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We report the calculation of the coexisting densities and surface tensions of the liquid-vapor equilibrium
using the multibody dissipative particle dynamics and Monte Carlo (MMC) methods. We focus on the calcu-
lation of the surface tension by using the thermodynamic and mechanical routes. It is the first time that the
test-area method is applied on the many-body conservative potential. We discuss the mechanical equilibrium of
these two-phase systems by analyzing the profiles of the normal and tangential components of the pressure
tensor using the Irving-Kirkwood and Kirkwood-Buft approaches. The profile of the configurational tempera-
ture is shown to establish the thermal equilibrium of these two-phase simulations carried out with large time
steps. We complete this study to show the impact of the range of the many-body repulsive term of the
conservative force on the surface tension. We conclude that the MMC method is an efficient sampling scheme
to compute the interfacial properties of liquid-vapor interfaces using the multibody soft potential.
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I. INTRODUCTION

The mesoscale modeling consists of covering length and
time scales which are intermediate between the atomic
length scale and the macroscopic length scale. The modeling
at this scale, 10-100 nm and 1 ns—10 wus requires to intro-
duce a coarse graining of the microscopic degrees of free-
dom. This should allow to study larger-scale systems for
longer times. The dissipative particle dynamics (DPD), pro-
posed by Hoogerbrugge and Koelman [1,2] is a genuinely
mesoscale approach for studying the behavior of simple and
complex fluids. DPD is a stochastic dynamics method in
which the individual particles (beads) represent a set of ato-
mistic degrees of freedom. As a consequence of this coarse
graining, the conservative interactions are soft [3]. The dis-
sipative and Brownian forces are short-ranged and pairwise
additive so that the hydrodynamics of the fluid satisfies the
Navier-Stokes equation. There are two major advantages to
the DPD method. First, the soft potential allows for a time
step that is up to an order of magnitude larger than those
typically used in molecular dynamics (MD) simulations.
Second, the method, unlike the Brownian dynamics tech-
nique, includes a correct description of hydrodynamic inter-
actions.

The original version of the DPD methodology has re-
ceived substantial theoretical support concerning the exten-
sion of the DPD for the conservation of the total energy
[4-6], the incorporation of the electrostatic interactions
[7-10] and the modeling of entanglements by avoiding bond
crossings [11,12]. The so-called multibody DPD method
(MDPD) has also been established [13-16] to model liquid-
vapor interfaces. Within this method, the conservative inter-
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actions are modified by an additional contribution which is
dependent on the local density.

The thrust of our research is to use the MDPD simulations
to calculate the surface tension of liquid-vapor interface of
real fluids by fitting the DPD parameters on specific atomis-
tic parameters. But, before doing so, we have to check dif-
ferent fundamental points concerning the surface tension cal-
culation with the MDPD method.

From a molecular viewpoint, we have already success-
fully used the Monte Carlo (MC) simulations methods in
order to reproduce the dependence of the surface tension
with temperature for linear and branched alkanes [17-21],
cyclic and aromatic hydrocarbons [22-24], water and acid
gases [25-29]. It was also established that the molecular
simulations of two-phase systems can be sensitive to a cer-
tain number of factors such as the finite size effects [30-33],
the range of interactions [18,34-36], the truncation effects
[12,20,34,37] and the method used (MC and MD) [34,37].
The surface tension calculation is based upon the mechanical
and thermodynamic definitions [20,27,38]. A certain number
of operational expressions have been established for the sur-
face tension calculation. The most general working expres-
sion uses macroscopic normal and tangential pressures which
can be related to the derivative of the pair potential. The final
form has been obtained by Kirkwood and Buff [39-42] (KB)
and gives a macroscopic scalar surface tension. In the case of
a planar liquid-vapor interface lying in the x,y plane, the
density gradient takes place in the z direction normal to the
surface. The surface tension can be expressed as [—.[py(z)
—p1(z)]dz where py(z) and p4(z) are the average local values
of the normal and tangential components of the pressure ten-
sor, respectively. Expressing the surface tension as a function
of the local components of the pressure allows to use a local
property defined as [ [py(z')—ps(z')]dz’. The use of this
local value is a key element to check the validity of the
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calculation concerning the stabilization of the interfaces, the
independence between the two interfaces (for a three dimen-
sionally periodic system) and the constancy of the difference
between the normal and tangential pressure profiles in the
bulk phases. We note that there are many ways of expressing
the local components of the pressure which depend on the
contour joining two interacting molecules. Irving and Kirk-
wood [43-46] (IK) use a straight line to join the two parti-
cules. This choice is the most natural and the one generally
made. Nevertheless, the scalar value of surface tension is
invariant to the choice of the pressure tensor. Until recently,
only the method of Irving and Kirkwood was designed to
provide a profile of the surface tension. Both methods (KB,
IK) are based upon the mechanical definition on the surface
tension. Recently, the “test-area” [38] (TA) method based
upon the perturbation formalism was proposed for the calcu-
lation of the surface tension. This method takes advantage of
expressing the surface tension as a difference of energy be-
tween a reference state and a perturbed state characterized by
an infinitesimal increase or decrease of the surface. However,
the aspect of the local surface tension was missing within the
Kirkwood-Buff expression and the test-area (TA) method.
This led us to establish the local expression of the surface
tension calculated from the test-area approach [20] and to
propose the local version of the surface tension resulting
from the virial route (KBZ) in a recent work [27]. The long
range corrections to the surface tension are now well-
established and have been reported for each definition
[18,20,27,37,47,48].

The aim of this work is to investigate the calculation of
the local normal and tangential pressures in the liquid-vapor
interface using the MDPD simulations. We will focus on the
calculation of the surface tension from the different defini-
tions and we will compare the different results between the
MDPD and the MC simulations carried out with the multi-
body model. These comparisons constitute prerequisite re-
sults before an extension of this model to molecular systems.
The paper is organized as follows. Section II contains the
description of the multibody DPD methodology and of the
Hamiltonian used in the Monte Carlo simulations. Section III
describes the computational procedures and the different
definitions of the surface tension calculation are given in
Sec. IV. Our results are presented in Sec. V. Section VI con-
tains the main conclusions drawn from this work.

II. DPD METHODOLOGY
A. Standard dissipative particle dynamics (DPD) method

In the DPD approach, particles are coarse grained into
soft beads that interact with the pairwise additive force f;
defined as the sum of three contributions

f,= 2 (FG+£5+f (1)

JjFi

where fg, f,R], and fD are the conservative, random and dissi-
pative forces, respectlvely The conservative repulsive force
ff; derives from a soft interaction potential and is expressed

as follows:
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where a;; is the maximum repulsion parameter between par-
ticles i and J» rij is the relative displacement of particles i and
J and e;; is the correspondlng unit vector. The standard DPD
model uses a repulsive conservative force (a;;>0). The
weight function wc(r;;) is equal to 1-r;/r, for r,]Sr and
vanishes for r;;=r.. The dissipative and random forces are
given by

fD - Yw (ezj X Vl])e”, (3)
2= cw®o,; rl (4)
=ow"b, e,
Y / vor !

where ot is the time step. v;;=v;—V; is the relative velocity, o
is the amplitude of the noise, 6); is a random Gaussian num-
ber with zero mean and unit variance. v and o are the dissi-
pation strength and noise strength, respectively. The terms
P(r; ;) and @ (r ) are dimensionless weighting functions.
Espanol and Warren [49] have shown that the system will
sample the canonical ensemble and obey the fluctuation-
dissipation theorem if the following conditions are satisfied:

Y= 2T and wD(rij) = [a)R(’”ij)]z, (5)
where kg is Boltzmann’s constant and 7 is the temperature.
The weighting function @®(r;;) is chosen to be similar to

(rl_] .

B. Multibody dissipative particle dynamics (MDPD) method

Within the multibody DPD technique, the conservative
force [13-16] is not only dependent on the interparticle sepa-
ration but also on the local particle density. The resulting
conservative force is then expressed as

fﬁ = a;;oc(rj)e; + byl p; + pilwgr;)e;, (6)

where the first term of Eq. (6) represents an attractive inter-
action (a;;<<0) and the second many-body term a repulsive
1nteract10n (b;;>0). This is in line with the formalism used
by Warren [15] The weight function w,(r;;) in Eq. (6) is
chosen as

l—ﬁz if r;; i <Tq
wy(ry;) = T4 , (7)

0 it ry>ry
where r; defines the range of the repulsive many-body inter-

action with r;,<<r,. and p; represents the average local density
at the position of the particle i defined as

pi=2 w,(ry). (8)
JFi

The weight function w,(r;) is normalized so that
I 047TI" w (r)dr 1. Its operatlonal expression becomes
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2
153<1—ﬁ1> if r;; <rd
wy(ry) =1 277, Td )

0 if ri;>ry

C. Multibody Monte Carlo (MMC) simulations

MC simulation aims to explore the configurational space
of a system using the calculation of changes in the intermo-
lecular energy. We need then the potential function that gives
rise to the expression of the conservative force given in Eq.
(6). By integrating the conservative force f*=3 ﬁ&,fg, we ob-
tain the energy uc of a particle i defined as

N N
UC=EI"[C=E( (rij7R=rc)
i i VEatl
’7Tr‘4 2
+—1B| X w,(rpR=ry) ||, (10)
30 |

where the w,(r;;,R) is a generalized weight function of range

R defined as
15 \2
(1—ﬁ1> if r, <R

2R3 R
0 if ;>R

w,(r;j,R) = (11)

In the case of one component fluid system, A and B cor-
respond to the a; and b;; energy parameters, respectively.
The MMC simulations use the potential of Eq. (10) that re-
quires the calculation of the local density of each particle at
each MC move. For a better efficiency in the calculation of
the local density, we use the linked cell method. It consists in
the partition of the simulation box into smaller cells, each of
them with dimensions slightly larger than the reduced cutoff.
With this algorithm, the interactions between a given particle
and its neighbors can be calculated by considering the par-
ticles that are in its same cell or in the 26 other linked cells
surrounding it.

III. SIMULATION DETAILS

Usually, all the DPD particles have the same mass. The
mass of a particle is taken as unity, as well as the cutoff
radius r.. Consequently, the reduced length is expressed as
r*=r/r, and the reduced density is p*=(N/ V)r;3. The re-
duced temperature is defined as T"=kgzT/ € where € sets the
energy scale. The other reduced variables can then be de-
duced, like the interaction parameter a*=a(r./ €), the unit of
time ¢*=1(e/mr2)"? and the surface tension y*=y(r’/€). Re-
duced units are a convenient tool for DPD. As all the values
presented here are in reduced units, the star notation is omit-
ted in the following for clarity.

The initial configuration of the liquid-vapor interface sys-
tem was prepared from bulk phase configurations of the DPD
fluid. The cell parameters of the bulk configurations were set
to have the same L, and L, dimensions (L,=L,=8). The
dimension of the resulting box was increased along the z axis
by placing two empty cells on both sides of the bulk fluid
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box. The L, dimension was chosen to be five times higher
than L, in order to avoid a dependence of the surface tension
with L, as it was established in a previous paper [33]. The
choice of L,=L,=38 is also based upon consideration of size
effects. In fact, it was demonstrated [50] that from such val-
ues of interfacial area the surface tension of mixture of two
DPD fluids becomes independent of the interfacial area and
that the stress anisotropy in the bulk phase vanishes. Periodic
boundary conditions were applied in the three directions. The
total number of particles was 3072.

The energy parameters for all the simulations were fixed
to a;;=A=-40 and b;;=B=40 and the cutoff radius r; was
fixed to 0.75. The kT temperature was changed from 1 to
2.5. The equations of motions of the MDPD simulations
were integrated using a modified velocity-Verlet algorithm.
The time step was 6r=0.001. The random and dissipative
parameters were o0=3 and y=4.5. The equilibration phase
was formed by 500 000 steps and the average thermody-
namic properties were averaged over 10° additional steps.
Monte Carlo simulations were performed in the NVT en-
semble. Each cycle consisted of N translation moves of the
particles. The maximum displacement is obtained such that
40% of the translation moves are accepted. The number of
cycles was equal to 500 000 for the equilibration phase and
additional 500 000 cycles for the production phase. As the
geometry of the system shows a heterogeneity along the axis
normal to the interface (z axis), we expect a dependence of
the thermodynamic properties only in this direction. We have
therefore calculated the temperature, pressure, and surface
tension as a function of z by splitting the cell into slabs of
width Az. Az was fixed to 0.5 for the profile calculation.

IV. SURFACE TENSION AND PRESSURE
CALCULATIONS

Surface tension can be computed using the thermody-
namic [38] and mechanical [39,44] definitions. The thermo-
dynamic route uses the test-area (TA) [38] whereas the me-
chanical route uses the Irving-Kirkwood definition [44] and
Kirkwood Buff definition [39]. The long range corrections to
the thermodynamic properties are not required because the
force and potential vanish at the cutoff radius.

A. Tensorial components of the pressure

For a homogeneous fluid assuming pairwise interactions,
the components of the pressure tensor can be defined as

N-1 N

EE(r,,) g ). (12)

i=l j>i

Pap= PkpTSup

where a and B represent x, y, or z directions. 5015 is the
Kronecker delta, (r;), is the a component of the particle
vector r;; (fC) B is the B component of the force fc between
particle l and Jj. For an inhomogeneous system, the pressure
depends on the position r in the fluid. The first term is a
kinetic contribution from the momentum of the particles. The
second term is the configurational or potential part of the
pressure arising from the conservative forces between the
particles. It is subjected to arbitrariness because there is no
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unique way to determine which pairs of particle contribute to
the virial at a given r. The a— 8 component of the pressure
tensor [51] at a given r becomes

N-1 N

B+ 2 E (rz])

i=l j>i

paﬁ(r) <P(r)>k3 )Bgaﬁ(r r;, ]) >

(13)

where the double sum is restricted to the pairs of particle that
contribute to the virial component at a given fixed position r.
&ap(r,1;,1)) is defined as the fraction of the virial between a
particle i at r; and a particle j at r; to be assigned to position
r. This function must satisfy the following normalization
condition:

fdrfaﬁ(r,ri,rj) =1, (14)

where the integration is carried out over the volume of the
simulation cell. When the system is homogeneous, the virial
is distributed over the whole system and &,4(r,r; r)=1/vV
and Eq. (13) is equivalent to Eq. (12).

When the simulation shows a liquid-vapor interface along
the z direction, the components of the pressure tensor depend
on the distance z from the surface. &,z is then defined as

1’]

gaﬂ(r rzv j) gaﬁ(z’zivzj)s (15)

where &,4(2,2;,2;) corresponds to the fraction of virial be-
tween a pair of particles at positions z; and z; to be assigned
to the slab at position z. This slab has a surface area A

=L,L,. The normalization conditions for £,4(z,z;,2,) requires
that

j deaﬁ(Z,Zi,Zj) =1 (16)

The a— component of the pressure tensor along the z
direction can be thus written as
N-1 N

E 2 (rij)a(f[(j)ﬁgaﬁ(zvziazj)

i=1 j>i

Pap(2) ={p(2))kpT'é,

(17)

B. Irving-Kirkwood (IK) definition

The method of Irving and Kirkwood [44] (IK) is based
upon the notion of the force across a unit area. With this
definition [43,45,52], only the pairs of particles for which the
vector r;;=r;—r; passes through the surface element dA con-
tribute to the stress across dA. This definition [43,45,52]
leads to an even distribution of the virial among all planes z
between z; and z; for the normal and tangential components
of the pressure tensor. This implies that

1
&n= gT(ZsZist) = f dad(z - z;— aZij) (18)
0

PHYSICAL REVIEW E 82, 016706 (2010)

M

|Zl]| Zz_/ Zz’j

where a=(z-z;)/z;, 6(x), and 6(x) are the Dirac delta and
Heaviside functions, respectively.

The components of the pressure tensor [43,45,52] in the
Irving and Kirkwood definition are thus given by

paﬁ(z) =(p(2))kpTl
N-1 N

S S ), (—Z)e@i) ,
i=l j>i | lj| Zij

(20)

where I is the unit tensor and kzT is the input temperature
and fg is the conservative force defined in Eq. (6). Following
Irving and Kirkwood, the particles i and j give a local con-
tribution to the stress across the plane placed at z if the line
joining the particles i and j crosses, starts or finishes in the
plane. The normal component py(z) is equal to p_.(z)
whereas the tangential component is given by %[pm(z)
+py,(2)].

The surface tension is then expressed from the local com-
ponents of the pressure tensor as

L2

NK= 5 [Pn(2) = pr(2)]dz (21)

-L,2

An other method called “method of planes” [53] avoiding
the ambiguity of defining a contour to relate two particles
was proposed to calculate the pressure tensor. However, this
method does not allow for the calculation of the tangential
components of the pressure tensor. As a result, the calcula-
tion of the surface tension is not possible with this method.

C. Macroscopic (KB) and local (KBZ) versions of the
Kirkwood Buff definition

The surface tension 7ygg, first introduced by Kirkwood
and Buff [39], is given by

E 2 (M)J‘g(ru . (22)

i=1 j=i+l 2rlj

In a previous work, we established a local version [27] of
the surface tension based upon the KB expression. The work-
ing expression was obtained from the derivative of the po-
tential with the respect to the surface and can be written as

N, N,
au S/ U, 3
'VKBZ—<(9A>—§< (?A>_§ Ykz(2)
where N, is the number of slabs of width Az along the z
direction. ygpz(z) is defined as

3 2 _ rz.
Yipz(2) = < (?UZ> = E 2 H(Z)fg(rij)(ﬁu) >

dA i i 2r;;

(23)

where H(z;) is a top-hat function with functional values of
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Az Az
H(z;))=1 for z———<z;<z+—
@) 2 2 . (24)

H(z;) =0 otherwise

Within the KBZ definition, it is possible to define the
components of the pressure tensor. These components corre-
spond to those obtained from the IK1 definition [53,45]
which derives from the tensorization of the full IK method
using the Harasima [55] contour. The components of the
pressure calculated using the IK1 or KBZ methods can be
calculated from

N-1 N

puto =i {3 S s "0

i=1 j>i

(25)

D. Test area (TA) method

The test-area method [38] is based upon a thermodynamic
route and expresses the surface tension as a change in the
free energy for an infinitesimal change in the surface area.
This infinitesimal change in the area is performed throughout
a perturbation process for which the perturbed system (state
A+A) js obtained from an infinitesimal change AA of the
area A of the reference system. The box dimensions
(LAAY LA+AA L(A+AA) in the perturbed systems are
changed using the followmg transformations L(A+AA)
=L+, L= W\14g, LA =L/(1+9) where
¢ —>0. The area (A+AA) of the perturbed state thus equals to
L)(CA)Ly (1+&) and AA is equal to LX L;A)g The operational
expression for the calculation of vy within the TA method is

(aF>
Yra=\ ",
0A NV,T

. kBT (USA+AA)(r,N) - U&)(rN))
=lim — —1In\ exp| -
kgT
=2, lim-—

(U(C;A.;.AA)(Z’I‘,N) - U(C,‘A)(Z?rN))
XIn\ exp| — kT kA,

(26)

(...)4 indicates that the average is carried out over the refer-
ence state and the k slabs. U(CA+AA)(z,r'N) and U(CA)(z,rN) are
the conservative energies of the slab k in the perturbed and
reference states. For the calculation of the energy, we adopt
the definition of Ladd and Woodcok [56] and choose to as-
sign in the slab centered on z two energy contributions: one
contribution due to the energy between the particles within
the slab and a second contribution due to the energy of the
particles within the slab with those outside the slab. The
energy of the slab at the position z is defined as

N

US(z) = —2 H(z,)ut . 27)
l 1
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The calculation of the surface tension was carried out in
the direct (yrsp) and reverse (yrar) directions. The calcu-
lation of the direct direction involves an increase of the sur-
face area (A+AA) whereas a decrease of the surface area
(A=AA) is performed in the reverse path. The ensemble av-
erage was carried out over the configurations of the reference
system whereas the configurations of the perturbed system
were not included in the Markov chain of states. Thermody-
namic consistency requires that the surface tension in the
direct and reverse directions must be equal in magnitude and
in opposite sign. This is satisfied when the configuration
space of the perturbed system matches the one of the refer-
ence system. This requirement implies to use an appropriate
value of & The value of &€ must satisfy two constraints [38]:
this value should be small enough to allow an accurate cal-
culation of the surface tension from Eq. (26) and large
enough to provide reasonable statistics for the Boltzmann
factor. The surface tension value was averaged over the two
directions as (ypap—yrar)/2. We found that £&=1x1077
was a good value to obtain accurate surface tension of DPD
particles whereas £=1 X 10~* was found to be appropriate for
the Lennard-Jones fluid [20,21,24,27-29,33].

V. RESULTS AND DISCUSSIONS

Figure 1(a) shows the phase envelope calculated from
MDPD and MMC simulations. The coexisting densities re-
sult from fitting the density profiles to a hyperbolic tangent
function of the form

p(2)= 30+ p) ~ 5 = pJtanh(2(: ~ i), (28)

2
where p; and p, are the density of the liquid and vapor
phases, respectively. z, is the height of the equimolar divid-
ing surface and d is a measure of the interfacial thickness.
We observe good agreement between the MMC and MDPD
methods. The maximum deviation between the calculated
liquid densities is less than 1%. The density profiles, shown
in Fig. 1(b), exhibit the same features, i.e., two well devel-
oped bulk liquid and vapor phases. On the scale of the figure,
no difference can be observed between the density profiles
calculated from MDPD and MMC. Figure 1(c) focuses on
the part of the density profiles corresponding to the liquid
phase. Interestingly, the profile calculated from MMC is
more homogeneous than that calculated from MDPD
whereas the number of time steps is sensitively the same for
the two types of simulations. The small oscillations of the
density profile obtained with the MDPD method indicate that
the local densities of the liquid phase are faster uncorrelated
in MMC than in MDPD. This establishes the MMC method
as an efficient tools for the study of the interfacial properties
of fluids at a mesoscopic scale.

The dependence of the surface tension with the tempera-
ture is shown in Fig. 2(a). The surface tension is then calcu-
lated using the IK definition. The maximum deviation be-
tween MMC and MDPD is observed at the highest
temperatures and is less than 5%. The average deviation be-
tween the surface tensions is 2.5%. The MMC and MDPD
methods are shown to give the same values values of surface
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FIG. 1. (a) Phase diagram of the liquid-vapor equilibrium of
DPD particles calculated from the MDPD (full circles) and MMC
(open squares) simulations; (b) density profiles of DPD particles
along the z axis; (c) zoom of the density profiles within the liquid
bulk region.

tension. The surface tensions calculated from the KB, KBZ,
and TA definitions are reported in Table I for two tempera-
tures. Interestingly, we observe no difference between the
values calculated from the mechanical and thermodynamic
routes. They are equivalent within the statistical errors. Table
I reports the calculation of the surface tension using the TA
definition in the forward and backward directions. The val-
ues in the direct and reverse directions are equal in magni-
tude but in opposite signs. This indicates that the TA ap-
proach performs very well with this many-body potential.
The equivalence between the surface tensions calculated on
the one hand with MMC and MDPD and on the other hand
with the different definitions are explained by the fact the
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FIG. 2. (Color online) (a) Surface tension values calculated us-
ing the IK definition as a function of the reduced temperature from
MDPD (full circles) and MMC (open squares) simulations; (b) pro-
files of the difference between the normal and tangential compo-
nents of the pressure calculated using the IK definition with the
MDPD and MMC methods. The integral y(z) of this profile is rep-
resented on the right axis for the two methods; (c) kinetic and
potential parts of the normal and tangential components of the pres-
sure tensor calculated using the MDPD and MMC simulations; (d)
profiles of the normal and tangential components of the pressure
tensor calculated using the MDPD and MMC simulations; (e) pro-
files of the difference between the normal and tangential compo-
nents of the pressure calculated using the IK, TA and KBZ defini-
tions with the MDPD and MMC simulations at kg7=1.0 ; (f) px
—pr profiles calculated in the MMC simulations using the IK and
TA approaches at kzpT=1.5.

conservative soft potential and force are continuous at the
cutoff value. This result puts the emphasis on what we have
already demonstrated for the calculation of surface tension of
Lennard-Jones fluids [20] from MC and MD simulations.
Additionally, the use of the random and dissipative forces in
the dynamics does not affect the interfacial thermodynamic
properties which is in line with the correct Boltzmann distri-
bution of the system.

The difference between the normal and tangential pres-
sure profiles is shown in part b of Fig. 2. This py—pr profile
allows to check that the positive peaks are well-marked and
identical for the two interfaces. Their contribution to the sur-
face tension is the same as expected for a well equilibrated
system and two independent interfaces that occur in a three
dimensionally periodic geometry. Even if the local value of
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TABLE 1. Input and configurational temperatures, surface tension values calculated from the KB, KBZ,
IK, and TA definitions in the MMC and MDPD configurations. yrap and ypar are the surface tensions
calculated with the TA approach in the direct and reverse directions, respectively. y, and yp are the contri-
butions of the surface tension calculated using the attractive part (A <<0) and the many-body repulsive part

(B>0) of the conservative force, respectively.

T Teont YKB YKBZ YIK YTA

MMC

1.0 1.0 5.1, 5.1, 5.1, 5.1,

1.6 1.6 3.1, 31, 31, 3.1,
MDPD

1.0 1.0 5.0, 5.0, 5.0, 5.0,

1.6 1.6 3.1, 3.1, 3.1, 3.1,

T YTAD YTAR 1A

1.0 5.0, -5.0, 5.0,

1.6 3.1, 3.1, 3.1,

ra Ya YB Y

0.70 20.4, -10.0; 10.4,

0.75 12.0; -6.9, 5.1

0.78 8.0; -4.9, 3.1

the integral of the pyn(z) —pr(z) profile can differ between the
different ways of calculating the pressure components (IK,
KBZ), the shape of the profile is very useful for checking the
correctness of the two-phase simulation. Actually, we check
from the profile of (z) that the bulk liquid and vapor phases
do not contribute to the surface tension. All these checks
indicate that the features of liquid-vapor equilibrium are well
reproduced by the multibody potential and no difference is
observed between the Monte Carlo and dynamics ap-
proaches.

Part ¢ of Fig. 2 shows the profiles of the normal and
tangential components of the pressure tensor for the kinetic
and potential parts. The potential part is then calculated with
the IK definition using the MMC and MDPD methods. We
observe that the profiles of the kinetic and potential parts are
only constant in the liquid and gas bulk phases as required by
the mechanical equilibrium of bulk phases. The profiles of
total pressure are shown in Fig. 2(d) for the MDPD and
MMC methods. The profile of the normal pressure is now
constant at each z including the interfacial regions. The tan-
gential pressure exhibits two negative peaks in the interfacial
regions and is constant within the statistical fluctuations in
the bulk phases. The features of these pressure profiles are
identical to those calculated from Lennard-Jones interactions
[20,37]. The fact that the force and potential are continuous
at the cutoff radius leads to the same pressure profiles for
MMC and MDPD. The difference between the normal and
tangential pressure profiles is shown in part e of Fig. 2. This
pn(z)—pr(z) profile allows to check that the positive peaks
are well marked and identical for the two interfaces. Their
contribution to the surface tension is the same as expected
for a well equilibrated system and two independent inter-

faces in the case of a three dimensionally periodic system.
We also check from the profile of (z) that the bulk liquid
and vapor phases do not contribute to the surface tension. All
these checks indicate that the features of liquid-vapor equi-
librium are well reproduced by the multibody potential and
no difference is observed between the Monte Carlo and dy-
namics approaches. The profiles confirm that the mechanical
and thermodynamic routes lead to the same surface tension.
The px(z) —p1(z) profiles are identical with the IK and KBZ
approaches whereas the profile calculated from TA is slightly
displaced toward the liquid phase. The peaks are slightly
smaller in magnitude with TA. We also see that the region
close the surface in the vapor side is characterized by the
presence of negative peaks of the py—p profile, suggesting
a weak compression of this zone on the vapor side. The
presence of this negative peak on the vapor side of the inter-
face has been subjected to controversial discussions and de-
pends on the method used for the calculation of the pressure
tensor [20,45]. The presence of such a region of weak com-
pression was already observed from the calculation of sur-
face tension of Lennard-Jones fluid using Monte Carlo simu-
lations [20] and the TA technique. However, the scalar values
of the surface tension calculated from these profiles are iden-
tical for the three definitions. Figure 2(f) compares the IK
and TA profiles of the (pn(z)—pr)(z)Az property calculated
at the reduced temperature of 1.5. Interestingly, we observe
better agreement at this temperature between the IK and TA
methods. The weak compression close to the surface in the
vapor side is still present. Since the number of particles in
the vapor side is increased at kz7=1.5, the particle density
number profile is better defined. As a result, the TA calcula-
tion which is related to the presence of the delta function and
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FIG. 3. Profiles of the configurational temperature calculated
from MMC simulations at kzgT=1.0 (open circles), kgT=1.7 (full
squares) and kzT=2.5 (full triangles) as function of z.

thus to the particle density number performs better.

Figure 3 shows the profile of the configurational tempera-
ture along the direction normal to the surface for three dif-
ferent temperatures. The average configurational temperature
is also given in Table I. Some stages of the derivation of the
configurational temperature within the multibody DPD
model are given in Appendix A. First, we observe that the
average configurational temperature of Table I matches ex-
actly with the input temperature for the MMC and MDPD
methods. It means that the time step used in this work (&t
=0.001) is appropriate for satisfying the canonical statistical
ensemble. This was also confirmed by the calculation of the
configurational temperature in standard DPD calculations
[57]. Figure 3 focuses on the local configurational tempera-
ture of the liquid region calculated from MMC configura-
tions. We check that the local configurational temperature
follows exactly the input temperature within the different
liquid slabs. The configurational temperature profile of the
vapor phase (not shown here) is subjected to larger fluctua-
tions and poor statistics due to the small number of DPD
particles in this vapor phase. Anyway, the average configu-
rational temperature calculated over the slabs of the simula-
tion box is in perfect agreement with the imposed tempera-
ture.

We plot in Fig. 4(a) the profiles of the potential part of the
pressure tensor calculated from the KBZ definition [Eq.
(25)]. The profiles of the normal component of the pressure
are represented for three different values of r,. This cutoff
radius is the range of the repulsive many-body contribution
of the conservative force. The choice of the value is quite
empirical and the standard version of the MDPD model [15]
was derived with 7,=0.75. Part a of Fig. 4 shows that the
profile of the potential part of the pressure calculated using
KBZ exhibits two small peaks at the liquid-vapor interfaces
for r;=0.75 and r;=0.70. The magnitude of these peaks in-
creases with decreasing r,; values. This oscillation can disap-
pear with larger r,; values. However, the profile of the normal
component of the potential part to the pressure should be
constant at each z value within the liquid phase as observed
in Fig. 4(b) with the IK definition. The normal component
which sums the kinetic and configurational parts of the pres-
sure must be then constant at each z as it is checked in part ¢

PHYSICAL REVIEW E 82, 016706 (2010)

of Fig. 4 with the IK definition for r;=0.70. However, the
normal pressure component calculated at r;=0.70 with KBZ
exhibits a positive peak and a negative peak at the interfacial
region. These peaks are not compensated by the kinetic con-
tribution. The KBZ calculation at r;,=0.70 is then very de-
pendent on the density oscillations at the interface region.
Interestingly, the profiles of the normal component of the
potential part calculated from the IK definition do not show
any oscillations close to the interfaces whatever the value of
r,. This difference between the two methods has already
been reported in a previous study [53,54]. The calculation of
the pressure from the KBZ or IK1 approximations is in fact
strongly correlated with the local density number. It means
that the differences between the KBZ and IK approaches
increase with the heterogeneity in the system. This is exactly
what we observe when we increase the value of r;: increas-
ing r; amounts for increasing the repulsive part of the con-
servative force and making the liquid phase less attractive.
The density gradient in the interfacial zone is then less pro-
nounced. The profiles of the tangential part of the configura-
tional pressure do not show in Fig. 4(d) any additional oscil-
lations at the interfaces except the negative peak indicating
that the interface is under tension. The profile of pr is then
independent of the method (IK or KBZ) used. However, the
integration of the py—pr quantity does not depend on the
definition used. The positive and negative peaks observed
with the KBZ definition in the normal component cancel
each other and explains why the surface tension is identical
within the KBZ and IK definitions for different r,; values.

The choice of the value of r; impacts very much on the
magnitude of the negative peak of pr. For this reason, Fig. 5
represents the contribution to the attractive and repulsive
parts of the conservative force in the surface tension as a
function of r;. Table I reports the values of the surface ten-
sion calculated from the attractive and repulsive parts of the
conservative force. As expected, the attractive contribution
of the conservative force (A<<0) gives rise to a positive
value of y whereas a negative surface tension contribution is
obtained from the repulsive many-body term (B>0) of the
conservative force. We check that the total surface tension
decreases significantly with increasing r,;. The surface ten-
sion decreases from 10.4 to 1.9 when 7, increases from 0.7 to
0.8. This makes the choice of r; very sensitive in the case of
the surface tension calculation.

VI. CONCLUSIONS

The many-body soft potential model has been used
through Monte Carlo (MMC) and dynamics (MDPD) meth-
ods to calculate both the coexisting densities and the surface
tension of the liquid-vapor interface of DPD particles. The
surface tension has been calculated from different mechani-
cal and thermodynamic routes. We have shown that the
MMC and MDPD methods lead to the same interfacial prop-
erties and coexisting densities for a given temperature. Ad-
ditionally, the KB, KBZ, IK, and TA definitions of the sur-
face tensions are consistent and give exactly the same value
of surface tension. The fact that the conservative force and
potential equations are continuous at the cutoff radius im-
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FIG. 4. (Color online) Profiles of the potential part of the normal component of the pressure tensor calculated for three r; values using
the (a) KBZ and (b) IK definitions; (c) profiles of the kinetic, potential and total parts of the normal component of the pressure tensor
calculated using the IK and KBZ approaches for r,=0.7; (d) profiles of the potential part of the tangential component of the pressure
calculated using the KBZ (open symbols) and IK (lines) for three values of r,.

plies the equivalence between the approaches using either
the potential or its derivative in the calculation of the surface
tension. This also implies the perfect equivalence between
the Monte Carlo (MMC) and the dissipative particle dynam-
ics (MDPD) simulation methods for the modeling of interfa-
cial properties. This is the first time that the test-area and
KBZ approaches are applied for the surface tension calcula-
tion of DPD particles interacting with the multibody soft
potential. The comparison between the different definitions
of the surface tension is very useful because the conservative
potential is soft and vanishes at the cutoff. As a result, no
long range corrections are required.

The configurational temperature of the MDPD method is
in line with the Boltzmann temperature and indicates that the
relatively large time step used respects the NVT canonical
ensemble. The profiles of the normal pressure show signifi-
cant differences between the KBZ and IK approaches
whereas the tangential part is not dependent on the method
used. We have also checked that the surface tension is de-
pendent on the range of the many-body repulsive term of the
conservative force. This makes very sensitive the choice of
the r; parameter. Given that the interfacial properties has
been investigated in detail with the MMC and MDPD meth-

ods, we plan to use the MDPD methodology to calculate the
surface tension of real compounds by mapping the repulsive
DPD parameters on atomistic parameters.

y(2)

15 1 I ! 1 ! I
0.68 0.70 0.72 0.74 0.76 0.78 0.80 0.82

L

FIG. 5. Contributions to the surface tension calculated from the
attractive (open squares) and many-body repulsive (open circles)
parts of the conservative force as a function of r,. The total surface
tension (full circles) is represented for completeness.
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APPENDIX A: CONFIGURATIONAL TEMPERATURE
CALCULATION

The working expression of the local configurational tem-
perature [58—61] is given by Eq. (A1) where i refers to the
particles and F; is the total force acting on i. The calculations
of the forces and of the derivatives with respect to the posi-
tion vector are carried out by considering the attractive and
repulsive part of the conservative potential of Eq. (10). The
expression of the force is given in Eq. (6). The derivatives of
forces are calculated using the following intermediate ex-
pressions of Egs. (A2) and (A3).

N
> F
i=l,iek
kBTconf(Zk) =
N [9F, OF, dF,
- E + —+
i=liek &rm &riy &riz

(A1)
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JFt, A (1 Q){ Iy Iy ] Arii,

—_— = — r.. —'L—‘L

e 17, re ) ar, i “Orial Ty Oria
(A2)

where A refers to the attractive contribution of the conserva-
tive force.

IF? 1 i\l e Iry
J la:B(pi+pj)|:_2(1__ll)|:rij e lja :|
Tia rij ry o"rm Orig
_ua 9y (1 _ m) Bria| 9pi  9p;
rdr g rg) Tia | Oria Oy
and B to the repulsive part of the conservative force and p; is

15 \2
—3<1—ﬁl) it ry<ry
27y Ty

(A3)

w;i=
p,=2wij with Y
/7 0 if r;>ry

(A4)

The derivatives of p; and p; with respect to r;, are ob-
tained from Eq. (A4)

d i 15 ri: (97‘['
—p=—2_4(1—_l1>_i lfr <rd, (A5a)
(9r,-a j#i 7TVd rq (91’[&
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Z. Tie? and 7°* are calculated by

considering r,j—(rljx+rw+r )2and ryp=ri—r
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