

D.3 Results

Three time regimes and introduction of “arrest time"
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Fig. 11 Temporal change of the characteristic wavenumber at various
volume fractions. The red line represents a slope with 1/2.

To identify the time when dynamic arrest takes place during the phase demixing
process, we first calculate the characteristic wave number (g(t)) (see Sec. 5.3.1 and
3.1.5 on the definition of (g(¢))), which is roughly the inverse of the characteristic
size of the phase-separated structure. We show in Fig. 11 the temporal change in
(q(t)) for various ¢’s. We can see that there are three time regimes: (1) the early
stage where (¢(t)) is almost constant with time. This is characteristic of the early
stage of spinodal decomposition known as the Cahn’s linear regime [20], supporting
the claim that colloidal gelation is initiated by spinodal decomposition. (2) the
domain growth (or, coarsening) regime, where (¢(t)) decreases with time as t=1/2.
(3) the final arrest regime, where the coarsening slows down and tends to stop and
{q(t)) approaches a plateau value. The departure from the power-law growth of
domains or networks indicates that the coarsening is arrested by some mechanism.
Here we define the onset of the dynamical arrest as t, and refer the time region
tw > t, to the aging regime.

Visualization of network structure

Now we show the time evolution of the 3D structure of the colloid-rich liquid
phase in Fig. 12. To visualize the network structure of colloidal gel, we show the
surface of coarse-grained network structure (colloid-rich phase: the blue translu-
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Fig. 12 The time evolution of 3D structure. The blue translucent part in
the image represents the surface of coarse-grained network structure (colloid-
rich phase). The particles which constitute tetrahedral structure are displayed
as black spheres (the others being labeled in white).

cent part) together with the positions of colloids (spheres). Here we display the
strongly packed particles in black and the others in white. See the later section
“Structural analysis” for the detailed definition of labeling of the colors. We con-
stract the colloid-rich phase in the following way: First we replace discrete colloidal
particles at positions {R;}; by continuous Gaussian fields and represent the spa-
tial distribution of colloids by a continuous field ®. Specifically, we constract ®
as ®(r) = >, exp(—|r — R;|*/2)?). Then, we define “colloid-rich phase” T' as
I'={r e V|®(r) > &y} (V being the whole space of the scanned box). Here we
set &g = exp(—A2/2)?) = e~/2 and A = 1.230, which corresponds to the location
of first minima of radial distribution function observed in late stage (t. < ty).

In Fig. 12, we can see that space-spanning network structure is formed at the
very beginning of phase demixing, and coarsens with time. From the particle color
(or, fraction of the black particles), we can also find that densification in network
structure progresses with time *7.

Cooperativity in particle motion

We can expect that the densification leads to the increase in the cooperativity in
particle motion. This we confirm from a snapshot of particle motion. An example is
shown in Fig. 13A. To quantify this, we calculate a correlation length £ related with
directions of motion of particles in the following way. We first define “velocities” of
particles as V;(ty) = AR;(ty)/At. Here we set At = Atgean (or, n = 1) *®. For a
set of {(7,7)} satisfied with r» < |R;(tw) — R;j(tw)| < r+ Ar, we take an average on
cos0i; = Vi(tw) - Vj(ty), and just wrote the average as (cos ) (r, ty,) where where
V; is unit vector of V;. As an example, we show (cos8) for ¢ = 11.1% in Fig. 13D,

*7 The densification process can be confirmed from the time evolution in the fraction of the
volume of colloid-rich phase |I'|/|V|, where we observe that |T'|/|V| monotonically decreases
with time. We don’t show the corresponding graph here since I' is very sensitive to parameter
setting (Po and A).

*8 We perform the same analysis for n = 1,...,5, but no significant difference in & has not
been confirmed for tw < t.. However, we find that behavior of £ after arrest time (ta < tw)
strongly depends on the choice of n.
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Fig. 13 Cooperativity in particle motion. A. An example of 3d structure
of colloids (tw/m8 = 388). The red arrows shown on each particles represent
displacement vectors, AR;(ty). For visualization, the length of the arrows is
normalized by an arbitrary value. Panel C is an enlarged image of the part
surrounded by a dashed line in panel A, where we can see that particles are
moving cooperatively. For comparison, we show the same image at t,, = 0 in
panel B, where we can see that particles are moving randomly. D. Spatial
correlation of the direction of particle motions. Here we show the result at
¢ = 11.1%. E. The time evolution of correlation length £ for various volume
fractions.

where we can see that (cosf) decays approximately exponentially with respective
to 7. We determine £(ty) by fitting (cos ) (r, ty) with exp(—r/&(ty)).

We show the temporal change in £ in Fig. 13E, where we can see that £ grows
rapidly in the early stage but stops growing rather abruptly around the arrest time
tw ~ ta (indicated by the star symbols). This crossover behavior can be regarded
as a manifestation of the freezing of particle motion in the network structure and
the resulting emergence of the rigidity.
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Structural analysis

To explore the structural origin of the rigidity, we study the local structural ar-
rangement of the network microscopically. Firstly, we show the temporal change
of interparticle bonds per particle, ny,. Here we regard that two particles have a
bond if the center-of-mass distance is smaller than 1.230. The result is shown in
Fig. 14A, where we can see that ny, grows before arrest time and the speed of the
growth slows down after arrest time. We can also see that in the entire time range
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Fig. 14 Amnalysis of local structure. A. The temporal change of interparti-
cle bonds per particle, ny,. B. The temporal change of the fraction of particles
with tetrahedral structures. The star symbols correspond to arrest time.
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Fig. 15 Correlation between local packing and mobility of particles.
A. By performing Delaunay tessellation for the center-of-mass positions of
particles, we can relate a Delaunay cell to four particles in the corners of the
cell (blue spheres). To see link between local packing and mobility of particles
in a qualitative way, we consider a solid angle € (light green part) which the
displacement vectors of four particles (red arrows) constitute, and examine
correlation between () and the volume of the corresponding cell, v. B represents
the average of () for a constant v at various time. Here v is normalized by the
volume of regular tetrahedron with length o on one side. In this figure, we
only show the result at ¢ = 11.1%. The arrest time at this volume fraction is
ta/m8 ~ 100.
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Fig. 16 Relation between local structure and particle mobility. The
brown and blue line represent the effective diffusion constant D of particles
for involved and not involved in tetrahedral structures, respectively. The black

line is D for all particles. Here we show the result at ¢ = 11.1% and the
corresponding arrest time is t, /78 ~ 100.

of the observation, ny, < 7, indicating that most particles are located in the domain
interface. This means that analysis methods developed for bulk systems such as
the local bond order parameter analysis cannot be applied to our results. Then,
we focus on a compact tetrahedral structure made of four mutually bound parti-
cles, since it has a smallest rigid structural unit. We show the fraction of particles
involved in tetrahedral structures in Fig. 14B. During the process of network coars-
ening, the fraction of particles in tetrahedral structures grows dramatically, but it
is saturated around the arrest time and finally reaches the plateau. This implies
that the formation of local structures of mechanical stability plays an important
role in the slowing down of macroscopic structural change.

To see this link between structure and dynamics in more detail, we analyze the
correlation between the local packing and the mobility of particles. Figure 15B
shows the relation between the volume of a Delaunay cell and the coherence of
the motion of particles contained in the cell. Here € is the solid angle made by
the displacement vectors of four particles in the corners of the cell (see Fig. 15A).
Thus, the smaller 2 means the higher coherency of the directions of particle motion.
The results clearly show that particles packed more densely exhibit more coherent
motion. After the arrest time, there is little change in this relationship, indicating
that that highly packed dense local structures tend to be retained for a long time,
or stable.

Dynamics in aging regime

In the above, we have seen that slowing down of phase separation dynamics is
triggered by the formation of locally stable densely-packed structures in colloid-
rich phase. Here we mention roles of locally stable structures after the dynamics
arrest, i.e., in the aging regime. In Fig. 14B, we can see that the number of
particles not in tetrahedral structures decreases with time, but very slowly, in the
aging regime. As shown in Fig. 12, the characteristic wave number slowly deceases
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Fig. 17 Rupture of network arm observed in aging regime.

in the aging regime, implying that the slow increase in locally stable structures may
be related to macroscopic structural change of the network in aging regime.

To see this, we calculate the effective diffusion constant of particles for both
involved and not involved in tetrahedral structures. As shown in Fig. 16, particles
not in tetrahedral structures are more mobile than the ones in them even after the
dynamic arrest. We examine where these highly mobile particles are located in
the network and find that a part of them are located in network strands that are
under tension and going to be ruptured (see Fig. 17). This rupture is considered
to be induced by mechanical tension acting on network arms as a consequence of
densification in colloid-rich domain. This suggests that the topological structure
of the network is selected mechanically to satisfy the mechanical force balance
condition. However, such structural changes in network structure is rare events for
our observation window. To gain better understanding of the above mechanism,
we need large scale experiments to evaluate these rupture events with statistical
significance.

D.4 Summary

To summarize, we have succeeded in following the gas-liquid phase separation and
the resulting gelation process of colloidal suspensions interacting with short-range
attraction (interaction range: A = 0.08) while tracking the trajectories of all par-
ticles from the beginning to the final arrested state. We find that there are three
regimes: the early linear regime, the coarsening regime characterized by the growth
exponent of 1/2, and the aging regime, and successfully identify “arrest time” t,,
at which phase separation dynamics significantly slows down. Concerning the final
dynamic arrest, we observe that the fraction of locally stable densely packed struc-
tures rapidly increases towards arrest time, and the trend slows down after arrest
time. This indicates that the dynamic arrest is a consequence of phase separation
dynamics hindered by the formation of locally stable rigid structures.
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