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Abstract Fluid behavior within nanoscale confinements
is studied for argon in dilute gas, dense gas, and liquid
states. Molecular dynamics simulations are used to resolve
the density and stress variations within the static fluid.
Normal stress calculations are based on the Irving—Kirk-
wood method, which divides the stress tensor into its
kinetic and virial parts. The kinetic component recovers
pressure based on the ideal-gas law. The particle—particle
virial increases with increased density, whereas the sur-
face—particle virial develops because of the surface-force
field effects. Normal stresses within nanoscale confine-
ments show anisotropy primarily induced by the surface-
force field and local variations in the fluid density near the
surfaces. For dilute and dense gas cases, surface-force field
that extends typically 1 nm from each wall induces
anisotropic normal stress. For liquid case, this effect is
further amplified by the density fluctuations that extend
beyond the force field penetration region. Outside the wall-
force field penetration and density fluctuation regions, the
normal stress becomes isotropic and recovers the thermo-
dynamic pressure, provided that sufficiently large force
cut-off distances are used in the computations.
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1 Introduction

Understanding the behavior of fluids and their manipula-
tion within nanoscale confinements is of great interest for a
vast number of applications that include the design of
micro/nano electromechanical systems, microfluidic device
components, and computer hard drives. Fluids inside the
nanoscale channels can exhibit substantially different
physics from what is observed in larger-scale systems
because of the breakdown of the continuum hypothesis as
well as the increased influence of the wall-force field
effects. Deviations from the continuum behavior have been
systematically studied for gas flows in the slip, transition,
and free molecular flow regimes using the kinetic theory
(Karniadakis et al. 2005). Most of these studies model the
gas/surface interactions using simple reflection laws or
scattering kernels with increased levels of sophistication
(Karniadakis et al. 2005; Cercignani and Lampis 1971;
Cercignani and Pagani 1966). However, these models do
not directly account for the wall-force field effects, and
they are not applied within a deterministic computational
process, such as the molecular dynamics (MD) method.
Although the wall-force fields are effective within a couple
molecular diameters distance from the surface, such length
scales are comparable to the dimensions of nanoscale
channels and confinements, and thus their effects cannot be
neglected. In fact, liquid transport in nanochannels has
been studied extensively using MD, by using the appro-
priate wall/liquid interaction potentials (Li et al. 2010;
Thompson and Troian 1997; Cieplak et al. 2001; Cieplak
et al. 1999). Although these studies report density layering
because of the wall-force field effects, comprehensive
investigations of stresses induced on the nanoscale-con-
fined liquids because of the surrounding surfaces are rather
limited.
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The wall-force field can induce adsorption of gas, liquid,
or dissolved solids onto a surface (Toth 2002). For the most
simplistic case, van der Waals forces between the fluid and
solid molecules can induce significant changes on the fluid
properties near a surface (Zhou 2007; Lee and Aluru 2010).
Using the particle—surface interactions, adsorption theory
focuses on the number of molecules adsorbed by a surface.
Adhesion of gas or liquid molecules onto the surface cre-
ates a film of the adsorbate that is mostly immobilized on
the adsorbent surface. Adsorption is a function of the solid—
fluid interactions. The number of adsorbed molecules onto
a surface can be theoretically calculated using intermo-
lecular potentials between each adsorbent—adsorbate pair at
a given temperature. Although useful, adsorption theory
essentially uses “one-dimensional” force field based on the
separation distance between the fluid—solid molecular pair
and molecular structure of the surface (Steele 1973). As a
result, the anisotropy in fluid density (i.e., density layering
for liquids) and the corresponding stress distribution near a
surface cannot be predicted accurately.

Investigation of the behavior of a fluid next to a solid
surface requires careful considerations of wall-force fields.
As the gradient of scalar potentials, the interatomic forces
play a key role in the local stress tensor calculations.
Different than an ideal-gas system of noninteracting point
masses, these forces have significant contribution to the
stresses in the near-wall regions, where the wall-force
penetration depth extends a couple of molecular diameters
from the surface and covers nonnegligible portions of a
nanoscale domain. Consequently, stresses induced by the
surface forces, identified as the “surface virial,” should not
be neglected (Tsai 1971).

The main goal of this study is to investigate the fluid
density and normal stresses in the bulk and near-wall
regions of simple fluids confined within nanoscale chan-
nels. MD simulations are conducted for argon at various
fluid densities corresponding to the dilute gas, dense gas,
and liquid states. Specifically, the surface virial effects are
investigated at various fluid/wall potential strength ratios.
To our knowledge, this work presents the density and
normal stress distributions for a nanochannel-confined gas
for the first time in literature. Liquid argon results exhibit
well-known density layering and show normal stress vari-
ations in liquids, including the surface virial effects.
Findings of this research clearly indicate the importance of
the wall-force field effects in nanoscale confinements,
which are mostly neglected in previous gas flow studies.

This article is organized as follows: In Sect. 2, we
describe the MD simulation parameters. In Sect. 3, we
explain the stress tensor computations and methods used in
the MD algorithm. In Sect. 4, we present the dilute gas,
dense gas, and liquid results. Normal stress components of
the stress tensor are investigated by considering the
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contributions of kinetic and virial additive parts separately.
Further discussions of the virial component and the relative
importance of the particle—particle virial and the surface—
particle virial terms are presented. Finally, we present the
conclusions of our study.

2 Three-dimensional MD simulation details

We performed argon simulations confined between two
infinite plates that are H = 5.4 nm apart by using the
microcanonical ensemble (NVE) (i.e., constant mole, N,
volume, V, and energy, E). We used the truncated (6-12)
Lennard—Jones (L-J) potential to model the van der Waals
interactions given as

Viruncated (r ij)

([ (@76)

where r;; is the intermolecular distance, ¢ is the depth of the
potential well, ¢ is the molecular diameter, and r. is the
cut-off radius. The mass for an argon molecule is
m =663 x 107*°kg, its molecular diameter is
o = 0.3405 nm, and the depth of the potential well for
argon is ¢ = 119.8 x k;, where k; is the Boltzmann con-
stant (1.3806 x 107 J K™!). Simulations consider dif-
ferent states of argon as dilute gas, dense gas, and liquid
states. The domain size, temperature, density, and other
simulation details can be found in Tables 1 and 2.
Formally, all interactions between the nonbonded par-
ticles have to be calculated in MD. Because the L-J
potential vanishes at larger molecular distances, only the
interactions with particles within a certain cut-off radius
(r.) need to be calculated. Therefore, the intermolecular
interaction forces were truncated and switched to zero at a
certain cut-off distance. For L-J potentials, it is customary
to use a cut-off distance of 1.08 nm, which is approxi-
mately equal to 30 (Allen and Tildesley 1989). Using a
larger cut-off distance does not affect the density predic-
tions for L-J fluids. However, long-range attractive L—J
interactions are crucial for accurate calculations of dense
gas and liquid pressure. In this work, we employed various
cut-off distances between the fluid molecules and com-
pared our MD results with the corresponding thermody-
namic state properties of argon to validate our findings (see
Table 2). To model the wall effects consistently, we used a
constant cut-off distance of 1.08 nm for fluid—surface
interactions. Our algorithm uses the well-known link cell
method to handle the particle—particle interactions (Allen
and Tildesley 1989). Increasing the cut-off distance by a
factor of M increases the computational load by M®,
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Table 1 MD simulation properties

State Domain (nm) T (K) # Molecs. o (#/nm>) p (#0>/nm>) p (kg/m3)
Dilute gas 54 x 54 x 54 298 450 0.0286 0.0011 1.896
Dense gas 27 x 5.4 x 2.7 180 352 8.94 0.353 593.16
Compressed liquid 27 x 5.4 x 2.7 125 801 20.35 0.803 1349.8

Table 2 Simulation properties for the periodic cases, and comparison of pressure predictions with the thermodynamic state using various L-J
force cut-off distances (r,.)

State re (nm) p~! (m'/kg) T (K) Pepre (kPa) Py (kPa) Error (%) Pigeal gas (KPa) Zigble
Dense gas 1.08 0.00505 298.2 11,680 11,831 1.30 12,288 0.95
Dense gas 2.7 0.00505 298.2 11,670 11,705 0.30 12,288 0.95
Dense gas 1.08 0.00505 179.5 5,519 5,743 4.06 7,397 0.75
Dense gas 2.7 0.00505 178.2 5,451 5,483 0.58 7,345 0.74
Dense gas 1.08 0.002525 180.3 8,771 8,971 2.28 14,861 0.58
Dense gas 2.7 0.002525 181.9 8,699 8,726 0.31 14,992 0.58
Dense gas 1.08 0.001687 183.3 12,290 13,723 11.66 22,547 0.55
Dense gas 2.7 0.001686 178.9 10,820 11,157 3.11 22,092 0.49
Dense gas 1.08 0.001318 162.1 9,145 11,384 24.48 25,425 0.36
Dense gas 2.7 0.001319 166.2 10,630 9,797 —7.83 26,233 0.41
Compressed liquid 1.08 0.000741 125.4 52,670 68,677 30.39 - -

Compressed liquid 2.16 0.000741 127.7 56,310 59,707 6.03 - N

because the computational cost for MD is proportional to
the square of the number of molecules contained within a
cell.

Gas states evolve through intermolecular collisions
separated by ballistic motion of particles characterized by
the “mean free path (4).” To allow intermolecular colli-
sions, gas simulation domains should be on the order of 4 in
the lateral and axial directions. This requirement results in
relatively large simulation volumes for classical MD, which
necessitates modeling of a large number of gas molecules
and excessively large number of wall molecules. To address
this computational difficulty, we used the recently devel-
oped “smart wall” MD (SWMD) algorithm (Barisik et al.
2010). For L-J molecules interacting with FCC (face cen-
tered cubic) wall structures ((1,0,0) plane facing the fluid),
the SWMD uses 74-wall molecules as a stencil for fluid—
surface interactions. Because of the cut-off distance of the
L-J potentials, such a small stencil of wall molecules
properly incorporates the wall-force field effects of an
infinite wall; significantly reducing the memory require-
ments for MD simulations (Barisik et al. 2010). For sim-
plicity, the FCC-structured walls have the same molecular
mass and molecular diameter of argon (Gwan = Gargon)-
Periodic boundary conditions are applied in the axial (x) and
lateral (z) directions. Overall, the computational domain
size is related with the mean free path of the gas states. As a
result, domain sizes of (1 x H x A) 54 x 5.4 x 54 nm,

2.7 x 54 x 27 nm, and 2.7 x 5.4 x 2.7 nm are selected
for dilute gas, dense gas, and liquid cases, respectively.
Based on our previous work, one mean free-path long-
domain sizes in the periodic dimensions are sufficient to
obtain MD solutions for gas flows, independent of the
periodicity effects (Barisik et al. 2010).

Simulations started from the Maxwell-Boltzmann
velocity distribution at corresponding simulation tempera-
tures given in Tables 1 and 2. Initial particle distribution is
evolved 10° time steps (4 ns) to reach an isothermal steady
state using 4 fs (~0.0027) time steps using a thermostat.
This initial procedure ensures that the fluid system attains
equilibrium in presence of the surfaces at desired temper-
atures. After which, 2 x 10° time steps (8 ns) are per-
formed for time averaging in a thermostat free domain.
Longer time averaging has also been performed to confirm
convergence of the density and stress profiles to the steady
state. Particularly, the simulation times are compared with
the mean collision times (predicted by the ratio of the mean

free path to the mean thermal speed ¢, = \/8RT/7n) to
result in a state amenable for time or ensemble averaging.
The computational domain is divided into 100 bins of
approximately ¢/10 in size to resolve the near-boundary
region accurately.

Two different thermostat techniques are also employed
to study their effects in the case of nonequilibrium MD
simulations. The Nose—Hoover thermostat is applied to the
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fluid molecules at each time step to obtain isothermal
condition with a fixed lattice model (Evans and Hoover
1986). This deterministic algorithm achieves temperature
control by extended system dynamics. In addition, a
recently developed thermally interacting wall model is
used to simulate the flow domain free of thermostat effects
(Kim et al. 2008a), which allows specification of a constant
wall temperature induced by a velocity-scaling thermostat.
In this method, the walls have their own thermal oscilla-
tions, and they exchange momentum and energy with the
fluid particles through intermolecular interactions. This
approach enables simulation of heat transfer between the
fluid and a surface, and properly dissipates heat through the
thermostat applied on the walls (Kim et al. 2008a, b, 2010).

3 Computation of the stress tensor components

Computations of the stress tensor components for an
atomistic system have two additive components. The first is
kinetic contribution from throughput of linear momentum
resulting from the particle velocities, whereas the second
components is the virial term, which is an internal contri-
bution from intermolecular forces between the particles. In
our simulations, Irving—Kirkwood expression was used to
compute the stress tensor components for an N particle
system as follows (Irving and Kirkwood 1950):

Sy =—
= Vol

Do m (Vi = V)V = V) + Wa ), (2)
1N
War =32 0t = i ()
where the first term on the right-hand side of Eq. 2 is the
kinetic and the Wj; term is the virial component. In the
Kinetic part, m' is the atomic mass of particle i, whereas k
and [ are the axes of the Cartesian coordinate system, V,i and
V} are the peculiar velocity components of particle i in the k

and [ directions, and V;( and V; are the local average
streaming velocities at the position of particle , in the k and
[ directions, respectively. For nonequilibrium systems, the
local streaming velocities should be subtracted from the
equilibrium velocities to establish mechanical equilibrium
at the system’s center of mass. For the virial component,
(r,{ — r,’C) in Eq. 3 is kth component of the relative distance

vector between particles i and j, and ff‘j is the /th component
of the intermolecular force exerted on particle i by particle j.
The first term in the Irving—Kirkwood expression is
related to the ideal-gas law. For an ideal gas in equilibrium
(i.e., zero peculiar velocity and no virial), the average
normal stress because of the kinetic terms results in
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Therefore, kinetic part of the Irving—Kirkwood
expression calculates ideal-gas pressure exactly by
considering the momentum resulting from the particle
velocities, whereas the particle—particle virial terms are
corrections to the ideal-gas law because of the interaction of
particles having non-zero volumes and force fields. Accurate
prediction of pressure, and hence, the thermodynamic state
for dense gas and liquids requires considering of the long-
range force field interactions between the particles, where
the particle—particle virial calculations in Eq. 3 have
significant effects. Specifically, the L-J force between a
molecule pair experiences sign change at a distance of 2!
which corresponds to 0.3822 nm for argon molecules. For
regions where the mean molecular spacing is lower than
0.3822 nm, the intermolecular forces are repulsive and the
virial terms are positive. For larger mean molecular spacing,
the intermolecular forces are attractive and the virial terms
become negative. Therefore, local fluid density and the
resulting mean molecular spacing carry an important role in
the sign of the particle—particle virial terms.

Use of the NVE ensemble fixes the fluid density and
energy. Because there is no flow or heat flux in the system,
fixed energy simulations result in constant temperature.
Therefore, one can obtain the correct density and temper-
ature distributions in the domain, while the pressure cal-
culations are sensitive to the long-range intermolecular
force interactions. Simply increasing the cut-off distance of
the L-J force interactions intensifies the computational cost
tremendously. Having recognized this deficiency, empiri-
cal corrections to the MD-based pressure calculations using
the Irving—Kirkwood expression have been proposed to
model the long-range force interactions (Frenkel and Smit
2002). Because the objective of our study is the investi-
gation of the wall-force field effects in nanoscale-confined
fluids, we paid specific attention to accurate calculations of
the local pressure. A detailed discussion on the prediction
of local thermodynamic state for dense gas and liquid
argon is presented in the Sect. 4 as a function of the MD
cut-off distance used in computations. As can be seen in
Table 2, the absolute error in MD prediction of local
pressure at a given thermodynamic state is less than 8%.

In the following section, we use Eqs.2 and 3 for
nanoscale-confined dilute gas, dense gas, and liquid sys-
tems and calculate the normal stress components across
nanochannels. We will distinguish the virial effects given
in Eq. 3 because of the particle—particle and surface—par-
ticle interactions. Before we proceed further, we must
indicate that the off-diagonal components of the stress
tensor (i.e., shear stresses) were also computed. Shear
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stresses on the fluid induced by the stationary walls were
zero, as expected. Given this fact, the normal stress com-
ponents and their directions presented in this study corre-
spond to the principle stresses and directions for fluids
confined in stationary nanochannels.

4 Results
4.1 Dilute gas

We first focus on argon at 298 K and 1.896 kg/m’ (see
Table 3 for computed and ideal-gas pressure values). This
state corresponds to dilute gas, because the mean molecular
spacing to molecular diameter ratio is 9.6. Mean free path
of argon at this state is 54 nm. MD simulations are per-
formed in a nanochannel of 5.4 nm in height and 54 nm in
length and width. The simulation contains 450 argon
molecules. The resulting number density is 0.0286 #/nm”.
Systematic studies are performed for various argon-wall
interaction strengths by varying the é&yanar/éarar ratio
(= ewp)- A snapshot of the computational domain is shown
in Fig. la for &,r =1 case, where periodic boundary
conditions are imposed along the channel length and width.
As can be seen from the figure, the SWMD introduces a
stencil of wall molecules on the surface when a fluid
molecule approaches to the surface within the cut-off dis-
tance of the L-J potential (1.08 nm used for dilute gas
cases). Therefore, wall stencils in the figure show the
locations where argon molecules are in the vicinity of the
surface. Comparison of the mean free path to the channel
height results in the Knudsen number (Kn) of 10. In the
case of flow, driven by a pressure gradient, force field, or
the motion of surfaces, argon gas would have been in the
free molecular flow regime, where gas—wall interactions
overwhelm the gas—gas collisions (Karniadakis et al. 2005).
Although the flow cases are out of scope of the current
study, density and normal stress distributions for nano-
channel-confined fluid are precursor for future flow studies.

Figure 2a shows the density variation within half of the
nanochannel for ¢, = 1 case, obtained using the Nose—
Hoover thermostat, interactive thermal wall model, and
without using a thermostat. The latter case is based on the
microcanonical ensemble (NVE), which is appropriate
here, because no external work is done on the system. The

Nose—Hoover and interactive thermal wall model use NVT
ensemble on the fluid and surfaces, respectively. Identical
density distribution within the nanochannel is predicted
using all three methodologies. A density buildup near the
surface is observed. For e, = 1, gas density near the
surface increases almost three times with a single peak
point, representing accumulation near the surface. This
behavior is because of the surface potentials increasing the
residence time of particles inside the force penetration
depth. Molecules are not immobilized on the surface.
Instead, they are trapped in the wall potential field for a
certain time period and experience multiple collisions with
the surface. Because the simulation domains are in equi-
librium, some of the trapped particles can leave and resume
their free flights, while new particles get inside the force
penetration region. Therefore, the density is a constant both
in the bulk and near-wall regions. The density particularly
starts to deviate from its bulk value around 2.5¢ from
the wall. We must indicate that accumulation near the
boundary results in slight reductions in gas density in the
bulk of the channel. Specifically, the bulk density reduces
to 0.0275 #/nm”> or 96% of its assigned value. This density
reduction is because of the constant number of gas mole-
cules (N) used in MD simulations. Because the gas mole-
cules cannot penetrate to the bins neighboring the wall, gas
density goes to zero on the wall. Figure 2b shows the
temperature profile in the nanochannel obtained without a
thermostat. The Nose—Hoover thermostat and interactive
thermal wall model techniques predict the same tempera-
ture in the system (not shown). Gas is essentially under
isothermal conditions at 298 K. Near-wall gas temperature
approaches zero because of zero gas density near the walls.

Density variations within the nanochannel are induced
by the wall-force field. It is important to investigate the
effects of these force fields within the perspective of nor-
mal stresses, which can be eventually related to pressure
within this simple compressible system. Figure 3 shows the
distribution of three mutually orthogonal components of
normal stresses within the nanochannel. As stated earlier,
the off-diagonal terms of the stress tensor are zero.
Therefore, these normal stresses correspond to the principle
stresses, and they are acting in three mutually orthogonal
directions that coincide with the directions of the Cartesian
coordinate system used in this study. Specifically, the
channel length and width are in x- and z-directions,

Table 3 Comparison of MD calculated pressure values with the thermodynamic state in nanoscale confinements

State 7. (nm) p~" (m’/kg) T (K) Pebie (kPa) Pup (kPa) Error (%) Pigeal gas (kPa) Zoale
Dilute gas 1.08 0.5494 298 113 113 0 113 1
Dense gas 2.7 0.00168 180.2 11,620 10,926 —5.98 22,166 0.52
Compressed liquid 2.7 0.0007065 124.8 80,840 86,000 6.4 - -
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(b) Dense Gas (€) Liquid

Fig. 1 Snapshots of dilute gas (a), dense gas (b), and liquid (c¢) simulation domains

Fig. 2 a Normalized density (a) (b)
dlStrlbutl(?Il of the dllgte gas y (nm) y (nm)
case obtained using different =& @ 0~—~—~—~—~4——-——————— "+ = — ——
thermostat techniques (N-H 2.5 Pn OO — 254+ T 4
therm Nose—Hoover thermostat, PR B e
TIM thermally interacting wall). . fa“ 2 |
Simulations were performed for
average density of 0.0286 #/nm’.
Results for &,; = 1 are shown. 1571 1.5 1
b Temperature distribution
verifies isothermal conditions at 14 14
298 K i --*- notherm.
0.5+ --a- N-Htherm. 0.5
[ --*- notherm.
[ -~ TIM [
0 0 S :
0.0 05 10 15 20 25 3.0 35 0 100 200 300 400

Normalized Density

whereas the channel height is in y-direction. Therefore, S,.,
S,y, and S, are the normal stresses at a point that act in the
x-, y-, and z-directions, respectively. We have used Eq. 2 to
calculate the stresses. Particularly, we distinguish between
the kinetic and virial parts of Eq. 2, which are shown in
Figs. 3a and b, respectively, whereas Fig. 3c shows the
total normal stresses as the sum of the kinetic and virial
components. The virial term is often dominant for liquids,
whereas the kinetic term is more dominant for gas flows, as
suggested by Irving and Kirkwood (1950). Our calculations
have shown that the contribution of the virial component in
the bulk region (i.e., outside the wall-force field cut-off
distance, which is approximately y < 1.7 nm in the fig-
ures) is less than 0.05% of the resulting normal stress. In
fact, the normal stresses because of the kinetic terms in
Eq. 2 are isotropic in the entire channel, and variation of
the kinetic part of the normal stresses shown in Fig. 3a is
similar to the density variations shown in Fig. 2a under
isothermal conditions. In the bulk portion of the channel
(y < 1.7 nm), pressure can be calculated as the average of
the following three normal stress components

St Sy + Sz

P
3

The pressure field predicted using the computed density
and temperature within the ideal-gas law matches the
computed pressure distribution exactly. This is an expected
behavior, as explained earlier in Sect. 3.
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Temperature (K)

Virial terms in the bulk region are isotropic, and their
contribution to pressure is negligible. However, this is not
the case in the near-wall region, as can be seen from
Fig. 3b, where the surface virial effects induce anisotropy
and significant deviations from the ideal-gas behavior in
the near-wall region. Different than the bulk portion, virial
term dominates the normal stress distribution inside the
force penetration depth. Behavior of the virial terms is
rather sensitive to the net force field and local density
changes, and affected by the particle—particle and particle—
wall interactions. The virial terms in x- and z-directions are
identical, whereas the virial in y-direction (i.e., normal to
the wall) shows significant deviations from the previous
two components.

Figure 4 shows the variations of the yy component of the
particle—particle (a) and surface—particle (b) virial terms in
y-direction. In the bulk flow region, the particle—particle
virial results in weak attractive forces (shown by the neg-
ative-stress values in Fig. 4a). However, increase in the gas
density near the wall induces local repulsive forces,
increasing the particle—particle virial rapidly as a result of
the surrounding gas molecules. As the local gas density
reaches a peak and starts to decline, the particle—particle
virial term starts to decrease. The surface virial in
y-direction is shown in Fig. 4b. Although its value is zero
in the bulk region, the surface virial becomes dominant
in the near-wall region, overwhelming both the particle—
particle virial and kinetic terms. The surface virial variation
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(a) Kinetic part

(b) Virial part

(¢) Normal Stress Components
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Fig. 3 Kinetic (a) and virial (b) components of the normal stress distribution (¢) for the dilute gas case

is nonmonotonic. To understand its behavior, we present in
Fig. 5 the surface virial part of S, as a function of the
distance from the wall. Figure 5 also includes the gas
density variation within one nanometer from the wall and
the potential and force fields induced by the entire FCC
wall onto a single molecule approaching normally to the
surface through the centerline of a wall molecule (repre-
sented in Fig. 5). The value of the surface virial is in kPa,
and should be read from the left ordinate (axis a), whereas
the gas density, wall potential, and force fields are nor-
malized by the values stated in the caption of Fig. 5, and
their values should be read from the right ordinate (axis b)
in nondimensional form. Keeping in mind that the potential
and force fields in the Fig. 5 are the result of the entire wall
structure, we first discuss the density distribution near the
surface, which exhibits its peak value at the potential
minimum. After this minimum, the potential increases
exponentially and hence, the density profile converges to
zero. One may expect observing infinite potential and zero
density one molecular diameter distance from the wall by
simply considering the L-J potential. However, the
molecular corrugations because of the structure of FCC
walls allow some gas molecules penetrate into the one
molecular diameter region, resulting in gradual conver-
gence of density distribution to zero.

As the gradient of a scalar potential, the force field in
normal direction to the wall is also plotted in Fig. 5. The
normal force reaches zero at the potential minimum, as
indicated by the vertical dashed line at y ~ 0.36 nm. The
negative- and positive-force values show attractive and
repulsive behaviors, respectively. The surface virial in
y-direction is negative through the attractive portion of the
wall potential. The surface virial decreases up to the zero-
force point after which it becomes repulsive and starts
increasing rapidly toward the wall. However, this increase
is limited and finally overwhelmed by the decrease in the
density of gas molecules near the surface. As a result, the
surface virial terms decrease and converge to zero. Overall,

the variation in surface virial is a function of the wall-force
field as well as the local gas density. We investigated the
surface virial behavior for different gas/wall interaction
strength ratios (&), which has shown similar behavior to
the results depicted in Fig. 5 with an approximately linear
increase in the magnitude of the virial terms with increased
ewt Tatio (results are not shown for brevity).

The number of argon molecules in the channel under
various gas/wall interaction strength ratios (&) is shown in
Fig. 6. The near-wall gas density increases with increasing
the gas/wall interaction strength ratio, which leads to
gradual decrease of the number of gas molecules in the
bulk region. An increased residence time for gas molecules
within the force penetration region is observed. For the
ewr = 3 case, more than 360 of 450 molecules are mostly
like to spend time in the near-wall region at a given instant.
However, identity of these gas molecules can still change
by time. Therefore, some molecules are able to leave the
surface-force field and continue their free flight toward the
opposing surface. Further increase of the wall strength
results in adsorption of argon on the surfaces with bulk
region being depleted from gas molecules.

Variations of the xx and yy components of normal
stresses in the nanochannels are shown in Fig. 7 for dif-
ferent gas/wall interaction strength ratio (&) values. The
stress profiles are normalized using the channel center
pressure values of 126.1, 113, and 83.9 kPa for the
ewr = 0.4, 1.0, and 1.8 cases, respectively. Kinetic parts of
stress profiles are proportional to the density distributions,
and match ideal-gas predictions in the bulk region. Increase
in the &,y results in stronger surface—particle interactions,
and hence, the surface virial becomes more dominant.
Figure 7b illustrates the yy-component of normal stress for
different ¢, values. Trends in 7b are similar for all &,¢
cases. However, the magnitude of the stress increases with
increased & Surface—particle virial is dominant within the
wall-force field penetration depth, initially inducing an
attractive force (negative-stress values) followed by strong
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repulsion (positive-stress values). In Fig. 7a, sudden vari-
ations in the xx-component of normal stresses for the
ewr = 1.8 case are because of the negative surface—particle
virial becoming more dominant than the positive kinetic
component. Local variations of the kinetic and virial
components of these stresses are not shown for brevity.
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Number of argon molecules

4.2 Dense gas

To predict the correct thermodynamic state of dense argon
gas, we performed a series of dense gas simulations in
periodic domains spanning 4 x AxA, where 4 is the local
mean free path. We selected the density and temperature of
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Fig. 7 Variations of the xx
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argon gas at various states indentified in Table 2 and
computed pressure using Eq. 2. We used different cut-off
distances for intermolecular forces in pressure computa-
tions. Increasing the cut-off distance from 1.08 to 2.7 nm
results in better agreements between the MD and pressure
values tabulated in Sonntag and Borgnakke (2002). We
also computed the compressibility factor Z (= P/pRT),
which shows deviations from the ideal-gas law. Thus, 1
— Z shows relative importance of the particle—particle vi-
rial terms in Eq. 2. An example of a compressed liquid
state of argon is also computed. Pressure of the liquid was
successfully predicted using a cut-off distance of 2.16 nm.
Using shorter cut-off distance in L-J interactions neglects
weakly attractive forces between the molecules. As a
result, the thermodynamic pressure is consistently over-
predicted. Effects of using short cut-off distances in MD
calculations were studied earlier in Mecke et al. (1997) and
Guo and Lu (1997).

Dense argon gas is studied at 180 K and 593.16 kg/m’
(number density of 8.94 #/nm>) by simulating 352 argon
molecules in a nanochannel of 5.4 nm in height and 2.7 nm
in length and width (see Table 1). MD simulations are
performed using the L-J force cut-off distance of 2.7 nm.
Mean free path of argon at this state is 0.173 nm and the
mean molecular spacing is 0.482 nm. The ratio of mean
molecular spacing to molecular diameter is 1.42, which
corresponds to a dense gas state. Local thermodynamic
pressure is 11.62 MPa and the compressibility factor
Z = 0.52 (see Table 3). Periodic boundary conditions are
applied along the channel length and width. Figure 1b
shows a snapshot of the computational domain for the
ewr = 1 case.

Density distributions in the nanochannel obtained using
the Nose—Hoover thermostat, interactive thermal wall
model, and without using a thermostat are shown in Fig. 8.

Normalized Stress

Density profile obtained using 1.08 nm force cut-off
distance is also shown in Fig. 8. The near-surface gas
density is larger than the bulk density. Unlike the dilute gas
case with a single density peak, we now observe a domi-
nant second density peak and a much weaker third density
peak, indicating the onset of density-layering effects.

Figure 9c shows the distributions of the normal stress
components along with their kinetic (Fig. 9a) and virial
(Fig. 9b) contributions. We first examine the stress dis-
tribution in the bulk of the channel (y < 1.5 nm), where
the surface—particle virial effects are zero. Away from the
walls, the particle-particle virial contribution is
—11.24 MPa. Negative sign of the normal stresses shows
attractive forces on the molecules. At this state, the mean
molecular spacing is 0.482 nm, where the L-J force
interactions are attractive. The kinetic part of the normal
stresses is isotropic and reaches 22.166 MPa in the bulk
of the channel. Combination of the positive kinetic
components of normal stresses with the negative particle—
particle virial components results in local pressure of
10.926 MPa, a value 6% lower than the thermodynamic
pressure of 11.620 MPa (Sonntag and Borgnakke 2002).
Different than the bulk region, virial terms dominate the
near-wall stress distribution with anisotropic behavior
similar to that discussed for the dilute gas state. Non-
monotonic variation of the surface—particle virial is sim-
ilar to the dilute gas case shown earlier in Fig. 4.
However, the minimum and maximum values of the
surface—particle virial are now —100 to 80 MPa, respec-
tively. Overall, the dense gas state acts as a transition
between the dilute gas and liquid cases. Therefore, further
discussions are given in the liquid results. Higher &y
cases, not shown for brevity of our discussions, resulted
in higher surface virial magnitudes with almost linear
increase in their magnitude.
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Fig. 8 Normalized density (a) (b)
distribution of the dense gas
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4.3 Liquid between the liquid and solid molecules. The magnitude of

Liquid argon at 125 K and 1,349.8 kg/m? is studied inside
a nanochannel of 5.4 nm in height and 2.7 nm in length
and width. Figure 1c illustrates a snapshot of the compu-
tational domain for the &y = 1 case. Periodic boundary
conditions are imposed along the channel length and width.
The simulation contains 801 argon molecules with a
resulting number density of 20.35 #nm’. The mean
molecular spacing is 0.366 nm, which is comparable with
the molecular diameter of argon.

Density distributions obtained using the Nose—Hoover
thermostat, interactive thermal wall model, and without
using a thermostat give identical results under isothermal
conditions at 125 K (Fig. 10a and b). Density distributions
obtained using 1.08 and 2.7 nm cut-off distances (r.) for
intermolecular force interactions are also shown in
Fig. 10a. Density distribution is not affected by 7. Similar
to the previous researchers, multiple density layering is
observed on the surface. In the direction normal to the
interface, liquid density profiles exhibit oscillatory behav-
ior on the molecular scale because of the interactions

(a) Kinetic part

(b) Virial part

the density layering increases with increasing solid-liquid
interaction strength ratio (eys). Detailed investigation of
density for different epsilon ratios can be found in Li et al.
(2010), Thompson and Troian (1997), Cieplak et al. (2001),
and Cieplak et al. (1999). Ordering of the liquid extends
wall effects more into the bulk portion of the channel,
compared with the gas cases. This dominant behavior at the
solid-liquid interface has a major effect on the mechanical
properties.

Stress tensor computations were performed using an L—J
force cut-off distance of 1.08 and 2.7 nm. Kinetic com-
ponents of the stresses (proportional to the density varia-
tion through the ideal-gas law) were unaffected from the
use of the shorter cut-off distance. However, the virial
contributions of the stress tensor were overestimated
because of the negligence of the long-range weakly
attractive interaction forces (results not show for brevity).
In the following, we only show the results obtained using
the cut-off distance of 2.7 nm.

Normal stress distribution in liquid argon interacting
with walls at e,r = 1 is shown in Fig. 11c along with the

(¢) Normal Stress Components

y (nm) y (nm) y (nm)
2.5 $ -— 2.5 e 25 k-
E—d . o “ S B -
— - & - . L
e,
2 - 2 2
1.5 1.5 1.5
+ —
1 1 - T
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Fig. 9 Kinetic (a) and virial (b) components of the normal stress distribution (c) for the dense gas case
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Fig. 10 Normalized density (a) (b)
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contributions of their kinetic (Fig. 11a) and virial = dominant in the near-wall region and their behavior are

(Fig. 11b) components. Oscillatory behavior of normal
stresses arising from the density layering is apparent in
the results. The normal stresses are anisotropic. Specifi-
cally, Sy, behaves differently than S, and S... Similar to
the gas cases, the stress tensor is diagonal. Therefore, the
stresses shown in Fig. 11a—c correspond to the principle
stresses on the liquid, and x-, y-, and z-directions corre-
spond to the principle directions. A small isotropic region
near the channel center is having constant and equal
normal stresses (i.e., pressure) at 86 MPa; this region is
bigger in a larger channel. The MD-calculated pressure is
about 6.4% larger than the tabulated value of 80.84 MPa
(see Table 3). It is worth mentioning that addition of a
single molecule to this nanoscale system induces 0.125%
variation in the liquid density, which increases the pres-
sure by 1.34%. As expected from a compressed liquid
state, small variations in the liquid density (at constant
temperature) induce large changes in pressure; and dis-
crete nature of the nanoscale system (i.e., limited volume
and finite number of molecules) can induce large fluctu-
ations in the calculated thermodynamic state. In the bulk
region of the channel, the kinetic and virial contributions
of pressure are the same order of magnitude. Specifically,
the kinetic and virial components of stresses at the
channel center are 37.54 and 48.46 MPa, respectively.
The kinetic part of normal stresses is isotropic, and obeys
the ideal-gas law. Because temperature is a constant,
kinetic component of the normal stresses shows fluctua-
tions similar to the fluid density. Virial part of the normal
stresses is positive in the bulk of the channel, indicating
repulsion between the molecules. The reason of this
repulsive force is that the liquid argon molecules at this
state are at a mean molecular spacing of 0.366 nm, where
the intermolecular forces for the L-J potential are repul-
sive. As shown in Fig. 11b, the virial terms become

sensitive to the net force field and local density changes.
The virial in y-direction shows significant deviations from
the x- and z-components. Different than the gas cases,
anisotropic nature of normal stress distribution extends
beyond the surface-force penetration depth of 3o. The
reason of this behavior is the density layering, which
induces anisotropic normal stresses because of the parti-
cle—particle virial terms in Eq. 2.

Figure 12 shows the variations of the yy component of
the particle—particle (Fig. 12a) and surface—particle
(Fig. 12b) virial terms in y-direction. The particle—particle
virial has strong influence of the density layering. It has
oscillatory positive-stress values showing mostly strong
repulsive forces in the bulk region. Decrease of the inter-
molecular distances inside the compact density layers of
the near-wall region induces stronger local repulsive forces
between the molecules that can be observed as increased
positive-virial values. At density values smaller than the
mean liquid density, the intermolecular spacing between
the fluid layers is increased and the particle—particle
interaction may become weakly attractive if the local
molecular spacing increases beyond 0.3822 nm (i.e., the
distance between two molecules, when the L-J force
switches sign). These effects decrease the particle—particle
virial. Figure 12b shows variation of the surface virial in
y-direction. Surface virial effects overwhelm both the
particle—particle virial and kinetic terms inside the force
penetration depth before it converges to zero around the
L-J cut-off distance.

Variations of the yy component of the surface—particle
and particle—particle virial terms (Axis a) and the nor-
malized density distribution (Axis b) inside a region 2 nm
from the wall are shown in Fig. 13. Unlike the ideal-gas
case, potential variation induced by the entire FCC wall
onto a single molecule approaching normally to the surface
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(a) Kinetic part

(b) Virial part
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Fig. 11 Kinetic (a) and virial (b) components of the normal stress distribution (c) for the liquid case
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cannot represent the potential distribution inside the
channel anymore. Variations of the particle—particle and
surface—particle virial terms in the near-wall region are
affected by the density profile. In Fig. 13, the fluid density
is normalized using the averaged density at which the mean
molecular spacing is equal to 0.366 nm. Ratio of this value
to the distance where the L-J force switches sign
(0.3822 nm) is 0.96. We included a horizontal dashed line
to the normalized density profile in Fig. 13 to indicate the
density values below which the intermolecular force
between the two atoms become weakly attractive. Local
density fluctuations in Fig. 13 can be correlated with
variations in the particle—particle virial terms. When the
local (normalized) density is reduced less than 0.96, the
local particle—particle virial tends to decrease. The surface—
particle virial exhibits two negative-peak points within
0.3 n$m <y < 0.7 nm because of the locally attractive
forces between the two near-surface density layers and
solid. Closer to the wall, the net force induced by wall
molecules on the fluid becomes repulsive, and hence, the
surface—particle virial suddenly switches sign and becomes
positive.

@ Springer

5 Conclusions

Prediction of stresses using the Irving—Kirkwood method
can be greatly affected by long-range force field interac-
tions between the molecules. Using various cut-off dis-
tances, we calculated the normal stresses (pressure) for
argon gas and liquid within periodic domains and verified
the results using published thermodynamic states.
Regardless of the fluid’s state, kinetic parts of the normal
stresses capture the ideal-gas law, whereas corrections to
pressure are induced by the virial components. Within a
periodic domain, free of solid boundaries, fluid molecules
experience particle—particle virial effects. If the force field
induced by the mean molecular spacing at a given density
is attractive, the particle—particle virial becomes negative.
The virial terms become positive for molecular separations
(i.e., densities) that lead to repulsion. We have observed
that using 1.08-nm cut-off distance in L-J force calcula-
tions can induce significant errors in prediction of the
thermodynamic state for dense gas and liquids. However,
use of 2.7-nm cut-off distance resulted in reliable pressure
predictions, despite the 244-fold increase (~2.5°) in the
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computational cost. Neglection of the weakly attractive
interaction forces because of the use of small cut-off dis-
tances in MD results in overprediction of the local pressure,
which is a numerical artifact relevant to the virial calcu-
lations only.

Density buildup with a single peak is observed for the
dilute gas confined within a nanochannel. The normal
stresses are anisotropic within the force field penetration
region, which extends approximately 1.08 nm from each
wall. Beyond this distance, the ideal-gas law is valid and
the density is uniform in the channel. Simulations per-
formed at different gas/wall interaction strength ratios (&)
show more distinct density buildup near the wall with
almost linear increase in the magnitude of the surface—
particle virial effects. Dense gas case exhibited onset of
density-layering effects. Anisotropic normal stresses are
observed approximately 1.2 nm from each wall. Beyond
this distance, pressure reached its thermodynamic value.
The liquid case shows well-known density-layering effects
with anisotropic normal stresses penetrating more than
2 nm from each wall. In the bulk of the channel, thermo-
dynamic pressure is reached. In addition to the kinetic part
of the normal stress tensor being isotropic and able to
recover the ideal-gas law, our observations show that:

(1) Wall-force field induces anisotropic normal stresses
on the fluid by the surface—particle virial terms, which
becomes zero beyond the wall-force field penetration
depth.

An additional wall effect is because of the density
layering induced by the wall-force field, where the
particle—particle virial terms induce further anisot-
ropy that protrudes beyond the wall-force penetration
distance. This effect becomes more dominant in
liquids as a result of strong density layering.

2

Because of the anisotropic normal stress distribution, it
is impossible to define pressure in the near-wall region of
nanoscale-confined fluids. We expect these observations to
be valid for flow cases, which will be presented in future
studies.

Acknowledgments This work was supported by the National Sci-
ence Foundation under Grant No. DMS 0807983.

References

Allen MP, Tildesley DJ (1989) Computer simulation of liquids.
Oxford Science Publications Oxford University Press, New York

Barisik M, Kim B, Beskok A (2010) Molecular dynamics simulations
of nanoscale gas flows. Commun Comput Phys 7:977-993

Cercignani C, Lampis M (1971) Kinetic models for gas-surface
interactions. Transport Theory Stat Phys 1:101-114

Cercignani C, Pagani CD (1966) Variational approach to boundary
value problems in kinetic theory. Phys Fluids 9:1167-1173

Cieplak M, Koplik J, Banavar JR (1999) Applications of statistical
mechanics in subcontinuum fluid dynamics. Phys Stat Mech
Appl 274(1-2):281-293

Cieplak M, Koplik J, Banavar JR (2001) Boundary conditions at a
fluid-solid interface. Phys Rev Lett 86(5):803-806

Evans DJ, Hoover WG (1986) Flows far from equilibrium via
molecular-dynamics. Annu Rev Fluid Mech 18:243-264

Frenkel D, Smit B (2002) Understanding molecular simulation: from
algorithms to applications. Elsevier, San Diego

Guo M, Lu BCY (1997) Long range corrections to thermodynamic
properties of inhomogeneous systems with planar interfaces.
J Chem Phys 106(9):3688-3695

Irving JH, Kirkwood JG (1950) The statistical mechanical theory of
transport processes. IV. The equations of hydrodynamics.
J Chem Phys 18:817-829

Karniadakis GE, Beskok A, Aluru N (2005) Micro flows and nano
flows: fundamentals and simulation. Springer-Verlag, New York

Kim BH, Beskok A, Cagin T (2008a) Thermal interactions in
nanoscale fluid flow: molecular dynamics simulations with
solid-liquid interfaces. Microfluid Nanofluid 5(4):551-559

@ Springer



Microfluid Nanofluid

Kim BH, Beskok A, Cagin T (2008b) Molecular dynamics simula-
tions of thermal resistance at the liquid—solid interface. J Chem
Phys 129:174701

Kim BH, Beskok A, Cagin T (2010) Viscous heating in nanoscale
shear driven liquid flows. Microfluid Nanofluid 9:31-40

Lee J, Aluru NR (2010) Separation of gases from gas—water mixtures
using carbon nanotubes. Appl Phys Lett 96:133108

Li Y, Xu J, Li D (2010) Molecular dynamics simulation of nanoscale
liquid flows. Microfluid Nanofluid. doi:10.1007/s10404-010-
0612-5

Mecke M, Winkelman J, Fischer J (1997) Molecular dynamic
simulation of the liquid—vapor interface: the Lennard—Jones
fluid. J Chem Phys 107(21):9264-9270

Sonntag RE, Borgnakke C (2002) Tables of thermodynamics and
transport properties: computer-aided thermodynamic tables

@ Springer

software provided by fundamentals of thermodynamics. Wiley,
New York

Steele WA (1973) The physical interaction of gases with crystalline
solids 1. Gas-solid energies and properties of isolated adsorbed
atoms. Surf Sci 36:317-352

Thompson PA, Troian SM (1997) A general boundary condition for
liquid flow at solid surfaces. Nature 389(6649):360-362

Toth J (2002) Adsorption: theory modeling and analysis. Marcel
Dekker, New York

Tsai DH (1971) The virial theorem and stress calculation in molecular
dynamics. J Chem Phys 70(3):1375-1382

Zhou L (2007) Adsorption: progress in fundamental and application
research. World Scientific, New York


http://dx.doi.org/10.1007/s10404-010-0612-5
http://dx.doi.org/10.1007/s10404-010-0612-5

	Equilibrium molecular dynamics studies on nanoscale-confined fluids
	Abstract
	Introduction
	Three-dimensional MD simulation details
	Computation of the stress tensor components
	Results
	Dilute gas
	Dense gas
	Liquid

	Conclusions
	Acknowledgments
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 149
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 149
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 599
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV (Za stvaranje Adobe PDF dokumenata najpogodnijih za visokokvalitetni ispis prije tiskanja koristite ove postavke.  Stvoreni PDF dokumenti mogu se otvoriti Acrobat i Adobe Reader 5.0 i kasnijim verzijama.)
    /HUN <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


