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ABSTRACT

Colloidal or nanoparticle mobility under confinement is of central importance for a wide range of physical and biological processes. Here, we
introduce a minimal model of particles in a hydrodynamic continuum to examine how particle shape and concentration affect the transport
of particles in spherical confinement. Specifically, an immersed boundary-general geometry Ewald-like approach is adopted to simulate the
dynamics of spheres and cylinders under the influence of short- and long-range fluctuating hydrodynamic interactions with appropriate
non-slip conditions at the confining walls. An efficient O(N) parallel finite element algorithm is used, thereby allowing simulations at high
concentrations, while a Chebyshev polynomial approximation is implemented in order to satisfy the fluctuation-dissipation theorem. A
concentration-dependent anomalous diffusion is observed for suspended particles. It is found that introducing cylinders in a background of
spheres, i.e., particles with a simple degree of anisotropy, has a pronounced influence on the structure and dynamics of the particles. First,
increasing the fraction of cylinders induces a particle segregation effect, where spheres are pushed toward the wall and cylinders remain near
the center of the cavity. This segregation leads to a lower mobility for the spheres relative to that encountered in a system of pure spheres at
the same volume fraction. Second, the diffusive-to-anomalous transition and the degree of anomaly quantified by the power law exponent in
the mean square displacement vs time relation both increase as the fraction of cylinders becomes larger. These findings are of relevance for
studies of diffusion in the cytoplasm, where proteins exhibit a distribution of size and shapes that could lead to some of the effects identified
in the simulations reported here.

Published under license by AIP Publishing. https://doi.org/10.1063/5.0002906

I. INTRODUCTION of intracellular metabolic, translational, and locomotion processes,

to name a few.'' ' Interestingly, particle diffusion in these con-

Colloidal and nanoparticle diffusion in confined environments fined systems is often found to be severely hindered and anoma-

arises in a wide range of scientific and engineering systems, includ- lous."””"” The mechanisms behind those observations, however,
ing living cells, mesoporous materials, and microfluidic devices.' remain poorly understood.

It is also of interest for energy generation processes that rely on Several studies have examined particle mobility in living

salinity or electrostatic gradients in pores.” '’ In the particular case cells’””" by relying on Brownian dynamics (BD) simulations. In

of the cytoplasm, the diffusion of biomolecules underpins a variety such studies, biological macromolecules have been represented as
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spheres, and numerical simulations have found evidence of hin-
dered diffusion, in agreement with experimental results. Major-
ity of previous studies, however, have failed to consider hydrody-
namic interactions (HIs) between particles or between particles and
the confining walls, and the presence of boundaries has shown to
affect the particle mobility.”>”’ Some exceptions are provided by
the work of Ando and Skolnick’* and Chow and Skolnick,”” who
included hydrodynamic interactions between particles but did not
enforce the no-slip boundary condition at the walls. More recently,
Stokesian dynamics (SD) simulations of spheres by Aponte-Rivera
et al.””" considered both far- and near-field (lubrication) hydrody-
namic interactions (HIs) between particles and walls. The authors
demonstrated that HIs have a pronounced influence on the local
structure and the short-time and long-time diffusive behavior of par-
ticle suspensions. The framework employed by these authors relied
on SD and was restricted to a homogeneous system of spherical
particles.”

Recently, we have introduced an efficient computational
approach in order to overcome some of the limitations of other
available numerical approaches for hydrodynamic interactions. In
particular, this approach can be easily extended to particles of
arbitrary shape dispersed in a confined geometry also of arbitrary
shape.” ” An Immersed-Boundary (IB) method is used to repre-
sent the suspended finite-sized particles. A parallel Finite Element-
General geometry Ewald-like method (pFE-GgEm)™* is used to cal-
culate the confined Green’s functions, which relies on a Chebyshev
polynomial approximation to satisfy the fluctuation-dissipation the-
orem. In our recent work,”’ we relied on this approach to compare
the structure of pure spherical and pure cylindrical particles con-
fined in a spherical cavity. It was found that cylindrical particles
diffuse slower as compared to spherical particles of the same volume
and at the same volume fraction and that for cylinders, the transi-
tion from the diffusive to the sub-diffusive regime occurs at a lower
volume fraction.

The studies mentioned above focused on pure spheres or cylin-
ders confined in a spherical cavity. The more relevant case of mix-
tures of spheres and cylinders was not considered. Indeed, in appli-
cations (e.g., cytoplasm or colloidal suspensions), one rarely deals
with systems of pure mono-disperse spheres, and it is, therefore,
of interest to consider how mixtures behave relative to their pure
counterparts. Note that limited experimental evidence with mixtures
of particles of different sizes and shapes indicates that cells exhibit
preferential accumulation of some particles near the nucleus.’”” In
those cases, size-based segregation was explained on the basis of a
“sieving effect” that has been advanced in the dry granular segrega-
tion literature.”””* An explanation for shape-based segregation was
not proposed in that work. Other experimental studies, including a
study of centrifugation of colloidal rods and spheres’ and a study in
which milli-meter sized glass beads and rods were subject to strong
vibration,” have also reported segregation effects based on particle
shape and proposed that hydrodynamic forces based on the different
shapes contribute to that segregation.

Our particular goal here is to provide a standard against which
past and future observations of segregation and diffusion can be
compared by simulating mixtures of particles of equal volume
but having a spherical or a cylindrical aspect ratio hc/r. = 2. By
doing so, we seek to rationalize past reports with new evidence
for size-based segregation and mobility gradients in systems where
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dimensions and interactions are perfectly controlled, thereby elimi-
nating or avoiding some of the complexity that arises in laboratory
experiments. The outline of this paper is as follows: in Sec. II, we
describe our numerical setup and methodology. Our results on the
structure and dynamics of mixtures of spheres and cylinders are pre-
sented in Sec. III. We conclude the manuscript with a discussion
of our findings in Sec. [V, along with a possible outlook for future
studies.

Il. MODEL AND METHOD

The system considered here consists of N semi-rigid particles
embedded in a viscous fluid of viscosity # that are enclosed in a
spherical cavity of radius R. The equations of motion under the
condition of zero Reynolds number and zero Stokes number are
given by

F' 4+ FO+ B+ FY =, 1)

where F? is the 6N vector containing the hydrodynamic
force/torque, F? is the Brownian force/torque, FC is the force/torque
containing configuration terms, F represents force/torque
excluded volume contributions, and F* includes any external
force/torque.

Evolution of the suspended particles, using Eq. (1), is achieved
using the grand mobility or resistance tensors that relate the hydro-
dynamic force/torque with the translational and rotational velocities
of the particles.”” ™ Approaches such as SD*’"*° and boundary inte-
gral methods (BIMs)’ " are used extensively to solve the “mobility
problem.” The regularized Stokeslets, ** the accelerated BIM," and
the Immersed Boundary (IB)***"** provide examples of numerical
methods developed to improve computational efficiency by sim-
plifying or avoiding the calculation of the single- and double-layer
hydrodynamic potentials of suspended particles. On the case of the
Immersed Boundary (IB) approach, the surfaces of the suspended
solids are represented by a distribution of discrete force densities on
a surface mesh (Ng immersed boundary nodes) that, together with
a surface force description and Stokes equations, leads to the evo-
lution of the suspended particles. The above mentioned approach is
used in this study.

As in the boundary element method,”” in our simulations, the
surface of each particle is discretized into a set of Nig nodes con-
stituting a mesh (see Fig. 1). In order to maintain particle shape,
volume, and surface, we define a spring potential on the surface
nodes. Next, the force balance on each particle translates into Nig
surface nodes as follows:

14 8 4 €+ £V = 0, (2)

foreverynodev=1,..., N, where ffl is the hydrodynamic force, ff
is the Brownian force, fvC is the constitutive force, and ff V' is the force
from all excluded volume interactions, including particle-particle
and particle-wall.

The probability distribution function for the surface mesh posi-
tions in a Lagrangian frame of reference evolves according to a
convection-diffusion equation of the Fokker-Planck type.”" We
assume a continuous probability density and use the Chapman-
Kolmogorov equation white noise to obtain an equivalent stochastic
differential equation for the motion of the mesh points,”
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IB-sphere
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P =NJ/N, =75% Cav|ty
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l! DoF_, =2x10° N

FIG. 1. Snapshots of the spherical cavity of radius R containing spherical and cylin-
drical particles with ¢y = 0.2 for fraction of cylinders y = Nc/Nt being 0.25 and
0.75. The spherical particles radius is rg, while the size of the cylindrical particles
is determined by r¢ and he. The surface of the particles is given by a collection of
discrete nodes that are connected to six neighbors, similar to boundary element
discretizations, and with a characteristic node separation of a ~ h ~ Elgl. A repul-
sive Lennard-Jones excluded volume is included on each surface node, shown
schematically in the particles’ cross section by the black circles. The characteristic
size of the repulsion is given by o = 2.2a.

19}
dR:[U0+M~F+ﬁ

D]dt +V2B - dw, 3)
where U denotes a 3(N x Nig) vector of the unperturbed fluid veloc-
ity generated by external pressure differences or shear at the mesh
point positions; M is the mobility tensor that includes Stokes’ drag
and the pair-wise Stokeslets accounting for the hydrodynamic inter-
actions between mesh points; D = kgTM is the (3N x Ni) x (3N
x Nig) diffusion tensor; F is a 3(N x Njg) vector of the non-
Brownian and non-hydrodynamic forces; kp is the Boltzmann con-
stant; T is the temperature; M - F is a convection term that repre-
sents the bead velocities arising from hydrodynamic interactions; the
divergence of the diffusion tensor, (% - D, is the first diffusive term
resulting from the configuration-dependent mobility of the confined
mesh points; dW is a random vector, the components of which are
obtained from a real-valued Gaussian distribution with zero mean
and variance dft, and it is coupled to the diffusion tensor through the
fluctuation-dissipation theorem, D =B - BT; and finally, the second
diffusive term, \/2B-dW, represents the Brownian displacement
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that results from collisions between mesh points and the surround-
ing (implicit) solvent.

The main challenge in simulating a stochastic process using
Eq. (3) is the fact that the mobility tensor, M, cannot be constructed
explicitly under confinement for arbitrary geometries. This implies
that the fluctuating velocity, U, the divergence of the diffusion ten-
sor, V - D, and the diffusion tensor decomposition, B, must be imple-
mented in a way such that the scheme is matrix-free. To address
this issue, we have developed an efficient O(N) numerical algorithm,
parallel Finite Element-General Geometry Ewald-like Method (pFE-
GgEm).” The algorithm uses (i) the General geometry Ewald-like
method (GgEm)™°® for a matrix-free product of the mobility ten-
sor with any vector, M - F; (ii) a mid-point algorithm, proposed by
Fixman,”’ that avoids the explicit calculation of V - D; and (iii) a
Chebyshev polynomial approximation for the B - dW product that
uses GgEm to avoid the explicit calculation of D. The algorithm is
able to handle arbitrarily shaped confining walls.

Each particle in the simulation is represented by a discretized
surface, and the force distribution on these moving particles is
discretized into distribution of regularized point-forces. Using the
Immersed Boundary (IB) method,™ the force distributions at these
particles is discretized into a distribution of regularized point-forces.
In particular,

N
Pl () = > £56m(x - x,), 4)
v=1

where f{ represents the constitutive force acting on vth surface node
(point force with an excluded volume of radius a), Nip represents the
number of surface nodes that are used to represent the suspended
finite-size particles, d1p is the modified Gaussian regularization func-
tion. The regularization parameter & in d1p is related to the charac-
teristic length 4 for the node spacing on the particle surface, i.e., &8
~h™' ~ a”!. By doing this, we ensure that the regularized force on
each node is spread over the length scale of the associated surface
elements to prevent fluid from “penetrating” the particles. Further
details about simulations are available in Refs. 28 and 30.

Here, we consider particles to be “semi-rigid,” and the nodes
on a particle are linked to each other by a spring, whose stiffness sets
the rigidity of the particles. To conserve the shape of the particle,
surface nodes are also connected to the center-of-mass of the particle
by a spring. We assume each of these springs is linear, and the force
acting on the point v by the point g is given by

X
fxf[i = k(rvy - qo)ﬂ, (5)
rv,,

where k and g are the spring constant and the equilibrium spring
length, respectively, for each specific node pair, x,, = X, — x, and ry,
= [xyl-

The volume of spheres and that of cylinders are the same. Each
surface node is linked to the neighboring node as well as to the
center-of-mass point of the particle using an elastic spring with stift-
ness k. A spring network is formed for every particle, which results
in an internal nodal force that resists deformation and maintains
its shape. At the same time, a repulsive Lennard-Jones (L]) poten-
tial is used for particle-particle and particle-wall excluded volume
interactions. The ratio between mesh and particle size controls the
number of surface nodes on each particle. Increasing the number of
nodes improves accuracy but also increases the computational cost.
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In a previous study,”’ we showed that a spring stiffness k = 200 is
sufficient to simulate “semi-rigid” particles, where despite the high
concentration of particles, excluded volume interactions do not alter
the particle shape. In addition, we found that particle discretiza-
tion at the level of Nz = 20 is enough to avoid fluid penetration,
satisfy Stokes’ law, and provide the correct diffusional behavior. In
this work, however, we use spheres and cylinders discretized with
Nip = 88 to ensure extremely high accuracy.

In what follows, the characteristic units are a for length,
a*C/kgT for time, kgT for the energy, and kgT/a for the force. {
the node friction coefficient is related to the fluid viscosity # and
a through Stokes’ law, i.e., { = 67114, and the unit diffusivity, Dy, is
defined as the diffusivity of a sphere in an infinite fluid with viscosity
1, 1.e., Do = kzT/6mna.

lll. RESULTS

We consider different particle mixtures of spheres and cylin-
ders suspended in a Newtonian viscous fluid within a spherical cav-
ity of radius R = 15. The spherical particle has a radius s = 3, leading
to a hydrodynamic volume of Vi = 4/3777. The cylinders have an
aspect ratio of 2, i.e., h. = 2r,, where r. = 2.62 is the radius and A, is
the height.

In our semi-rigid particle model, there are two ways to define
the particle concentration in a cavity of volume V. A hydrody-
namic volume fraction can be defined as ¢ur = Ny Vui/V; a sec-
ond one is based on the excluded volume, ¢rv = N1 Vgy/V, where
for spheres and cylinders, we have Vey = 4/37n(rs + a)3 and Vgy
= n(rc + a)?(hc + 2a), respectively. In the remainder of the article,
we will use the hydrodynamic volume fraction ¢up (referred to as
¢ in the rest of the paper) to denote the concentration of the parti-
cles. In this work, we explore ¢ = [5%, 10%, 15%, 20%]; this would
correspond to gy = [12%, 24%, 36%, 48%]. Figure 1 shows several
details of our simulations and representative snapshots for ¢ = 0.2
with different cylinder fractions.

A. Structure of sphere and cylinder mixture

We begin by analyzing the structure of mixtures through the
local particle number density. To calculate it, the spherical cavity
is discretized into m evenly spaced spherical shells along the radial
direction, leading to a shell radius of the ith shell that is given by b;
= (i + 0.5)R/m. The particle number density is then given by n(r;)
= (N(r;)/ Vi), where N(r;) is the number of particles in the ith shell
with volume V; and is at a distance r; from the center of the cavity; ()
represents the ensemble average over time. We calculate the number
density for all particles, only spheres, and only cylinders, and denote
them by nr, ns, and nc, respectively.

Figure 2 displays the number density for particles within the
cavity for various particle concentrations ¢ and different fractions
of cylinders for each ¢. Figure 2(a) shows the bare number density
nr(r) for all particles within the cavity for various particle concen-
trations ¢ and different fractions of cylinders y. Cases with y = 0%
and 100% refer to packings with pure spheres and cylinders, respec-
tively. A common observation is that a peak in ny(r) appears close
to the wall along with another peak close to the center of the cav-
ity. These undulations in density nr are nearly absent for the case
of ¢ = 5% and grow with an increase in the volume fraction. For
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¢ = 10%, 15%, the peak near the center grows taller with y. At the
highest concentration of ¢ = 20% considered here, we observe a lay-
ered structure with two distinct peaks at r = 3 and 10, along with
a depletion zone in the regions r < 2 and 5 < r < 7. This depleted
region is highlighted by the gray shaded region. Note that the posi-
tion of the peak close to the center is nearly similar for the pure
sphere and cylinder cases, and it shifts inwards for intermediate
Y cases, hinting that the mixed cases exhibit a different structure
from the pure cases. These observations are consistent with previ-
ous studies.””"" Tt is important to mention that the layered structure
has a strong dependence on the cavity size and more precisely on
the relative size of the cavity and that of the particles, as shown
previously.””’

For a better comparison between all particle concentrations, in
Fig. 2(b), we show the scaled number density nt/max(nr) for vari-
ous particle concentrations ¢ and different fractions of cylinders y.
Once again, cases with ¥ = 0% and 100% are also shown. For a low
concentration, ¢ = 5%, the peak in scaled number density near the
wall as well as at the center is independent of y, while it decreases
with v in the bulk. For a particle concentration ¢ = 10%, the scaled
density is higher at the center compared to the wall, which gets nar-
rower with an increase in . A similar observation can be drawn for
the case with ¢ = 15%. Interestingly, for these two particle concen-
trations (especially for ¢ = 15%), the density of particles near the
wall and the center of the cavity is most symmetric for the case of
¥ = 0%, i.e., the one with pure spheres. The difference between the
two peaks actually increases with an increase in y, hinting that the
alignment of cylinders can affect the way in which particles pack.
This observation also implies that the addition of cylinders enhances
the heterogeneity in the local packing or density. At the highest par-
ticle concentration ¢ = 20%, for the layered structure, the differences
between the heights of the two peaks (at the center and wall of the
cavity) actually decrease with y.

To further understand the local particle density, we analyze the
relative density of spheres and cylinders. Figure 2(c) displays the
number density of spheres relative to the total density as a func-
tion of r for various values of ¢ and y = 25%, 50%, and 75% for
each case. We observe that the scaled sphere density relative to the
total number density ngs/nr is highest close to the wall and decreases
with an increase in the fraction of cylinders. ns/nr decreases with
an increase in the fraction of cylinders in the bulk and is always
greater than zero for low particle concentrations ¢ = 5% and 10%.
ns/nt becomes zero for higher particle concentrations ¢ = 15% and
20% at large cylinder fraction (75%); only cylinders are found in
this range of r, as confirmed by nc/nr being equal to 1, as shown
in Fig. 2(d). These two observations demonstrate that only cylin-
ders are present in the interior of the cavity and that spheres are
close to the wall. Another point to note is that the numerical val-
ues of the scaled densities for ¥ = 25% and 50% in the bulk are
more “separated” compared to the differences between ¥ = 50%
and 75%.

These results serve to establish the equilibrium segregation of
spheres to the walls induced by a subtle difference in particle shape
but for the same particle volume. As a side note, we mention here
that the difference in particle volume may not be the only reason for
the observed segregation in experiments.””

Next, we analyze the orientational order parameter for differ-
ent particle concentrations and cylinder fractions. The orientational
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FIG. 2. Particle number density in the mixture of spherical and cylindrical particles within a spherical cavity of radius R = 15 as a function of radial distance. The radii of
spheres and cylinders are rs = 3 and r¢ = 2.62, respectively. The cylinder has an aspect ratio of 2, i.e., he = 2r¢ = 5.24. (a) Number density of all particles scaled with the
maximum density ny/max(nr) for particle concentrations ¢ = 5%, 10%, 15%, and 20% (from left to right). (b) Relative number density of all particles scaled with the maximum
density nt/max(nr) for particle concentrations ¢ = 5%, 10%, 15%, and 20% (from left to right). For each particle concentration, different fractions of cylinders y are displayed
along with the pure sphere (0%) and pure cylinder (100%) cases. (c) Relative number density of only spherical particles scaled with the total density ns/nr for various particle
concentrations ¢ = 5%, 10%, 15%, and 20% (from left to right). (d) Relative number density of only cylindrical particles scaled with the total density nc/nr for various particle

concentrations ¢ = 5%, 10%, 15%, and 20% (from left to right).

order parameter is defined as A = 1(3 cos® 8—1), where cosf=m - n
/(Jm| - |n]), m is the vector parallel to the centerline of the cylinder
and n is the vector connecting the cavity center and the cylinder’s
center-of-mass. A parameter A is often used in liquid crystalline

systems to quantify the nematic ordering;

59,6

’ A = 0 corresponds to

a random/disordered configuration, whereas A is unity for ordered
morphologies, with the cylinder axis being coaxial with the radial
direction of the spherical cavity (radial phase), and A = —1/2 when
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all cylinders are aligned transversal to the radial direction (concen-
tric phase). Figure 3 displays A for various particle concentrations
with different fractions of cylinders. A common observation is that,
very close to the wall, the order parameter is A = —1/2 irrespective
of the volume fraction, indicating a concentric phase close to the
wall. We also find that A fluctuates around zero in the bulk for low
volume fractions, i.e., ¢ = 5%, 10%, indicating a disordered config-
uration of cylinders. For moderate concentrations, ¢ = 15%, A is
zero close to center and is negative with an increase in r, reaching
a minimum and increasing further with r to reach a maximum value
of 0.5; A then decreases with r reaching —0.5 close to the wall. For
the highest concentration, we find that A = —1/2 both at the cen-
ter and close to the wall, and we also find a depletion zone with no
particles for r < 2. For this concentration, we find another ordered
state with A ~ 1 in the region 7 < r < 10. The ordered morphology
arises from segregation in the cavity. At the highest volume fraction
¢ = 20%, the cylinders display ordered morphologies, i.e., perpen-
dicular to the radial direction very close to the wall and parallel to
the radial direction for 7 < r < 10. With an increase in vy, the cylin-
ders push the spheres to the wall in order to minimize free volume
and gain orientational order.

Excluded volume potential calculations yield 10.88kpT for a
single sphere, 2.3kpT for a cylinder oriented perpendicular to the
cavity wall, and 1.01kpT for a cylinder oriented parallel to the cavity
wall. These numbers imply that the cylinder oriented parallel to the
cavity wall (A = -0.5) would be the most preferable configuration,
which explains A = —0.5 irrespective of the volume fraction ¢ and
fraction of cylinders y.
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We have shown that the confinement induces a structure that
propagates from the cavity wall toward the center, whose length
scale is not only controlled by the particle concentration but also
by their shape. At low volume fractions, both the spheres and the
cylinders are found in the bulk with cylinders oriented parallel to
the cavity wall and a disordered configuration in the bulk. As the
volume fraction increases, the cylinders at the wall still prefer to be
oriented parallel to the cavity wall. An ordered configuration begins
to emerge adjacent to this layer, that aligns almost perpendicular to
the layer at the wall. Next, in an ordered state that is concentrically
aligned along the radial direction (similar to that at the wall), these
cooperative effects in the ordering of cylinders in the bulk cause the
spheres to segregate to the cavity wall. Also note that, even though
we demonstrate the layering of particles in the density profiles and
structure in the orientational order parameter, the system is not crys-
talline; instead, it is still fluid-like, and particles diffuse throughout
the system, as discussed in Sec. I1I B.

B. Local mobility of the particles in the cavity

. . . 61-65 .
As mentioned earlier, recent experiments’ °~ and simula-

tions”™”" suggest that confinement can lead to anisotropic self-
diffusion, which is not the case for unconfined suspensions. In an
unconfined suspension, the mobility depends only on the volume
fraction and the absolute position of particles does not contribute
and all relative separations between particles are equally probable.
To examine this, mobilities (short-time diffusivity) in both the radial
and tangential directions are calculated using the Einstein-Stokes

FIG. 3. Orientational order parameter A of cylindrical parti-

cles within a spherical cavity of R = 15 as a function of radial
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relation,*
(Axg (1)) (ri) = 2Mr (i) dt, (6)

(AxT(8))(ri) = 4Mx (ri)dt, ™

for short time t — 0; Ax = x(¢ + dt) — x(t), Axg = Ax - x/|x|, AxT
= Ax — Axgr denote the radial and tangential displacements, respec-
tively. Mr(r;) and M1 (r;) correspond to the instantaneous radial and
tangential mobilities at radial location r; in an infinitesimal time
interval dt. Instantaneous radial and tangential mobilities are aver-
aged in each shell during a simulation and then over ten indepen-
dent realizations. It is important to note that when the segregation
is observed, the segregated region still consists of particles (either
spheres or cylinders).

Figure 4 displays both the radial Mg and tangential Mt com-
ponents of mobility within the cavity for mixtures of spherical and
cylindrical particles as a function of radial distance for various parti-
cle concentrations. Note that the two components are normalized
by the mobility of a spherical particle at infinite dilution Mogo. A
few observations can be drawn: mobilities along both directions are
not constant along the radial direction; instead, the particles diffuse
fastest at the cavity center and slowest at the cavity wall due to lubri-
cation forces between wall and particles. Second, both Mg and Mt
decrease with the increase in particle concentration due to enhanced
many-body hydrodynamic interactions with ¢. Next, the peaks and
trough in mobility appear at the same radial position, correspond-
ing to the local particle density as shown in Fig. 2, thereby revealing
a correlation between structure and dynamics. The strength of these
undulations enhance with volume fraction that becomes particularly
apparent for the case of ¢ = 20%, where a layered structure for both
Mg and Mt corresponds to a similar density profile as observed in
Fig. 2, e.g., the dip in mobility at 2 < r < 7 corresponds to the peak in
nr in the same radial range. Also note that for the case of ¢ = 20%,
especially at y = 75%, 100%, there is a discontinuity in the data due
to the depletion zone observed in the particle density profile. Both
Mg and Mr display the expected decrease with an increase in ¢ close
to the wall for all cylinder fractions. For ¢ = 5% and 10%, we observe
an expected decrease in mobility with an increase in ¢ in the bulk
as well. In contrast, for higher particle concentrations (¢ = 15%),
the mobility does not exhibit a decrease with ¢ in the bulk, and the
mobility for ¢ = 20% at radial location r ~ 5 becomes equal or even
larger than that for ¢ = 15%. Also note that the undulations (or wavy
behavior) observed in the radial mobility are stronger compared
to those in the tangential component, signifying that the structure
(density) has a stronger impact on the radial mobility. Physically, in
a locally dense environment, the presence of neighboring particles
will strongly hinder the radial motion as compared to the tangential
motion. This explains why the presence of a particle (or absence of it
in a depleted zone) causes larger variations in radial than tangential
mobility.

The effects of changing cylinder fraction y for a constant vol-
ume fraction ¢ are considered next. In Fig. 7, the data plotted in
Fig. 4 are replotted to emphasize the effect of ¥ on both com-
ponents of mobility for a constant ¢. Figure 7 illustrates that an
increase in y systematically decreases the mobility My even for
the smallest particle concentration ¢ = 5%. This trend is clearly
observed for all volume fractions close to the wall. However, in
the bulk, the observed trend is less clear for the highly concen-
trated cases (¢ = 15%, 20%). Especially for ¢ = 20%, the mobility
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FIG. 4. Radial mobility Mg (left) and tangential mobility My (right) for mixture
of cylindrical particles with rc = 2.62 and he = 2r¢ = 5.24 and spherical with
rs = 3 confined in a spherical cavity of R = 15 for various particle concentrations, ¢,
and different fraction of cylinders y. Both components of mobility are normalized
by the mobility of spherical particles in the bulk at infinite dilution My for t — 0.
Note that for both mobilities, the data for r/a < 2.3 are missing for ¢ = 20%, and
the reasoning for this is that due to the layering structure, there are not enough
particles to sample. The results with statistical error (error bars) are presented in
Fig. 6.

in the region close to the center is insensitive to ¥, and in a small
region, the mixture mobility is larger than that of pure spheres.
Taken together, these observations reveal that the change in shape,
i.e., the breaking of geometrical symmetry, affects the short-time
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diffusion. Recall that the cylindrical and spherical particles have
equal volume, and the mobilities are normalized by the bulk mobil-
ity of a spherical particle. In summary, the short-time mobility in
a confined suspension is position-dependent, anisotropic, and het-
erogeneous by heterogeneity in the structure induced by confine-
ment. Here, we find that introducing cylinders enhances all these
features.

C. Long-time mobility of the particles

The displacement of a Brownian particle in a confined system is
hindered, and thus, the mean square displacement (MSD) over time
is lower than that observed in a bulk system.”>*” Our recent work
on pure suspensions’’ showed that a change in shape from spheri-
cal to cylindrical at constant volume fraction leads to slower particle
diffusion. The question that arises here is how does the fraction of
cylinders in a mixture affect long-time dynamics.

Figure 5(a) shows the average MSDs for mixtures at different
particle concentrations. The MSD of each system is calculated from
ten independent simulations in which the particles diffuse for more
than 300 particle diffusion times within the cavity. A few observa-
tions can be drawn. First, the MSDs grow linearly as short times,
t - 0, and reach a plateau in the long-time limit, + — oco. Sec-
ond, at intermediate times, particle motion becomes sub-diffusive
for systems with ¢ > 10%.

To analyze the diffusion behavior in detail, we express the MSD
as the generalized Stokes-Einstein relation:

((R(t) - R(0))?) = Mit', 8)

where R is the 3N, particle coordinate vector, M; is the generalized
particle mobility coefficient, and i is the power law exponent that
characterizes whether the particle motion is sub-diffusive (« < 1),
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diffusive (« = 1), or super-diffusive (a > 1). For the case of (a = 1),
the mobility My is the diffusion coefficient.

Figures 5(b)-5(e) show our findings for the mean square dis-
placement. Short-time mobility [Fig. 5(b)] and sub-diffusive mobil-
ity [Fig. 5(c)] decrease with an increase in the cylinder fraction
y and particle concentration ¢. The dependence of My/Mq and
Mu/Mgy on particle concentration ¢ is monotonic; however, the
dependence on cylinder fraction is weak at smaller cylinder frac-
tion ¥ and becomes strong beyond 50%, showing a smooth to “rigid”
transition at y = 50%. Note that for the case of ¢ = 5%, sub-diffusion
is not observed at any cylinder fraction . On the other hand, the
sub-diffusive exponent a [Fig. 5(d)] that characterizes the strength
of sub-diffusive behavior decreases with both ¢ and y. In the case
of short-time and sub-diffusive mobilities My/Moy and M,/Mgg, the
dependence on y is monotonic; however, the correlation gets less
pronounced with an increase in the particle concentration. Finally,
the transition time, defined as the time at which the system tran-
sitions from the short-time diffusive to the intermediate time sub-
diffusive regime, is displayed in Fig. 5(¢). We observe that for ¢ = 0.1,
the transition time decreases strongly with the cylinder fraction and
becomes nearly independent of cylinder fraction for higher particle
concentrations.

From a physical perspective, the particle dynamics can be
characterized by different time scales that correspond to different
regimes of the motion of particle.”” At short times, molecular dif-
fusion dominates, and hence, particle motion is diffusive. As the
diffusing particle probes the surrounding fluid and other particles,
it distorts the suspension structure that leads to correlated motion,
and eventually hydrodynamic interactions (HI) begin to dominate.
At finite concentrations, interparticle hydrodynamic interactions
(HI) dominate leading to a slowdown of exchange of particle posi-
tions and their motion, leading to the sub-diffusive behavior at

1035 A 1.0 1.0p———c———
s*wzs% ol O~
of 80'8% 0
10F 3 soef T~
E EO-GT\\\EBAZ_M—E\\E
C10F 04t B “Tc
a C 1.0 3.0
Q10 F oe*ﬂsw\ﬂ\zg
= F 0.8%?20
_1- S _o_(p:5°/o g
10 07T 9 =10% £1.0
E 06} —-0=15% =
102 2 5 0 ] 2 3098 B L
10° 100 16 1d 10 10 © 25 5 75 100 0 25 50 75 100
t (a®T/k,T)

FIG. 5. (a) Mean square displacement as a function of time for mixture of spherical and cylindrical particles that are confined in a spherical cavity with R = 15 for various
particle concentrations ¢ with varying fraction of cylinders. Solid and dashed lines are the results for y = 25%, and 75% fraction of cylinders; (b) short-time mobility scaled
with the mobility of spherical particles in bulk at infinite dilution Mo plotted against v, (c) sub-diffusive (at intermediate time) mobility scaled with the mobility of spherical
particles in bulk at infinite dilution Moo plotted against v, (d) sub-diffusive exponent « plotted against v, and (e) time scale to make transition between diffusive to sub-diffusive
behavior plotted as a function of fraction of cylinders for various values of ¢.
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intermediate times. At t — oo, for all values of ¢ and vy, the con-
finement due to the cavity wall leads to the long-time plateau. Pre-
vious work has shown that crowding exacerbated by short-range
hydrodynamic interactions (lubrication) is a key contributor to the
sub-diffusive behavior.”” With an increase in ¢, the crowding leads
to slowing of diffusion at short times. At intermediate times, when
particles begin to move relative to each other, the net effect of HI
is enhanced with an increase in the volume fraction (due to multi
body interactions), and hence, the extent of sub-diffusive behavior
becomes more pronounced. Further, to explain the smooth to rigid
transition as observed in both My/Mgy and Ma/Mqg, we refer to the
scaled density profiles with an increase in y. We observe that the
scaled densities ny/max(ny) for y = 0% and 25% are similar but
then drop drastically for y > 50%, which affects the mobility in
both the diffusive and sub-diffusive cases. For the case of ¢ = 5%,
since the cylinders are in a disordered state in the bulk, i.e., A = 0,
the dependence of these quantities on y is minimal. Some struc-
ture begins to appear, as evidenced by orientational order parameter
for high volume fractions ¢ = 15%, 20%, especially for v = 75%,
100%, leading to a drastic slowdown of the particles that mani-
fests itself in a drastic slowdown in mobilities for y > 75%. On the
other hand, during the transition time between the diffusive and the
sub-diffusive regimes (i.e., roughly the time needed for particles to
diffuse a distance nearly equal to their radius), collisions between
particles slow down their motion, leading to sub-diffusive behavior.
It follows that the transition time decreases with an increase in the
particle concentration ¢. At low ¢, changing the shape from spheres
(y = 0%) to (y = 100%) to cylinders, the larger aspect ratio of the
latter should cause them to feel each other at shorter time scales,
compared to what is seen for spheres and hence yield a transition
time that decreases with y. At larger ¢, the system is so dense that
even for different packings, i.e., sphere-sphere, sphere-cylinder, and
cylinder-cylinder cases, the particle interaction time scales become
similar.

IV. CONCLUSIONS

We have examined the structure and dynamics of mixtures
of finite size in mixtures of spherical and cylindrical particles con-
fined in a spherical cavity. An Immersed Boundary-General geom-
etry Ewald-like Method (IB-GgEm) approach was used in the cor-
responding calculations, thereby taking into account hydrodynamic
interactions between particles and between particles and confin-
ing walls. By systematically varying the cylinder fraction at differ-
ent particle concentrations, it was found that particle shape has
a pronounced effect on both the structure and short- and long-
time dynamics of confined Brownian suspensions. As the volume
fraction increases, the effect of cylinder fraction becomes more
evident. At short times, the diffusion of particles in the confined
cavity is anisotropic and depends strongly on the distance from
the cavity center. At long times, the mean-squared displacement
reaches a plateau, and at intermediate times, a sub-diffusive behav-
ior is observed, which shows a pronounced dependence on cylinder
fraction y.

Our results suggest that introducing non-spherical particles
affects the local structure and local dynamics and global dynamics in
different ways. At a local level, particles are found to segregate based
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on shape, with cylinders adopting conformations with high orien-
tational order. At a global level, cylinders give rise to pronounced
differences in the short-time mobility, the sub-diffusive behavior
at intermediate time scales, and the transition time from diffusive
to sub-diffusive behavior. Particle concentration has a strong effect
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FIG. 6. Statistical errors in mobility calculations: radial mobility Mg (left) and tan-
gential mobility My (right) for mixture of cylindrical particles with r¢ = 2.62 and
he = 2rc = 5.24, and spherical with rs = 3 confined in a spherical cavity of R
= 15 for various particle concentrations, ¢, and different fraction of cylinders v.
Both components of mobility are normalized by the mobility of spherical particles
in the bulk at infinite dilution My, for t — 0. The error bars represent the statistical
error.
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on such transitions. To start with, the mobility shows a smooth
to stiff transition at 50% cylinder fraction for all particle concen-
trations and the sharpness of this transition increases with parti-
cle concentration. Second, the sub-diffusive slope and sub-diffusive
exponent show mixed features as a function of cylinder fraction. The
slope shows a smooth to stiff transition similar to that of the short-
time mobility. The exponent decreases smoothly with an increase in
the cylinder fraction. In both cases, the dependence on the cylin-
der fraction is insensitive to particle concentration. Finally, the
transition time from the diffusive to sub-diffusive regime depends
strongly on the cylinder fraction for low particle concentrations (¢
= 0.1); that dependence weakens with an increase in the particle
concentration.

In terms of practical applications of this work, we have demon-
strated that a subtle change in shape, i.e., keeping the same volume
but breaking the symmetry, can bring about profound differences
in the structural and dynamic properties of a confined suspension.
As mentioned in the Introduction, a basic understanding of dif-
fusion, and in particular the anomalous diffusion, is highly rele-
vant to several scientific and practical applications such as living
cells, mesoporous materials, and energy generation processes.' '’
The approach developed here could shed further light on the dif-
fusion of highly concentrated biomolecules."” Our work should
be of special relevance to the understanding of diffusion in the
cytoplasm, where proteins exhibit a wide distribution of sizes and
shapes.”” Changes in shape while keeping a constant volume frac-
tion have not been considered before. Here, we show that this

scitation.org/journal/phf

symmetry breaking leads to segregation in the cavity by inducing
orientational ordering in the system. Our study also highlights the
importance of shape on non-Newtonian features that are generally
observed in colloidal suspensions,”” ”” where shape shows strong
effects.”

As an outlook, the role of aspect ratio and electrostatic interac-
tion on particle mobility in confined mixtures will be considered in
future that arise in a realistic cell environment.
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on Bebop (Blues), a high-performance computing cluster operated
by the Laboratory Computing Resource Center at Argonne National
Laboratory, and the University of Chicago Research Computing
Center.

APPENDIX: LOCAL MOBILITY OF THE PARTICLES

Figure 6 displays both the radial My and the tangential Mr
components of mobility within the cavity for mixtures of spherical
and cylindrical particles as functions of radial distance with error
bars (statistical error) for various particle concentrations. The error
bars in the data are small at the wall but systematically increase as
the radial distance decreases toward the center for even the smallest
particle concentration ¢ = 5% simulated here. This is primarily due
to fluctuations in the structure (density) in the bulk of the cavity.
Especially interesting is the case of the highest particle concentration
¢ = 20%, where error bars are the largest in the depleted region. The
observed trend, in which the error bars are larger close to the cen-
ter, is consistent with the literature’”’ and is due to fewer number
of particle available in the region leading to sampling error reflected
here.
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