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We report molecular simulations of the interaction between a graphene sheet and different liquids such as
water, ethanol and ethylene glycol. We describe the structural arrangements at the graphene interface in
terms of density profiles, number of hydrogen bonds (HBs) and local structuration in neighboring layers
close to the surface. We establish the formation of a two-dimensional HB network in the layer closest to
the graphene. We also calculate the interfacial tension of liquids with a graphene monolayer and its profile
along the direction normal to the graphene to rationalize and quantify the strengthening of the intermolecular
interactions in the liquid due to the presence of the surface.

I. INTRODUCTION

Since graphene is used with many organic molecules
in electronic organic devices'™®, nanopore sequencing®,
selective filtration”, water desalination®®, energy
storage'®, coating materials'!, strain sensors'? and ex-
foliation processes®, the understanding of the properties
at the graphene-liquid interface is critical in terms of in-
teractions and local arrangements. The knowledge of the
local properties at the interface is an essential step toward
the development of graphene-based organic devices. In-
deed, the description of the first layers of molecules close
to the interface are relevant for many phenomena such as
charge transport processes® and adsorption!'®. The struc-
turation of the molecules at the interface is then governed
by a balance between specific interactions that can be de-
scribed through van der Waals, electrostatic or hydrogen
bonds energy. These different energy contributions and
the organization at the interface should be reflected in a
key-property : the solid-liquid interfacial tension.

Indeed, the solid-liquid interfacial tension describes the
balance of interactions occurring at the interfacial region.
In addition, the knowledge of the liquid-vapor and solid-
vapor surface tensions then allows the calculation of the
contact angle 6 through the Young equation’® 6. In the
case of the interaction between water and graphene, we
can address the wettability of graphene (hydrophobic or
hydrophilic) through the measurement of the contact an-
gle of a water droplet. However, the measurements of the
contact angle are impacted by the nature of the solid sur-
face (roughness and/or chemical heterogeneities, liquid
penetration, surface deformation) and the experimental
conditions (contamination of the solid substrate by ad-
sorption of hydrocarbons). These experimental difficul-
ties led to scattered values'” 2!of contact angle ranging
from 42 to 125° giving either a hydrophobic!®22 24 or
hydrophilic'®2%:2% property to the graphene.

Theoretical studies also yield controversial conclusions
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and do not allow to remove the ambiguity on the wet-
ting properties of graphene. Indeed, some quantum
calculations?%-27 have predicted a water contact angle of
about 85° whereas the simulated contact angle with re-
cent atomistic simulations?® 3! is within the range of 56-
100°.

By considering a pristine graphene sheet, it is now
possible to calculate directly the graphene-water interfa-
cial tension by molecular simulations®' through the stress
profile. Indeed, the methodological parameters3?3° that
have impacted the calculation of the surface tension of
liquid-vapor interfaces for a long time (at least 40 years)
are now under control and are in the process of being
controlled for the calculation of the interfacial tension of
solid-liquid interfaces3!:36:37,

Recently, the Ygraphene-vapor interfacial tension was
measured experimentally'® by using surface force appa-
ratus. It was the first direct measurement of graphene
surface energy and ~graphene-vapor found to be equal to
115 mN m~!. Knowledge of this value is a key-element
in the use of the Young equation'* ' since both in-
terfacial tension Yiquid-vapor 81d Yeraphene-liquid are then
accessible by molecular simulation. In the case of the
graphene-water interaction, we have established that
Yeraphene-water 1S close to 95 mN m~! leading to a con-
tact angle of approximately 75° which matches very
well with that resulting from surface force apparatus
measurements'®. The graphene surface would be a lit-
tle more hydrophilic than hydrophobic. In addition,
recent atomistic simulations3!38 clearly show that wa-
ter molecules form a double layer of water molecules
at the graphene surface. These layers are very well-
structured thanks to a strong local network of hydrogen
bonds. This atomistic description establishes that the
graphene surface is wettable on an atomic scale®®. In
addition, recent ab initio molecular dynamics (AIMD)
simulations3?#° have shown that the water molecules are
arranged through a two-dimensional (2D) hydrogen bond
(HB) network at the liquid-vapor interface3®*! and in-
creasing local ordering at the silica-water interface®C.

Combination of molecular simulations and experimen-
tal vibrational sum frequency spectroscopy (VSFS) has
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proved to be relevant for the investigation of the behavior
of water molecules and ions*?> #* at the liquid-vapor>:46
and solid-liquid*7#® interfaces. The water molecules at
the interfacial region show stronger hydrogen bonds*:°°
and different orientations with respect to bulk conditions.
Additionally, molecules that interact with the solid in the
first adsorption layer can be subjected to tangential pres-
sures of the order of hundreds of MPa?!37 whereas neg-
ative tangential pressure of ten MPa occur in the liquid-
vapor interfaces for the same liquid molecules. These in-
terfacial tensions find their molecular origin in a surface
effect leading to a compression in the direction parallel
to the surface due to the tangential pressure component.

Based on recent developments in the calculation of in-
terfacial tension and on the ability of the simulations
to provide a thorough description of the interfacial re-
gion in terms of structures, specific arrangements and
orientations, we propose here to investigate the adsorp-
tion of different molecules which present various polari-
ties and are expected to provide different contact angles®!
on the graphene sheet. These molecules (ethylene glycol,
ethanol and water) differ by the number and strength of
the hydrogen bonds leading to variations of the liquid-
vapor surface tensions®? 56 from 22 to 72 mN m~!. We
aim at calculating the graphene-liquid interfacial tension
of these molecules. By comparison with the liquid-vapor
surface tension which we will calculate here, we will dis-
cuss the role of local arrangements at the graphene sur-
face in relation with the macroscopic interfacial tensions.

We chose the All-Atom (AA) model in order to study
more precisely the structure at the interface in terms of
hydrogen bonds (donor/acceptor). We are aware that
this type of model can lead to surface tensions with larger
deviations from experiments compared to United Atoms
(UA) models that have reproduced very well this interfa-
cial property®™®8. Other alternatives are possible and
atomistic models that include the polarization by us-
ing classical Drude oscillator model®®%° have shown to
impact significantly the calculation of the work of ad-
hesion of water on graphite and also the contact an-
gle indirectly?. However, the use of such models has
shown their limitations especially in the reproduction of
the liquid-vapor surface tension of salt solutions®'. On
solid-liquid interfaces, the models have been much less
tested. The aim of this paper is not to establish the
best force field that reproduces the experimental liquid-
vapor and graphene-liquid interfacial tensions but rather
to report the simulated interfacial tensions with the mod-

els used here and to rationalize the differences between
the graphene-liquid and liquid-vapor interfacial tensions
in terms of changes of structuration and local hydrogen
bond network. The use of polarizable models is outside
the scope of this study.

The paper is organized as follows. Section II contains
the description of the model and simulation box as well as
the presentation of the calculation of the graphene-liquid
interfacial tension. Section III presents the discussion of
our results and our conclusions are given in Section IV.
Il. SIMULATION METHODOLOGY

A. Model

The total configurational energy U is defined by

U = Uintra + UINTER (1)

where UinTra, UiNTER are the intramolecular and in-
termolecular energy contributions, respectively. The in-
termolecular contributions sum the repulsion-dispersion
and electrostatic energies.

The intramolecular interactions including contribu-
tions from the stretching energy, bending energy, torsion
energy, and nonbonded dispersion-repulsion and electro-
static interactions are modeled with the General AMBER
Force Field (GAFF2)5%) with constrained C-H and O-H
bonds.

The intermolecular energy of the system is then

Uwnter = UL + UgLEC (2)

where the dispersion-repulsion energy is represented by
the truncated Lennard-Jones (LJ) potential of

o EEEE () ()

re reo
i=1 j>i a=1b=1 iagb iagb

where r;4;p is the distance between atom a in molecule
¢ and atom b in molecule j, €4 is the energy parame-
ter of the interaction and o, is the Lennard-Jones core
diameter. NV; is the number of atoms in the molecule 3.

The total electrostatic potential was calculated using
the Damped Reaction Field (RFD) version®. For a box
with orthogonal axes, the electrostatic energy calculated
with the RFD formalism is written as
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where By is defined as

2(61 - 1)

B =
07 2(2 + 1)

()

€1 is the dielectric constant outside the cavity. For
water®, we take ¢; = 78.5. « was taken to be 0.2365
A~1. We have shown in a previous work®! that the RFD
methods compares very well with the Ewald summation
technique on the calculation of the graphene-water inter-
facial tension and the structure of water at the interface.
The LJ parameters for the graphene atom% are o =
3.3997 A and ¢ = 0.3594 kJ mol~'. The potential pa-
rameters including values of o , € for the water model
can be found in the original paper®. The LJ parameters
for the interactions between unlike sites are calculated by
using the Lorentz-Berthelot combining rules. The partial
charges of the molecules have been calculated from the
density-functional theory (DFT)%768(B3LYP)% " using
the Gaussian1672 package and the CHELPG™ procedure
as a grid-based method. Figure la shows the final sym-
metrized charges of each atom obtained in this work.

B. Definition of the system

The graphene-liquid interface is modeled by placing
the graphene surface as a two dimensional planar ma-
terial made up of a monolayer of carbon atoms at the
center of the box (z = 0). The carbon atoms are placed
in a hexagonal honeycomb lattice. The system is formed
by a graphene sheet surrounded by two reservoirs of
molecules. The graphene sheet was kept rigid with no
intramolecular interactions between the graphene atoms.
The distance C' — C was fixed to 1.418 A. The graphene
sheet is formed by 2508 carbon atoms leading to a sur-
face area A = L, L, where L, = 81.05 A and L, =80.83
A.

A liquid—vapor interface has also been simulated for
the same three compounds. A bulk liquid phase is first
equilibrated in the constant-NVT ensemble; the box size
is then increased in the z direction normal to the interface
to create a gas phase. Table I summarizes the number of
molecules and the box size for the graphene-liquid (SL)
interface and the liquid-vapor (LV) interface.

erfc(ar,) N <erfc(ozrc) N 2aexp(—a2rz)>r )

2 NG Te

TABLE I. Summary of the box sizes and molecule numbers for
the solid-liquid (SL) and liquid—vapor (LV) system simulated
in this work.

System Nwot L. L, L.

SL water 21400 81.05 80.83 101.5
SL ethanol 6600 81.05 80.83 106.0
SL ethylene glycol 7000 81.05 80.83 106.0
LV water 1807 30.1 30.1 250
LV ethanol 4400 60.0 60.0 300.0

LV ethylene glycol 4500 60.0 60.0 300.0

The L, dimension of the SL systems was selected from
a previous study®! in order to avoid any dependence of
the interfacial tension on the surface area. Figures 1b and
lc show two typical configurations for the SL ethylene
glycol and the LV ethanol systems, respectively.

a)

FIG. 1. a) Electrostatic charges calculated on the ethanol
and ethylene glycol atoms. b) Typical configuration of a
graphene layer in interaction with two reservoirs of ethylene
glycol molecules. ¢) Typical configuration of a liquid-vapor
interface of ethanol.

Molecular dynamics (MD) simulations were carried out
with the DL_POLY package’® by using the Velocity-
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Verlet scheme™ to integrate the equations of motion. Pe-
riodic boundary conditions were applied along the three
directions of space. The SL simulations were carried out
in the constant-NpyAT statistical ensemble where the
normal component of the pressure py = p,, was fixed to
1 bar. The area of the graphene surface is represented by
A. The temperature T" was fixed to 300 K. We applied
the Hoover® thermostat and barostat with relaxation
times of 7 = 0.5 ps and 7, = 0.1 ps. The LV simulations
were carried out in the constant-NVT ensemble using the
Hoover thermostat at 7" = 300 K with a relaxation time
¢ = 0.5 ps. A time step of 2 fs is used throughout the
simulations. The systems were first equilibrated over a
period of 5 ns. The thermodynamic and structural prop-
erties were then averaged over an acquisition phase of
10 ns using 20000 stored configurations. The Lennard-
Jones potential and the electrostatic interactions were
truncated at 7. = 12 A. Statistical fluctuations of inter-
facial tensions were estimated using the variation in the
averages of five blocks of 4000 configurations.

C. Graphene-liquid interfacial tension

The graphene-liquid interfacial tension is calculated by
using the mechanical definition of the interfacial tension.
We use a local version which is the method of Irving and
Kirkwood (IK)". Tts expression is

L./2
we=g [ ex@ome©

where z indicates the direction normal to the surface
and pn(z) and pr(z) are the normal and tangential com-
ponents of the pressure tensor along this direction, re-
spectively. The factor 1/2 is introduced to consider the
two graphene-liquid interfaces of the system.

The method of Irving and Kirkwood” (IK) is based
upon the notion of the force across a unit area. The
components of the pressure’ 8% tensor in the Irving and
Kirkwood definition are expressed as

Pas(2) = (p(2)) kpTT

1 N—-1 N
+ A< > Z(rij)a(Fij)B

=1 j>1

G (5)e())

where I is the unit tensor and T is the input temper-
ature. « and ( represent x, y or z directions. #(x) is
the unit step function defined by 6(z) = 0 when = < 0
and 0(x) = 1 when = > 0. A is the surface area nor-
mal to the z axis. The simulation box is divided into N,
slabs of thickness 6z = 0.1 A. Following Irving and Kirk-
wood, atoms ¢ and j provide a contribution to the pres-
sure tensor in a given slab if the line joining their centres

crosses, starts or finishes in the slab. The contribution
to a particular slab is 1/|z;;| of the ij interaction. The
normal component pn(z) is equal to p,.(z) whereas the
tangential component is given by 1 (pzx(2) + pyy(2)). Fij
in Eq.(7) is the intermolecular force between molecules
7 and j and is expressed as the sum of all the site-site
forces acting between these two molecules.

The long-range corrections®' to the surface tensions
~YLre are calculated using Eq.(8) by summing up the lo-
cal contributions y,rc(2) of each bin k and dividing the
result by a factor 2.

re(2) = = (pN,lrc(Z) - pT,lrc(Z))

p(z)% /C>o dr /j dAzdu];lii(r) (8)
N,
x Y [p(zi) = plzicn)] [r? = 3(A2)?]

i=1

o ;,>‘<j

In the case of the graphene-water interfaces, these long-
range corrections were found to be negligible®!. For the
liquid-vapor interfaces, the values of these tail corrections
are given in Table II.

I1l. RESULTS AND DISCUSSIONS
A. Structure and orientation

The molecular density profiles along the direction z
normal to the graphene sheet is given by

N
p(z) = AlAz< ZmiH(zi -z, Az)> (9)
i=1

where m; is and z; are the mass and z-position of the
center-of-mass of molecule ¢, respectively. H is the top-
hat function defined as

1 ifz—%<zi<z+%

. (10)
0 otherwise.

H(zi—z,Az):{

A is the interfacial area, Az is the slab thickness and z
corresponds to the centers of the slabs. Az is set to 0.05
A for the SL systems and 0.3 A for the LV systems.

Figure 2 displays the molecular density profiles of wa-
ter, ethanol and ethylene glycol in interaction with a
graphene sheet up to a distance of 25 A from the surface
in the right part of the simulation box (z > 0). We also
give for discussion in Figure 2b the density profiles of the
same species calculated in a planar liquid-vapor interface
by centering each one on its Gibbs dividing surface for
comparison.

When the molecules interact with a graphene sheet,
the density profiles exhibit a number of adsorbed layers
and amplitudes that depend on the species studied. The
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FIG. 2. Molecular density profiles of different molecules as
a function of z where z represents the direction normal to
the interface in the a) graphene-liquid and b) liquid-vapor
interfaces.

width of the oscillations almost corresponds to the size
of the molecules. The shape of the first adsorbed layer
is also different between water and alcohol molecules. In
the case of the liquid-vapor interfaces, the shape of the
density profiles are similar between water and ethylene
glycol with an interface shape close to a step-function. At
the same temperature for ethanol, the interface is wider
due to a smaller liquid density and an higher vapor pres-
sure. Figure 2 shows that the molecular density profiles
are radically different for species at the interface with
graphene and their own vapor.

Figure 3 focuses on the density profiles of adsorbed lay-
ers on graphene by extending the region under investiga-
tion up to 40 A from the graphene. We observe in Figure
3a a first very-well structured adsorption peak of approx-
imately 3 times the value of the bulk liquid density. For
water, the first peak is accompanied by a second peak
of half the amplitude and a third slight peak located at
about 10 A from graphene. The water then recovers the
bulk liquid density at a distance of 12 A from graphene.
The influence of the graphene surface is different with
ethanol and ethylene glycol. Indeed, the first peak shows
a shoulder whose contributions come from both carbon
and oxygen atoms. There is a kind of sub-structure in
this first layer for alcohol molecules due to the balance in
this well-ordered layer between the strong structuration
imposed by the formation of hydrogen bond (HB) and
the preference for the methylene groups to interact with
the graphene. The investigation of the hydrogen bond
network will be proposed later in this paper. For these
alcohol molecules, it is very interesting to note that the
formation of structured layers extends over 20 A and 25
A for ethanol and ethylene glycol, respectively. This in-
crease in the region of interaction in the z-direction is ex-
plained in part by the size of the molecule and a stronger
correlation between alcohol molecules and graphene.

The layering of molecules in the interface region is also
the result of an adaptation of the 3D HB network of bulk
conditions to a 2D-geometry imposed by the interaction
with a graphene surface. Figure 4 shows the number of
hydrogen bonds per donor as function of the z-position.
This number is normalized by the number of potential
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FIG. 3. Molecular density profiles p(z) calculated over 40 A
along the z-direction for a) water, b) ethanol and c¢) ethylene
glycol molecules. We have limited the scale on the y-axis to
2000 kg m™® to have a better view of successive peaks with
decreasing amplitudes.

donors (two for water and ethylene glycol and one for
ethanol). The criteria used to select an hydrogen bond
have been taken from Ref.82. Two water molecules are
chosen as being hydrogen bonded only if the distance
(O-H..O) between the donor and acceptor is less than
2.5 A and simultaneously the angle O-H..O is greater
than 135°. As each water molecule can give two HB
and receive two HB, we obtain the classical value of 3.7
HB per water molecule in the bulk region by multiplying
this number by 4. Interestingly, the position of the first
peak of density (see Figure 3) is also the maximum of
hydrogen bonds. These profiles show that the expected
number of hydrogen bond by donor in bulk conditions is
recovered at about 15 A to the surface. For water close to
the surface, this number is increased by 5% with respect
to the bulk liquid water phase whereas an increase of 12
and 18 % is observed for ethanol and ethylene glycol with
respect to bulk conditions.

Figure 5 shows the 2D-distributions of the cosine value
of the angle between the O-H donor vector and the nor-
mal to the surface as a function of the position z from
the graphene surface. The first layer corresponds to the
first peak of density. For water, we observe a very strong
orientation of water molecules in the first layer which im-
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FIG. 4. Number of hydrogen bonds normalized by the number
of domnors (2 for water and ethylene glycol) as function of the
distance to the graphene surface for water, ethylene glycol
and ethanol.

plies a lesser degree of orientation in the second layer. At
a distance greater than 10 A from the graphene, the dis-
tribution of the 6 angle becomes flat indicating random
orientations as expected for bulk conditions. These ob-
servations are quantified in the distributions of cos6 in
Figure 6a for the first layer. The peak of the distribu-
tion for water is located at about cos# = —0.1 suggesting
that a large fraction of molecules orient the O-H vector
perpendicular to the normal to the graphene. In other
words, the water molecules closest to the graphene have
an O-H bond parallel to the surface. This strong orien-
tation of water molecules in the first layer also impacts
the second layer by pushing the water molecules of this
layer to take two preferred orientations (see Figures 5 and
6b): when the oxygen atom of water molecules of the first
layer acts an a acceptor of hydrogen bond, preferred ori-
entations occur in the second layer with O-H bond per-
pendicular to the graphene surface (cos = —1); when
the O-H bond of water molecules in the first layer plays
the role of donor, water molecules of the second layer are
now oriented with one O-H bond both pointing toward
the liquid phase with cosf = 1. To conclude, we observe
a very strong structuration of the two first layers : a first
layer with hydrogen-bonds mainly oriented parallel to the
surface and a second layer characterized by a majority of
hydrogen bonds perpendicular to the graphene. It means
that when water molecules approach the surface, there is
a broken symmetry that prevents water molecules to form
HBs as they do in the bulk liquid. As a result, they ar-
range to point the oxygen atoms toward the surface and
the O-H bonds parallel to the surface forming then a 2D
HB network. The number of hydrogen bonds per donor is
then increased with respect to bulk conditions (see Figure
3a). Recently, many-body electronic structure methods®’
have shown that the orientation of a water monomer on
graphene does not impact on the adsorption energy. It
means that the specific orientation of water molecules

in the first layer close to the graphene monolayer is ex-
plained by the fact of maintaining a strong local network
of hydrogen bonds in the interfacial region and not by
the interaction with the graphene. Figure 6¢ shows the
distributions of cos# in the region of the Gibbs dividing
surface of a liquid-vapor interface. Of course, the distri-
butions are wider with respect to the graphene interface
but we can conclude that the water molecules exhibit a
certain orientation and structuration in this interfacial
region as recently shown by ab initio molecular dynam-
ics calculations*!:83:84, The sphere of hydration is broken
and the molecule reorganizes itself by creating an excess
density.

WATER

2.3
- 2.0
- 1.5
b= 1.1
- 0.0
~ 1.0k
& 10 13 14 1n 1R i

ETHANOL

1.5
= 2.0
1.5
1.0
0.5
=)L

Case

1 1d 14

ETHYLENWE GLYCOL e

= 2.
~ 1.0
1.0
= 1.5
~ 0.0

FIG. 5. 2D distribution of the OH vectors that give a hy-
drogen bond as a function of their position z for the three
systems. Layer 1 is the closest to the graphene surface, lo-
cated at z = 0. 0 is the angle between the OH vector and the
z axis normal to the surface. The colors represent the relative
probability with respect to the random orientation found in
the bulk region, set to unity. The dashed lines show the two
first layers.

We now focus on the structuration of alcohol molecules
in the graphene layer and liquid-vapor interfaces. The
strong orientation observed with water molecules within
a 2D organisation of hydrogen bonds parallel to the in-
terface also applies to alcohol molecules as shown Fig-
ures 5 and 6. The main difference with water lies in a
flatter angle distribution n(cosf) which is centered on
< cos @ >= 0. For alcohol molecules, the O-H donor has
the possibility to be more parallel to the surface than
with water molecules, certainly due to a less constrained
network of hydrogen bonds. The second layer also shows
slight differences in the distribution of # with especially
privileged orientations characterized by < cosf >= 0 for
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ethanol and ethylene glycol and another set of favored
orientations at < cosf >= 0.75. The 2D-HB network
is maintained in the second layer, albeit to a lesser ex-
tent. This can be explained by the size of the molecules
and the number of consecutive oscillating peaks in the
density profiles in Figure 3. As regards the liquid-vapor
interface, we also note a slight orientation of alcohol
molecules parallel to the interface to a lesser degree than
water. Let us recall that even in bulk conditions, alcohol
molecules form chainlike structures®®®® which are less
cohesive than the 3D-HB network of water.
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FIG. 6. n(cos0) distributions calculated for water and alcohol
molecules for a) the first layer defined by a maximum distance
to the graphene of 4 A; b) the second layer defined by 4 <
z < 6 A; ¢) aregion extending over 10 A from the position of
the Gibbs dividing surface in the liquid-vapor interface.

B. Interfacial tensions

We now turn our attention on the values of interfa-
cial tensions calculated in graphene-liquid and liquid-

TABLE 1II. Interfacial tensions of the liquid-vapor and
graphene-water interfaces. The different contributions of the
interfacial .5, yeLEC and yrLrc are given for discussion. The
average interfacial tension < v > sums up the three parts.
The subscripts give the accuracy of the last decimal(s), i.e.,
108.7990 means 108.7£9.0.

System VLI YELEC YLRC <7 >
(mN m™1)
Water (SL) 4792 5879 0 108.790

Water (LV) -244.6 3122 4.4 72.0105

Ethanol (SL) 248 920 0 67.255
Ethanol (LV) 15 133 39 18.7:7

Ethylene glycol (SL) -195.0 269.3 0  74.32
Ethylene glycol (LV) -105.7 137.1 6.3 37.72s

vapor interfaces. These interfacial tensions are calcu-
lated with the Damped Reaction Field (RFD) method.
The good agreement obtained with the experimental
and simulated®6-89 liquid-vapor surface tension of water
at 298 K establishes that the RFD approach performs
very well in the calculation of this property with the
same accuracy as the Ewald method®®. In addition, the
Lennard-Jones and electrostatic contributions calculated
with RFD for this liquid-vapor interface are also in line
with those calculated with the Ewald summation method
at a higher temperature®® (T = 478 K). Concerning the
graphene-water interfacial tension, RFD reproduces the
value calculated with Ewald3'. For alcohol, we use the
General AMBER Force Field (GAFF2)52 based on an all-
atom description that has not been optimized on coex-
isting properties. This can explain some deviations from
experiments on the liquid-vapor surface tensions of alco-
hol molecules for which United Atom models®”:>® perform
better. The aim of this paper is to rationalize the changes
in the interfacial tensions between liquids and a graphene
layer and liquid-vapor in line with the structural arrange-
ments at the interface. The different contributions to the
interfacial tensions are given in Table II.

From a methodological viewpoint, Figure 7c shows the
profiles of the difference between the normal and tangen-
tial components of the pressure tensor and the integral
~(z) for the water LV system. The profiles show features
that are in line with the mechanical equilibrium of pla-
nar liquid-vapor interface : two peaks of about 60 MPa
at the two interfaces and no contribution from the bulk
liquid and vapor phases leading to constant local values
of v(z) in these bulk phases.

The analysis is more challenging for the interaction of
liquids with a graphene monolayer. Indeed, each density
peak is associated with a peak of the py(z) — pr(z) pro-
file. A drop of py(z) —pr(z) from 400 to more than -1000
MPa is calculated in the first layer of water molecules cor-
responding to a thickness of about 5 A leading to a local
interfacial tension of about 125 mN m~! in line with a
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strong associated fluid. This profile is radically different
to that observed in the liquid-vapor interface establish-
ing that the different consecutive layers of molecules are
marked by different local interfacial tensions. The strong
orientation and structuration of the molecules due to the
presence of the graphene clearly appear through the local
values of pressures and interfacial tensions.
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FIG. 7. Difference of pn(z) — pr(z) (MPa) pressure profiles
calculated in a) the graphene-water interface and ¢) the liquid-
vapor interface of water. The integral v(z) of the local inter-
facial tension (mN m™*!) calculated using Eq.(6) is given in b)
for graphene-water and in c¢) for water liquid-vapor systems.

For completeness, Table II lists the different contribu-
tions to the surface tensions. A negative contribution
to the surface tension from the Lennard-Jones (LJ) part
means that the LJ interacting centers are on average at
a smaller distance than the o diameter parameter lead-
ing to positive values for the energy. This repulsive LJ
energy is then explained by strong electrostatic interac-
tions. The magnitude of the LJ part to the interfacial
tension measures to a certain extent the strength of the
association in the liquid. For water and ethylene glycol,
the LJ contribution to the surface tension becomes much
more negative when we move from the liquid-vapor to the
graphene-water interfaces. For ethanol, this contribution
changes from a positive to a negative value but it is also

the lowest value of the systems studied here. From an
energetic viewpoint, the strengthening of the association
in the fluid due to the graphene is the most significant
for water with yg, = 108.7 mN m~! and the lightest for
ethanol with vg;, = 67.2 mN m~'. We do not see sig-
nificant changes in the structuration of the two closest
layers next to the graphene for the alcohol molecules in
line with similar interfacial tensions.

IV. CONCLUSIONS

The graphene-liquid interface was investigated by
means of molecular simulations. The density profiles
along the direction normal to the surface establish dif-
ferent adsorbed layers with a number and amplitudes
that depend on the molecule. The shape of the profiles
changes radically from those calculated in a liquid-vapor
interface.

The simulations have evidenced a very strong struc-
turation in the two layers closest to the graphene. As
water and alcohol molecules approach the graphene, they
undergo a break in symmetry that cancels any possibil-
ity of forming hydrogen bond on the side of graphene.
Molecules adapt to this situation by orienting the hydro-
gen bonds in the direction parallel to the surface leading
to a 2D HB network in the first layer. The interfacial
region of the liquid-vapor equilibrium also shows the for-
mation of 2D HB network but to a lesser extent compared
to graphene-liquid interface.

The layering of water and ethanol molecules when they
interact with the graphene is noticeable on the profiles of
interfacial tension and pressure components. In the case
of water, the first layer of water sees a drop of py — pr of
about 1500 MPa over a thickness of 5 A. In this first layer,
the local interfacial tension is increased by 74% with
respect to the surface tension of liquid-vapor interface.
From an energetic viewpoint, the enhancement of the in-
teraction within the liquid due to the graphene is the
most significant for water and the smallest for ethanol.

This paper aimed at showing how properties of asso-
ciated liquids characterized by different hydrogen bond
strengths change with respect to bulk conditions when
they interact with a surface. The structural changes
due to the adsorption have been analyzed in terms of
local molecular density and orientations. Some dramatic
changes in the pressure tensor and local surface tensions
have been identified in the interfacial region with the
solid. These structural and energetic modifications are
significantly different from those observed in the interfa-
cial region of the liquid-vapor equilibrium.
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