¢! Desalination and Water Treatment

¢ www.deswater.com
(
doi: 10.1080,/19443994.2013.768446

51 (2013) 5231-5236
July

Taylor & Francis
Taylor & Francis Group

Preparation and characterization of amorphous carbon (a-C)
membranes by molecular dynamics simulation

Mingming Zhai*", Tomohisa Yoshioka®*, Jianhua Yang®, Jinming Lu®, Dehong Yin®,

Jinqu Wang"*

"Department of Chemical Engineering, Hiroshima University, Higashi-Hiroshima 739-8527, Japan

Tel. +81 82 424 7719; Fax: +81 82 424 5494; email: tom@hiroshima-u.ac.jp

"Faculty of Chemical, Environmental and Biological Science and Technology, Dalian University of Technology,
Dalian 116-024, China

Tel. +86 411 84986145; Fax: +86 411 84986149; email: wjinqu@dlut.edu.cn

Received 15 June 2012; Accepted 28 September 2012

ABSTRACT

Amorphous carbon (a-C) membranes with 1,728 particles were prepared from diamond at
four different densities (1.8, 2.0, 2.28, and 2.4g/ cm®) using molecular dynamics simulation.
Stillinger and Weber potential for carbon was introduced with kinetic energy abided by clas-
sical Newton equation. Time mesh was chosen 0.01 or 1fs. The melt-quenching technology
method was adopted with the corresponding cooling rate 5 and 0.05K/fs, respectively.
Different membranes were obtained from higher initial temperature (7,500, 7,000, or 6,500 K
at different densities and cooling rates) to room temperature. We compared the radial distri-
bution function, bond angle distribution, and pore size distribution with experimental data.
The results agreed well and one membrane at lower density with larger pores was chosen to
calculate the gas permeation further. Gas molecules (He, Ne, H,, CO,, N,, CH, and SFe)
permeation through the a-C membrane at low density (1.8 g/cm® when time mesh equal to
1fs were calculated at 300, 400, 473, 500, and 600K. The results of every gas species almost
illustrated Knudsen diffusion well. And the number of permeated particles depended on the

molecular weight.

Keywords: Amorphous carbon; Gas permeation; Molecular dynamics; Microscale pores

1. Introduction

Amorphous carbon (a-C) is a versatile material in
the field of chemistry, optical, and electronic industry
such as gas separation, wear-resistant coating, solar
collector surfaces, magnetoresistance, field emission,
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etc. As far as we know, carbon constitutes different
kinds of crystalline, graphite, or disordered structures
because of the multiplicity of its hybridizations sp',
sp?, and sp® [1]. So a-Cs with various percentages of
sp- hybridization have different densities [2]. In spite
of last two decades of investigation on a-C, there still
remain some debates over theoretical mechanism of
a-C formation and properties. Molecular dynamics

7th Aseanian Membrane Society Conference (AMS7), 4-7 July 2012, Busan, Korea

1944-3994/1944-3986 © 2013 Balaban Desalination Publications. All rights reserved.



5232

Table 1

Parameters of SW potential [13] in this work
Parameter Diamond
¢ (eV) 3.214
o (A) 1.378
a 1.9

A 5.298
B 0.503
A 24

Y 1.1

P q 4;0
cos0°® -1/3

(MD) simulation plays an important role in such fur-
ther study. And it shows many advantages for a-C
preparation by MD simulation. Since a generalized
sp®/sp> Stillinger and Weber (SW) potential [3] for
carbon has been developed, the semi-empirical elec-
tronic potential was adopted on carbon atoms interac-
tion, including 2-body bond stretching and 3-body
bond bending.

After several different a-C configurations obtained,
we have compared the major properties of a-C, such
as radial distribution function (RDF), bond angle
distribution (BAD), and pore size distribution (PSD).
The performances of gas permeation are studied
further by using MD simulation. The transport mecha-
nism of small gas molecules through a-C structures,
including large pores, should be analyzed which are
usually classified as molecular sieving (configura-
tional) diffusion, Knudsen diffusion, and surface
diffusion [4-12].

2. Simulation method

In this work, the objectives are to prepare a-C
membranes and to analyze gas permeation through
them using MD method. MD represents one of the
most effective methods to generate variety of micro-
and macroscopic structures by solving motion equa-
tion. Since the melt temperature should be high
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Fig. 1. Schematic image of a DCP-NEMD simulation cell.

enough to make sure the initial crystalline structure
could be melt wholly, constant-NVT ensemble simula-
tion and melt-quenching technology method from
high temperature to room temperature was intro-
duced, where N is the number of molecules, V is the
volume and T is the temperature. The calculation time
has relationship with time mesh. Since a generalized
sp°/sp°  semi-empirical electronic SW  potential
®(2,3) [3] for carbon has been developed, it was
adopted on carbon atoms interaction, including two-
body bond stretching vf]?>(rij) and three-body bond

bending U]('Sc) (rjjrik). The SW potential was described by
Egs. (1)-(3) as follows.

®(2,3) =¢ {Z o (r) + ) vl (r,,-,r,-k)] (1)
(if) (jik)
v (rj) = A[B(ry/o) " — (ry/o) | exp(ry/o—a)™  (2)

o (x) = 2|exp(r(ri /o — ) ) + exp(y(rfo —a) )]
X (cos Ujj — cos 0y

®)

where ¢ and ¢ are energy and length units, respec-
tively, ry, ri the inter-particle separation distance; A,
B, /, and y the parameters of the short range repulsive
term; a the cutoff distance; 0, the angle between 7;
and r, subtended at vertex i; 0° the ideal tetrahedral
angle in diamond-like structures. The parameter val-
ues are listed in Table 1.

Table 2

L] parameters of different gases in this simulation

Gas species C [14] He [15] Ne [15] H, [15] CO, [15] N, [16] CH, [16] SF, [17]
w (g/mol) 12.01 4.00 20.18 2.02 44.01 28.01 16.04 146.06
&i/kp (K) 28.02 10.22 35.0 38.0 195.2 72.89 148.0 201

a; (A°) 3.37 2.60 2.78 2.90 3.30 3.64 3.73 5.51
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Side view Perspective view

Fig. 2. Snapshots of (a) crystalline and; (b) a-C at 1.8g/
cm?®, time mesh 0.01fs; (c) a-C at1.8 g/ cm?, time mesh 1fs,
on side (x-y plane) and perspective view, respectively,
calculated by MD simulation.

For interactions between permeating gas molecules
and carbon atoms, and among gas molecules, the
widely known Lennard-Jones (L]) potential is given
by Eq. (4).

0,']‘ 12 O-ij 6
ij ij

The relative potential parameters are illustrated by
Table 2.
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Fig. 4. BAD, p=1.8 g/cm3, time mesh =1fs.
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Fig. 5. RDF, time mesh =0.01fs.

The main research of this work consists of two
steps, a-Cs preparation and gas permeation.

Firstly, we used the SW parameters due to Gerst-
ner et al. [13] to generate a-Cs with periodic boundary
conditions. The number of carbon atoms was 1,728 to
ensure certain a thickness of membranes. Densities
depended on the range of real situation. Time mesh
had much effect on the homogenization, so 1 and
0.01fs were set. The cooling rate of melt-quenching
method was selected 5K/100 step. Melt temperatures
were 6,500, 6,500, 7,000, and 7,500K for the density
equal to 1.8, 2.0, 2.2, and 2.4 g/cm’, respectively.
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Fig. 3. Temperature control (a) and energy change (b) on calculation time, p=1.8 g/cm?, time mesh =1 fs.
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Fig. 8. PSD, time mesh=1fs.

After the a-C membranes were gotten, temperature
variation, two-body, three-body, kinetic, and total
energy in the whole process were all calculated. By the
results of the temperature and total energy, we were
able to choose the stable calculation time of a-C struc-
tures at room temperature. To observe the characteris-
tics of those structures, BAD, RDF, and PSD were
calculated sequentially. Therefore, the most reasonable
membrane was selected to calculate the gas permeation
next.

Secondly, the significant demand for gas perme-
ation simulation was that permeation properties
should be provided at the steady state. As a result,
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Fig. 9. Kinetic diameters dependency of gas permeance
through a-C. p=1.8g/ cm?, time mesh=1fs.
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Fig. 10. Temperature dependency of gas permeance
through a-C, p=1.8g/ cm®, time mesh =1 fs.

the boundary plane with an imaginary gas phase was
needed on which the permeating gas particles could
be produced or deleted [18,19]. The idea allowed a
changeable number of permeating particles so as to
keep the system steady and reasonable. It was an
ingenious setting to attain the steady state with the
given upstream and downstream pressure. Fig. 1
shows a schematic image of the unite cell by dual con-
trol plane non-equilibrium (DCP-NEMD) method used
in our simulation. Gas molecules permeated through
the membrane in the z-direction from the higher
pressure side to the lower pressure side. Permeating
molecules were introduced from the boundary plane
in the frequency, f, by Eq. (5), which is corresponded
to the value under the specified temperature and
pressure.
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Fig. 11. Snapshots of SF; permeation. (a) 300K and (b)
500K, at 1.8 g/cm3, time mesh 1 fs.

S
frequency = \/#W (5)

where p is gas phase pressure; S is the area of the
boundary plane, T the temperature.

3. Results and discussion

Firstly, a-C (Fig. 2(b) and (c)) membranes were got-
ten from crystalline structures (Fig. 2(a)) at different
densities and time mesh. From Fig. 2(a), the unit cell
of diamond could be seen clearly. Each smallest cell
contains 8 carbon molecules, every particle had three
single bonds and the bond angle was 109.5°. It was
the reason why cosf® was equal to —1/3 ideally. The
side view was on the direction of x-y plane. Fig. 2(b)
represented a-C membrane at 1.8g/ cm®, 0.01fs, and
Fig. 2(c) at 1.8 g/cm®, 1fs.

Fig. 3(a) depicted temperature control with calcula-
tion time, while Fig. 3(b) energy change, when
p=18g/ cm®, time mesh =1 fs. For Fig. 3(a), at the first
step about 50ps, the diamond melted to be amor-
phousness, then quenching down by several steps to
room temperature. At the last step, a-C kept stable on
both temperature and energies. Hence from around
200ps to the end, the next calculation could be done
in reasonable situation.

BAD showed obvious amorphousness in Fig. 4.
RDFs at different densities were compared with
experimental reported data by Alvarez et al. [20]. The
RDF data in Figs. 5 and 6 illustrated amorphous state
because there almost were no apparent peaks at lager

5235

distance than the second peak located. It showed an
interesting behavior as Alvarez’ ab initio simulation:
the peaks are slightly displaced toward the larger side
of the interatomic distances. This indicated the pres-
ence of sp” bonds.

Figs. 7 and 8 displayed that different time mesh
generated different amorphous structures, which also
could be verified by the snapshots (see Fig. 2). They
illustrated that shorter time mesh resulted in more
uniform structures, and these homogeneous mem-
branes were too dense to make even small gas
molecules permeate through them. On the other hand,
Fig. 8 showed that longer time mesh could lead to
some large pores. So we preferred that membrane,
that is at the density of 1.8 g/cm’, time mesh equal to
1fs, for further study on gas permeation.

Fig. 9 displayed kinetic diameters dependency of
permeance. We could find that the permeance was
depended not only on the size of gas molecules but
also on the molecular weight. Fig. 10 was consistent
with the conclusion in another way. It is the tempera-
ture dependency of gas permeance. Helium perme-
ation was almost as same as the simple Knudsen
curve given by Eq. (6) [21].

ks

Py =
MRT

(6)

where k; is a geometrical factor depending on the pore
structure. Comparing with it, gas molecules had almost
the same dependency which belonged to Knudsen dif-
fusion except sulfur hexafluoride. The bigger size gas
molecules SF, at higher temperature above 400K fol-
lowed slightly activated diffusion, while at lower tem-
perature, it abided by surface diffusion since the slope
of its permeance line was a little larger.

As shown in the snapshots of sulfur hexafluoride
molecules permeation at two different temperatures
(a) 300K and (b) 500K in Fig. 11, SF, molecules also
followed active diffusion at higher temperature; and
it turned to surface diffusion when the temperature
was lower. Because when temperature was higher,
activation energy made more effect. Experimental
study on the preparation of membranes and predic-
tion of their separation factor has been reported
elsewhere [22].

4. Conclusion

Amorphous carbon (a-C) membranes at different
densities could be successfully obtained by our MD
simulation. Time mesh was a very important factor to
generate different structures at the same density. The
smaller time mesh was set, the more homogeneous
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membrane was obtained, while a little more running
time was taken. Melt-quenching technology is feasible
and valid method to get a structure by our MD simu-
lation. Energies of the system showed reasonable
behavior by the SW two-body and three-body poten-
tials to reach a steady state. From BAD, RDF, and
PSD, we could observe good agreement with experi-
ment and other simulation results. In this work, when
time mesh was equal to 1fs, density 1.8g/cm’ could
be obtained. The a-C membrane was selected to study
further gas permeation. On the other hand, an inho-
mogeneous a-C model with larger pores could be
obtained. It showed better homogeneity when time
mesh was set 0.01fs.

DCP-NEMD method provided an advantageous
project to simulate gas permeation properties. Differ-
ent gas species molecules permeation showed almost
the Knudsen diffusion properties. And the number of
permeated particles was depended on the weight of
gas molecules, and the order was H,>He>CH,>
Ne >N, >CO, > SFg.
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