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Abstract

Nanoscale drops on structured walls with which they interact through dispersive forces are
investigated by molecular dynamics simulation. The drops are in the impregnation wetting
regime and the influence of the structures on the static and the dynamic wetting properties is
studied. Drops of different size are simulated on six different walls which vary in the structure
size and the wall morphology. Due to the nanoscale structure, there is a deviation of the in-
terfacial tensions between the fluid and the wall from the value which would be observed on
a macroscopic length scale. This phenomenon leads to contact angles which are greater than
those predicted by the Cassie model. Accounting for the deviation of the interfacial tensions,
the Cassie model is confirmed for drops on homogeneously structured walls but it is shown
to be inadequate for inhomogeneously structured walls. The dynamics of drop spreading is
analyzed. It is observed that the presence of the wall structure poses hurdles to the spreading
dynamics. The speed of spreading slows down with increasing structure size. The mechanism
of drop spreading is observed to happen via the formation of local liquid protrusions of the
drop and subsequent broadening of the protrusions. In the stable state, drop configurations are

found which break the symmetry imposed by the wall geometry.



1 Introduction

Wetting of solids plays an important role in many processes. The wetting behavior is often classified
in terms of the contact angle 0° < 8 < 180° of a drop resting on a surface. For an ideal system,
the Young equation' relates the intrinsic contact angle 6, with the interfacial free energies which
arise from the molecular interactions of the involved materials. Much experimental work has been
conducted to specify the contact angle of various solid—liquid combinations and there is a variety
of models for the characterization of the interfacial free energies, often on the basis of molecular
interactions.>"!! Molecular simulations based on force fields are particularly suited for studying the
wetting behavior of a liquid on a solid. '

Technical surfaces do not fulfill the prerequisites of the Young equation as they exhibit topo-
graphical or chemical heterogeneities which lead to complex wetting phenomena. >*?* For example,
when a drop rests on a geometrically structured surface, the hollows of the wall may be filled with
gas or with liquid. The way the hollows are filled are designated by three distinct wetting states: In
the “Cassie” state, the hollows underneath and beside the drop are filled with gas. In the “Wenzel”
state, the hollows underneath the drop are filled with liquid and the ones beside the drop contain
gas. The third wetting state is the “impregnation wetting state” which is characterized by the liquid
filling the hollows underneath and beside the drop.?® For clarity, it is noted here that both the Cassie
and the impregnation wetting state may be described by the model of Cassie and Baxter? and the

Wenzel model 2

may be applied to the Wenzel wetting state. Which one of the three wetting states
is observed in an actual situation, depends on the topography of the solid surface and on the affinity
between the solid and the fluid which is usually characterized by the intrinsic contact angle 6,,.
While there are many studies on the Cassie and the Wenzel wetting regimes, 2%2323-34 the focus
of the present work is on the less well studied impregnation wetting state. In that state, the filling of
the surface structure may generally be accomplished by two mechanisms. If the surface structure is
composed of an array of pillars, wicking of the fluid into the structure is observed.3>% If, however,

the structure is formed by parallel grooves, wicking can not occur and the filling is expected to take

place via capillary condensation of the vapor into the grooves.



The measurement of contact angles on technical surfaces reveals a difference between the ad-

vancing angle and the receding angle,?728-30-37-3

which is referred to as contact angle hysteresis:
An inflation of the drop does not lead to immediate spreading. Instead, the contact line is pinned
and does not move forward, so that the contact angle increases as the volume increases. Similarly,
a deflation of the drop causes a decreasing contact angle. The hysteresis is a measure for the de-
pendence of the contact angle on the history of the drop. Contact angle measurements on surfaces
with tailor-made topographies reveal a relation between the hysteresis and the direction in which
the contact line is forced to advance.?®** For example, the contact angle hysteresis on a surface
which is structured by grooves arranged in form of concentric rings is rather large. On this surface,
the spreading of the drop leads to a motion of the contact line perpendicular to the grooves. How-
ever, if a drop is inflated or deflated on a surface which is structured by straight star—like grooves
forming channels which meet in the center, the contact line can move along the grooves and no
hysteresis is observed,? i.e. there is no pinning of the contact line. The presence of the hysteresis
also influences the spreading process of the drop. Experiments with drops on concentric grooves
show a stick—slip motion of the contact line upon continuous inflation of the drop volume, while
the stick—slip motion is not observed on a surface exhibiting star—like grooves.?’ The time scale
on which the slip motion occurs is very short, which makes it hard to experimentally observe the
microscopic mechanisms occurring during that motion. 3

The description of the wetting properties of technical surfaces requires the understanding of
the physical relationship between the microscopic structure of a surface and the contact angle.

12 as well as Cassie and Baxter?® developed the the first models that addressed the effect

Wenze
of topographical and chemical heterogeneity on the contact angle. The derivation of both models
is essentially the same: They rely on the variation of the free energy of a system related to the
change of the interfacial areas. There, the surface properties are represented by global averages
over the entire surface. The Wenzel model and the model of Cassie and Baxter, which is referred

to as the Cassie model in the following, for brevity, give qualitative information on the influence

of the surface heterogeneity on the contact angle. That is, the models correctly predict an increase



or decrease of the contact angle caused by the surface heterogeneity. Under certain conditions, *>#!

quantitative agreement with experimentally determined contact angles is observed. !

Extrand*? and Gao and McCarthy*® carried out contact angle measurements on surfaces with
inhomogeneously distributed surface structures. They show that both the Wenzel and the Cassie
model fail to correctly predict the contact angle if the surface structure is inhomogeneously dis-
tributed. Based on the experimental results, they challenge the adequacy of the concept of interfa-
cial free energies to describe the contact angle. Instead, they argue that there is an energetic state
of the contact line which determines the contact angle.

Moreover, the models of Wenzel and Cassie are not suitable to explain the existence of con-
tact angle hysteresis. As shown by Johnson and Dettre,*** the contact angle hysteresis emerges
from the chemical and topographical heterogeneities of the surface. To describe the hysteresis, the
spatial distribution of the heterogeneity has to be accounted for. That way, the experimentally ob-
served dependence of the contact angle hysteresis on the direction in which the contact line moves,
1.e. along or perpendicular to a groove, can also be explained. In their studies, Johnson and Dettre
considered drops resting on topographically or chemically structured model surfaces. They com-
puted the free energy landscape of a system associated with various drop configurations and found
metastable configurations which are separated by barriers in the free energy landscape. That is, the
contact angle hysteresis on heterogeneous surfaces is related to free energy barriers. The contact
angles corresponding to the global minimum of the free energy were those predicted by the Cassie
or the Wenzel model, respectively. Johnson and Dettre also evaluated the height of the energy
barriers based on the assumption that the drop maintains its spherical shape during the spreading
process, i.e. the transition from one metastable configuration of the drop to the next configuration is
accomplished by a “jump” of the entire contact line from one position to the next. This jumping of
the contact line has also been observed in molecular dynamics (MD) and density functional theory
(DFT) simulation studies.*>* This transition pathway, however, leads to very high energy barri-
ers. De Gennes*” instead proposed the local nucleation of a liquid protrusion and the subsequent

broadening of the protrusion as the more realistic transition path, because the barrier is lower in



this case.

Using molecular simulations for studying wetting phenomena, predictive results of great detail
are obtained which solely rely on the chosen scenario and the molecular force fields. There are two
typical approaches to determine the contact angle using molecular simulations: From Monte Carlo
(MC) simulation techniques, the average interfacial free energies are calculated, e.g. via transition
matrix Monte Carlo simulations*® or Gibbs—Cahn integration,* and the contact angle is obtained

2050 whichever applies to the observed wetting state. In

from one of the Cassie or Wenzel model,
MD simulations usually, a drop on a wall is considered and the contact angle is obtained from the
density profile of the fluid.

Molecular simulations offer the opportunity to study physical effects on the nanometer length
scale where the values of the properties of matter may deviate from the corresponding macroscopic
values due to finite size effects.’'® For example, it has been shown that confinement of a fluid in
narrow cavities leads to a deviation of the the value of the interfacial tension from the value obtained

52,57-61

in experiments using drops of macroscopic dimensions, which are called macroscopic inter-

facial tensions, in the following. Nevertheless, the typical length scale of molecular simulations is
sufficient to capture macroscopic wetting behavior, 17-21:62.63

In a recent study of the authors, the nano—drop technique was used to systematically investi-
gate the contact angles of sessile drops in Lennard—Jones systems by variation of the temperature,
the solid—fluid interaction strength, and the density of the solid wall.?! The impact of nanoscale
roughness on the interfacial tensions and the contact angle in a system of the Lennard—Jones type
has been studied in the group of Errington, using MC simulations based on an interface potential
approach. %% For walls with parallel grooves, they observed a decrease of the absolute value of
the solid-liquid and solid—vapor interfacial tensions with decreasing groove dimensions. That is,
the value of the tensions is found to deviate from that of a macroscopic setting where the the inter-
facial tension does not depend on the groove dimension. In that study, most of the contact angles

observed on lyophilic walls (6, < 90°) are found to be smaller than the intrinsic contact angle. This

is in qualitative agreement with the models of Wenzel and Cassie, which always predict a decrease



of the contact angles on rough lyophilic walls. However, the decrease of the contact angles was
not as high as predicted by the models, in line with findings from a MD simulation study by Yong
and Zhang.* This quantitative deviation is attributed to the variation of the interfacial tensions
with the size of the nano—grooves, as mentioned above. For very narrow rectangular grooves of a
width less than about 2 o (where o is the Lennard—Jones size parameter, cf. Section 3), Kumar and
Errington® observed contact angles even larger than the intrinsic angle, which is opposite to the
predictions of the models of Wenzel and Cassie. This observation is confirmed by results of other
molecular simulation and density functional theory (DFT) studies. %% Leroy and Miiller—Plathe 7°
observed a similar behavior for water on structured surfaces.

MD simulations are particularly well suited to capture both the contact angle in the steady state

1.9 observed a diffusive

and the dynamics during the spreading process. For example, Svoboda et a
motion of a drop on a structured surface during the sprading and in the stationary state. Li et al.”!
recently used MD simulation to study the combined effect of fluid—wall affinity, surfactants and the
wall structure on the wetting behavior in a model system. For a single wall structure consisting of
an array of pillars, the Cassie and the Wenzel wetting state are observed upon changing the solid—
fluid interaction strength. The presence of the surfactant leads to a decrease of the static contact
angle on a plane wall, irrespective of the solid—fluid interaction strength. In the presence of a wall
structure, the surfactant only influences the static contact angle of the lyophobic (6, > 90°) walls,
while the static contact angle on the lyophilic wall is not changed by the presence of the contact
angle. In that study, the spreading process is also monitored. On the structured wall, wicking of
the fluid is observed accompanied by a stick—slip like motion of the contact line.

Most of the molecular simulation studies that investigate the contact angle on structured surfaces
use a two dimensional wall topography, i.e. the wall is structured by parallel grooves. In some DFT
or MD simulations, the periodic boundary conditions are employed to replace the liquid drop by a
liquid cylinder of infinite length. 434672

In the present work, the static and the dynamic wetting properties of sessile drops on geomet-

rically structured surfaces are studied by MD simulations. The walls are chemically homogeneous



and the structure is formed by concentric grooves of rectangular cross section and radial symmetry.
Different wall morphologies are considered. The drops start spreading from an initial configura-
tion until a stable state is obtained where the system is in the impregnation wetting regime. The
mechanisms are elucidated by which the impregnation wetting state establishes and by which the
contact line advances over the surface structures. In the light of the hysteretic effects observed in
wetting, several drops of varying size are considered for each of the walls in order to obtain signif-
icant results. The results on the static contact angle are compared to the prediction of the Cassie
model. It is examined to what extend the Cassie model can be applied to nano—structured surfaces.

The paper is organized as follows: In Section 2, the Cassie model is introduced. In Section 3,
the molecular model, the simulation scenarios, and the simulation method are described. The sim-

ulation results are discussed in Section 4. Conclusions are drawn in Section 5.



2 Theory

The Young equation' relates the intrinsic contact angle 6, on an ideally plane and homogeneous
solid surface to the interfacial tensions of the liquid—vapor, solid—vapor, and solid-liquid interfaces,

Yivs Ysy» and yg, respectively,

cos @, = Yov 7 Vol (D

v

Eq. (1) can be obtained from a minimization of the interfacial free energy F of the three interfaces

dF” = ysldAsl + ysvdAsv + ylvdAlv’ (2)

where the A,; are the areas of the three interfaces. A displacement of the contact line results in a
change of the interfacial areas which is related by dA_, = —dA_ and dA,, = cos 6, dA,.

The Cassie model > is used to describe the contact angle on plane and chemically heterogeneous
surfaces. For a surface that is built of two chemically different kinds of surface patches i and j, the
Cassie model reads

cosOc = ¢pcosh;, + (1 — p)cosb,, 3)

where 6, is the intrinsic contact angle on the surface of kind i and 6, is the intrinsic contact angle on
the surface of kind j. ¢ is the fraction of the surface area formed by the patches of type i relative to
the total surface area. Note that ¢p does not account for the spatial distribution of the two different
patches. It is a property which represents an average over the entire surface. Eq. (3) is a general
form of the Cassie model for a surface composed of two types of surface patches. The parameters
in this equation have to be adjusted to the particular situation at hand.

The main focus of the present work is on the impregnation wetting state. In this case, the
surface can be considered plane and composed of solid and liquid patches. Following Bico et al.,*
the contact angle is described by the Cassie model, with the average fraction ¢ of the solid surface

area and the intrinsic contact angle 6, which a liquid drop assumes on the solid. Since the liquid



does not form a contact angle with itself (cos 8 = 1), Eq. (3) transforms to
cosf- =1+ ¢p(cosf, — 1). 4)

Eq. (4) is the form of the Cassie model that is applied to the impregnation wetting state.>? In the
following, the derivation of the Cassie model in form of Eq. (4) is considered in detail, to discuss
its validity for nanoscopic phenomena. Like the Young equation, the Cassie model is derived from
an energy balance. The variation of the the interfacial areas, i.e. a displacement of the contact line,

changes the interfacial free energy
dF7 = yddAy — 7, ddAy — 72 (1 — p)dA, + 7 cos 0d A, 5)

where 7©

. denotes the interfacial tension of the liquid—vapor interfaces covering the grooves and

yl(v‘i) the interfacial tension of the spherical surface of the drop. For minima of the interfacial free

energy (dF”/dAy = 0), Eq. (5) yields:

rPcos 8 = (v, — 7o) + (1 — )y (6)

Iv

The sum on the right hand side of Eq. (6) represents contributions to the free energy which arise
from the planar surface. In the following, this term is defined as the average surface—fluid (Sf) free

energy per unit area

F=@y—rod+0 -’ (7)

The contact angle is related to F via Eq. (6)

7:‘
cosf = 3 (8)

Iv

are equal, Eqgs. (6) and (8) simplify, as (y,, — 74)/ y(d)

Iv

and y(d)

If the interfacial tensions y'* .

Iv

can be replaced by cos 8, and yl(vg) / }/l(vd) is unity. This leads directly to the Cassie model in form of
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Eq. (4).
Which state, the Wenzel state or the impregnation wetting state, is observed on a geometrically
structured lyophilic (6, < 90°) surface, depends on thermodynamic conditions. The thermody-

namic condition for the establishment of the impregnation wetting state is given by 3>

1-¢

e )

cos 0, >

where r is the roughness parameter of the Wenzel model, i.e. the ratio between the total area of the
geometrically structured surface and its projected area. ¢ is the fraction of the plane surface that is
formed by the solid and (1 — ¢) is the fraction formed by the liquid. Like the parameter ¢, r is a
surface parameter which represents an average over the entire surface.

Note that Egs. (1) to (8) are solely based on energetic considerations and, hence, they are inde-

pendent from the particular choice of the molecular model.
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3 Molecular Model, Simulation Method, and Simulation Sce-

narios

3.1 Molecular Model

The truncated and shifted Lennard-Jones (LJTS) potential”* with a cutoff radius r, = 2.5 o,

L LI
u-(r,,)—u-(r), r,<r

LITS 17 c 7] c
u(r;)= > =

, (10)
0, Foo>r

12 6
uU<r,.,)=4e<<£> - <£> > (1n
r,.j rij

is used to describe the dispersive and the repulsive interaction between pairs of fluid particles as

where

well as between a fluid particle and a wall particle. The position of the solid particles is fixed
in the present work. The application of the LJTS potential in molecular simulations enables the
efficient simulation of a large number of particles, while the bulk and the interfacial properties of
simple fluids are well described, if appropriate values for the size and energy parameters ¢ and e,
respectively, are chosen.’*

As shown in a previous study of the authors,?! the intrinsic contact angle 6, strongly depends
on the density of the wall p_, the L] energy parameter of the solid—fluid (sf) interaction €, and
the temperature T of the system. In the present study, these parameters are chosen as to obtain an
intrinsic contact angle of 55°, cf. Section 4.1. According to Eq.(9), this leads to the impregnation
wetting state for the walls considered in the present study.

The solid is represented by a face-centered cubic lattice, the (100) surface exposed to the fluid,
with a density of p, = 1.07 673, where o refers to the L size parameter of the fluid-fluid interaction.
The energy parameter of the unlike interaction is scaled by e = 0.65 €, where € refers to the LJ

energy parameter of the fluid—fluid interaction. The temperature is chosen to be T" = 0.8 € /k which

is about half way between the triple point temperature’ 0.65 ¢/k and the critical temperature’*
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1.08 ¢/k of the LJTS fluid, where k is the Boltzmann constant. The size parameter of the solid—
fluid interaction was chosen equal to that of the fluid 6; = o, in the present work, which has a
minor influence on the contact angle.?! The chosen potential parameters and the temperature are
the same for all simulations of the present work, as solely the influence of the wall morphology on

the contact angle is studied.

3.2 Simulation Scenarios

In the present study, 28 scenarios were studied by MD simulations. In all scenarios but one, a drop
with an initial contact angle of 90AF is spreading until a stationary state is reached. The evolution of
the contact angle is monitored over time. That way, information on both the static and the dynamic
contact angle is obtained from a single simulation run. The scenarios differ in the type of the
structure of the wall and the size of the drop.

In one additional scenario the initial conditions are changed such that a liquid slab completely
covers the wall at the start of the simulation. This scenario serves as a check to what extend the
initial conditions influence the contact angle in the stationary state.

The principle set up of the simulation scenarios is sketched in Figure 1. The wall is located
in the x, z—plane of a cartesian coordinate system in which the y—axis is perpendicular to the wall.
The grooves in the wall are arranged as concentric rings. Two cylindrical coordinates are used here:
In the wall-fixed coordinate system, the y—axis coincides with the symmetry axis of the grooves.
The wall-fixed coordinate system is solely used for determining the fluid structure in vicinity of the
wall. In the drop—fixed coordinate system, the y—axis follows the lateral motion of the drop over
time. It is used for characterizing the drop by its radius R and the contact angle 8. From these two

quantities, the contact line radius is calculated via

R, = Rsiné (12)
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and the drop volume via

V= %R3(1 —cos ) (3sin® 6 + (1 — cos 0)?) . (13)

Note, that only the liquid above the wall is considered part of the drop volume, but not the liquid in
the grooves.

In all but a single scenario, which is introduced later in the section, the initial configuration is
as follows: The liquid phase is placed in form of a sphere cap of radius R and a contact angle
of 90° on the wall. The axis of rotational symmetry of the sphere cap coincides with the symmetry
axis of the concentrically arranged grooves. The sphere cap is surrounded by a vapor phase. The
particles of both fluid phases are arranged on regular lattice sites and the density of both phases is
chosen according to their values at saturation.” The grooves in the wall are initially free of fluid
particles.

With the start of the simulation, the drop starts to spread or contract. The temporal evolution of
the contact angle and the drop configurations are monitored during the simulation. After equilibra-
tion, the simulation scenarios also yield the results on the stationary wetting state. In the present
study, the equilibration time is taken as the time during which the contact angle and the drop vol-
ume vary and the equilibration process is finished when both quantities reach a stationary value.
After the equilibration, the simulation results in the stationary state are determined during another
6 million time steps. As the particular simulation scenarios differ, the total simulation time differs
between 9 million and up to 31 million time steps.

The six walls that are studied in the present work are structured by rectangular grooves which
are arranged as concentric rings. The groove width is B, its depth is H. There are three different
wall types which vary in their structure, cf. Figure 2. The type I walls have grooves on the entire
surface, the type II walls have groove only in the central region and are flat outside, the type III
walls are flat in the center and have grooves outside. The radius of the central region is R

center?

where R is defined as shown in Figure 2. There are two walls of each type which vary in the

center
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groove width. The groove width is either B = 2 ¢ or B = 6 ¢, while the depth H of the grooves is
4.7 o throughout. The rims separating the grooves have the same width B as the grooves, i.e. the
periodicity of a structural pattern is 2B. Table 1 gives a survey of the different walls.

The particular walls are labeled here by their type and the width of the grooves. For example,
the homogeneously structured wall of type I with grooves of width B = 6¢ is labeled -6, while the
wall of type II with grooves of width B = 2¢ is labeled II-2. A particular simulation scenario is
specified by the drop radius in the initial state, i.e. by R, and by the particular wall. For example,
the scenario 1-6.25 refers the drop with an initial radius of 25 ¢ on the wall I-6.

A single scenario is considered in which the initial configuration is different from the other
scenarios. There, the fluid particles are arranged in form of a liquid slab which initially covers the
entire wall I-6. The scenario is named I-6.c0. It yields the receding contact angle of the drop and,
thus, it serves as a check of the contact angle dependence on the initial configuration. Wall I-6 is
chosen, as one would expect it to exhibit the largest hysteresis of all the walls considered in the
present work. Like in the other scenarios, the fluid particles are initially placed on regular lattice
sites, and the grooves of the wall are free of fluid particles. Above the liquid slab, there are initially
no particles. The vapor phase is generated by evaporation of the liquid slab at the begin of the
simulation.

The roughness parameter r of the walls is defined as the ratio between the total surface area
and the projected surface area. The roughness parameter of wall I-6 is r = 1.8 and for wall I-
2 itis r = 3.4. As the rims and the grooves have the same width B, the solid surface fraction is
¢ = 0.5 for both walls I-6 and I-2. Details on the calculation of r and ¢ are given in the Supporting
Information.

The suitability of the Cassie model to predict contact angles on inhomogeneously structured
walls, such as the walls of type II and type 11, is tested by comparison of the simulation results in
the stationary state to the prediction of the Cassie model. The inhomogeneously structured walls
may by regarded as composed of two different surface patches. One patch is the plane surface on

which a liquid drop assumes the intrinsic contact angle 6,,. The other patch is the geometrically
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structured surface where a characteristic contact angle 6, is found. This contact angle 6, is not
a prediction of the Cassie model, but it is the angle which is observed in the MD simulations for
the drops on the homogeneously structured surfaces of type I. The fraction of the wetted area (i.e.
the area beneath the drop) of the structured surface patch relative to the total wetted area is denoted

here by ¢,.. The so characterized inhomogeneous surfaces may be described by the Cassie model.

str*

In this situation, Eq. (3) yields

cos b, = ¢, cosb, + (1 —¢,)cosb,. (14)

str

From the simulation results in the stationary state, the contact line radius R of the drops is

obtained from which the value of the parameter ¢, is determined. As the drops on the type II

str

walls cover the structured part in the middle, the fraction of the central area relative to the total

wetted area is

d)(H) — % (15)

The drops on the walls of type III cover the plane surface in the middle. There, the fraction of the

wetted structured area relative to the total wetted area is

2

R
am _ center
oM =1 —%. (16)
sl

3.3 Simulation Method

MD simulations are carried out in the canonical (N, V', T) ensemble with the massively parallel
software [s1 mardyn.”® Newton’s equations of motion are solved using the Verlet leapfrog algorithm
with a time step length of 0.001 a\/m_/e, where m is the mass of a fluid particle. To improve
legibility of the text in the following, the numerical values of the time are given as a multiple of 7,
where

{=1000 6y/m/e. 17
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Hence, a time of ¢ = 1 7 corresponds to one million time steps for the time step length chosen in
the present study. The temperature is controlled using the Andersen thermostat’’ with a collision
frequency of v = 0.05. The parallelisation is accomplished with a spatial decomposition based on a
k—dimensional tree. Periodic boundary conditions are applied in all directions leaving a channel for
the fluid between the wall and its periodic image, cf. Figure 1. The height of the channel exceeds
40 o in all cases, which avoids finite size effects related to the channel height.”®

In all cases, the thickness of the wall is two and a half crystal unit cells or more. This exceeds
the cutoff radius of the fluid and avoids periodic artifacts, which could be caused by an interaction
of fluid particles on different sides of the wall. The total number of particles varies between 7.4 - 10*
and 2.9 - 10° and the number of fluid particles varies between 2.6 - 10* and 1.3 - 10°. The size of
the simulation box is adapted to the different scenarios. Information on the number of particles and
the box dimensions for each scenario are given in the Supporting Information.

Local density profiles of the fluid are determined over the cylindrical coordinates R and y in
both the drop—fixed and the wall-fixed coordinate systems. The local density profiles p;(R, y) are
constructed for discrete bins employing a bin size of 0.1 ¢ in y—direction and a varying bin size in R—
direction.?! The drop—fixed density profile is used to obtain the contact angle @ of the drop. This
is accomplished by fitting a sphere of radius R to the the vapor-liquid interface at the locations
where the density equals the arithmetic mean (p’ + p”’)/2 between the bulk value of the liquid
density p’ and the bulk value of the vapor density p” which are known from previous studies.’* The
tangent to the circle at the intersection with the top layer of the wall gives the contact angle. The
instantaneous contact angle is obtained from a single density profile which is an average over 5 - 10°
time steps. The numerical values of the contact angles in the stationary state represent the average
contact angle over 6 million time steps. The uncertainty of the contact angle in the stationary state

is estimated by the standard deviation of the instantaneous 6 values.
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4 Results and Discussion

4.1 Intrinsic Contact Angle

In a separate simulation of a drop on a plane wall, the intrinsic contact angle is determined for the
set of simulation parameters chosen throughout the present work. The number of fluid particles
in this simulation is 58200. In the stationary state, the drop has a contact angle 6, = (55 + 1)°, a

volume V' = (58.2 + 0.2) - 10° ¢* and a contact line radius R = (40.4 + 0.5) o.

4.2 Stationary Wetting of Structured Walls
4.2.1 Drop Shapes and Fluid Density Profiles

The simulation snapshots presented in Figure 3 show the typical shape of drops in the stationary
state. For visualization purposes, the materials are represented by an isosurface based on a volumet-
ric Gaussian density map.” In all cases, the drop surface exhibits roughness on a short length scale
of a few ¢ which represents the typical fluctuations of fluid interfaces.®’ An even liquid—vapor in-
terface is recovered by averaging over time. The drop in scenario [-2.32 (Figure 3, a) has the shape
of a rough sphere cap while its position is off center with respect to the symmetry axis of the wall.
The spherical drop shape is retained for all drops on the walls with a groove width of 2 ¢ (walls
-2, 1I-2, and III-2) as well as on the wall II-6, where the contact line resides on the plane part.
The behavior of the drops on the walls I-6 and III-6 is different: For example, the drop in scenario
1-6.38 (Figure 3, ¢) does not have a shape of a sphere cap. The drop is asymmetric and forms a pro-
trusion which partly covers the groove adjacent to the drop. Consequently, the drop does not obey
the symmetry imposed by the wall structure and the position of the drop, i.e. its center of mass, is
not aligned with the axis of rotational symmetry of the wall. These asymmetries are observed for
most of the drops on the walls I-6 and I1I-6 (cf. Figure 3, c-e). Only in a few scenarios,e.g. sce-
nario [-6.32 (Figure 3, b), the drops are found to cover a groove completely without forming liquid

protrusions. In those few cases, the drops are symmetric and obey the wall symmetry. Figure 3
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(b-e) shows snapshots of drops on wall -6 in the order of increasing liquid volume. It is observed,
that the symmetry of the drops depends on their size. The smallest of the four drops (scenario I-
6.32), shown in Figure 3(b), is symmetric. With increasing liquid volume, the drop shape becomes
asymmetric. Liquid protrusions bridge part of the groove. The circumferential extent of the pro-
trusions increases with increasing drop volume (Figure 3, b and c), until a symmetric drop shape
is reached again, as can be anticipated form the snapshot of scenario [-6.40 (Figure 3, d). Drops
which obey the cylindrical symmetry of the wall do so, because their surface-fluid interfacial area
fits the discrete structure of the wall. That is, the drop symmetry is subject to periodic size effects.

As the density profiles of the fluid are determined in terms of the radial coordinate R and the
axial coordinate y, they do not locally resolve the liquid protrusions. Instead, the protrusions are
part of the density average along the circumferential direction. Figure 4 shows the density profile
of the fluid in the scenario 1-6.38 in the wall-fixed (top) and in the drop—fixed (bottom) coordinate
system in the stationary state. In the wall-fixed coordinate system, the liquid—vapor interface of
the drop in vicinity to the wall appears broader than at the apex of the drop. The broadening is
caused by the asymmetric shape of the drop. It is less pronounced in the density profile in the
drop—fixed coodinate system, Figure 4 (bottom), which is used for the determination of the contact
angle. There, the profile of the fluid in the grooves is blurred, because the drop—fixed coordinate
system is not aligned with the symmetry axis of grooves.

In the density profile in the wall-fixed coordinate system (Figure 4, top), the layer—like struc-
ture of the liquid in vicinity of the wall is readily discernible. This ordering decays with increasing
distance from the wall. Aside the drop, the solid—vapor interface can be seen: There is an adsorbed
fluid layer on top of the rims. The grooves are filled with fluid and covered by a liquid—vapor inter-
face, i.e. the system is in the impregnation wetting state. Figure 5 (top) shows the density profile in
the wall-fixed coordinate system close to the structural patterns of the wall I-6. The liquid in the
grooves exhibits an ordered structure which is most pronounced in immediate vicinity to the wall
and which decays towards the middle of the groove. It can be assumed that this ordering influences

all thermodynamic properties of the liquid inside the grooves, especially the interfacial tension,
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just as it does for the density. The grooves of the wall I-2 are also filled with fluid particles, cf.
Figure 5 (bottom). As the grooves are very narrow, the ordering of the fluid does not decay, which
indicates even stronger deviations from the bulk liquid properties and, hence, from the interfacial
properties that would be observed on a macroscopic length scale. The fluid structure within the
grooves, presented here for the walls of type -6 and 1-2, is also found for the liquid in the grooves

of the walls of type II and type III. It is governed by the width of the grooves.

4.2.2 Contact Angles on Type I Walls

Several drops of different size are simulated on the walls -6 and I-2 and the static contact angles 6
observed in the different scenarios along with the drop volumes V" and the radii of the contact line
R, are given in Table 2.

The static contact angles found for the drops on the wall I-AAS6 vary in the range between 42°
and 45° which is smaller than the intrinsic contact angle (6, = 55°). The average value of the contact
angles on wall I-6 is 8 = 44°. The contact angles of the drops on wall [-6 vary in a narrow range,
which even holds for the scenario I-6.c0. This is noteworthy, since the different initial conditions
in scenario I-6.00 lead to a purely receding motion of the contact line during equilibration and one
would expect a contact angle which is different from that of the other scenarios. Thus, the narrow
range of observed contact angles indicates small contact angle hysteresis and, hence, small barriers
in the free energy, for the scenarios considered in the present work.

The average value of the contact angle on wall I-6 (8 = 44°) agrees well with the results of
Kumar et al.,® who found a contact angle of 43° on a wall similar to the wall I-6. In the study of
Kumar et al., the contact angle is predicted from the global minimum of the interfacial free energies
which are determined with a MC simulation sampling scheme. The good agreement between the
result of Kumar et al. and the results of the present study which rely on the evaluation of the
density profile of actual drops shows that the description of the contact angles based on average
interfacial free energies is valid for scenarios like that on the wall IAAS6, where the surface structure

is homogeneously distributed.
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Qualitatively, the observed decrease of the contact angle with respect to the intrinsic contact
angle is expected from the Cassie model in Eq. (4). The Cassie model, however, predicts a contact
angle of . = 38° for the scenarios on wall I-6 which is smaller than the value found in the present
study. The deviation can be interpreted using the density profile of the fluid, cf. Figure 5 (top).
Due to the topography of the wall, the liquid is confined in the grooves and it exhibits an ordered
structure which is known to cause deviations from the liquid bulk properties.>'> As a consequence,

37-61 Similarly,

the interfacial tension of the liquid—vapor interface covering the grooves decreases.
the solid-liquid and the solid—vapor interfaces at the plateaus of the rims are interrupted by the
interjacent liquid phase, which might cause deviations of the respective interfacial tensions.

In case of lyophilic surfaces it has been shown in previous molecular simulation studies that
the value of y,, is much smaller than the value of y,,.*%%8! Moreover, for a liquid wetting a nano—
grooved surface, Leroy and Miiller—Plathe® showed that the absolute value of the solid-liquid
interfacial tension may vary in a non—monotonous way as the number of grooves per unit area is
increased. Above a certain number of grooves per unit area, the absolute value of the solid—liquid
interfacial tension decreases. As a consequence, the confinement of the liquid in the grooves leads
to a diminution of the average surface—fluid free energy per unit area 7, cf. Eq. (7), as compared
to the value of F that is obtained when macroscopic interfacial free energies are introduced. The
diminution of F yields a decrease of cos @ or, equivalently, an increase of  as compared to the
’macroscopic situation”. This explains the larger contact angles compared to the prediction of the
Cassie model which are observed in the present simulations. The prediction of Eq. (4) and the
simulation results differ 9 % in terms of the average surface—fluid free energy per unit area F.

The contact angles found for different drops on the wall I-2, vary between 55° and 59° and
the average value is 57°, cf. Table 2. Here, the surface structure leads to contact angles which
are slightly greater than the intrinsic contact angle, which has also been found in other molecular
simulation and DFT studies.®~® This effect of the surface structure cannot be captured by the
Cassie model, as it always predicts a smaller contact angle for the impregnation state, namely 6 =

38° for the scenarios on wall I-2. The present results are attributed to a shift of the interfacial
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tensions and, hence, of 7 caused by the confinement of the fluid in the narrow grooves, cf. Figure 5
(bottom). Comparison to the scenarios on wall I-6 shows that the stronger confinement of the fluid
in the scenarios on wall I-2 leads to a smaller value of 7. Comparison of Eq. (8) with the Young
model, i.e. Eq. (1), reveals that F is 5 % smaller than the difference (y,, — y,) which determines the

contact angle on a plane wall.

4.2.3 Contact Angles on Type II Walls

In the simulations of drops on the walls of type II, the contact line is initially located on the planar
part of the wall and the drops initially cover the grooves. In the stationary state, the grooves are
filled with fluid. During the simulation, the drops exhibit diffusive motion. However, they remain at
about their initial position, i.e. they do not diffuse away from the wall structure and do not uncover
the grooves. The contact angles found on wall II-6 are between 53 and 55°, the average value is
54°, cf. Table 2. The contact angles found on wall II-2 are between 55° and 56°, the average value
is 55°. Hence, for both walls, no significant deviation from the intrinsic contact angle 6, = 55° is
observed. The variation of the width or the number of the grooves (two grooves in the case of wall

II-6 and six grooves in case of wall II-2) shows no significant impact on the contact angle.

4.2.4 Contact Angles on Type III Walls

On the walls of type III, the contact line is located on the structured part of the surface and the
center of the solid—liquid interface is located on the plane part of the wall. The simulation results
for the inhomogeneously structured walls III-6 and III-2 are summarized in Table 2. For the wall
II-6, the contact angles vary between 41° and 46°, which is essentially the same range of contact
angles as observed for the corresponding homogeneously structured wall I-6. The drops on wall
III-2 have contact angles of 56° and 58°. Again, these values correspond to the contact angles on

the homogeneously structured wall 1-2.
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4.2.5 Comparison of Contact Angles on Tpye I, Type II and Type III Walls

The applicability of the Cassie model to wetting of inhomogeneously structured walls is tested by
comparison of the simulation results with the prediction of Eq. (14). The intrinsic contact angle
0, is introduced into Eq. (14) to represent the plane part of the walls. The structured part of the
walls is represented by the average contact angles observed on the homogeneously structured walls.
That way, the variation of the interfacial tensions due to the confinement is accounted for. Hence,
for the walls II-2 and III-2, the average contact angle of 57° found on wall I-2 is introduced for
0. in Eq. (14). For the walls II-6 and III-6, the average contact angle of 44° found on wall I-6 is
introduced for 6, in Eq. (14).

Figure 6 shows the comparison of the simulation results and the prediction of Eq. (14). As
expected, the Cassie model does not recover the simulation results. It predicts a variation of the
while the simulation results do not show

contact angle with the variation of ¢, i.e. with R

str? sl»

this behavior. That is, the surface morphology in vicinity of the contact line is crucial for the
establishment of the contact angle, which confirms the experimental results of Extrand*? and Gao
and McCarthy.* The observation could also be expected from the derivation of the Cassie model
based on an infinitesimal change of the interfacial areas, cf. Section 2. While the wetting properties
of homogeneously structured surfaces (e.g. type I) can be discussed in terms of surface average
properties, this approach fails for inhomogeneously structured surfaces (e.g. type II and III). In
these cases, a local energy balance based on an infinitesimal change of the interfacial areas has to
be applied to describe the contact angle adequately. That is, the average interfacial free energy does
not describe the contact angle, if it is different from the local interfacial free energy in vicinity of

the contact line.

4.3 Dynamic Wetting: Spreading of a Drop

In all scenarios considered in the present work, the system is initially in an unstable state in two
regards: Firstly, the initial contact angle of 90° is larger than the intrinsic contact angle and, sec-

ondly, the grooves are not filled with fluid particles. As a consequence, the drop starts to spread
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and the contact angle decreases. Since the impregnation wetting state is the energetically favorable
state, the grooves start to fill.

The impregnation of the grooves underneath the drop is very fast. In all scenarios of the present
study, itis accomplished in less than 5-10° time steps. On the walls of type I and type I1I, the grooves
aside the drop fill by capillary condensation from the gas phase which occurs at a much slower rate.
The grooves right next to the drop fill faster than the grooves further away. The amount of fluid
condensing into the grooves is supplied by the liquid phase of the drop, i.e. the drop evaporates

until the grooves are filled.

4.3.1 Scenarios on Walls I-2, II-2, II-6, and I1I-2

In the following, the spreading process is examined in detail for some of the simulation scenarios
of the present study. The spreading of the drops of the scenarios [-2.32 and I11-2.32 is shown in
Figure 7. There, the contact line resides on the structured part of the walls with a groove width of
2 0. With the start of the simulation, the drops start spreading as can be seen by the evolution of
the contact line radius R over time. The contact line advances more than 4 o, i.e. over at least one
groove pattern which consists of a groove and the adjacent rim. At the same time, the contact angle
steadily decreases until a stable value is attained. After the decay, the value of the contact angle
still fluctuates and the maximum and the minimum value of the instantaneous contact angle may
differ by up to 6°. The speed of the spreading process is characterized by a decay time constant 7.

That constant is determined by fitting the correlation

() = 00 + (90° — 9(1))exp(—TL) (18)
1

to the simulation data for the contact angle, where the parameters are 7, and . The fit results
are given in Table 3. Good agreement between the correlation and the the simulation results is
obtained, cf. Figure 7. In case of the scenario 1-2.32 the value of the decay time constant is 1.7 7

and in case of the scenario I11-2.32 it is 1.5 7. That is, the process of equilibration takes a time of
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about 4.0 7 (or 4 million time steps) after which the drop attains a stable contact angle.

In the scenarios 11-2.32 and 11-6.32, a spreading process that is similar to the one before is
observed, cf. Figure 8. The decay time constants are 7, = 1.1 7 for the scenario 1I-2.32 and
7, = 0.7 7 for the scenario I1-6.32. The spreading is faster in the scenarios II-2.32 and I1-6.32 than
in the scenarios 1-2.32 and III-2.32 which can be seen from the decay time constants. The faster
spreading is attributed to the absence of grooves in the contact line region which pose hurdles to

the spreading.

4.3.2 Scenarios on Walls I-6 and IT1-6

When the contact line advances over the grooves of 6 ¢ width, i.e. on the walls [-6 and III-6, the
spreading process is different from that observed on the other walls. Figures 9 and 10 show the
evolution of the contact line radius R, and the contact angle 6 over time for different scenarios.
While the results depend strongly on the drop size (cf. Figure 9 for smaller and Figure 10 for larger
drops) there are no qualitative differences between the walls of type I and III, as expected. The time
after which a stable contact angle is obtained is up to 25.0 7, which significantly exceeds the times
observed for the scenarios on the other walls.

The comparison of Figure 9 with Figure 10 reveals different types of the courses of the time
evolution of the contact angle and of the contact line radius. The different time evolutions depend on
the drop size. In case of the small drops (scenarios 1-6.38 and I11-6.35, Figure 9) the instantaneous
contact angle exhibits a rapid initial decay to a value of about 60° which is on the order of the
intrinsic contact angle 6,,. After this initial decay, a slow and nearly linear decrease of the contact
angle is observed between t = 3.0 7 and r = 22.0 7. Finally, the contact angle reaches a stable
average value of 45° in case of scenario [-6.38 and # = 43° in case of scenario 1II-6.35. In both
scenarios, the evolution of the contact line radius over time indicates a rapid initial advance of the
contact line, after which the final position is reached in scenario [-6.38 or which is followed by a
slow receding motion in scenario I11-6.35, cf. Figure 9 (top).

Figure 11 shows the configurations and the density profiles for the scenario [-6.38 at the times
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t =2.5,13.0,and 31.0 7. In an early stage of the simulation, the drop does not fully cover the rim
on which it is resting. The drop spreads, but there is not enough liquid that it could cover the entire
rim. Instead, the drop forms liquid protrusions which may also cover the adjacent groove, which are
filled by capillary condensation as discussed below in more detail. The formation of the protrusions
leads to a continuous decay of the contact angle until a stable value of & = 45° is reached. It can
be seen in Figure 11 (middle) that the drop forms more than one protrusion. This was observed
in most simulations of this type. While there are small protrusions which continuously form and
vanish, the larger ones tend to survive and broaden. Over simulation time, protrusions coalesce so
that in the scenario [-6.38 only a single protrusion remains, cf. Figure 11 (right).

Qualitatively, the spreading behavior described above for the scenarios 1-6.38 and I11-6.35 is
also observed in the scenarios 1-6.25 and 1-6.36. The spreading process observed for the other
scenarios with grooves of the width 6 o, in which larger drops were studied, is different. There, a
stick—slip spreading behavior with three phases is observed, cf. Figures 10 and 12 for the scenarios
1-6.39 and I11-6.41.

In scenario 1-6.39, there is a rapid initial decrease of the contact angle up to t = 3.0 7, cf.
Figure 10, bottom. Then a small plateau is reached, on which the contact angle of about 68° changes
little. A second phase of the spreading starts at about 7 = 6.0 7 during which the contact angle
decreases to its final value of 44°. The decrease of the contact angle goes along with an increase of

the contact line radius R, cf, Figures 10, top. After an initial increase of the contact line radius,

sl
it remains constant between ¢ = 3.0 7 and 6.0 7 and then increases until a radius of about 45 ¢ is
reached.

The evolution of the contact angle and of the contact line radius which is observed in scenario
I11-6.41 is similar to scenario [-6.39. However, the initial spreading phase is faster and the plateau
is reached already at # = 0.5 7. The width of the plateau is again about Az = 3.0 7 and the final
state is reached somewhat earlier than in the previous scenario. In the final state, the contact angles

are similar in both scenarios, while the contact line radius is larger for scenario I11I-6.41, as there

is more liquid available. The advance of the contact line radius in the second phase is 9 ¢ for the
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larger drop (scenario I1I-6.41)and only about 6 ¢ for the smaller drop (scenario I-6.39).

As in all scenarios in which stick—slip like spreading behavior is observed, the contact line never
shows a receding motion. Receding motion is solely observed in scenarios, in which the contact
angle evolution exhibits a long linear decay.

In case of a stick—slip like spreading process which is solely observed in the scenarios on the

walls I-6 and III-6, the course of the contact angle is described by the correlation

0 + (90° — M) exp(—=), t<t,
71

0@) = (19)

0@ + (00 — 0P)exp(—=L),  t>1,

]

which is similar to Eq. (18), but reflects the three observed phases of the spreading by two decay
functions which are defined for different time periods. The parameters 7, 7,, 8V, and 0@ are
obtained from fitting the correlation to the simulation data. The parameter ¢, is chosen as the
time at which the third spreading phase starts. For the two scenarios, the decay times of the first
spreading phase (r; < 1.2 7) are significantly smaller than the decay times of the second spreading
phase which are between 7, = 3.0 and 3.8 7, cf. Table 3.

Figure 12 shows the configurations and the density profiles for the scenario I-6.39 at the times
t =2.5,7.0,28.07. The drop initially spreads on top of a rim until the contact line reaches the outer
edge of the rim. The groove next to this rim is initially empty which corresponds to a Wenzel-like
state, cf. Figure 12 (left). The contact line is pinned at the edge which corresponds to the plateaus
in the time evolution of the contact line and the contact angle shown in Figure 10. If the contact
line would spread over the empty groove, a large free energy would be required to form the new
interfacial area. Thus, such spreading is not observed and the contact line is pinned, instead. While
the contact line is pinned, capillary condensation fills the grooves and the Wenzel-like wetting state
turns into the impregnation wetting state. The transition takes place via the formation of single nu-
cleation sites in the grooves which further grow to droplets which then coalesce. Finally, the entire
groove next to the drop is filled with fluid. After the groove is filled, the drop spontaneously forms

a liquid protrusion bridging the the groove, see Figure 12 (middle). The liquid bridge broadens, i.e.
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it spreads along the annulus and no contact line pinning occurs at this stage.* Thereby, the area of
the plane liquid—vapor interface covering the grooves reduces which yields a reduction of the total
interfacial free energy of the system. In some simulations, the broadening of the liquid protrusions
leads to a full coverage of the groove next to the drop in the stable state. However, depending on the
size of the drop, i.e. depending on the available liquid volume, the circumferential extent to which
the drop covers a groove varies greatly. In the present study, the radial extent of the protrusions on
the walls -6 and III-6 was not found to exceed more than one groove and its adjacent rim. The
circumferential location of the protrusions may continue to vary, even though the contact angle
assumes a stable value. The asymmetric drop shapes observed during the spreading usually persist
even in the stable state, cf. Figures 11 and 12. The stick—slip like spreading behavior is caused by

the pinning of the contact line at the outer edge of a rim.
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5 Conclusions

MD simulations have been carried out to study the static and the dynamic wetting properties of ses-
sile drops on nanostructured walls in the impregnation wetting state. The walls have been structured
by grooves arranged as concentric rings. The wall structure has been varied.

The dynamics of the spreading process is monitored and quantified by the decay time constant
7. Cases where the contact line moves on the plane wall are compared to cases where it moves
on the structured parts of the wall. It is observed that the spreading is slower in the latter cases.
For the scenarios on the walls I-6 and I1I-6, where the grooves have a width of 6 o, the spreading
process takes much longer than for the scenarios on the walls -2 and III-2 where the groove width
isonly B = 2 ¢. In some scenarios on the walls I-6 and III-6, the spreading process also shows
a stick—slip like behavior. The causes of this are revealed by monitoring the mechanisms of the
drop spreading with high local and temporal resolution. The spreading is found be governed by
the formation of liquid protrusions in combination with the capillary condensation of fluid into the
grooves. The energetically favorable impregnation of the grooves with liquid leads to the forma-
tion of a liquid—vapor interface which covers the grooves. Subsequently, the drop spontaneously
forms liquid protrusions which cover the grooves. This process leads to a favorable reduction of
the interfacial free energy of the whole system. Finally, the liquid protrusions broaden along the
circumferential direction of the grooves, a process which is not associated with a barrier in the free
energy.*’ These observations corroborate the theory of de Gennes,*” who claimed the formation and
broadening of liquid protrusions as the actual mechanism of drop spreading on a structured wall. It
is favored over the jump of the whole contact line, because the free energy barrier associated with
the formation of liquid protrusions is lower.

In the scenarios on the walls I-6 and III-6, the occurrence of liquid protrusions usually leads to
a shape and position of the drops which does not obey the symmetry imposed by the solid structure.
This symmetry breaking behavior is retained even in the stationary state, in line with the results of
a DFT study by Porcheron and Monson. %3

In the stationary state, the contact angles of the drops on the homogeneously structured wall
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I-2 (B = 6 o) are slightly larger than the intrinsic contact angle, which is in accord with previous

molecular simulation and DFT studies. 5:66:68.69

The average contact angle of 44° on the homoge-
neously structured wall I-6 (B = 6 ¢) is significantly smaller than the intrinsic contact angle, in
line with the result of a MC simulation study of a similar system.% The variation of the length of
the structural pattern, i.e. the width B of a groove and the adjacent rim, from B=6cto B=2¢
leads to a crossover of the wetting properties of the structured walls. While the larger structures
with B = 6 ¢ enhance the lyophilic nature of the wall, i.e. the contact angle is smaller due to the
structure, the smaller structures (B = 2 o) exhibit the contrary effect. There, the lyophilic nature
of the wall is reduced. This crossover is opposite to the Cassie model, which always predicts a
decrease of the contact angle for drops in the impregnation state. Both for wall -6 and for wall
I-2, the Cassie model predicts a contact angle of 8, = 38°. Thus, the simulation results for the
scenarios on wall I-2 contradict the Cassie model while the simulation results for the scenarios on
wall I-6 are in qualitative agreement with that model.

In both cases, 1.e. for the scenarios on the wall I-2 and 1-6, the deviation of the simulation
results from the prediction of the Cassie model can be interpreted in terms of the average surface-
fluid free energy per unit area 7': The confinement of the liquid in the grooves leads to a deviation
of the interfacial tensions from the values which would be observed on a macroscopic length scale.
As a consequence, the value of F varies and so does the contact angle on the structure walls, cf.
Eq. (8).

The present results obtained from MD simulations of sessile drops are consistent with the results
obtained by sampling the interfacial free energy of the whole system using a MC technique. Thus,
it can be concluded that the approach of describing the the contact angle on the basis of average
free energies is appropriate if a homogeneous wall structure is present. In other words, there is no
discrepancy between the free energy balance and the force balance if both are applied at the contact
line, in contrast to the claim by Extrand*? and Gao and McCarthy.*

In the present study, the observed contact angles in the stationary state on a particular wall

vary in a narrow range which is a consequence of the low energy barrier caused by the formation
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of liquid protrusions. A much stronger contact angle hysteresis has been observed in previous MD
and DFT studies in which a liquid drop was replaced by a two—dimensional liquid cylinder. 4334 The
cylindrical shape of the liquid is stabilized by the application of periodic boundary conditions in
the axial direction of the cylinder. Due to the comparatively short box length in the axial direction,
the contact line is forced to jump as a whole over a surface patch which leads to very high energy
barriers and to large contact angles just before a jump. The maximum contact angles observed in

4584 would not be observed in a three—dimensional systems, as the spreading

the cylindrical system
mechanism via protrusions leads to smaller energy barriers.

The comparison of the contact angles of the drops on the walls of type II and III confirms that the
Cassie model is inadequate for the prediction of contact angles if the walls are not homogeneously
structured, in line with the experimental findings by Extrand*? and Gao and McCarthy.* There,
a local free energy balance in vicinity to the contact line must be applied to describe the contact
angle. The results further demonstrate the need to precisely specify the surface structure by methods
that are independent from the contact angle measurements. Otherwise, fitting the Cassie model
to experimental contact angle data may yield a surface fraction ¢ without physical significance

which cannot be used to predict the contact angles of different fluids or at varying thermodynamic

conditions.
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Figure 1: Sketch of the simulation scenarios.
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Figure 2: Schematic sketch of the structured walls used in the present work. The dash—dot line
represents the symmetry axis of the concentric rings. There are three types of walls, designated by
I, 11, and III, which differ in the arrangement of the grooves. Their designation is given in Table 1.
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Figure 3: Snapshots of sessile drops from five simulation runs. Each snapshot shows the config-
uration at the end of the simulation run. The particular scenarios are: 1-2.32 at t = 12.0 7 (a),
[-6.36 at t = 30.07 (b), [-6.38 att = 31.07 (¢c), [-6.39 at t = 28.07 (d), and [-6.40 at r = 25.0 7
(e). The lateral dimension of the wall I-2 (a) is L, = L, = 89.8 ¢ and that of wall I-6 (b-e) is
L =L,=14550.
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Figure 4: Density profiles of the fluid in the wall-fixed coordinate system (top) and in the drop—
fixed coordinate system (bottom). Both density profiles are obtained from scenario I-6.38 after
t = 31.0 %, cf. Figure 3 (right).
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Figure 5: Density profiles of the fluid in the wall-fixed coordinate system. Top: Grooves of width
B = 6 ¢ (wall I-6). Bottom: Grooves of width B = 2 ¢ (wall I-2). In both cases, the fluid fills the
grooves and a layered ordering of the fluid can be observed.
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Figure 6: Contact angle 6 versus the structured surface fraction ¢,.. Top: The two types of com-
posite walls with a groove width of B = 6 ¢. Simulation: (o) wall II-6, (/\) wall III-6. Bottom:
The two types of composite walls with a groove width of B = 2 ¢. Simulation: (o) wall II-2, (/\)
wall III-2. Lines: (e ) intrinsic contact angle, (——— ) average contact angle on wall [-6,
(—-— ) average contact angle on wall I-2, ( ) prediction by Eq. (14), cf. Section 4.2.5.
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Figure 7: Spreading process in the scenarios 1-2.32 (/\) and I1I-2.32(o). Top: Contact line radius
R, versus time, bottom: Contact angle 6 versus time.
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Figure 8: Spreading process in the scenarios I1-2.32 (o) and 11-6.32 (/\). Top: Contact line radius
R, versus time, bottom: Contact angle 6 versus time.
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Figure 9: Spreading process in the scenarios 1-6.38 ([]]) and I1I-6.35 (v). Top: Contact line radius
R, versus time, bottom: Contact angle 6 versus time.
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Figure 10: Spreading /7 process in the scenarios 1-6.39 (o) and 111-6.41 (/\). Top: Contact line
radius R versus time, bottom: Contact angle 6 versus time.
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Figure 11: Spreading of the drop of Scenario [-6.38. The top row shows snapshots taken during
the simulation where the representation of the molecules by single particles is replaced by surfaces
representing iso—values of the density. From left to right, the time is advancing and the snapshots
are taken after t+ = 2.5, 13.0, and 31.0 7. At the bottom row, the density profiles of the fluid are
shown.
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Figure 12: Spreading of the drop in scenario I-6.39. The top row shows snapshots taken during
the simulation where the representation of the molecules by single particles is replaced by surfaces
representing iso—values of the density. From left to right, the time is advancing and the snapshots
are taken afterr = 2.5, 7.0, and 28.0 7. In the bottom row, the density profiles of the fluid component
are shown.
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Tables

Table 1: The wall morphologies used in the present study are characterized by the width of
the grooves B, the innermost groove radius 4, and in case of the composite walls by the radii
R

center®

Wall B/(7 /11 /6 Rcenter/a
-6 6 7 -

-2 2 1 -
I1-6 6 7 28
I1-2 2 1 24

I11-6 6 31 28
-2 2 25 24
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Table 3: Parameters 7, 0V, ¢, 7,, and @ according to Eqgs. (18) and (19) characterizing the
contact angle dynamics.

Scenario OW/° ¢/t t,/i 0P/ 1/t
1-2.32 56 1.7
111-2.32 58 1.5
11-2.32 55 1.1
11-6.32 54 0.7
[-6.39 68 1.2 6.0 45 3.8
I11-6.41 80 02 35 45 3.0

Table A.1: Specification of the simulation scenarios of the present work by the total number
of particles N, the number of fluid particles N;, the simulation box length in x, z—direction
L, = L, and the simulation box length in y-direction L.

Scenario N N; Lo Lo

[I-6.25 74464 27900 80.5 49.8
[-6.36 248794 99254 1455 82.8
[-6.38 260803 111263 1455 82.8
[-6.39 267382 117842 1455 82.8
[-6.40 273403 123863 145.5 81.8
[-2.25 87116 29870 89.8 54.8
[-2.27 93096 35850 89.8 54.8
[-2.28 96604 39358 89.8 54.8
[-2.29 100183 42937 89.8 54.8
[-2.32 112647 55401 89.8 54.8
I1-6.24 83436 25594 80.5 50.8
II-6.26 89000 31158 80.5 50.8
11-6.28 136404 42058 100.6 59.8
I1-6.30 103160 45318 80.5 50.8
I-6.32 111473 53631 80.5 50.8
II-2.24 125885 29783 100.6 59.8
I-2.26 131462 35360 100.6 59.8
I-2.28 138160 42058 100.6  59.8
I1-2.30 145205 49103 100.6  59.8
11-2.32 154330 58228 100.6 59.8
II1-6.35 249663 93069 145.5 82.8
I1-6.37 261659 105065 145.5 82.8
II1-6.39 274436 274290 1455 82.8
I11-6.41 288402 131808 1455 82.8
m-2.27 98394 35850 89.8 54.8
1-2.30 109505 46961 89.8 54.8
1-2.32 117945 55401 89.8 54.8
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