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Convection rolls and three-dimensional particle dynamics
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Microparticles migrate in response to gradients in solute concentration through diffusio-
phoresis and diffusioosmosis. Merging streams of fluid with distinct solute concentrations
is a common strategy for producing a steady concentration gradient with continuous flow
in microfluidic devices; the solute concentration gradient and consequent diffusiophoresis
are primarily normal to the background flow. This is particularly useful in separation and
filtration processes, as it results in regions of particle accrual and depletion in continuous
flows. Such systems have been examined in several classic papers on diffusiophoresis,
with a focus on the particle dynamics far from boundaries. We show, through experiments,
simulations, and theory, that diffusioosmotic flow along certain boundaries can result in
significant changes in particle dynamics and particle focusing in near-wall regions. The
nonzero velocity at charged surfaces draws solute and particles along the boundary until
the flow ultimately recirculates. These convection rolls, which result in the spanwise
migration of polystyrene particles close to boundaries, are apparent near a glass surface
but vanish when the surface is coated with gold. The three-dimensional nature of the
dynamics could have implications for the design of microfluidic devices: Channel materials
can be selected to enhance or suppress near-wall flows. Additionally, we demonstrate the
importance of considering solute concentration-dependent models for diffusiophoretic and
diffusioosmotic mobility in capturing the dynamics of particles, particularly in regions of
low solute concentration.

DOI: 10.1103/PhysRevFluids.8.114201

I. INTRODUCTION

Diffusiophoresis, the spontaneous migration of particles in response to a solute concentration
gradient, is commonly observed or applied in systems with particles on the order of tens or hundreds
of nanometers [1-14] to several micrometers [3,7,13,15-28] in diameter. Diffusioosmosis, a closely
related phenomenon, results in the spontaneous development of a slip velocity along charged
surfaces in the presence of a solute concentration gradient [29]. The mechanism of diffusiophoresis
and diffusioosmosis is shown in Fig. 1; particle migration or flow along a surface is a result of
both an osmotic pressure gradient and an electric field that develops to maintain neutrality when
charged species would otherwise diffuse at different rates if they were neutral [29]. First described
in the mid-20th century [30,31] with refined models and experimental validation in subsequent
decades [4,32-34], diffusiophoresis and diffusioosmosis have received considerable attention in
recent years. This increase in interest coincides largely with the growth of the field of microfluidics:
Diffusiophoresis and diffusioosmosis allow for the controlled motion of species in a flow through
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FIG. 1. Mechanisms of diffusiophoresis and diffusioosmosis. Diffusiophoresis is the motion of a particle
in response to a solute concentration gradient. Diffusioosmosis, a closely related phenomenon, occurs along a
surface. In both cases, there is a slip flow along the surface that results from an osmotic pressure gradient and a
spontaneous electric field that develops to maintain electroneutrality. The direction of motion is dependent on
the particle or surface material and the species present in the flow. The species and the Debye length «~! are
not shown to scale.

the manipulation of solute concentration gradients rather than the application of an external field.
This makes the phenomena highly relevant to various problems in microfluidic contexts, such as
enhanced transport relative to diffusion in dead-end pores [5-8,14,15,18,22,24,27,35-37] or the
separation of species or development of an exclusion zone [2,3,12,13,16,17,20,21,25,38-40].

Geometries with merging streams of fluid of distinct solute concentrations (coflowing
solutions) are commonly used to produce solute concentration gradients in experiments
[2,13,16,28,29,41-43]. In such configurations, the concentration gradient is approximately perpen-
dicular to the flow, which results in the transverse migration of particles through diffusiophoresis
and, indirectly, diffusioosmosis. This feature is particularly useful in separation and filtration
processes, as it yields regions of particle accrual and depletion in continuous flows. This has
been examined in classic papers on diffusiophoresis, such as that by Abécassis et al. [2], which
comments on particle focusing and spreading through diffusiophoresis in a W channel, so named for
its three-inlet geometry that resembles the letter. Similar channel designs with two or three merging
inlet streams have been used in several studies [3,6,16,38,42,43]. Such works tend to focus on
particle migration at the center of the channel, far from boundaries, where the dominant mechanism
for transport is diffusiophoresis.

This assumption of motion in reduced dimensions is common throughout the literature on
diffusiophoresis and diffusioosmosis. Ault et al. [44], for instance, considered one-dimensional
diffusiophoretic motion to describe particle migration in pores. They later modeled the motion
of particles in quasi-one-dimensional pores of high aspect ratio with numerical simulations and
leading-order corrections to describe two-dimensional dynamics [45]. Even where two- or three-
dimensional particle motion is considered, such works often assume solute concentration gradients
are one-dimensional [46]. Several recent works, however, have considered solute and particle
dynamics in two or three dimensions. Migacz and Ault [47] described the two-dimensional dy-
namics of solutes and particles in a narrow channel, neglecting diffusioosmosis, and providing
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numerical results in three dimensions. A more recent work by Teng ef al. [48] followed a similar
procedure to describe the effect of diffusioosmosis on solute diffusion, in two dimensions and in
cylindrical coordinates, absent background flow, and in a narrow channel. They showed that the
recirculating flow induced by the slip velocity at channel walls distorts the solute concentration
profile and affects the rate of diffusion in a manner analogous to Taylor dispersion. These are
complementary works that show how both diffusiophoresis (directly) and diffusioosmosis (indi-
rectly) affect particle dynamics in two and three dimensions. This has recently been explored in
dead-end pores: Alessio et al. [5] and Akdeniz et al. [36] considered the effect of diffusioosmotic
flow on three-dimensional particle dynamics in a dead-end pore. Other recent works have similarly
concluded that considerations of dynamics beyond one dimension are important. Chu et al. [49]
developed a macrotransport equation to approximate the dynamics of particles in a channel of
uniform, circular cross section by accounting for the effects of hydrodynamic dispersion, which
would not be relevant in one dimension. The dynamics arising from both diffusiophoresis and
diffusioosmosis in tandem have been explored in very recent work: Chakra et al. [42] examined
particle dynamics in a W channel, accounting for both diffusiophoresis and diffusioosmosis, in
work that was completed contemporaneously and independently; they commented on potential
applications in particle separations and characterizations. A focusing effect that is similar to the
one we demonstrate is also described in a recent work by Yang et al. [28], who demonstrated
distinct particle dynamics in the presence of a surfactant gradient and complexing polymer. Such
studies demonstrate the importance of considering the dynamics in multiple spatial dimensions and
accounting for boundaries. In this paper, we experimentally alter the surface charge of channels to
modulate the diffusioosmotic effects in a system of merging solute streams, as well as systematically
characterize these convection rolls via both theory and simulations.

Many simplifications beyond assumptions about solute or particle motion in reduced spatial
dimensions are common to studies of diffusiophoresis and diffusioosmosis. One common sim-
plification is an assumption that the diffusiophoretic or diffusioosmotic mobilities are constant.
This has been revisited in recent years [47,50] because it overlooks potentially significant sources
of variation; notable examples are the variation of zeta potential with conditions such as solute
concentration, temperature, and pH [51], and the role of size effects [7]. A recent work by Akdeniz
et al. [36] demonstrated that concentration-dependent zeta potentials have a significant effect on
particle dynamics in dead-end pore geometries where both diffusiophoresis and diffusioosmosis
are considered. Other recent works, such as that by Shim et al. [24], considered the effect of pH
gradients on diffusiophoretic motion and demonstrated the importance of accounting for the local
conditions when characterizing particle dynamics.

In this paper, we focus on the three-dimensional dynamics of particles and their importance in
through-flow systems, accounting for variable zeta potential, diffusiophoretic mobility, and diffu-
sioosmotic mobility. To examine the dynamics of particles near boundaries, we study polystyrene
(PS) particles in gradients of NaCl produced by merging streams of distinct concentration; these
are species common to numerous experimental studies of diffusiophoresis and diffusioosmosis
[3,5-7,9-12,15,18,21,22,26-28,36,52,53]. We consider the dynamics of particles near glass and
gold surfaces. Glass develops a surface charge in water through reactions at the surface [54]; gold is
a noble metal and does not react with water. Therefore, we anticipate that diffusioosmotic transport
is significant near glass but negligible near gold. In this context, we demonstrate that diffusioosmosis
is an important consideration where solute gradients are present in microfluidic devices fabricated
from glass or other materials of nonzero surface charge, which are common throughout the literature
on diffusiophoresis and related phenomena [5-7,9—13,16-28,36,55-59], and show that the particle
dynamics near glass and gold surfaces are distinct. Near the glass surface, fluid is drawn toward
the center of the channel, where it is advected away from the boundary, forming swirling regions
we call convection rolls. We demonstrate, through experiments and simulations, the relevance of
three-dimensional dynamics and solute concentration-dependent models for diffusiophoretic and
diffusioosmotic mobility. Additionally, we provide first-order velocity and solute concentration
profiles, along with sample particle trajectories, in Appendix A. The three-dimensional particle
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FIG. 2. (a) Geometry of the channel, viewed from the top. Each of the three inlets is 200 um wide; the
channel is 600 um wide after the inlet streams merge and approximately 85 um deep (out of plane) throughout.
The outlet region is 2 cm from the point at which the streams merge at x* = 0. We introduce a 20 mM solution
of NaCl to A at 1 uL min~' and deionized water with 0.01% particles by mass to B at 1 uL min~!. The flow
into A is split between two inlets. We add 0.1% TWEEN 80 by mass to B to inhibit particle adhesion to the
walls of the channel. The flow exits the channel at C. The large circular regions at each inlet and at the outlet
allow us to connect tubing to the device. (b) The microscopy setup used to capture images. We use standard
fluorescence microscopy techniques.

dynamics are particularly relevant to mixing processes; depending on the context, suppression or
enhancement of the convection-roll phenomenon may be desirable to researchers and engineers
working with microfluidic devices.

II. METHODS

We study the dynamics of fluid, solutes, and particles in ¥ channels, depicted in Fig. 2(a),
where each of the three inlets is 200 um wide and leads to a primary channel 2 cm in length and
600 um in width. The height of the channel is approximately 85 um throughout. For convenience,
we introduce the notation x = (2 cm)x*, y = (600 um)y*, and z = (85 um)z*, with y* = z* =0 in
the center of the channel and x* = 0 where the inlets merge, such that x* € [0, 1], y* € [-1/2, 1/2],
and z* € [—1/2, 1/2]. We also define a velocity scale of U = 654 um s~!, which is the mean flow
rate in the channel, to obtain a dimensionless velocity u* = u/U.

A. Experiments

We fabricate channels with conventional soft lithography techniques. The microchannel is
composed of polydimethylsiloxane (PDMS) on all but the bottom surface, which is either glass
or a 70-nm-thick layer of gold over a 30-nm-thick layer of chromium on glass. We use a plasma
cleaner to bond the PDMS to the bottom surface of the device. We use PS, carboxyl-functionalized
polystyrene (cPS), and amine-functionalized polystyrene (aPS) particles in experiments. We intro-
duce 20 mM NaCl to the distal inlets, shown at A in Fig. 2(a), and 0.01 % particles by mass to the

center inlet, shown at B in Fig. 2(a). The solutions are introduced to A and B, each at 1 uL. min~".
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TABLE I. Components used in experiments and their origins, where a is the radius of a particle. *Used in
zeta potentiometry experiments by V. S. Doan, University at Buffalo.

Component Origin

PS particles, a = 0.1 pm Thermo Fisher Scientific, Inc. Fluoro-Max red fluorescent (catalog No.
R200)

cPS particles, a = 0.5 um Thermo Fisher Scientific, Inc. Invitrogen FluoSpheres red fluorescent
(catalog No. F8821)

cPS particles,* a = 0.1 um Bangs Laboratories, Inc. green fluorescent (catalog No. FCDGO003)

aPS particles, a = 0.5 um Thermo Fisher Scientific, Inc. Invitrogen FluoSpheres yellow-green
fluorescent (catalog No. F8765)

PDMS Dow Silicones Corporation SYLGARD 184 silicone elastomer kit

Glass VWR microscope slides (catalog No. 48300-026)

The flow into A is split between two inlets. We also include TWEEN 80 in the particle solution at
0.1 % by mass to prevent the adhesion of particles to channel walls. It is a nonionic surfactant and
we expect the effect on the system dynamics is limited to a potential change in the magnitude of
zeta potentials due to the outward migration of the slipping plane caused by the accumulation of
surfactant at surfaces. The materials used in the experiments are described in Table 1.

We capture experimental images using a Leica DMi8 microscope with a Leica K5 camera and
Leica EL6000 light source. The microscopy setup is shown in Fig. 2(b). We use an N PLAN L
20x/0.35 PHI objective with 4x4 binning. In experiments with a glass bottom surface, we use
an exposure time of 100 ms and a frame rate of 10 fps; in experiments with a gold bottom surface,
we instead use an exposure of 40 ms with a framerate of 25 fps to account for changes in lighting.
The flow in the channel is driven by a Harvard Apparatus PHD ULTRA syringe pump with two
Hamilton 100 uL syringes. Notably, the flow into A is split across two inlets. We perform particle
image velocimetry (PIV) with PIVlab 2.56 [60,61] to determine the transverse velocity of particles
(in the x and y directions) near the top and bottom surfaces of the channel; the results include
particles over a depth (in the z direction) on the order of several micrometers. The electrophoretic
mobility of cPS particles was measured by Viet Sang Doan, University at Buffalo, with an Anton
Paar Litesizer 500.

B. Simulations

‘We model the structures observed in the particle concentration fields by performing finite volume
simulations of the system. Assuming density is constant and inertial effects are negligible, the
steady-state flow is governed by

V.-u=0 and (D
Vp—uVia=0, 2

where u is the fluid velocity, p is its density, and p its viscosity, ¢ is time, and p is pressure. We
assume the Stokes number of the particles is low, such that they would act as tracer particles for the
background flow in the absence of diffusiophoresis. We also assume that the presence of the particles
does not affect the background flow. Assuming diffusivity is constant and employing Eq. (1), the
steady-state solute and particle dynamics are governed by

—D.V’c+u-Ve=0 and (3)

—D,V’n+V -[(u+ MV Inc*n] =0, 4)
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where c is the solute concentration; D, is the ambipolar diffusivity of the solute [7],

2D.D_
De=—F7 4)
Dy +D_

with cationic and anionic diffusivities D, and D_, respectively; n is the particle concentration; D,
is the particle diffusivity; and M is the diffusiophoretic mobility. We use the dimensionless solute
concentration ¢* = ¢/1M for notational convenience, though the choice is ultimately immaterial
because the scaling of ¢ in V Inc* = (V¢*)/c* will cancel. We use the initial particle concentration
in the center of the channel to obtain a dimensionless particle concentration n*; this makes regions of
particle accrual and depletion clearer in plots. We calculate the particle diffusivity with the Stokes-
Einstein relation [62]:

kgT

D, = .
6 na

(6)

Here, kg is the Boltzmann constant, 7 is the absolute temperature, and a is the particle radius.
Equations (3) and (4) are advection—diffusion equations with an additional component of velocity
for diffusiophoresis of the particles. At boundaries, we impose

with ul, -fi =0, 7)

Ugo = MgV Inc*, if the surface is glass
ll|b = .
0, otherwise,

where My, is the diffusioosmotic mobility and fi is a unit vector normal to the surface. This ensures
the diffusioosmotic velocity is in the plane of the boundary and there is no fluid flow through the
walls.

We implement a variable zeta potential for both the particles and glass surface. The zeta potential
of cPS particles is shown as a function of solute concentration in Appendix B; we have calculated
the particle zeta potential from experimental measurements of electrophoretic mobility. We use the
semianalytical model of Ohshima et al. [63], which accounts for convective ion migration [64], to
relate experimentally obtained electrophoretic mobility measurements to the particle zeta potential.
Using the zeta potential-concentration relationship we obtain, we propose a fit

~ —ag+arInc* +/ar +azlne* + as(Inc*)®  or
& &~ mlogy, c* (8)

to data for the zeta potentials over the range of solute concentrations used in experiments. Here, ¢
and ¢, are the zeta potentials of the particles and the boundary, respectively. We call the propor-
tionality constant in the model for the wall zeta potential, adapted from Kirby and Hasselbrink, Jr.
[65], m for convenience. At a given solute concentration and with all else constant, a larger value of
m indicates that the zeta potential at the bottom surface of the channel is larger in magnitude. The
constants ¢;, which we determine numerically, are given in Table II in Appendix B. We model [66]
the diffusiophoretic mobility as [67]

nl ze

1
Op*¢ + §®§;2 + 0@3)], 9)

where 8* = % is the normalized diffusivity contrast, with the fits of Masliyah [68] to the

functions ©7(1*) and ®%(A*), where A* is the ratio of the Debye length to the particle radius:
Oj(A*) ~ 1 — 1[140.07234(x*)" "1™ and
O5(A*) ~ 1 —[140.085(4)~" 4+ 0.02(0*)~ 117", (10)

In the case of diffusioosmotic mobility, the surface is flat, so the radius a is infinite and the thickness
ratio A* vanishes. Consequently, both ®7 = 1 and ®3 = 1 and the correction for finite Debye length
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is no longer relevant. Instead, we model the diffusioosmotic mobility as [7]

& (kT [ ze N ze
Mo = ;(Z_€> {kB_T'B & +41In [cosh (4kBT§b)i|}' (11)

This expression is valid where the Debye layer is thin relative to the channel dimensions [29], which
contributes to uncertainty in the dynamics of the system as ¢* — 0. We provide further details about
the models for zeta potential and mobility and compare with published values in Appendix B. If we
were to use models with constant mobility, we would similarly overpredict the diffusiophoretic
velocity at extreme solute concentrations and underpredict it at intermediate concentrations. We
would underpredict the diffusioosmotic velocity at low concentrations and overpredict at high
concentrations, as Eqgs. (8) and (11) allow for an unbounded diffusioosmotic mobility that increases
as the solute concentration diminishes.

We perform simulations to determine the steady-state solute and particle concentration fields.
We use OpenFOAM [69] to simulate the flow with components from simpleFoam to calculate
the background flow described by Eqgs. (1) and (2), scalarTransportFoam to determine solute and
particle concentrations according to Eqgs. (3) and (4), and groovyBC (provided by swak4Foam) to
implement the boundary conditions in Eq. (7). We refine the mesh manually in regions where we
expect the solute concentration gradient to be large, including the interfaces between inlet streams
and near the top and bottom boundaries of the channel. In the center of the channel, we impose a
background solute concentration of 10~’M, which is a concentration Kirby [64] uses for deionized
water, contrasted with 20 mM salt in the side inlets. We impose zero-gradient conditions for the
solute and particle concentrations and the velocity at the outlet. We also fix the pressure at the outlet
as p* = 0 and set the inlet velocity to be consistent with the flow rate of the syringe pumps. At the
walls of the channel, we use zero-gradient conditions on the solute and particle concentrations and
the no-slip condition [except on the bottom surface, which is described by Eq. (7)] for the velocity.
We set the dimensionless particle concentration to 1 in the center inlet and 0 in the side inlets. More
details about the simulations and mesh design can be found in Appendix C.

We consider 200 nm particles in simulations. The Péclet number associated with particles of
diameter 1 um—Ilike those used in experiments with cPS particles—is large; by considering smaller
particles, we artificially enhance the particle diffusion relative to the experiments to improve the
stability and convergence of the solver. With larger particles, the particle concentration gradients be-
come prohibitively large and require an extremely fine grid to resolve. This does not affect the qual-
itative particle-focusing dynamics, and the primary consequence is that particle-focusing regimes
will be more diffuse in simulations than in experiments. The thickness ratio A* is also affected; the
effect is a slightly diminished diffusiophoretic mobility for the 200 nm particles relative to the 1 um
particles used in experiments. Once again, this does not change the qualitative particle dynamics.

III. RESULTS

Unless otherwise noted, all figures showing experimental results are made with images of the PS
particles on account of their smaller size relative to the other species, which yields smoother images.
Near the inlet of the channel, we observe an inward migration of particles toward y = 0—uvisible
in Fig. 3—near the bottom surface when it is glass; this migration vanishes in the case of the
gold surface, as shown in Fig. 4 (samples videos demonstrating particle dynamics are described
in Appendix D). We call the focal plane of the camera the near-wall region; the focus is adjusted
manually in each experiment, so this does not correspond to an exact offset from the channel
boundaries. The particle motion in this region is qualitatively consistent for PS, cPS, and aPS
particles. We demonstrate this in Fig. 5, which depicts the distinctive inward particle migration for
each species in the presence of a solute concentration gradient. In the absence of the concentration
gradient, we do not observe the inward migration. The near-surface particle motion, therefore,
is likely dependent on the properties of the boundary and is consistent with the direction and
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FIG. 3. Mean of images (false-color) from experiments for plain PS particles with a glass bottom surface.
Images are generated with the mean of experimental data and have been smoothed with a Savitsky-Golay filter
[70] to reduce the magnitude of deviations caused by particle adhesion and cropped manually. Inward particle
migration can be observed in the upstream region. In contrast, the particles downstream do not exhibit this
inward migration and instead accumulate only at the outer edge of the particle-rich region.

dependence on solute concentration gradients of diffusioosmotic transport, which are shown in the
analytical results presented in Appendix A.

Our experimental results for near-wall concentration profiles are qualitatively consistent with
published results [2,43] downstream, as shown in Fig. 6, and upstream in the case of the gold
surface, as shown in Fig. 7. There are slight differences that result from the proximity to the wall,
but the distinctive change in the location of the peak particle concentration, which we associate with
diffusioosmotic flow, is not seen near the gold surface or downstream near the glass surface. The
upstream concentration profiles near the glass surface, however, are distinct from those previously
reported by Abécassis ef al. [2] and Singh et al. [43]; the peak particle concentration near the
glass surface is found at a position |y*| < 1/6, which indicates that particles migrate inward in
the near-wall, near-inlet region. This is consistent with the dynamics described in recent work by
Chakra et al. [42]. Notably, there is considerably more noise in the results near the gold surface,
which is likely a result of particle adhesion. It is likely that adhesion is not as significant near glass
because both the PS particles and glass surface are negatively charged.

We provide numerical estimates for the near-wall particle profiles, analogous to Figs. 6 and 7,
in Fig. 8. Direct comparison between the experiments and simulations is not possible because of
the uncertainty in the diffusioosmotic mobility and differences in particle size; the consistency of
the experimental results in the near-inlet region, however, allows us to generalize and comment
about trends and features rather than trying to match an experimental case exactly. The effect
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Q Focus near
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FIG. 4. Demonstration of the dependence of the convection-roll structure, visualized with PS particles,
on the surface material. False-color images are generated with the mean of experimental data and have been
smoothed with a Savitsky-Golay filter and cropped manually. The convection rolls, which are visible near glass,
vanish when the surface is coated with gold.

of increasing the zeta potential and diffusioosmotic mobility by increasing m in &, = mlog,, c*
(see Appendix B) is to move the location of the peak particle concentration inward toward y* = 0.
Another consequence is that there is focusing near the wall throughout the cross section: n*(y* = 0)
increases with the value of m. This occurs because the diffusioosmotic flow draws solute inward
along the surface of the channel, which establishes a concentration gradient toward the boundary.
As the magnitude of the diffusioosmotic mobility is increased further, a third particle concentration
peak forms in the center of the channel because the solute entrained by the flow along the bottom
surface is advected away from the wall as it approaches y* = 0.

The convection rolls are also apparent in the velocity component in the y direction in our
experimental results and simulations. In Fig. 9, we show the near-wall velocity profile from PIV near

Near-glass, near-inlet particle fields

cPS aPS

Salt-free

20 mM NaCl

— 100 pm

FIG. 5. Demonstration of consistency of convection-roll structure in the near-inlet region and its depen-
dence on the existence of a solute concentration gradient. Images (false color) are generated with the mean of
experimental data and have been smoothed with a Savitsky-Golay filter and cropped manually. The qualitative
particle-focusing behavior is consistent for the different particle species and dependent on the presence of a
solute concentration gradient. PS particles are 200 nm in size, while cPS and aPS particles are 1 um.
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Near-wall particle profile, z* = 0.99
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FIG. 6. Downstream, near-wall particle concentration profiles at x* = 0.99. The mean is shown as a line
and one standard deviation is shaded. The peak particle concentrations occur at [y*| > 1/6 (shaded and
hatched), which is characteristic of particle transport driven by diffusiophoresis for this system; we expect
particles to migrate outward, toward regions of higher solute concentration. Our results are similar to those
given by Abécassis et al. [2] (cf. Fig. 3), with particle migration outward from the center of the channel. There
are minor differences attributable to near-wall confinement effects and differences in species, geometry, and
flow conditions.

the glass or gold surface. Near the glass surface, particles are drawn toward y* = 0; this structure
vanishes near the gold surface and the direction of net particle migration is instead outward from the
center of the channel. The value of m that is associated with the closest match to experimental results
is around 0.02 or 0.03 V, but the dynamics in the center of the channel are distinct in simulations
and experiments. Our simulations, shown in Fig. 10 for z* = —0.49, capture the inward particle

Near-wall particle profiles, * = 0.01, by surface material

Glass Gold
-~ 1.5
5
2
7 1.0 :
2
[}
k|
g 0.5 :
N
=
2
5 i i
Z 0'0 T T T T T T
1 1 0 1 1 1 1 0 1 1
2 6 6 2 2 6 6 2
y* y*

FIG. 7. Upstream, near-wall particle concentration profiles at x* = 0.01. The mean is shown as a line and
one standard deviation is shaded. Our results near the gold surface are similar to those given by Abécassis et al.
[2] (cf. Fig. 3), but the profile near the glass surface—with peak particle concentrations at |y*| < 1/6 without
a change in solute or particle species or locations—was not seen by Abécassis et al. [2]. This migration of the
location of the peak particle concentration is consistent with recent results from Chakra et al. [42]. Near the
gold surface, the particle concentration peaks are at [y*| > 1/6, as in Fig. 6. Near the glass surface, however,
the peak concentration occurs at |y*| < 1/6, which suggests particle migration is directed inward.
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Particle concentration profiles at z* = 0.01 by m
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FIG. 8. Simulated particle concentration profiles at x* = 0.01 for increasing magnitudes of the diffusioos-
motic mobility. The profiles are shown as two-dimensional slices and one-dimensional profiles at z* = —0.49.
We show a line at y* = 1/6 to denote the region where particles are introduced to the channel. They have
moved outward through diffusion and diffusiophoresis and because the y component of u is nonzero. The
outward migration of particles is most significant at m = 0V, in the absence of diffusioosmosis; at larger m,
the peak particle concentration moves toward y* = 0. The particle concentration in the center of the channel is
also affected: Solute is advected toward the center of the channel, where it is drawn upward, along the charged
surface. The resulting plume of solute yields a concentration gradient toward the center of the channel, affecting
the particle dynamics in turn.

migration qualitatively, though they overpredict the particle velocity near the inlet, which is apparent
when comparing Figs. 9 and 10. Where m = 0V, particles migrate outward from y* = 0 because
of the combined influence of the background flow and diffusiophoresis, but the direction of motion
reverses when the diffusioosmotic velocity is sufficiently large to balance this outward migration.
We observe significant particle focusing at channel walls, even in the absence of diffusioosmosis.
This focusing occurs because the solute concentration profile near walls is more diffuse than in the
center of the channel, where the streamwise velocity is larger; that is, solute near boundaries has
longer to diffuse than solute in the center of the channel before reaching the same position in the
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Near-wall, in-plane velocity in the y-direction from PIV, by surface material
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FIG. 9. In-plane, dimensionless particle velocity in the y direction from experimental images, obtained
with PIV. The structure of the convection rolls is clearly visible near the glass surface; particles are drawn
inward toward y* = 0. This structure vanishes near the gold surface, and the direction of net particle migration
reverses. This reversal of the direction of particle migration is observed in simulations in Fig. 10.

x direction. As a result, there is a nonzero component of the solute concentration gradient—and,
consequently, of the diffusiophoretic velocity—that is directed toward the upper and lower walls.
We demonstrate that the focusing is significant in the two-dimensional profiles shown in Fig. §,
which shows the particle concentration is largest at the wall, even where diffusioosmosis is neglected
(i.e., the case where m = 0 V). This can also be observed in analytical results given in Appendix A,
where particles migrate in the z direction even in cases where the diffusioosmotic mobility is zero.
The convection rolls, shown in Fig. 11, draw particles along the wall, where they are advected away
from z* = —1/2 in the center of the channel. This behavior is also captured by the first-order model
given in Appendix A. The strength of this effect increases with the magnitude of m, which sets the
magnitude of the diffusioosmotic mobility.

IV. DISCUSSION

Particle focusing toward the upper or lower walls can be significant even when the surfaces
are uncharged. We have previously commented on particle accrual near walls and corners through
diffusiophoresis in three-dimensional geometries [47], but we considered the deformation of a
plug of solute rather than merging streams with distinct concentrations. We observe the same
phenomenon where streams of distinct concentration merge. We demonstrate focusing near walls
in Fig. 8; in a system where M < 0, this focusing would instead be at the center of the channel.
Notably, in our system, the focusing of particles at channel walls is enhanced by the contrast between
inlet flow rates. The flow is faster in the center of the channel because the flow rates to A and B
in Fig. 2(a) are both 1 uL min~!, but the former is split across two inlets. Consequently, there is a
nonzero velocity component in the y direction, directed outward from y* = 0, exclusively due to the
background fluid flow. This enhances the component of the concentration gradient directed toward
the boundary. Chakra et al. [42] make a similar observation about the diffusiophoretic migration of
particles toward boundaries. It may be possible to reverse the direction of focusing or enhance the
effect by simply changing the inlet flow rates in our system.
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In-plane velocity in the y-direction from simulations, z* = —0.49
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FIG. 10. In-plane, dimensionless particle velocity in the y direction from simulations with varying m.
Colors are given with a diverging logarithmic scale centered on 103 to enhance contrast in print and better
demonstrate the reversal of the direction of particle migration. When m = 0V, particles migrate outward from
z* = 0 because of the background velocity profile and diffusiophoresis. As m increases, particle focusing at the
center of the channel becomes more significant. This reversal of the direction of particle migration is observed
experimentally in Fig. 9. Notably, the dynamics near the channel inlet are distinct and the diffusioosmotic
velocity is greater in the near-inlet region in simulations than in experiments.

The three-dimensional nature of the particle dynamics in channel flows is highly relevant to
mixing in microfluidic processes. The implications of diffusiophoresis on mixing at the microscale
have been examined in previous works; Deseigne et al. [1] comment, for example, on the impact
of solutes on the mixing of colloids in a channel with a staggered herringbone pattern. Our paper
demonstrates that diffusioosmotic flow can have a significant impact on particle dynamics in smooth
channels, absent obstacles, or patterns, provided solute concentration gradients are present at bound-
aries of nonzero surface charge. The choice of materials for microfluidic devices can impact the
dynamics of both solutes and particles in the presence of solute concentration gradients. Materials
with relatively high surface charge could be selected to maximize this mixing effect; materials with
low surface charge could be used to minimize it. The approximate solution for the fluid, solute,
and particle dynamics, given in Appendix A, can be used to estimate the effect of diffusioosmosis
and diffusiophoresis on solute and particle species without significant computational resources or
experiments; it can be readily adapted to work with other boundary conditions. The analytical
solution provides a good approximation to the dynamics of the convection rolls, which is apparent
from the similarity between Figs. 9 and 10 and Fig. 15 in the Appendices.

We neglected diffusioosmotic flow at the top of the channel in simulations because we were
interested in the dynamics near the bottom boundary, which is the only surface for which we
considered different materials in experiments. The PDMS has a nonzero surface charge, however,
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In-plane streamlines of particle velocity at * = 0.01 by m
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FIG. 11. Streamlines at a slice x* = 0.01 by m, showing in-plane particle trajectories. The dimensionless
particle speed as shown is stationary and includes both the background flow and diffusiophoresis. The sense of
the convection rolls is clockwise in all images. We have neglected the out-of-plane velocity to better show the
shape of the convection rolls. As m increases, the particle velocity increases and the convection rolls grow in
size. The scale of the convection rolls can be significant relative to the channel depth when the surface is highly
charged.

and convection rolls develop near the top of the channel in all experiments; this is readily apparent in
Fig. 3, in which the particle concentration peaks near the center of the channel can be seen near both
the top and bottom surfaces in the near-inlet region. Notably, diffusioosmotic flow at the side walls of
the channel is negligible because there is not a significant variation in solute concentration near those
walls. Considering the effects of multiple boundaries with nonzero charge could be an interesting
area of further research. Another avenue of further study is to consider additional particle species
with distinct diffusiophoretic mobility. The PS species we use may have similar diffusiophoretic
mobilities, which is apparent in the comparison of mobility estimates for various PS species in
NaCl gradients shown in Fig. 20 in the Appendices. Indeed, Fig. 12 shows that particle migration
at low concentrations is in the same direction, and of similar magnitude, for our PS, cPS, and aPS
particles. Particles with M < 0 would migrate in the same direction through both diffusiophoresis
and the effect of diffusioosmosis in this system, which would likely enhance the velocity in the y
direction and increase the strength of the convection rolls. Another potentially interesting area of
further research is the interaction of the diffusioosmosis-driven particle focusing with phenomena
such as the focusing of particles in the presence of a surfactant gradient and complexing polymer,
recently explored by Yang et al. [28].

Empirical models for particle properties may contribute to uncertainty in our results; the models
for zeta potential as a function of In c¢*, for instance, have linear asymptotes and are unbounded.
Extrapolation to concentrations not considered with zeta potentiometry could yield erroneous
results for particle migration. This is particularly relevant at low concentrations, where solution
conductivity is minimal and measurement of electrophoretic mobility through conventional means
is difficult. Additionally, the model for the zeta potential of the particles is only appropriate when

114201-14



CONVECTION ROLLS AND THREE-DIMENSIONAL ...

%1010 Effective near-wall mobility by solute concentration ¢
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FIG. 12. Approximate net near-wall mobility and the trend for diffusioosmotic mobility. To obtain an
estimate for the net mobility, we compare experimental velocities and numerical values of V In c*—interpolated
to the same 100x 100 grid with x* € [0.005, 0.015] and y* € [0.017, 0.3]—in the absence of diffusioosmosis.
We show a moving average over 100 values of the effective mobility to smooth the curves. The approximated
diffusioosmotic mobility is the difference between the net mobilities of PS particles with glass and gold
boundaries, denoted (a) and (d).

the Debye length is small relative to the particle size [64], which is a further source of uncertainty
at low solute concentrations. We have also neglected variations in other quantities. One example of
such a quantity is the pH, which may be affected by the intrusion of CO, or other gaseous species
through the gas-permeable PDMS walls [13,17,19,25]. This is unlikely to affect the dynamics near
the glass or gold surfaces but may warrant further study for other materials commonly used in
microfluidic devices. We have also neglected variation in density and other fluid properties along
solute concentration gradients. Gua et al. [71] and Williams et al. [72] show that such variations
can result in buoyancy-driven flows with a magnitude that is dependent on channel geometry and
solute species. They consider more significant concentration gradients, however, and variations in
the properties of NaCl solutions at or below approximately 20 mM are negligible. This is apparent
from the near symmetry across the xy plane in Fig. 3; the direction of particle migration is the same
on the top and bottom surface, which we expect to have similar surface charges, and this symmetry
would be broken if convection were the dominant transport mechanism (cf. Fig. 2 of Ref. [72]).
Our experimental observations support the use of models of variable diffusiophoretic and dif-
fusioosmotic mobilities. To demonstrate the importance of variable-mobility models, we plot an
effective near-wall mobility in Fig. 12, noting that both diffusioosmosis and diffusiophoresis have
a logarithmic dependence on the solute concentration gradient and are additive very close to the
wall. The plot shows the quotient of (upry —u) - €, and (V Inc*) - €,, where &, is the unit vector
in the y direction. We interpolate experimental and numerical values to the same 100x 100 grid
over x* € [0.005, 0.015] and y* € [0.017, 0.3] for comparison and show a moving average over 100
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values to smooth the result. Here, we find the velocity upyy from the experimental results with PIV,
while we determine u and ¢* from a simulation without diffusioosmosis. This provides a rough
estimate, provided the effect of diffusioosmosis on the solute concentration field is small and the
focal plane of the microscope is close to the channel surface, for the effective mobility, which
includes the effects of both diffusiophoresis and diffusioosmosis. If we were to consider the effects
of diffusioosmosis on the solute concentration profile, we might expect a slight increase in the
magnitude of the effective mobility and a shift in the location of its maximum, but the trend for the
effective and diffusioosmotic mobilities would be similar because the concentration gradient would
have the same sign and a similar magnitude. As we expect based on the results presented earlier, we
observe outward particle migration near the gold surface. The direction changes, however, near the
glass surface, which indicates that the effect of diffusioosmosis is to draw particles toward y* = 0
along the glass boundary. Notably, the particles move inward in the case of the glass surface, but
there are visible inflection points where the effective mobility begins to decrease in magnitude.
In the case of the 1 um cPS particles, the mobility changes signs within the concentration range
we consider, indicating that the motion of particles near the surface is now directed outward from
y* = 0. The dynamics of the particles in the inlet and outlet regions, therefore, can be distinct;
a change in the magnitude of the solute concentration can have a significant impact on near-wall
velocity, even when the direction of the gradient is constant, as a result of concentration-dependent
diffusiophoretic and diffusioosmotic mobilities. This supports the conclusions of Akdeniz et al.
[36], who have recently found that models of zeta potential as a function of solute concentration are
important to accurately describe particle motion in a pore over long times.

Our experimental results for the effective mobility contradict the model we use for the wall
zeta potential and diffusioosmotic mobility using published data for silica. With the model we use,
the mobility is unbounded and continues to increase as the solute concentration is lowered. We
observe that the effective mobility diminishes in magnitude at low concentration and because the
diffusiophoretic mobility decreases as c* is lowered (see Figs. 18 and 19 or the near-wall mobility
in the case of the gold surface in Fig. 12), the experimental results are consistent only with a similar
decay in diffusioosmotic mobility at low concentrations. This is also apparent when comparing
Figs. 9 and 10; the behavior in the near-inlet region, where the solute concentration is lowest, is
not described accurately by the model, which otherwise provides estimates for velocity that are
both qualitatively consistent with experiments and appropriate in magnitude. This difference could
be attributable, in part, to differences in surface chemistry arising from either properties of the
material itself or surface treatments such as plasma cleaning. Indeed, the diffusioosmotic mobility
is a significant source of uncertainty in our calculations, and estimation is further complicated
by electrokinetic lift [73], which may also account for the lack of a third particle peak at y* =0
in Fig. 3 when it is seen in simulated particle profiles like those shown in Fig. 8. The velocity
in the z direction would not be as significant at the center of the channel if the diffusioosmotic
velocity were to decay at low solute concentrations. The surface zeta potential may also be time
dependent, which is something we have not considered; for some materials, such as PDMS [74],
surface fouling over time may be an important consideration. Further characterization of the zeta
potential and diffusioosmotic mobility with optical techniques is a potentially interesting topic of
further research; iterative methods for determining diffusioosmotic mobility by minimizing the error
between simulated and experimental velocity profiles could yield further insights, but it is outside
of the scope of this paper. The diffusiophoretic mobility is likely reasonable: Keh and Wei [67]
comment that the model agrees well with previously published results “up to [a zeta potential ¢
of] 50mV,” which is consistent with the order of magnitude of { we consider (see Fig. 18 in the
Appendix).

V. CONCLUSION

We have described the three-dimensional dynamics of solute and particles in merging streams of
distinct solute concentration experimentally, numerically, and analytically. Near walls of nonzero
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surface charge, diffusioosmosis results in the migration of particles along the boundary; this does
not occur near an uncharged surface. This phenomenon could have implications for microfluidic
devices for which mixing processes are relevant, as near-wall flows can be exploited to enhance
or suppress mixing. Additionally, we contend that the change from inward to outward particle
migration we observe near the boundary can be described by solute concentration-dependent models
of diffusiophoretic and diffusioosmotic mobility, which is direct evidence to support recent trends
toward the adoption of variable-mobility models in studies of diffusiophoresis and diffusioosmosis.
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APPENDIX A: APPROXIMATE SOLUTION

Note that all variables in this section are dimensionless; the notation differs from the main text.
We study the convection-roll phenomenon in a simplified system, where the initial concentration
profile is Gaussian. This allows us to consider the solute concentration in a similarity regime, unlike
cases where the initial solute profile is a step, as in the main text. The depth of the channel in the
z direction is ¢3; the x and y dimensions are infinite. The problem we consider here is similar to
the numerical work of Chakra et al. [42], though the inlet solute concentration and the semi-infinite
channel geometry are distinct. An example of the system is shown in Fig. 13 with the zeroth-order
solute concentration and first-order velocity in yz planes.

Ur
(b) First-order [

transverse velocity

(a) cooo
(colored by magnitude)

FIG. 13. Example of (a) zeroth-order solute concentration and (b) streamlines of first-order, in-plane
velocity for a case where A < 1 and &, = 0. The concentration is bounded by A and ¢, = (1 — A)//7 + A.
The maximum particle speed U, is affected by o and A. In cases where A > 1, the concentration at y = 0 is
lower than the concentration as y — oo and the direction of motion is reversed relative to the system depicted
here.
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The dimensionless continuity equation is
du Jdv  Jdw

—+—+—=0, Al
8x+8y+81 A

where we have used a characteristic scale for velocity U in the x direction, V = %‘ in the y direction,

and W = De"f‘ in the z direction. The length scale in the y direction, ¢,, is fixed by the width of the
2

inlet solute profile. The value £, which provides a length scale in the x direction, is related to £,

through the diffusion equation. The flow in the channel is governed by the Stokes equation, which

gives

0= Ppe Op n D, 3u n U 3%u n U 3%u (A2)
T4y ax e ax2 2y a2
c 0 D, 32 D, 32 D. 92
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in the x, y, and z directions, respectively. Here, p, is a characteristic pressure. Intuitively, we expect

that the dominant terms are the pressure gradient in the x direction and the viscous ‘37’; term, which
nue,

must balance. Therefore, we choose a pressure scale p. =

@ , which gives
ap  €*du ,0%u

9%u

- Eou 20 : AS
ox Thea T a2 T oz (A3)
0= —pell EXV Q0 0 (A6)
=-Pe—+——+€e"— +—, an
dy  Pedx? 9y2 372
ap € d’w 482w 282w
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where Pe = U /£, /D, is the Péclet number and € = £3/¢; is the channel aspect ratio. At the walls at
z = =£1/2, we impose slip boundary conditions to account for diffusioosmosis; these are

1 Mdoalnc Mdoalnc
Y, £1/2) = —— , ,y, £1/2) = — ,
ulx,y, £1/2) Pe D, ax v(x, y, £1/2) D. oy

and w(x,y, £1/2) =0.

(A8)
The boundary conditions can be modified to account for different channel materials. At the inlet of
the channel, the velocity is
u0,y,2) =3(1—4z%), v(0,y,2)=0, and w(0,y,z)=0. (A9)
The dimensionless advection—diffusion equation for the solute is
U oc n V dc n W dc D.d* D,d* D,d*
—U—F—Vv—F—w—=——+ -+,
O 0x & Oy 43 0z 03 0x 49y 43022
which we simplify to write
,f Oc dc dc €29’ ,0% %
€ tw— )= t+e—+—.
ox dy 0z Pe 9x2 dyr 972

Mo 13_1_7-75 2_ 4

— €7 = =

D, * Pe = Ut 2

notation, we use A; j; to denote the term of the expansion of A at O(«' 8/ €2k). This gives the series
A = Agoo + € Aoo1 + €* Aoz + BAoro + B Aoi1 + B*Ano

+ &Aoo + @€?Ajor + aBArio + @A + - - (A12)

(A10)

(A11)

We consider small parameters o = and o, = %. To simplify

114201-18



CONVECTION ROLLS AND THREE-DIMENSIONAL ...

for each variable A. As a result of the one-way coupling of the particle dynamics to the solute
dynamics, the velocity, pressure, and solute concentration are independent of «,. We use the
similarity solution to the one-dimensional diffusion equation in an infinite domain, where we use
position x as a substitute for time, for the leading-order solute profile. This is

I—A y? >
Coopp = ———exp | — + A, Al3
R p( 1 (AL3)

where A sets the solute contrast. This is similar to solutions for the solute concentration given by

Teng et al. [48] and Gupta et al. [75]. When A > 1, the solute concentration is largest at [y| — oo
and smallest at y = 0; when A < 1, the concentration is largest at y = 0.

1. Solute dynamics

The solute concentration profile and the velocity profile are coupled as a result of diffusioosmo-
sis. The leading-order velocity and pressure are, from Poiseuille flow,

uooo = 2(1 — 42%), (A14)
vooo = 0, (A15)
wooo = 0, and (A16)
pooo = —12x. (A17)

Deviation from this background flow is a result of diffusioosmosis at boundaries. We first note that
the z-momentum equation at O(«) yields a’;—“’“ = 0, so pjoo is independent of z. To leading order,
the governing equations are now
duigo | dvigo | dwieo
+ +

o n e 0 (continuity), (A18)
d 92
_2Piw Mo _ (x momentum), (A19)
ox 972
ad
I; 19— 0 (y momentum), (A20)
y
a
]; 0 _ o (z momentum), and (A21)
z
92 3(1—42%)9 2
_ ;y‘;oo 43 . ) g‘f‘) - aczoz(" =0 (advection—diffusion). (A22)

Equations (A20) and (A21) suggest that pjg is a function only of x and pjq; is a function of x and
y. At the next order, the y- and z-momentum equations are, respectively,

apio 0%vi00

— =0 d A23
oy p¥S: an (A23)
0 32
P 0"Wioo —o. (A24)
0z 022
Equation (A19) can be solved to yield
2
z-dp
w0 = ki +haz + 5=, (A25)
where k; and k, are fixed by the leading-order boundary conditions:
ky  1dpioo
ki + =+ - =0 d A26
1+ > + 2 dr an (A26)
ky  1dpioo
kk—=+-——=0. A27
1T 5 + 8 dx ( )
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Equations (A26) and (A27) yield

1 d
k= —§<4k2 _P “’0) and (A28)

ky = 0. (A29)
The correction to the velocity in the x direction is then

4z — 1dpioo
8 dx °

note, however, that the integral of higher-order terms over a cross section must be zero to con-
serve mass. This requires constant pjoo. Consequently, the velocity correction is ujpp = 0 and
the first-order correction to the velocity field from diffusioosmotic flow includes only transverse
components, with no correction for streamwise velocity. The y-momentum equation is now, to
leading order:

U0 = (A30)

apio 0%v100

— =0. A3l
ay 972 ( )
Solving Eq. (A31) yields
2
z°0
Voo = Ji + oz + =12, (A32)
2 0dy

the solution in the same manner as the last order gives the functions

Jo 1 Bcoo  18piio

| = —= — and A33
]1 2 copo Oy 8 dy (A3
J2=0, (A34)
o)
1 dc 422 —10
Y10y = — —— 000 Piio. (A35)
cooo Yy 8 dy
The continuity equation is now
8 (dcono 2_8320000 + coo| (422 — 1)3217110 +83wloo _0 (A36)
cooo \ 9y 9y? 000 9y? az |

and can be solved to find

2

1 deoon\” 4 5, 9%pio 9~ coo0 3%pio
=r+ -8 — =ZC——— + 8 + . (A37
Wioo =7 8c(2)00|: Z( oy ) 3% €000 9y2 2€000 9y2 €000 (A37)

Applying the boundary condition at z = 1/2, we find

1 3 2 32 3>
r= 12( E00) _ 12gg 0 _ 2, PO (A38)
24cy, dy 9y? dy?

similarly, applying the boundary condition at z = —1/2 yields

Pi1o = hi + hoy — 121n cogp. (A39)
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First-order velocity correction
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FIG. 14. Example of first-order velocity correction at x = O with A = 10. The convection rolls draw fluid
toward y = 0 at the boundaries when « > 0; the velocity is largest at the boundaries, where diffusioosmosis
occurs. The velocity profile is symmetric about y = 0 and is similar to profiles observed in numerical
simulations. The presence of a second roll at z = 1/2 is a result of the fact that we consider a case with
uniform diffusioosmotic mobilities at both the upper and lower walls.

To conserve mass, /1, must be zero. The velocity components are now

1-— 1222 800()0

= d A40
V100 om0y an (A40)
473 — 7 dcooo \ 2 3%
Wi = —( 8000) +em— 5 | (A41)
Cooo y y

Equation (A22) can be solved to find

o0r = T IR T T2 4 ax 2 ox’

(A42)

with m, = 0 from the no-flux boundary condition. The function m; does not affect the leading-order
particle dynamics.

The corrections ujgg, vigo, and wygy give the first-order velocity profile that results from dif-
fusioosmosis at the boundaries of the channel and allow for the visualization of the structure of
the convection rolls. We show an example in Fig. 14, which shows the characteristic structure of
the convection rolls with the largest velocity at the boundary. In the example, particles are drawn
inward toward y = O along the wall, where they are advected away from the boundary and are
drawn outward by the recirculating flow. We show another example of the structure in Fig. 15,
which is reminiscent of Figs. 9 and 10 from experiments and simulations, respectively. It shows the
transverse, in-plane velocity that draws solute and particles toward the center of the channel near
the boundary.
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Transverse velocity at z = 0.99; A = 10, o = o, = 50
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FIG. 15. Velocity in the y direction at z = 0.99 with A =10 and a = «, = 50. The velocity profile is
similar to that seen in Figs. 9 and 10, which indicates the solution is capturing the relevant dynamics. Solute
and particles near the boundary are drawn inward toward y = 0.

2. Particle dynamics

To visualize the effects of diffusiophoresis and diffusioosmosis on the particle dynamics, we
calculate particle trajectories for individual particles with a position X, = (X, ¥, 2,). The nondi-
mensional particle position is governed by

dx dl
S =t app d‘;C, (A43)
Do _ 4o, € g (Ad4)
— = o an
dr Pdy
dap _ 4 2o dlnc, (A45)
dr €2 dz
to first order, this is
dx,
22— oo, A46
m Uoo0 (A46)
3
L = v + —= g°y°° and (A47)
000
d 3
=P oy + —2 20! (A48)
d C000 3Z

We show example trajectories for large o and «), in Fig. 16. While the theory is strictly valid
for small parameters, here we use large o and o, so the trajectories demonstrate the effects
of diffusiophoresis and diffusioosmosis on particles. Large values of « and o), are necessary to
visualize the structures because the concentration gradient is not steep, as it is in the near-inlet
region of the channel, with the initial concentration profile defined in Eq. (A13). In this example,
A = 10, which corresponds to an initial solute profile that is largest at large y and smallest at
y =0. When «, < 0, particles migrate down the solute concentration gradient and focus in the
center of the channel. When «), > 0, they migrate up the solute concentration gradient, away
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Trajectories with a = 0, o, = —10 Trajectories with a = 0, o, = 10
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FIG. 16. Example particle trajectories with large values of « and o,. Here, A = 10 and the solute concen-
tration is lowest in the center of the channel. The theory is valid for small parameters, but we use large values
to demonstrate the effects of diffusiophoresis and diffusioosmosis on particle trajectories. When «, < 0, the
particles migrate toward the center of the channel, where the solute concentration is lowest; when «,, > 0, the
particles migrate outward toward higher solute concentration. The particles migrate in the z direction because
of the effects of walls on the solute concentration profile. When o < 0, particles are drawn outward along the
wall because of diffusioosmosis; they are drawn toward the center of the channel along the wall when o > 0.
Particle paths are colored by initial z position.
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Trajectories with a = 50, o, =0
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FIG. 17. Example particle trajectories with large . Here, A = 10 and the solute concentration is lowest in
the center of the channel. The model is valid for small o, but we use a large value for visualization. Particle
paths are colored by initial z position.

from y = 0. Notably, the particles migrate in the z direction even in the absence of diffusioos-
mosis because the presence of walls affects the solute profile. When « < 0, diffusioosmosis
draws particles outward from y = 0 along the wall. Particles near z = 0 migrate toward y = 0
because of the recirculation of the fluid. The opposite occurs when « > 0: particles at the wall
are drawn inward toward y = 0, while particles near z = 0 are drawn outward by the recirculating
flow.

We show an extreme case, where o = 50, in Fig. 17 to better demonstrate the convection rolls.
Once again, though the theory is valid for small «, we choose a large value to demonstrate the effect.
The particles trace the velocity profile and demonstrate the existence of a vortex, where particles
are drawn toward y = 0 along the wall by the slip flow and outward from y = 0 by the recirculating
flow. The strength of the convection roll decays as x increases because the solute diffuses and the
concentration gradient diminishes.
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Zeta potential ¢ by solute concentration ¢
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FIG. 18. Zeta potential as a function of solute concentration. The particle zeta potential (pink) was
calculated using electrophoretic mobility measurements obtained by V. S. Doan, University at Buffalo, and
is for 196 nm cPS particles. Error bars indicate the standard deviation. We fit a line passing through the origin
to experimental results for silica (note that the data shown on the plot may be truncated), as in the work of
Kirby and Hasselbrink, Jr. [51]. We fit a hyperbola to the zeta potential of the particles.

APPENDIX B: MODELS FOR ZETA POTENTIAL AND MOBILITY

We implement a model with variable zeta potential, diffusiophoretic mobility, and diffusioos-
motic mobility. First, we use electrophoretic mobility measurements of cPS particles (V. S. Doan,

TABLE II. Constants associated with the fit to the cal-
culated zeta potential as a function of solute concentration,
described by Eqgs. (8).

Symbol Value

ap 5.94x1072V
a; 3.21x1073V
o 5.26x1073 V2
as 1.84x1073 V2
ay 1.63x107* V2
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%10~ Mobility by solute concentration c %1010

107° 1074 107° 1072
Solute concentration ¢ (M)

Model Source of zeta potential Material
Fit to experiments; Ohshima et al. [63] via [64] cPS

Fit to Gu and Li [76]
---------- Fit to Gaudin and Fuerstenau [77] via [51]
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FIG. 19. Diffusiophoretic and diffusioosmotic mobilities as a function of solute concentration. Note that
the scale of the ordinate differs for each. The zeta potential of the wall is unbounded; this yields a significant
diffusioosmotic mobility at low solute concentration. Consequently, we expect diffusioosmotic transport may
be most significant at low solute concentration, which is consistent with our observations of convection rolls
near the channel inlets and within |y*| < 1/6.

University at Buffalo) to calculate the particle zeta potential with the model of Ohshima et al.
[63], as given by Kirby [64]. The result is shown in Fig. 18. Notably, the magnitude of the particle
zeta potential diminishes at low solute concentration, which is behavior not observed in published
measurements of the zeta potential of silica [76-78], for which there is a monotonic increase
with decreasing solute concentration (also shown in Fig. 18). Within the range of concentrations
considered in experiments, it appears that there are two regimes for the particle zeta potential:
At high concentration, the behavior is similar to that of glass, and the zeta potential decreases
in magnitude with increasing concentration. At low concentration, the zeta potential increases in
magnitude with increasing concentration. The two regimes appear approximately linear in In c*,
and we fit a hyperbola to obtain a continuous, empirical zeta potential, described in Eqgs. (8). The
constants associated with the fit to the particle zeta potential are given in Table II. The conductivity
of a solution with ¢* ~ 0 cannot be measured by the Litesizer, which introduces uncertainty in
the modeled zeta potential at low solute concentrations. We use a model for the boundary zeta
potential where &, = mlog,,c*, which is consistent with reported zeta potentials of silica [65],
as shown in Fig. 18, and vary the constant m because of uncertainty about the diffusioosmotic
mobility at the glass surface. The maximum value of m associated with published results for the zeta
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g «10~10 Mobility by NaCl concentration
7 -
o
G
0 T L R | L T
107° 107 1073 1072
NaCl concentration ¢ (M)
Style  Origin Species* a (pm) Model of ¢ Model of M
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FIG. 20. Various (nonexhaustive) estimates for diffusiophoretic mobility of particles in a solution of NaCl
at concentration c. Ultimately, the mobility takes a similar form, reaching a maximum at a particular solute
concentration and decaying at higher or lower concentrations. *Some details of particle species, such as
fluorescent coatings, are neglected. fCalculated with the expression given by the authors, which is analogous
to Eq. (11).

potential-solute concentration relationship of silica, as shown in Fig. 18, is approximately 0.05 V;
this informs the range we use in simulations.

We now calculate the diffusiophoretic mobility M using the empirical fits to the zeta potential
while accounting for finite-Debye length effects in diffusiophoresis. We use the model of Keh and
Wei [67], given in Eq. (9), for the mobility of the particles because it is valid for arbitrary values of
the thickness ratio A* = (xa)~!, where

2etoc*
= |27 (B1)
SkBT

is the inverse of the Debye length. Here, the valence is z, the fundamental charge is e, and the
permittivity is &; with a characteristic concentration of 1 M, the constant is o &~ 1.204x 10?7 /m?.
Other models, such as that given by Prieve et al. [33], are valid only for A* <« 1, which is violated
at low solute concentrations, where the Debye length is comparable to the particle size.
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(a) Top view
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(c) Refinement detail

FIG. 21. The mesh used for simulations, shown from the top in (a) and the side in (b). We have manually
refined regions with large gradients in solute and particle concentrations, shown in (c).

The resulting mobilities are shown in Fig. 19. The diffusiophoretic mobility appears to have a
maximum; at higher or lower solute concentrations, it is diminished. In effect, models with constant
diffusiophoretic mobility tend to overpredict particle migration at low or high concentrations and
underpredict near the maximum mobility. Fits to the functions ®} perform well over a wide range
of thickness ratios A* and do not introduce significant errors to the model.

We compare our model for diffusiophoretic mobility to several that have been used in previous
works. Examples of models for the diffusiophoretic mobility of PS particle species in NaCl gradients
are shown in Fig. 20. Several authors consider a constant diffusiophoretic mobility, which is
shown as a horizontal line with endpoints defined by the lowest and highest solute concentrations
considered in experiments. Though the particles differ in size and surface chemistry, there is little
variation in the values of M—attributable, in part, to differences in thickness ratio A*—and the
models for concentration-dependent mobility demonstrate similar behavior and have maxima at
similar concentrations.

APPENDIX C: DETAILS OF SIMULATIONS

The mesh we use for simulations is shown in Fig. 21. We manually refined the mesh in regions
where the solute concentration gradient is significant, such as the interfaces between solute streams.
We do not simulate the full channel because it is computationally prohibitive; we simulate to x &
800 um, which is about 4 % of the channel length.

APPENDIX D: SAMPLE VIDEOS

We provide sample videos to demonstrate particle dynamics in the near-wall region in the
Supplemental Material [79]. The videos demonstrate how the dynamics near glass and gold surfaces
are distinct.

114201-28



CONVECTION ROLLS AND THREE-DIMENSIONAL ...

[1] J. Deseigne, C. Cottin-Bizonne, A. D. Stroock, L. Bocquet, and C. Ybert, How a pinch of salt can tune
chaotic mixing of colloidal suspensions, Soft Matter 10, 4795 (2014).

[2] B. Abécassis, C. Cottin-Bizonne, C. Ybert, A. Ajdari, and L. Bocquet, Boosting migration of large
particles by solute contrasts, Nat. Mater. 7, 785 (2008).

[3] M. Seo, S. Park, D. Lee, H. Lee, and S. J. Kim, Continuous and spontaneous nanoparticle separation by
diffusiophoresis, Lab Chip. 20, 4118 (2020).

[4] W.J. Lechnick and J. A. Shaeiwitz, Measurement of diffusiophoresis in liquids, J. Colloid Interface Sci.
102, 71 (1984).

[5] B. M. Alessio, S. Shim, A. Gupta, and H. A. Stone, Diffusioosmosis-driven dispersion of colloids: A
Taylor dispersion analysis with experimental validation, J. Fluid Mech. 942, A23 (2022).

[6] S. Shin, J. T. Ault, P. B. Warren, and H. A. Stone, Accumulation of colloidal particles in flow junctions
induced by fluid flow and diffusiophoresis, Phys. Rev. X 7, 041038 (2017).

[7] S. Shin, E. Um, B. Sabass, J. T. Ault, M. Rahimi, P. B. Warren, and H. A. Stone, Size-dependent control of
colloid transport via solute gradients in dead-end channels, Proc. Natl. Acad. Sci. USA 113, 257 (2016).

[8] S. Shin, P. B. Warren, and H. A. Stone, Cleaning by surfactant gradients: Particulate removal from porous
materials and the significance of rinsing in laundry detergency, Phys. Rev. Appl. 9, 034012 (2018).

[9] J. Palacci, B. Abécassis, C. Cottin-Bizonne, C. Ybert, and L. Bocquet, Colloidal motility and pattern
formation under rectified diffusiophoresis, Phys. Rev. Lett. 104, 138302 (2010).

[10] J. Palacci, C. Cottin-Bizonne, C. Ybert, and L. Bocquet, Osmotic traps for colloids and macromolecules
based on logarithmic sensing in salt taxis, Soft Matter 8, 980 (2012).

[11] J. P. Ebel, J. L. Anderson, and D. C. Prieve, Diffusiophoresis of latex particles in electrolyte gradients,
Langmuir 4, 396 (1988).

[12] N. Shi, R. Nery-Azevedo, A. I. Abdel-Fattah, and T. M. Squires, Diffusiophoretic focusing of suspended
colloids, Phys. Rev. Lett. 117, 258001 (2016).

[13] T. J. Shimokusu, V. G. Maybruck, J. T. Ault, and S. Shin, Colloid separation by CO,-induced diffusio-
phoresis, Langmuir 36, 7032 (2020).

[14] N. Singh, G. T. Vladisavljevi¢, F. Nadal, C. Cottin-Bizonne, C. Pirat, and G. Bolognesi, Reversible
trapping of colloids in microgrooved channels via diffusiophoresis under steady-state solute gradients,
Phys. Rev. Lett. 125, 248002 (2020).

[15] S. Shin, J. T. Ault, J. Feng, P. B. Warren, and H. A. Stone, Low-cost zeta potentiometry using solute
gradients, Adv. Mater. 29, 1701516 (2017).

[16] N. A. B. Timmerhuis and R. G. H. Lammertink, Diffusiophoretic movements of polystyrene particles in
a H-shaped channel for inorganic salts, carboxylic acids, and organic salts, Langmuir 38, 12140 (2022).

[17] S. Shim, S. Khodaparast, C.-Y. Lai, J. Yan, J. T. Ault, B. Rallabandi, O. Shardt, and H. A. Stone, CO,-
driven diffusiophoresis for maintaining a bacteria-free surface, Soft Matter 17, 2568 (2021).

[18] A. Kar, Tso-Y. Chiang, I. O. Rivera, A. Sen, and D. Velegol, Enhanced transport into and out of dead-end
pores, ACS Nano 9, 746 (2015).

[19] S. Shim and H. A. Stone, CO,-leakage-driven diffusiophoresis causes spontaneous accumulation of
charged materials in channel flow, Proc. Natl. Acad. Sci. USA 117, 25985 (2020).

[20] A. Banerjee, I. Williams, R. N. Azevedo, M. E. Helgeson, and T. M. Squires, Soluto-inertial phenomena:
Designing long-range, long-lasting, surface-specific interactions in suspensions, Proc. Natl. Acad. Sci.
USA 113, 8612 (2016).

[21] D. Florea, S. Musa, J. M. R. Huyghe, and H. M. Wyss, Long-range repulsion of colloids driven by ion
exchange and diffusiophoresis, Proc. Natl. Acad. Sci. USA 111, 6554 (2014).

[22] B. M. Alessio, S. Shim, E. Mintah, A. Gupta, and H. A. Stone, Diffusiophoresis and diffusioosmosis in
tandem: Two-dimensional particle motion in the presence of multiple electrolytes, Phys. Rev. Fluids 6,
054201 (2021).

[23] J.J. McDermott, A. Kar, M. Daher, S. Klara, G. Wang, A. Sen, and D. Velegol, Self-generated diffusioos-
motic flows from calcium carbonate micropumps, Langmuir 28, 15491 (2012).

[24] S. Shim, J. K. Nunes, G. Chen, and H. A. Stone, Diffusiophoresis in the presence of a pH gradient,
Phys. Rev. Fluids 7, 110513 (2022).

114201-29


https://doi.org/10.1039/c4sm00455h
https://doi.org/10.1038/nmat2254
https://doi.org/10.1039/D0LC00593B
https://doi.org/10.1016/0021-9797(84)90201-7
https://doi.org/10.1017/jfm.2022.321
https://doi.org/10.1103/PhysRevX.7.041038
https://doi.org/10.1073/pnas.1511484112
https://doi.org/10.1103/PhysRevApplied.9.034012
https://doi.org/10.1103/PhysRevLett.104.138302
https://doi.org/10.1039/C1SM06395B
https://doi.org/10.1021/la00080a024
https://doi.org/10.1103/PhysRevLett.117.258001
https://doi.org/10.1021/acs.langmuir.9b03376
https://doi.org/10.1103/PhysRevLett.125.248002
https://doi.org/10.1002/adma.201701516
https://doi.org/10.1021/acs.langmuir.2c01577
https://doi.org/10.1039/D0SM02023K
https://doi.org/10.1021/nn506216b
https://doi.org/10.1073/pnas.2010011117
https://doi.org/10.1073/pnas.1604743113
https://doi.org/10.1073/pnas.1322857111
https://doi.org/10.1103/PhysRevFluids.6.054201
https://doi.org/10.1021/la303410w
https://doi.org/10.1103/PhysRevFluids.7.110513

MIGACZ, DUREY, AND AULT

[25] S. Shin, O. Shardt, P. B. Warren, and H. A. Stone, Membraneless water filtration using CO,,
Nat. Commun. 8, 2017 (2017).

[26] J. L. Wilson, S. Shim, Y. E. Yu, A. Gupta, and H. A. Stone, Diffusiophoresis in multivalent electrolytes,
Langmuir 36, 7014 (2020).

[27] S. Battat, Jesse T. Ault, S. Shin, S. Khodaparast, and H. A. Stone, Particle entrainment in dead-end pores
by diffusiophoresis, Soft Matter 15, 3879 (2019).

[28] A. Yang, B. E. McKenzie, Y. Yi, A. S. Khair, S. Garoff, and R. D. Tilton, Effect of polymer/surfactant
complexation on diffusiophoresis of colloids in surfactant concentration gradients, J. Colloid Interface
Sci. 642, 169 (2023).

[29] S. Shim, Diffusiophoresis, diffusioosmosis, and microfluidics: Surface-flow-driven phenomena in the
presence of flow, Chem. Rev. 122, 6986 (2022).

[30] B. V. Derjaguin, G. P. Sidorenkov, E. A. Zubashchenkov, and E. V. Kiseleva, Kinetic phenomena in
boundary films of liquids, Kolloidnyi Zhurnal 9, 1947 (1947).

[31] B. V. Derjaguin, S. S. Dukhin, and A. A. Korotkova, Adhesion of powder particles to plane surfaces,
Kolloidnyi Zhurnal 23, 1961 (1961).

[32] J. L. Anderson, M. E. Lowell, and D. C. Prieve, Motion of a particle generated by chemical gradients:
Part 1. Non-electrolytes, J. Fluid Mech. 117, 107 (1982).

[33] D. C. Prieve, J. L. Anderson, J. P. Ebel, and M. E. Lowell, Motion of a particle generated by chemical
gradients: Part 2. Electrolytes, J. Fluid Mech. 148, 247 (1984).

[34] P. O. Staffeld and J. A. Quinn, Diffusion-induced banding of colloid particles via diffusiophoresis,
J. Colloid Interface Sci. 130, 69 (1989).

[35] H. Tan, A. Banerjee, N. Shi, X. Tang, A. Abdel-Fattah, and T. M. Squires, A two-step strategy for
delivering particles to targets hidden within microfabricated porous media, Sci. Adv. 7, 2021 (2021).

[36] B. Akdeniz, J. A. Wood, and R. G. H. Lammertink, Diffusiophoresis and diffusio-osmosis into a dead-end
channel: Role of the concentration-dependence of zeta potential, Langmuir 39, 2322 (2023).

[37] N. Singh, G. T. Vladisavljevi¢, F. Nadal, C. Cottin-Bizonne, C. Pirat, and G. Bolognesi, Enhanced accu-
mulation of colloidal particles in microgrooved channels via diffusiophoresis and steady-state electrolyte
flows, Langmuir 38, 14053 (2022).

[38] S. Shin, Diffusiophoretic separation of colloids in microfluidic flows, Phys. Fluids 32, 101302 (2020).

[39] D. C. Elton, P. D. Spencer, J. D. Riches, and E. D. Williams, Exclusion zone phenomena in water—A
critical review of experimental findings and theories, Int. J. Mol. Sci. 21, 5041 (2020).

[40] A. Visan and R. G. H. Lammertink, Reaction induced diffusio-phoresis of ordinary catalytic particles,
React. Chem. Eng. 4, 1439 (2019).

[41] D. Velegol, A. Garg, R. Guha, A. Kar, and M. Kumar, Origins of concentration gradients for diffusio-
phoresis, Soft Matter 12, 4686 (2016).

[42] A. Chakra, N. Singh, G. T. Vladisavljevi¢, F. Nadal, C. Cottin-Bizonne, C. Pirat, and G. Bolognesi,
Continuous manipulation and characterization of colloidal beads and liposomes via diffusiophoresis in
single- and double-junction microchannels, ACS Nano 17, 14644 (2023).

[43] N. Singh, A. Chakra, G. T. Vladisavljevi¢, C. Cottin-Bizonne, C. Pirat, and G. Bolognesi, Composite
Norland Optical Adhesive (NOA)/silicon flow focusing devices for colloidal particle manipulation and
synthesis, Colloids Surfaces A: Phys. Eng. Aspects 652, 129808 (2022).

[44] J. T. Ault, P. B. Warren, S. Shin, and H. A. Stone, Diffusiophoresis in one-dimensional solute gradients,
Soft Matter 13, 9015 (2017).

[45] Jesse T. Ault, S. Shin, and H. A. Stone, Diffusiophoresis in narrow channel flows, J. Fluid Mech. 854, 420
(2018).

[46] R. R. Raj, C. W. Shields, and A. Gupta, Two-dimensional diffusiophoretic colloidal banding: Optimizing
the spatial and temporal design of solute sinks and sources, Soft Matter 19, 8§92 (2023).

[47] R. E. Migacz and J. T. Ault, Diffusiophoresis in a Taylor-dispersing solute, Phys. Rev. Fluids 7, 034202
(2022).

[48] J. Teng, B. Rallabandi, and J. T. Ault, Diffusioosmotic dispersion of solute in a long, narrow channel,
arXiv:2305.02537.

114201-30


https://doi.org/10.1038/s41467-017-02125-8
https://doi.org/10.1021/acs.langmuir.9b03333
https://doi.org/10.1039/C9SM00427K
https://doi.org/10.1016/j.jcis.2023.03.138
https://doi.org/10.1021/acs.chemrev.1c00571
https://doi.org/10.1017/S0022112082001542
https://doi.org/10.1017/S0022112084002330
https://doi.org/10.1016/0021-9797(89)90079-9
https://doi.org/10.1126/sciadv.abh0638
https://doi.org/10.1021/acs.langmuir.2c03000
https://doi.org/10.1021/acs.langmuir.2c01755
https://doi.org/10.1063/5.0023415
https://doi.org/10.3390/ijms21145041
https://doi.org/10.1039/C9RE00103D
https://doi.org/10.1039/C6SM00052E
https://doi.org/10.1021/acsnano.3c02154
https://doi.org/10.1016/j.colsurfa.2022.129808
https://doi.org/10.1039/C7SM01588G
https://doi.org/10.1017/jfm.2018.618
https://doi.org/10.1039/D2SM01549H
https://doi.org/10.1103/PhysRevFluids.7.034202
http://arxiv.org/abs/arXiv:2305.02537

CONVECTION ROLLS AND THREE-DIMENSIONAL ...

[49] H. C. W. Chu, S. Garoff, R. D. Tilton, and A. S. Khair, Macrotransport theory for diffusiophoretic colloids
and chemotactic microorganisms, J. Fluid Mech. 917, A52 (2021).

[50] S. Lee, J. Lee, and J. T. Ault, The role of variable zeta potential on diffusiophoretic and diffusioosmotic
transport, Colloids Surfaces A: Phys. Eng. Aspects 659, 130775 (2023).

[51] B. J. Kirby and E. F. Hasselbrink, Jr., Zeta potential of microfluidic substrates: 1. Theory, experimental
techniques, and effects on separations, Electrophoresis 25, 187 (2004).

[52] P. R. Shah, H. Tan, D. Taylor, X. Tang, N. Shi, A. Mashat, A. Abdel-Fattah, and T. M. Squires,
Temperature dependence of diffusiophoresis via a novel microfluidic approach, Lab. Chip. 22, 1980
(2022).

[53] J. S. Paustian, C. D. Angulo, R. Nery-Azevedo, N. Shi, A. I. Abdel-Fattah, and T. M. Squires, Direct
measurements of colloidal solvophoresis under imposed solvent and solute gradients, Langmuir 31, 4402
(2015).

[54] S. H. Behrens and D. G. Grier, The charge of glass and silica surfaces, J. Chem. Phys. 115, 6716 (2001).

[55] M. K. Rasmussen, J. N. Pedersen, and R. Marie, Size and surface charge characterization of nanoparticles
with a salt gradient, Nat. Commun. 11, 2337 (2020).

[56] V. S. Doan, P. Saingam, T. Yan, and S. Shin, A trace amount of surfactants enables diffusiophoretic
swimming of bacteria, ACS Nano 14, 14219 (2020).

[57] J. C. McDonald, D. C. Dufty, J. R. Anderson, D. T. Chiu, H. Wu, Olivier J. A. Schueller, and G. M.
Whitesides, Fabrication of microfluidic systems in poly(dimethylsiloxane), Electrophoresis 21, 27 (2000).

[58] S. K. Sia and G. M. Whitesides, Microfluidic devices fabricated in poly(dimethylsiloxane) for biological
studies, Electrophoresis 24, 3563 (2003).

[59] Q. A. E. Peter, R. P. B. Jacquat, T. W. Herling, P. K. Challa, T. Kartanas, and T. P. J. Knowles, Microscale
diffusiophoresis of proteins, J. Phys. Chem. B 126, 8913 (2022).

[60] W. Thielicke and E. J. Stamhuis, PIVIlab - Towards user-friendly, affordable and accurate digital particle
image velocimetry in MATLAB, J. Open Res. Software 2, 2014 (2014).

[61] W. Thielicke and R. Sonntag, Particle image velocimetry for MATLAB: Accuracy and enhanced algo-
rithms in PIVlab, J. Open Res. Software 9, 12 (2021).

[62] C. C. Miller, The Stokes-Einstein law for diffusion in solution, Proc. R. Soc. London Ser. A 106, 724
(1924).

[63] H. Ohshima, T. W. Healy, and L. R. White, Approximate analytic expressions for the electrophoretic
mobility of spherical colloidal particles and the conductivity of their dilute suspensions, J. Chem. Soc.,
Faraday Trans. 2 79, 1613 (1983).

[64] B. J. Kirby, Micro- and Nanoscale Fluid Mechanics: Transport in Microfluidic Devices (Cambridge
University Press, Cambridge, UK, 2010).

[65] B. J. Kirby and E. F. Hasselbrink, Jr., Zeta potential of microfluidic substrates: 2. Data for polymers,
Electrophoresis 25, 203 (2004).

[66] The form of the equation differs slightly from that given by Keh and Wei [67] to remain consistent with
the conventions of recent works on diffusiophoresis and diffusioosmosis; in some papers, an additional
factor of 47 is present in the definition of permittivity, for which we use the convention ¢ = ¢,*¢; with
dielectric constant ¢,* and vacuum permittivity &g (cf. p. 5290 of Ref. [67]).

[67] H. J. Keh and Y. K. Wei, Diffusiophoretic mobility of spherical particles at low potential and arbitrary
double-layer thickness, Langmuir 16, 5289 (2000).

[68] J. Masliyah, Electrokinetic Transport Phenomena (Alberta Department of Energy, Edmonton, Alberta,
Canada, 1994).

[69] H. G. Weller, G. Tabor, H. Jasak, and C. Fureby, A tensorial approach to computational continuum
mechanics using object-oriented techniques, Comput. Phys. 12, 620 (1998).

[70] A. Savitzky and M. J. E. Golay, Smoothing and differentiation of data by simplified least squares
procedures, Anal. Chem. 36, 1627 (1964).

[71] Y. Gu, V. Hegde, and K. J. M. Bishop, Measurement and mitigation of free convection in microfluidic
gradient generators, Lab Chip 18, 3371 (2018).

[72] 1. Williams, S. Lee, A. Apriceno, R. P. Sear, and G. Battaglia, Diffusioosmotic and convective flows
induced by a nonelectrolyte concentration gradient, Proc. Natl. Acad. Sci. USA 117, 25263 (2020).

114201-31


https://doi.org/10.1017/jfm.2021.322
https://doi.org/10.1016/j.colsurfa.2022.130775
https://doi.org/10.1002/elps.200305754
https://doi.org/10.1039/D1LC00916H
https://doi.org/10.1021/acs.langmuir.5b00300
https://doi.org/10.1063/1.1404988
https://doi.org/10.1038/s41467-020-15889-3
https://doi.org/10.1021/acsnano.0c07502
https://doi.org/10.1002/(SICI)1522-2683(20000101)21:1<27::AID-ELPS27>3.0.CO;2-C
https://doi.org/10.1002/elps.200305584
https://doi.org/10.1021/acs.jpcb.2c04029
https://doi.org/10.5334/jors.bl
https://doi.org/10.5334/jors.334
https://doi.org/10.1098/rspa.1924.0100
https://doi.org/10.1039/f29837901613
https://doi.org/10.1002/elps.200305755
https://doi.org/10.1021/la991373k
https://doi.org/10.1063/1.168744
https://doi.org/10.1021/ac60214a047
https://doi.org/10.1039/C8LC00526E
https://doi.org/10.1073/pnas.2009072117

MIGACZ, DUREY, AND AULT

[73] X. Wu, P. Warszynski, and T. G. M. van de Ven, Electrokinetic lift: Observations and comparisons with
theories, J. Colloid Interface Sci. 180, 61 (1996).

[74] H. Makamba, J. H. Kim, K. Lim, N. Park, and J. H. Hahn, Surface modification of poly(dimethylsiloxane)
microchannels, Electrophoresis 24, 3607 (2003).

[75] A. Gupta, S. Shim, and H. A. Stone, Diffusiophoresis: From dilute to concentrated electrolytes,
Soft Matter 16, 6975 (2020).

[76] Y. Gu and D. Li, The ¢-potential of glass surface in contact with aqueous solutions, J. Colloid Int. Sci.
226, 328 (2000).

[77] A. M. Gaudin and D. W. Fuerstenau, Quartz flotation with anionic collectors, Mining Eng. 7, 66 (1955).

[78] 1. Z. Atamna, H. J. Issaq, G. M. Muschik, and G. M. Janini, Optimization of resolution in capillary zone
electrophoresis: Combined effect of applied voltage and buffer concentration, J. Chromatogr. A 588, 315
(1991).

[79] See Supplemental Material at http://link.aps.org/supplemental/10.1103/PhysRevFluids.8.114201 for sam-
ple videos depicting the cross-channel migration of particles near glass and gold surfaces.

114201-32


https://doi.org/10.1006/jcis.1996.0273
https://doi.org/10.1002/elps.200305627
https://doi.org/10.1039/D0SM00899K
https://doi.org/10.1006/jcis.2000.6827
https://archive.org/details/sim_mining-engineering_1955-01_7_1/page/n69/mode/2up
https://doi.org/10.1016/0021-9673(91)85039-I
http://link.aps.org/supplemental/10.1103/PhysRevFluids.8.114201

