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ABSTRACT

The factors determining the degree of dynamic wetting, which is characterized by the microscopic dynamic contact angle, have been the
subject of much discussion. In this manuscript, it is analytically determined that the microscopic dynamic contact angle is dependent on the
rate of surface dilatation in addition to the thermodynamic surface tension. It is argued that, in the vicinity of a moving contact line, this rate
of surface dilatation results in a disparity between the thermodynamic and mechanical surface tensions, which are almost always assumed to
be equal. It is also found that, in the case of forced wetting, the difference between the receding and advancing contact angles is primarily
due to the rate of surface compression at the receding contact line and the rate of surface expansion at the advancing contact line. These
findings, which are validated using molecular dynamics simulations, demonstrate that surface dilatation is an important factor responsible

for the deviation of the microscopic dynamic contact angle from its static equilibrium value.

Published under license by AIP Publishing. https://doi.org/10.1063/1.5125231

. INTRODUCTION

The phenomena of wetting play an important role in many
industrial and natural processes, such as oil recovery,"”” lubrica-
tion,™* electrowetting,” microfluidics,” ” biosurfaces,"’ and emulsi-
fications.'"'” The extent to which a fluid wets a solid surface is
commonly characterized by the contact angle (angle formed by the
fluid-fluid interface with the solid). For the case of a static droplet,
Young'’ determined the contact angle by balancing the forces acting
at the contact line as

yaB cos Os = yaw — YBw,

where 0; is the static contact angle and the subscripts AB, AW, and
BW denote the interface between fluid A-fluid B, fluid A-Wall, and
fluid B-Wall, respectively. This relation has also been derived by
minimizing the total free energy of the system,'* validated using
statistical mechanics,'”'® and recently shown to be valid in the
microscopic scale'” as well.

In comparison, for the dynamic case, there are several compet-
ing dynamic contact angle models in the literature that are based

on a diverse set of physical mechanisms with applicability to length
scales ranging from macroscale to molecular scale. The three com-
mon theories that dynamic contact angle models are based on are
the hydrodynamic theory, the molecular kinetic theory (MKT), and
the interface formation theory (IFT). Most dynamic contact angle
models fall under the hydrodynamic theory,™ > which is based on
classical continuum fluid mechanics, where the singularity of the
moving contact line is alleviated by relaxing the no-slip boundary
condition””*” or by artificially truncating the solution at a molecu-
lar length scale where the solution breaks down.'” Usually in these
models, the contact angle is observed at the macroscale, with the vis-
cous bending of the interface occurring at the mesoscale, while at
the microscale it is assumed that the contact angle is the same as its
static equilibrium value. However, in contrast, recent ﬁndingsy“r
have shown the dependence of the microscopic contact angle on the
contact line velocity.

In the case of models based on the molecular kinetic theory,”
the dynamic contact angle is attributed to the local frictional force
acting at the contact line. Here, the motion of the contact line is
based on the adsorption-desorption of the fluid molecules on to the

Phys. Fluids 32, 012111 (2020); doi: 10.1063/1.5125231
Published under license by AIP Publishing

32,012111-1


https://scitation.org/journal/phf
https://doi.org/10.1063/1.5125231
https://www.scitation.org/action/showCitFormats?type=show&doi=10.1063/1.5125231
https://crossmark.crossref.org/dialog/?doi=10.1063/1.5125231&domain=pdf&date_stamp=2020-January-24
https://doi.org/10.1063/1.5125231
https://orcid.org/0000-0001-5296-597X
https://orcid.org/0000-0002-1382-221X
mailto:mohseni@ufl.edu
https://doi.org/10.1063/1.5125231

Physics of Fluids

surface within the three-phase zone. In this case, there is no viscous
bending and the observed angle is the microscopic dynamic contact
angle, which is velocity dependent.

Finally, in the interface formation theory proposed by
Shikhmurzaev,” the contact line advances by a rolling type motion.
This results in the transport of fluid particles from the fluid-fluid
interface to the fluid-wall interface, through the contact line and vice
versa. Since the properties of the two interfaces are not the same,
there is a transition region in the vicinity of the contact line, where
a surface tension gradient exists. The gradient results in a local sur-
face tension value different from that of the equilibrium value. This
is described by a constitutive equation proposed by Shikhmurzaev,
in which surface tension is related to the surface (interface) density.
Assuming that Young’s equation is still valid, IFT suggests that the
gradient in surface tension results in a change in dynamic contact
angle.

Here, we listed only some of the dynamic contact angle mod-
els and the theories on which they are based; for a more detailed
list, the reader is referred to the review articles by Snoeijer and
Andreotti,”’ Chau,’’ and Blake.’”*” All these dynamic contact angle
models, some of which are based on competing mechanisms, show
reasonable agreement with experiments.”' " This makes it diffi-
cult to ascertain the underlying mechanism governing the dynamic
contact angle, especially the microscopic dynamic contact angle. In
this manuscript, we aim to resolve this issue by using interfacial
hydrodynamics to analytically derive a model for the microscopic
dynamic contact angle and validate it using molecular dynamics
(MD) simulations.

To this end, we find the functionality of the microscopic
dynamic contact angle by writing the force balance at the contact
line by considering Gibbs’ representation of the interface as a divid-
ing surface and the contact line as the intersection of these divid-
ing surfaces. Gibbs’ representation has the benefit of maintaining
the modeling simplicity of continuum mechanics seen in hydrody-
namic contact angle models, while obtaining the microscopic res-
olution of the MKT and IFT models, discussed above. The force
balance is given by the balance of surface stress of the respective
interfaces, which is usually assumed to be equal to the thermody-
namic surface tension. Here, we shall show that this is true only
in the static case or far from the moving contact line, where slip
velocity is a constant. In the dynamic case, the surface stress at
the moving contact line is a function of both the rate of surface
dilatation and the thermodynamic surface tension. Hence, from
the force balance, it follows that the microscopic dynamic contact
angle is dependent on the one-dimensional rate of surface dilata-
tion [0u'¥/8s] in addition to the thermodynamic surface tension,
namely,

ou® ou®®
Y+(KS+MS)7) cosed:(w(fcsws)i)
( 9s ) 4p Is ) aw

au“))
v+ (ks + ps) —— . (1)
(V (ks + ps) = .

Here, 4 is the tangential component of surface fluid velocity, ds
is in the direction tangent to the interface, 6, is the microscopic
dynamic contact angle, ys is the surface shear viscosity, and «; is
the surface dilatation viscosity. In addition, we shall show that one

(s
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of the key factors responsible for the difference in contact angle
at the advancing and receding edges is the rate of surface dilata-
tion. We argue that the rate of surface dilatation results from vary-
ing slip velocity in the vicinity of the moving contact line” and
is inseparable from it. Stated differently, we cannot have varying
slip velocity without having a rate of surface dilatation and vice
versa.

We also demonstrate that mechanical surface tension is related
to thermodynamic surface tension by the rate of surface dilatation as
y=y+urV(y -v(), which is obtained using the constitutive equa-
tion, commonly referred to as the Boussinesq surface fluid model.
This is similar to the relation between thermodynamic and mechan-
ical pressure in fluid dynamics.”* The above relation shows that
in the vicinity of the moving contact line, where the rate of surface
dilations is not negligible,” "' the mechanical and thermodynamic
surface tension cannot be assumed to be equal, as is almost always
the case.”” Based on a phenomenological explanation, IFT suggested
the existence of a thermodynamic surface tension gradient, but here
we can show analytically that it is only the mechanical surface ten-
sion that has a gradient, while the thermodynamic surface tension
still remains constant, despite having assumed no surface mass flux
at the moving contact line.

Hence, in our work, we discover that the rate of surface dilata-
tion is the fundamental mechanism governing the microscopic
dynamic contact angle besides the thermodynamic surface tension.
We reiterate that only the mechanical surface tension has a gradient
in the vicinity of the contact line as a result of this surface dilata-
tion, while the thermodynamic surface tension remains constant.
Also, it is found that the difference in the sign of surface dilatation
(expansion and compression) in the vicinity of the advancing and
receding contact lines is one of the primary causes for the differ-
ence in advancing and receding contact angles in the case of forced
wetting.

This manuscript is organized as follows: In Sec. II, an expres-
sion for the microscopic dynamic contact angle model is derived
from the force balance at the moving contact line. Using Boussi-
nesq’s surface fluid model and the mass conservation at the inter-
face, the model is presented in three different forms, namely, sur-
face dilatation form, mechanical form, and surface mass flux form.
The numerical setup with details of molecular dynamics simulations
and methods of computation of respective variables are presented in
Sec. I11. Finally, in the results Sec. I'V, various findings are validated
and discussed in greater detail.

Il. FORCE BALANCE AROUND THE MOVING
CONTACT LINE

Our objective here is to obtain the microscopic dynamic con-
tact angle by finding the correct matching condition for the force
at the moving contact line. First, we briefly outline the steps under-
taken to achieve this task. Following Gibbs’ interpretation, the con-
servation of momentum is written for a control volume encom-
passing the bulk media, the interface, and the contact line. This
is presented for a general multiphase system, which we then sim-
plify for the specific case of a contact line formed by two immisci-
ble fluids, steadily moving over a planar surface. The force balance
thus obtained at the moving contact line is expressed in terms of
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Interface,

n
Contact line, ¢

(a) (b)

surface stress, which in itself is not in a closed form and hence
of little use. Therefore, using a constitutive relation presented by
Boussinesq for a surface fluid and considering the surface mass bal-
ance at the interface, we find the microscopic dynamic contact angle
model. This model is presented in three different forms, each hav-
ing its own advantages. Throughout this manuscript, we refer to the
mass and force balance in the bulk media as bulk mass balance and
bulk force balance, respectively. Similarly, we refer to the balances
in the surface as surface mass and force balance, while the balances

force balance in the bulk media

S

scitation.org/journal/phf

FIG. 1. (a) Schematic of an arbitrary control volume encom-
passing a bulk region R, with interface ¥ and contact line ¢
within it. 7 is the unit vector normal to the control surface,
i is the unit vector normal to the interface, and 7, is the
unit vector orthogonal to the contact line and tangent to the
interface. (b) Schematic showing the bulk, surface »'*), and
line velocities v"). Here, Phase 1, 2, and 3 can either be a
solid, liquid, or gas.

in the contact line are referred to as line mass balance and line force
balance.

With the brief outline discussed, we now present the force bal-
ance for a general multiphase system,”” by considering a control
volume encapsulating the bulk media, the interfaces, and the con-
tact line as illustrated in Fig. 1. In the force balance, the terms are
grouped into volume, area, and line integrals, corresponding to the
bulk media, the interface, and the contact line, respectively; see the
following equation:**

force balance at the interface

(s)

dv SLOM CIRONO) ©) O X
/R(pdt_v.T—pb)dV+fz(p T—V(s)-T -p’b +|[p(v—v Y(v—v ).nS—T.nS]l dA

force balance at the contact line

dt

dnv®
+ /;(P(l)(l)v -V D _ p(l)b(l) + |[p(s) (v(s) _ v(l))(v(s) _ v(1)) Sy - T®) . ﬁl]l dl=o0. 2)

Here, p is the density, v is the velocity, T is the stress tensor, and
b is the body force. Terms without any subscript or superscript are
associated with bulk media, (-)¢) and (~)(S) are terms associated with
an interface, while (-)g) and (‘)(l) are associated with the contact
line. R is the region encompassed by the control volume, X is the
area formed by the interface, and c is the contact line (normal to
the plane of Fig. 1). The volume integral is the same as the com-
monly used momentum equation for a bulk medium. The surface
and line integrals are analogous to the bulk momentum equation,
except for the additional jump terms denoted by [ ]]. The first of the
jump terms accounts for the momentum associated with mass trans-

fer across the interface, I[p(v v (v=v). ﬁs]l, and the contact
line, |[p<s)(v(s) v —yDy. fll}l.B The second jump term
accounts for the jump in bulk stress across the interface, [T - ],
and the jump in surface stress across the contact line, |[T<S) -y o
The importance of the jump terms lies in the fact that it is through
these jump terms that a higher dimension is connected and com-
municates with the lower dimension and vice versa. Hence, from

Eq. (2), we obtain the force balance at the moving contact line in
its most general form

depyv®
1) %) 1 D1

+ |[p(5) (v(S) _ v(l) )(V(S) _ v(l)) oy - T(S) . ﬁl:ﬂ) —0. 3)

It must be noted that although Eq. (2) is discussed in the con-
text of a multiphase flow, the force balance itself is applicable to any
problem with a surface and line discontinuity. Xia and Mohseni"’
had used a similar force balance to study the formation of vortex
sheets at the trailing edge of an airfoil. They applied conservation
laws to a “Y”-shaped control volume encompassing the two bound-
ary layers at the trailing edge that merge to create the free shear
layer. DeVoria and Mohseni " also used similar equations to define
an inviscid model for boundary and shear layers, where the mass and
momentum in the layers were confined to a two dimensional surface.
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We now simplify this general force balance [Eq. (3)] for a mul-
tiphase system for the specific case of a steadily moving contact line
by employing the following assumptions:

1. The contact line is in dynamic equilibrium, dgyv/dt = 0.

2. The contact line is subject to no body force, O = 0.

3. The contact line is a material boundary with no mass transfer
across it,

I[p(s) (V(S) _ v(l) ) (V(S) _ V(l)) . ﬁl:ﬂ - 0.

4. There is no gradient in the line stress along the contact line
(normal to the plane of Fig. 1), V) - T = 0.

Using these assumptions, the force balance [Eq. (3)] reduces to

I[T(S) -ﬂ,]l - 0. 4

The force balance in its current form is not closed, and there-
fore, a surface constitutive law presented by Boussinesq is used to
rewrite Eq. (4) in terms of surface tension (surface pressure) and sur-
face velocity. Thereafter, we present the above force balance in two
additional forms, each having its own advantages.

A. Surface dilatation form

The Boussinesq surface fluid model™”” describes the surface

stress as T® = [y + (ks — pts)V(s) - V¥ ]P + 24, D). Here, P = I — Ah
1/2(P - V(v
+ (V(S)v(s) )T+ P) is the rate of surface deformation tensor. Since
we assume a two-dimensional problem with the domain periodic
in the binormal direction, there is no surface shear and the surface
stress simplifies to TC = yP + (ks + ‘us)(du(s)/ds)P. Hence, substitut-
ing the surface stress, the force balance at the moving contact line is

written as
(s)
|[(yP+(KS+ys)ag P).ﬂ,]l =0. (5)
s

By expanding and projecting the force in the direction tangent to the
wall, we obtain

is the surface projection tensor and D®

ou® ou®
y+(KS+‘uS)—) cos@d:(y+(xs+/,ts)—)
( Is [ g Is ) aw

ou®

—(Y+(Ks+ﬂs)7as) . (6
BW

Here, y, ks, and ys are surface material properties that are known
a priori. The rate of surface dilatation [9u"*)/@s] can be computed
from the flow, leaving the microscopic dynamic contact angle as the
only unknown. In the field of surface rheology, a substantial effort
has been devoted to computing the surface shear and dilatation vis-
cosity,” " though this has been primarily focused on a fluid-fluid
interface rather than a fluid-wall interface. Hence, we demonstrate
that the microscopic dynamic contact angle, 6, is dependent on
the surface dilatation in addition to the thermodynamic surface ten-
sion. In order to eliminate one of the material properties, which

ARTICLE scitation.org/journal/phf

is required as an input, namely «;, we rewrite the force balance in
Eq. (6) by substituting the thermodynamic surface tension at the
respective interfaces with the mechanical surface tension as is shown
next.

B. Mechanical form

From the constitutive equation of a bulk fluid stress, it is known
that the mechanical pressure (p) is related to the thermodynamic
pressure (p) as p = p + kV - v, where « is the bulk dilatational vis-
cosity. Considering that the Boussinesq surface fluid model [T®
= [y + (ks — us) V(s) - VP + 2uD¥] is analogous to the constitutive
equation for the bulk fluid stress, it follows that the mechanical sur-
face tension is related to the thermodynamic surface tension in the
same way as the two forms of pressure,

=yt Vi v )

Here, the mechanical surface tension is defined as the average of the
diagonal terms of the surface stress tensor, in the same manner, the
mechanical pressure is defined as the average of the diagonal terms
of the bulk stress tensor. This definition for mechanical surface ten-
sion can be readily shown to be equivalent to the classical definition,
$ = /%% (Pr — Px)dn, where Pr and Py are components of the bulk
pressure, tangential and normal to the interface. It must be noted
that surface tension could be interpreted as the surface pressure. By
rewriting the force balance at the contact line [Eq. (6)] in terms of the
mechanical surface tension, we show that the microscopic dynamic
contact angle model is

( ou®) ) 0 ( ou®) ) ( ou®) )
Y+ us—— cosbty=|p+tus—— |\ ptus—— .
s ) g s ), s Jpw

®)

In the limit of a static case, the surface flow is surface divergence free
and T®) = yP = §P; hence, the above equation reduces to Young’s
equation for the static contact angle y4p cos 6s = yaw — ypw. Next, we
show that, using the surface mass balance at the interface, the surface
dilatation term can be rewritten in terms of the mass flux of bulk
fluid into the interface, thereby eliminating the need of computing
the rate of surface dilatation.

C. Surface mass flux form

One of the challenges in the surface dilatation form of the force
balance is computing the rate of surface dilatation (0u®)/9s) in the
macroscale. Hence, it is replaced using the surface mass balance at
the interface. The surface mass balance for a steady incompressible
surface flow is given as™

PV v = o], ©

where v is the component of bulk velocity normal to the inter-
face. Substituting in the dynamic contact angle model, Eq. (6) is
rewritten as

(r = AldvD) ap cos 6a = (y = A[Av]) g = (¥ = A[AvD > (10)

where A; = (& + p5) ﬁ is called the total surface kinematic viscos-
ity. Therefore, in this form, the only surface quantities required to
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compute the microscopic dynamic contact angle model are surface
material properties, which are known a priori.

This model is further simplified by using Young’s relation for
static contact angle, 6;, to eliminate thermodynamic surface tension
at the wall-fluid interfaces to obtain

yap(cos s — cos 0s) = (Asaw (pv)a — Aspw(pv)p).  (11)

Here, we assume that the mass flux into the fluid-wall interface is
only from the bulk fluid side, as the wall side has no relative velocity
normal to the interface. Hence, (pv)4 and (pv)p correspond to the
mass flux into the interface from bulk fluid A and B, respectively. In
addition, we have also assumed the fluids to be immiscible; therefore,
there is no mass flux across the fluid-fluid interface. Hence, we infer
that the change in contact angle between the static and the dynamic
case is a result of the difference in mass flux at the two fluid-wall
interfaces in the vicinity of the moving contact line.

The findings are validated and discussed in Sec. IV. First,
however, the details of numerical setup and methods used for the
evaluation of surface quantities are presented in Sec. I11.

I1l. NUMERICAL SETUP AND EVALUATION
OF SURFACE QUANTITIES

Here, we describe the problem geometry, provide details of the
numerical simulation, and describe the methods used to evaluate
various surface quantities from MD simulations.

A. Description of problem geometry

The moving contact line is simulated by modeling a two-phase
Couette flow for immiscible fluids, where the walls move in the
opposite directions with a constant speed U (see Fig. 2). Here, peri-
odic boundary conditions are imposed along the x and z directions.
The contact angle () is defined as the angle formed by the wall and
fluid-fluid interface, as measured in fluid A. Due to the symmetric
nature of the problem, 0 = 6, and 0, = 6; are the leading and trailing
edge, respectively, in the frame of reference of the wall.

(b)

FIG. 2. (a) Schematic of the problem geometry and (b) snapshot of the simulation.

scitation.org/journal/phf

B. Details of MD simulation

As previously eluded to, one of the major difficulties faced in
studying the dynamic contact angle is that direct measurement is
limited by the ability of an experimental technique to resolve the
interface. With the aid of molecular dynamics simulations,” we are
able to overcome this hurdle. The pairwise interaction of molecules,
separated by a distance r, is modeled by the Lennard-Jones (LJ)

potential
()]

Here, € and o are the characteristic energy and length scales, respec-
tively. The potential is zero for r > r, where r. is the cutoff radius,
which we set to . = 2.50, unless otherwise specified.

Each wall is comprised of at least two layers of molecules ori-
ented along the (111) plane of a face centered cubic (fcc) lattice,
with the molecules fixed to their respective lattice sites. The fluid
molecules are initialized on a fcc lattice, whose spacing is chosen to
obtain the desired density, with initial velocities randomly assigned
so as to obtain the required temperature. The fluid in its equilibrium
state has a temperature T » 1.1kg/e and number density p ~ 0.81¢7°.
The temperature is maintained using a Langevin thermostat with a
damping coefficient of T' = 0.17” ', where 7 = \/mo? /e is the charac-
teristic time and m is the mass of the fluid molecule. The damping
term is only applied to the z direction to avoid biasing the flow. The
equation of motion of a fluid atom of mass 1 along the z component
is therefore given as follows:

. oVij
méi= ) 0zi

JEI

- ml“z',- + 7. (13)

Here, } ;. denotes the sum over all interactions and #; is a Gaussian
distributed random force. The value of dynamic viscosity of the fluid
is 4 ~ 3.3eTo” > and the Reynolds number is Re = 0.95, which corre-
sponds to the case with maximum wall velocity (U = £0.075077 ).
For all the cases considered, the numbers of fluid A and fluid B atoms
are 225 552 each and the numbers of top and bottom wall atoms are
35456 each.

The LJ coefficients and relative number density (scaled by the
number density of the wall, p,, = 0.810‘73) of the various cases
simulated are listed in Table I. The immiscibility of the two flu-
ids is modeled by choosing appropriate L] interaction parame-
ters, such that the interatomic forces between them is predomi-
nantly repulsive. This is done by choosing a small value for epsilon

TABLE . List of different test cases. Here, € and ¢ are the characteristic energy and
length scales, respectively. p* is the relative number density, where it is scaled by the

number density of the wall, p., = 0.816 2.

Wall-fluid A Fluid A-fluid B

o p*

Wall-fluid B
eY1e e p* e

Case €¢“le alo p*

1 04 09 095 06 095 095 0.2 3.0 095
2 02 09 09 06 095 095 0.2 30 095
3 01 09 095 1.0 095 095 02 30 095
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(which represents the depth of the potential well). For the results
presented here, the L] parameters for interactions between fluid A
and fluid B are e = 0.2¢, o =3.00. Since 67 = 3.00, a cut-off radius
of rc = 5.00 is used for the fluid A-fluid B interactions. For simplic-
ity, the two fluids are assigned identical fluid properties and only
the properties of the fluid-wall interactions are changed. The fluid
channel measures 153.00 x 27.40 x 144.00. The channel height is
determined such that the individual moving contact lines are iso-
lated from each other. This is ensured by choosing a channel height
such that the fluid-fluid surface tension reaches its equilibrium value
along the interface, before it is affected by the MCL on the opposite
wall.

The equations of motion were integrated using the Verlet algo-
rithm™”” with a time step At = 0.0027. The equilibration time is
determined by the time it takes for the fluid-fluid surface tension
to reach a steady value, which is 60 0007 (supplementary material).
The simulation is initially run until the flow equilibrates, after which
spatial averaging is performed by dividing the fluid domain into
rectangular bins of size ~0.52¢0 x 0.54¢ along the x-y plane, and
extending through the entire width of the channel. In addition to
spatial averaging, time averaging is done for a duration of 20 0007
for the moving contact line problem.

Studies by Priezjev’® and Pahlavan and Freund’’ have shown
that the stiffness of thermal walls affects the slip length and its depen-
dence on the shear rate. It is also well known that the property of the
secondary fluid in a two-phase flow governs the contact angle, which
in turn could affect the local stresses in the vicinity of the contact line
in the primary fluid. In this paper, for simplicity and in order to iso-
late these effects, the test cases are modeled with wall molecules fixed
to the lattice site.

1. Calculation of microscopic contact angle
and surface quantities from MD

In order to validate the contact angle model, we need to evalu-
ate the respective surface quantities and determine the microscopic
contact angle from MD simulations. We start by describing how the
microscopic contact angle is evaluated, for which the shape of the
interface needs to be defined first.

a. Determining the microscopic contact angle from simulation.
The distribution of number density of fluids A and B, along the
length of the channel (x direction), is presented in Fig. 3(a). It is
observed that the number densities of both fluids A and B drop
sharply and the profiles intersect within the interface region. Hence,
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the fluid-fluid interface is defined as the loci of these intersections
(pa = pp) along the height of the channel, see Fig. 3(b). By fitting a
cubic polynomial function through these discrete points, a contin-
uous interface curve is obtained. Now, that the function describing
the shape of the interface is determined, the contact angle is evalu-
ated by computing the slope of this function relative to the wall at the
edge of the contact line region (CLR). Next, we define the interface
and contact line region.

b. Defining the interface region and the contact line region.
The width of the interface region is determined by locating its two
boundaries. The boundary of an interface region is defined as the
location where the local number density deviates by 1% of its bulk
value. This is defined based on Gibb’s definition of an interface,
where he defines an interface as a hypothetical dividing surface sep-
arating two homogeneous media. Hence, the interface region and in
turn the interface boundary are defined as where the fluid properties
deviate from its bulk value by 1%. In the case of the wall-fluid inter-
face region, the location of the boundary on the fluid side is given by
the height at which density layering in the fluid begins, depicted in
schematic shown in Fig. 4. On the other hand, the boundary on the
wall side is defined at a distance of 0.25¢ away from the wall lattice
site. Similarly, the two boundaries of the fluid-fluid interface region
are determined by the location where the density decreases by 1%
of its bulk value. Now, the contact line region (or three phase zone)
can be defined as the intersection of these three interface regions.
The surface tension forces and the force due to surface dilatation are
evaluated at the edge of this contact line region.

¢. Evaluating the surface quantities. Before we describe how
the individual surface quantities are evaluated we refer back to
Gibbs’ definition of a dividing surface (interface). Gibbs describes
the interface as a hypothetical dividing surface that separates two
homogeneous phases. In the homogeneous phase, all variables, such
as density, viscosity, and stress, have uniform values and the con-
stitutive equations apply uniformly. Any excess properties or fluxes
not accounted by the homogeneous phase are assigned to the divid-
ing surface. This analogy can be directly extended to the contact line,
formed by the intersection of two or more dividing surfaces. Here,
any excess surface quantities are assigned to the common line.

In order to compute the surface tension, the components
of stress tensor need to be evaluated first. The stress tensor is
computed by accounting for the forces acting on the fluid ele-
ment."”** The fluid element corresponds to the rectangular bins

FIG. 3. (a) Density profile of fluids A and B across the middle
of the channel. (b) The polynomial fit to the location of all
intersection points formed by the number density profiles of
fluids A and B. These results correspond to case 1.
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pa(z,y = const)

FIG. 4. Schematic showing how the boundaries of the inter-
face region and the contact line region (CLR) are deter-
mined. Here, an example of the density profile for a given
x and y locations is presented for both fluids A and B. The
two boundaries of the fluid-fluid interface region are deter-
mined by the location where the density decreases by 1% of
its bulk value. In the case of the wall-fluid interface region,
the location of the boundary on the fluid side is given by the
height at which density layering in the fluid begins, while
the boundary on the wall side is defined at a distance of
0.250 away from the wall lattice site. Finally, the contact
line region (CLR) can be defined as the intersection of these
three interface regions.

FIG. 5. The components of linear stress in the x and y direc-
tions are plotted for (a) the fluid-fluid interface at the middle

of the channel (y = H/2) and (b) the wall-fluid interface at the
middle of fluid A (x = L/2, where L is the length of droplet A).
The results are for the static case corresponding to case 1.
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formed by dividing the fluid domain. By spatially averaging the
stress, we obtain the average stress tensor in each bin. In Fig. 5, we
plot the stress components (o, and oy,) across the fluid-fluid and at
the fluid-wall interfaces, where the anisotropy of stress around the
interface is observed. Knowing the components of the stress tensor,
we now calculate the surface tension as given by its mechanical def-
inition, y = fff [Py — Pr]dl.” Here, Py and Py are the normal and
tangential components of the local stress tensor with respect to the
interface and dl is in a direction normal to the interface. The limits
of integration are chosen such that at [ = L, and I = L, the stress is
isotropic (Py = Pr). In order to evaluate the surface tension for the
fluid-fluid interface, the limits L; = —50 and L, = 50 are used. Since
we use inert walls,”’ the wall-fluid interface surface tension can be
computed using the same mechanical definition as given above. The
limits of integration for the wall-fluid interface extend from the wall
to the middle of the channel. Next, we detail the steps involved in
evaluating the surface density and surface velocity.

Similar to surface tension, the surface density [p*'] is evaluated
by integrating the bulk density of the bulk fluid across the width of
the interface region. Surface velocity [v)] on the other hand is eval-
uated by first computing the surface momentum by integrating the
bulk momentum across the width of the interface region and then
dividing it by the surface density. Finally, we present the steps used
to compute the surface viscosities.

The surface dilatational viscosity is evaluated by using the
relation between thermodynamic and mechanical surface tension

15

presented in Eq. (7), y = y + &V v® . The thermodynamic
surface tension (y) is found by evaluating the mechanical surface
tension (j) far away from the contact line, where V(5 - v*) = 0 and
y = 9. Then, the surface dilatational viscosity (x;) is found by fitting
the data of § — y to V(s - v, along the vicinity of the receding
contact line. The surface shear viscosity is computed by using the
momentum balance at the interface, Eq. (2). From looking at the MD
results, it is found that inertia and the jump in momentum due to
mass flux terms are negligible in comparison to the surface stress and
the jump in bulk stress terms. Hence, the surface momentum bal-

ance reduces to V() - ([y — sV (s) ) ZysD(S)) +[T A]=0.
Using this relation, we can compute the surface shear viscosity (ys)
as it is the only unknown. Here, the surface dilatational and shear

TABLE II. List of surface dilatation (xs) and shear (us) viscosities, corresponding to
different cases of wall-fluid properties. The units of surface viscosities are ero 3.

Phys. Fluids 32, 012111 (2020); doi: 10.1063/1.5125231
Published under license by AIP Publishing

Wall-fluid A Wall-fluid B
Case Ks Us Ks Us
1 311 252 350 414
323 271 367 408
3 288 193 431 425
32, 012111-7


https://scitation.org/journal/phf

Physics of Fluids

viscosities are assumed to be a constant for a given interface. They
are computed for the top wall in the vicinity of the contact line and
for a wall velocity of u = 0.05¢7'. The list of surface dilatation and
surface shear viscosities corresponding to various wall-fluid inter-
faces is tabulated in Table II. The surface viscosities are not com-
puted for the fluid-fluid interface as the rate of surface dilatation is
found to be negligible as a result of the fluids being immiscible.

IV. RESULTS AND DISCUSSION

So far in this manuscript, we have presented the force bal-
ance at the moving contact line and in turn presented a model for
microscopic dynamic contact angle. This is presented in three dif-
ferent forms. In the first form, it is shown that the microscopic
dynamic contact angle is a function of the rate of surface dilata-
tion and the thermodynamic surface tension, using the Boussinesq
surface fluid model. Next, in the mechanical form, the thermody-
namic surface tension and the rate of surface dilatation are replaced
by the mechanical surface tension using the Boussinesq surface fluid
model. Finally, in the surface mass flux form, surface mass balance
is used to replace the rate of surface dilatation with mass flux of bulk
fluid into the interface. In this section, we validate these findings
and the microscopic dynamic contact angle by performing an MD
simulation of multiphase Couette flow problem with different veloc-
ities and different wetting properties. Based on the results from MD,
these findings are discussed in greater detail.

A. Surface mass balance at the interface

We start by validating the surface mass balance, presented in
Eq. (9). From the surface mass conservation, it is found that the rate
of surface dilatation is balanced by the mass flux of the bulk fluid
into (and out of) the interface. For a two-dimensional problem, the
rate of surface dilatation term becomes du'*)/8s and the equation for
mass conservation reduces to

(s)
W?% - ] (14)

Here, s is in the direction tangent to the interface. Unlike the bulk
fluid, where the bulk mass balance under the assumption of incom-
pressibility (constant density) guarantees a divergence free flow or
no bulk dilatation, in the interface, the surface mass balance under
the assumption of incompressibility (constant surface density) does
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not ensure zero surface dilatation. In fact, the rate of surface dilata-
tion is rather predicated on whether there is a bulk mass flux into
(or out of) the interface or not. In Fig. 6, we present the distribution
of bulk mass flux and the rate of surface dilatation along the wall,
in the vicinity of the advancing and receding contact lines. The data
presented are for interfacial properties corresponding to case 3 and
for three different cases of wall velocities (u = 0.02507" %, 0.05007 %,
and 0.07507™1). The results show good agreement between the terms
corresponding to the convection of surface fluid and the mass flux
of bulk fluid into the interface. It is observed that, near the receding
contact line, the deceleration of the surface fluid results in a mass
flux out of the wall-fluid interface and into the bulk fluid. In contrast,
the acceleration of the surface fluid, in the vicinity of the advancing
contact line, leads to the bulk fluid flowing into the interface.

The rate of surface dilatation can be interpreted as a spatial
acceleration or linear strain rate, which is nonzero only in the vicin-
ity of a moving contact line. This is because the streamline on
approaching the contact line is forced to turn and hence decelerate
along the direction parallel to the interface. The presence of linear
strain rate is in line with previous numerical”>*****" and experimen-
tal"’ findings, where a sharp reduction in the magnitude of tangential
component of fluid velocity, in the vicinity of the moving contact
line, is observed. Here, the velocity magnitude reduces from a value
corresponding to no-slip (or finite slip), far away from the contact
line, to that corresponding to perfect slip, at the moving contact line.
This variation in slip is inseparable from the rate of surface dilata-
tion, in that we cannot have varying slip velocity without having a
rate of surface dilatation and vice versa. The importance of this lin-
ear strain rate (or spatial acceleration) in accurately defining the slip
boundary condition for a moving contact line problem has been dis-
cussed by Thalakkottor and Mohseni”’ and Qian et al."’ Although
surface dilatation is not often discussed in the context of wetting,
this has been well established in the context of foam, emulsions, and
thin films.”’

B. Mechanical and thermodynamic surface tension

As previously discussed, in the vicinity of the contact line,
the surface flow is not divergence free; hence, the mechanical sur-
face tension does not equal the thermodynamic surface tension in
this region. This is different from the usual assumption of them
being equal.”* As presented in Eq. (7), the mechanical surface ten-
sion equals the sum of thermodynamic surface tension and surface
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FIG. 6. Verifying the mass balance along the fluid-wall inter-
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dilatation. In Fig. 7, the distribution of mechanical surface tension
along the wall is compared to the sum of thermodynamic surface
tension and the rate of surface dilatation. It is compared for interfa-
cial properties corresponding to case 3 and for three different cases
of wall velocities (u = 0.02507™ ", 0.05007" ', and 0.07507™ ). The
results show good agreement, thereby validating the relation pre-
sented in Eq. (7). Here, the thermodynamic surface tension is eval-
uated by computing the mechanical surface tension far away from
the contact line, where V() -v**) = 0 and y = . The surface dilata-
tion viscosity (;) is tabulated in Table II. In addition, by comparing
the distribution of surface tension in the vicinity of the contact line,
for a static and a dynamic case (Fig. 8), it is clearly seen that as
we approach the moving contact line, the magnitude of mechan-
ical surface tension for the dynamic cases begins to deviate more
from that of the static case and hence the existence of mechanical
surface tension gradient is demonstrated. From Eq. (7), it can be
concluded that the cause of this deviation between the mechanical
and thermodynamic surface tension is a result of the increased rate
of surface dilatation observed in the vicinity of the moving contact
line.

C. Validation of microscopic dynamic contact angle
model

The microscopic contact angle model is validated by comparing
the contact angles from several different cases of wall-fluid proper-
ties and for the varying wall velocities listed in Table III. The local
mechanical surface tension values and the rate of surface dilatation
are directly computed at the contact line (edge of the contact line
region) and substituted in Eq. (8) (the mechanical form) to obtain the

2 100

contact angle. The surface shear viscosity is tabulated in Table I1. The
prediction made by the microscopic dynamic contact angle model
agrees well with the results of the MD simulations. For most cases,
the error is under 5%. For the limiting case of a stationary wall (U
=0), the angle 6, ~ 0, as dictated by Young’s equation for static con-
tact angle. This shows the consistency of both the MD simulation
setup and the methodology used to evaluate the local surface tension
force for the respective interfaces. Here, even though the results are
only presented for fluid A, the model is also validated for fluid B as
they share the same interface. The contact angle for fluid B is 180 - 6,
where 6 is the contact angle for fluid A. The local mechanical sur-
face tension values at the contact line for respective interfaces are
tabulated for various test cases in Table IV.

Our findings appear to be contrary to the recent claim that
Young’s equation can describe the microscopic dynamic contact
angle,”” particularly the microscopic dynamic contact angle com-
puted at the edge of the contact line region at the molecular scales.
The reason for this apparent discrepancy is because in the work by
Fernandez et al. for a two fluid system, they computed the cumula-
tive tangential force exerted by the wall on the fluid within the three
phase zone (contact line region), instead of decomposing the forces
into respective force contributions from thermodynamic surface
tension and the rate of surface dilatation.

D. Mechanical surface tension gradient’s role
in determining the advancing and receding
contact angles

The gradient of mechanical surface tension, apart from making
an important contribution in determining the microscopic dynamic

FIG. 8. Comparison of gradient of mechanical surface ten-
sion for a static and dynamic case along the (a) wall and
(b) fluid-fluid interface. In (a), the results are shown for fluid
B, whose interface happens to coincide with the start of the
channel for this case. It can be observed that the gradient
exists over a distance of 200 in the bulk liquid and its magni-
tude at the edge of the moving contact line almost doubles
that of the static equilibrium value. In (b), the oscillations
near the wall are a result of the layering phenomenon.5
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TABLE Ill. The contact angle obtained from the MD simulation (Sim) is compared with that predicted by the microscopic
contact angle model (Mod) for different test cases. Here, the contact angles are measured with respect to fluid A and the
absolute relative error is presented. Here, 64 and 6, correspond to the advancing and receding contact angles as shown in

Fig. 2.
91 02
Case U (01_1) Sim (deg) Mod (deg) Err (%) Sim (deg) Mod (deg) Err (%)
1 0.050 104.3 108 3.55 81.3 80.6 0.86
2 0.000 94.8 94.9 0.10 95.5 95.0 0.60
0.050 105.6 109.4 3.60 87.4 82.3 5.84
3 0.000 104.3 107.8 3.30 103.6 108.3 4.60
0.025 110.8 109.0 1.62 96.2 95.4 0.83
0.050 118.9 114.1 4.04 87.4 90.8 3.89
0.075 130.9 118.0 9.85 80.9 86.2 6.55

contact angle, also provides an explanation for the difference in con-
tact angle at the advancing and receding edges of a steadily trans-
lating droplet. This difference in the contact angles is verified in the
results presented in Table 11, which also include the limiting case of
zero wall velocity so that 6, ~ 8,, which is in agreement with Young’s
equation. This is also consistent with the literature as the wall mod-
eled here is homogeneous and has no macroscopic roughness.”
Physically, the difference in contact angles is explained by referring
back to Fig. 8(a) and Table IV, from which it can be seen that the
mechanical surface tension along the wall-fluid interface decreases at
the receding edge, while it increases at the advancing edge, resulting

TABLE IV. Force contribution at the contact line due to mechanical surface tension
(Fj) is presented. Here, 64 and 6, correspond to the advancing and receding contact
angles as shown in Fig. 2. Here, it can be seen that the deviation of surface tension
value in the dynamic case relative to the static case is significant. Here, the contact
angle is measured with respect to fluid A. As the domain is periodic in the z direction,
we assume the simulation to be two dimensional. Hence, the force presented is in
units of force per unit length (eo—2) and the velocity has units of oz —". The relative
change in surface tension value between the dynamic and static cases is negligible
for the fluid-fluid interface as compared to the fluid-wall interfaces.

Case U v FY FP
1 0050 6;  2.80+003 483002 11.37+0.10
6  394£003 337002  10.95+0.10
2 0.000 6 332003 436003  14.56+035
6,  315+003  432+003  14.97+035
0050 6 264007 493+003  10.73+0.10
6, 3413:007 378003  10.25+0.10
3 0.000 6 212003 428+003  9.55+035
6,  194+003 446+0.03  931+035
0025 6 126003 458003 11.14+0.15
6,  210£003 399003  10.66+0.15
0050 6;  090+£0.02 470+003  12.20+0.41
6,  240+£0.02 370£0.03  9.74+041
0075 6 047004 468004  11.61+025
6,  267+004 360£004  866+025

in a momentum imbalance. Smaller values of the mechanical surface
tension at the receding edge indicate an increased local wettability
and hence the fluid-fluid interface tends to form a smaller contact
angle. In the same way, at the advancing edge, there is a larger value
of the mechanical surface tension, which results in a larger contact
angle. As previously discussed, this is directly attributed to the spa-
tial acceleration of the flow along the interface of the wall towards
the moving contact line.

V. SUMMARY AND CONCLUSION

In this manuscript, following Gibbs’ interpretation of an inter-
face, we found the force balance at the moving contact line and in
turn presented a model for the microscopic dynamic contact angle.
The model states that in the dynamic case the microscopic con-
tact angle is dependent on the rate of surface dilatation in addition
to thermodynamic surface tension of respective interfaces. We also
found that as a result of this rate of surface dilatation there is a dis-
parity between the mechanical and thermodynamic surface tension,
and they cannot be assumed to be equal in the vicinity of the moving
contact line. In addition to finding and interpreting the correct force
balance at the contact line, we demonstrated that in the case of forced
wetting one of the key factors responsible for the difference in con-
tact angle at the advancing and receding edges is the rate of surface
dilatation. We showed that in the vicinity of the moving contact line
the rate of surface dilatation is a result of varying slip velocity and as
such inseparable from it, that is, we cannot have varying slip velocity
without having a rate of surface dilatation and vice versa. All of these
findings were validated using molecular dynamics simulations.

SUPPLEMENTARY MATERIAL

See the supplementary material for the time evolution of sur-
face tension of the fluid-fluid interface.
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