Microporous and Mesoporous Materials 138 (2011) 228-234

journal homepage: www.elsevier.com/locate/micromeso

Contents lists available at ScienceDirect

Microporous and Mesoporous Materials

Short Communication

A molecular dynamics investigation of the unusual concentration dependencies

of Fick diffusivities in silica mesopores

Rajamani Krishna *®*, Jasper M. van Baten?

2Van ‘t Hoff Institute for Molecular Sciences, University of Amsterdam, Science Park 904, 1098 XH Amsterdam, The Netherlands
b Department of Chemical & Biomolecular Engineering, University of California, Berkeley, CA 94720, USA

ARTICLE INFO ABSTRACT

Article history:

Received 14 July 2010

Received in revised form 18 September
2010

Accepted 29 September 2010

Available online 29 October 2010

Molecular Dynamics (MD) simulations were carried out to determine the self-diffusivitiy, Djsrr, the
Maxwell-Stefan diffusivity, ;, and the Fick diffusivity, D;, for methane (C1), ethane (C2), propane (C3),
n-butane (nC4), n-pentane (nC5), n-hexane (nC6), n-heptane (nC7), and cyclohexane (cC6) in cylindrical
silica mesopores for a range of pore concentrations. The MD simulations show that zero-loading diffusiv-
ity b;(0) is consistently lower, by up to a factor of 20, than the values anticipated by the classical Knudsen

formula. The concentration dependence of the Fick diffusivity, D; is found to be unusually complex, and
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displays a strong minimum in some cases; this characteristic can be traced to molecular clustering.

© 2010 Elsevier Inc. All rights reserved.

1. Introduction

Mesoporous materials such as SBA-16, MCM-41, and Vycor
glass are used in a variety of catalysis and adsorption separation
applications. In the design and development of technologies
involving mesoporous materials it is essential to have a proper
description of the diffusion of guest molecules. Diffusion inside
mesopores is governed by a combination of molecule - molecule
and molecule - pore wall interactions. For modeling n-component
mixture diffusion inside mesopores, it is commonly accepted that
the fundamentally correct approach is to relate the fluxes N;, de-
fined in terms of the cross-sectional area of the mesoporous mate-
rial, to the chemical potential gradients Vy; by use of the
Maxwell-Stefan (M-S) equations [1-6]

Ci u XjNi —XiNj N; .
oy = O L =121 1
¢ o VI ); b, b 2, (1)
=Lj#i
where ¢ represents the fractional pore volume of the porous mate-
rial, and the concentrations ¢; are defined in terms of moles per m>
of accessible pore volume. The x; in Eq. (1) are the component mole
fractions of the adsorbed phase within the micropores
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The D; characterize species i — pore wall interactions in the
broadest sense. The Dj; are exchange coefficients representing
interaction between components i with component j. For diffusion
within mesopores, the D;; can be identified with the corresponding
M-S diffusivity for a fluid phase mixture [4-6]. Conformity with the
Onsager reciprocal relations prescribes.

Dy =b; 3)

For unary diffusion, the commonly used Fick diffusivity D;, defined
by,

Ni = —q,l)DiVCi (4)
is related to the M-S diffusivity by

Dij = Dil"i (5)
where the thermodynamic correction factor I'; is defined by

G o, _olnfi ¢ 9fi

ﬁv,ui_l"chh F':alncj_ﬁ?q (6)

The I'; can be obtained by the adsorption isotherm that relates the
pore concentrations ¢; to the bulk fluid phase fugacity, f;.

It is quite common in the published literature [1] to apply Eq.
(1) to mixture diffusion in mesopores by making two assumptions:
(1) b; can be identified with the Knudsen diffusivity, and (2) b; is
concentration independent. Both these assumptions are debat-
able.In the limit of vanishingly small pore concentrations, ¢; — O,
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Nomenclature

b; dual-Langmuir-Sips constant for species i, Pa™"

G concentration of species i, mol m—>

Cisat saturation capacity of species i, mol m—>

Ce total concentration in mixture, mol m—>

d, pore diameter, m

D; Fick diffusivity of species i, m? s™!

Diser  self-diffusivity of species i, m?s~!

b M-S diffusivity, m? s~!

P;(0) zero-loading M-S diffusivity, m?s~!

Dj; M-S exchange coefficients, m? s~!

Dikn Knudsen diffusivity of species i, m? s~

fi fluid phase fugacity of species i, Pa

M; molar mass of species i, kg mol ™!

n number of species, dimensionless

N; molar flux of species i, mol m2s~!

R gas constant, 8.314 ] mol~! K~!

Xi mole fraction of species i in the adsorbed phase,
dimensionless

T temperature, K
T, critical temperature, K

Greek letters

¢ fractional pore volume of material, dimensionless

T thermodynamic factor, dimensionless

i molar chemical potential, ] mol ™!

0; fraction occupancy within pore, dimensionless

Vi exponent in the dual-Langmuir-Sips isotherm, dimen-
sionless

Subscripts

i referring to component i

t referring to total mixture

Kn referring to Knudsen

sat referring to saturation conditions

the zero-loading diffusivity value P;(0) is dictated primarily by
molecule-wall collisions. When the reflections are purely diffuse
in nature, i.e., the angle of reflection bears no relation to the angle
of incidence at which the molecule strikes the pore wall, the D;(0)
value corresponds to that obtained by the classic Knudsen formula

d, [8RT
Dixn =3 = (7)

Eq. (7) holds in the limiting case when the molecule does not
adsorb at pore walls [7]. Adsorption causes the molecules to “stick”
to the wall, and perhaps hop to a neighboring adsorption site,
rather than return to the bulk after collision [8-10]. Put another
way, adsorption at the pore wall introduces a bias that makes a
molecule hop to a neighboring site on the surface rather than re-
turn to the bulk; this bias increases with increasing adsorption
strength. The bias is best appreciated by viewing animations of
MD simulations, Video 1, Video 2, and Video 3, that trace the hop-
ping trajectories, respectively, of H,, Ar, and CHy, follows in a 2 nm
cylindrical silica pore. These Video animations have been provided
as Supplementary material accompanying the on-line version of
this journal. The trajectory of H, demonstrates that a molecule that
strikes the pore wall has a tendency to return to the bulk largely in
keeping with the diffuse reflection scenario prescribed by the
Knudsen theory. The trajectories of CH, are largely restricted to
the region close to the pore wall because hops to neighboring sites
are dominant, and there are only occasional forays into the “core”
of the pore. For Ar, the trajectory lies in between that of CH, and
H,; the forays into the core region are intermediate in frequency
to that of CH4 and H,. Fig. 1 shows the radial distribution of the
equilibrium concentrations of CH, and Ar in a 3 nm cylindrical
mesopore at 300 K. We note that for the same average pore con-
centration, there is a higher proportion of CH, in the regions closer
to the wall. This emphasizes the stronger bias towards hopping of
CH4 molecules to neighboring positions along the surface, rather
than being reflected into the “bulk”.

When the species is more strongly adsorbed the trajectory is
more strongly non-linear, and on reflection the molecule’s trajec-
tory curves back towards the surface. The initial direction on leav-
ing the surface is random, but the molecule curves back due to
dispersive interaction with the surface. This behavior is discussed
extensively in the papers of Bhatia and coworkers [11-14], and is

termed oscillatory motion by them. The net result is a lowering
in the diffusivity with increasing strength of adsorption.

Indeed, MD simulations for diffusion of a variety of guest mole-
cules with high adsorption strength in silica pores have shown that
the zero-loading diffusivity value D;(0) can be significantly lower
than that the predictions of the Knudsen formula [4-7,12-14].
Ruthven and co-workers [15,16] have questioned the conclusions
reached in these MD simulations, and have re-analysed available
experimental data [3,17] to conclude that Knudsen formula re-
mains valid for adsorbing gases. This debate on the validity of the
Knudsen formula is by no means a settled matter; this is evidenced
by the comments of Bhatia and Nicholson [11]. To underline this we
note that in the work of Tsuru et al. [18], for example, the experi-
mentally determined permeance of strongly adsorbing H,O mole-
cules across silica membranes, is significantly lower than
anticipated on the basis of its molecular size. We believe that this
is most likely due to the strong adsorption of H,O molecules on
the pore walls, causing violation of the Knudsen prescription.
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Fig. 1. Radial distribution of the equilibrium concentrations of CH4 and Ar in a 3 nm
cylindrical mesopore at 300 K. These distributions were obtained from Configura-
tional-Bias Monte Carlo (CBMC) simulations of adsorption by sampling 10*
equilibrated cycles.
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There is a further influence of adsorption of guest molecules on
mesopore diffusivities that has not received due attention in the
published literature. The primary objective of the present commu-
nication is to underline the strong influence of adsorption of guest
molecules on concentration dependence of the self, M-S, and Fick
diffusivities. To achieve this objective, MD simulations were
carried to investigate the diffusion of methane (C1), ethane (C2),
propane (C3), n-butane (nC4), n-pentane (nC5), n-hexane (nC6),
n-heptane (nC7), and cyclohexane (cC6) in cylindrical silica mesop-
ores with diameters of 2, 3, 4, 5.8, 7.6 and 10 nm for a range of pore
concentrations, ¢;. The second objective of this study is to show
that the departure of the P;(0) from predictions of Eq. (7) increases
with increasing C number.
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The results of this study will be important in the proper model-
ing of diffusion phenomena in mesoporous materials.

The MD simulation strategy used is the same as that described
in our previous work [4-6]. For convenience and easy reference,
the simulation methodology, specification of force fields, and sim-
ulation data on diffusivities are provided in the Supplementary
material accompanying this publication.

2. Diffusivities of alkanes

Fig. 2a and b shows the MD simulations results for the self
diffusivities D; seir, and M-S diffusivities, b;, for n-alkanes in a 2 nm

%S$ Y
«N/’/‘
X
’,é}}‘mu'l",“

QLA

Pure n-alkanes; O
2 nm pore;
MD simulations;
300 K
| | | | | |
2 3 4 5 6 7 8 9 10 11 12

Pore concentration, ¢,/ kmol m™

Pure n-alkanes;

2 nm pore;
CBMC simulations;
300K
[ o ® o RN ©
C - ] & <
0.8 C ] <> &
L & Ao A
i pAY
06 F =
i ” ~O— nC7
C —&— nC6
04 - —m— nC5
B Vi —— nC4
B —v— C3
0.2 N —fe— C2
- \ & yA —@— C1
0 0 Ko ”_."!u!'.!‘“zr‘g"._fm.
10° 10* 10° 108 107 108

Bulk fluid phase fugacity, ., /Pa

Fig. 2. MD simulations of (a) self diffusivities D;seir, and (b) Maxwell-Stefan (M-S) diffusivities, D;, for methane (C1), ethane (C2), propane (C3), n-butane (nC4), n-pentane
(nC5), n-hexane (nC6), and n-heptane (nC7) in a 2 nm cylindrical silica pores at 300 K as a function of the concentrations ¢; within the pores. (c) CBMC simulations of the pure
component adsorption isotherms for n-alkanes in 2 nm cylindrical silica pore at 300 K. The continuous solid lines are the fits of the isotherms using the dual-Langmuir-Sips
model. (d) The pure component isotherms expressed in terms of the fractional occupancy within the pores.
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Fig. 3. (a) Ratio of the MD data on the zero-loading diffusivity to the calculated
Knudsen diffusivity, D;(0)/D; kn, as function of the C number for 2, 3, and 10 nm silica
pores. (b) Hi(0)/D;xn as a function of the silica pore diameter for linear alkanes. (c)
Plot of MD simulated D;(0) versus Djx, of nC7 in 3, 7.6, and 10 nm pores at three
different temperatures.

cylindrical silica pores at 300 K as a function of the concentrations c;
within the pores. In order to interpret the concentration dependenc-
es of these diffusivities, it is important to have information on the
saturation capacities. For this purpose we determined the pure com-
ponent adsorption isotherms using Configurational-Bias Monte Car-
lo (CBMC) simulations; see data in Fig. 2c for n-alkanes in 2 nm silica
pores at T =300 K. Except for CH,4 (C1, T, = 191 K), the chosen tem-
perature of 300 K is below the critical temperatures of the higher al-
kanes: ethane (C2, T. = 305 K), propane (C3, T. = 370 K), n-butane
(nC4, T.=425K), n-pentane (nC5, T.=470K), n-hexane (nC6,
T. = 507.4 K), and n-heptane (nC7, T. = 540 K). Consequently, as ex-
plained in detail in our earlier work [19,20], the isotherms become
increasingly steeper with increasing alkane chain length. The satu-
ration capacities, ¢;say, Of the n-alkanes decreases with increasing C
number; these capacities are determined to be 39.1 (C1), 26.4
(€2), 17.8 (C3), 13.3 (nC4), 10.4 (nC5), 8.9 (nC6), and 7.3
(nC7) kmol m~3, respectively. The fractional occupancies within
the pores, 0;, determined by dividing the actual pore concentration
by the saturation concentration, are plotted in Fig. 2d. For the longer
chain lengths, we note that the decrease in the self- and M-S diffu-
sivities with increasing values of the pore concentration c; is due to
the fact that the fractional occupancies approach unity values.

The limiting values of diffusivity data of this kind extrapolated
to the conditions c; — 0 are used to obtain zero-loading diffusivity
values D;(0). Fig. 3a shows a plot of D;(0)/D; kn as function of the C
number for 2, 3, and 10 nm silica pores. With increasing chain
length, the D;(0) falls increasing below D; x, due to stronger adsorp-
tion. For a given guest alkane, the D;(0)/D;x, remains below unity
for the entire range of pore diameters investigated, in the
2-10 nm range; see data for linear alkanes in Fig. 3b. For nC7, for
example, the value of D;(0) is about 5% of the Knudsen prescription
Dixn. With increasing temperature T, the adsorption strength de-
creases and this makes D;(0) come closer to D;, but still the value
is less than 10% of D;k,; see nC7 data for varying T in Fig. 3c.

The validity of the Knudsen relation, Eq. (7), is based on the
requirement that the time during which the molecules are in the
free space (i.e.,, under the influence of the uniform potential of
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Fig. 4. Arrhenius plot for diffusivity of nC5 in a 4 nm pore. The experimental data of
Dvoyashkin et al. [21] for Vycor porous glass are compared with MD simulations for
4 nm silica pore. The MD simulation data are obtained at a pore conentration
¢;=0.4 kmol m~3. Also shown by the continuous solid lines are the values of the
Knudsen diffusivity calculated using Eq. (7).
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Fig. 5. (a) The inverse thermodynamic factor, 1/I';, plotted as a function of the pore
loading, c;, for n-alkanes in 2 nm silica pore. The 1/I; is calculated by differentiation
of dual-Langmuir-Sips fits of the isotherms shown in Fig. 2c. (b) Data on the
dependence of the Fick diffusivities, D;, on the pore concentrations ¢; for n-alkanes
in 2 nm silica pore at 300 K. (¢) Comparison of the concentration dependences of the
Fick diffusivities of nC5 in a 2 nm silica pore with that in IRMOF-1.

the gas phase) significantly exceeds the time during which the
molecules experience the attractive forces of the surface. This is
equivalent to the requirement that the number of molecules in
“bulk” notably exceed the number of molecules closer to the sur-
face. With increasing chain length a significantly larger proportion
of the molecules are within the region close to the surface, and this
explains the increasing break-down of the Knudsen prescription.

In order to further underline that increasing adsorption
strength leads to a reduction in the D;(0)/D; k, ratio, we performed
MD simulations for nC5 in a 4 nm cylindrical silica pore at a variety
of temperatures. The pore concentration was kept constant at a
low value c¢; = 0.4 kmol m~3, ensuring that the data correspond to
b;(0) to a good approximation. The Arrenhius plot comparing
D;(0) and D, ,, are presented in Fig. 4. With increasing T, the differ-
ences between D;(0) and D;k, get smaller. For example, at 300 K,
D;i(0)/Dj kn = 0.065, whereas at 800 K, D;(0)/Djxn = 0.48. This trend
is explainable because increasing temperature decreases the
adsorption strength. Also plotted in Fig. 4 are NMR self-diffusivity
data of Dvoyashkin et al. [21] for nC5 at different temperatures in
Vycor glass having a pore size of 4 nm. The experimental data lie
significantly below the MD simulations. There are three reasons
for this. Firstly, the experimental data were obtained at finite pore
concentrations; the fractional occupancies, 0;, within the pores var-
ied between 0.35 at 380 K and 1 at 220 K. We note from Fig. 2a, the
D; seir decreases significantly with increased c;. The second reason is
that it is likely that the pores of Vycor glass are not precisely cylin-
drical and that tortuosity effects are in play. In any event, we note
that the experimental data on D; s¢jr are two to three orders of mag-
nitude below D; k,. The third reasoning is a consequence of the lim-
itations in the sensitivity of PFG NMR diffusion studies which
cannot exclusively monitor Knudsen diffusion. In such PFG NMR
diffusion studies of guest molecules in porous media one generally
observes molecular ensembles in which only a fraction is in the
free pore space while the other fraction (by far larger one, in gen-
eral) is attached to the pore surface. The measured diffusivity is the
(weighted) superposition of their diffusivities and has to be smal-
ler, therefore, than the diffusivities undergoing “pure” Knudsen dif-
fusion, i.e., smaller than the diffusivities of the molecules in the
free pore space. It is due to this reason that the PFG NMR diffusivity
data taken from Ref. [21] are much smaller than the predictions
from MD simulations.

When interpreting experimental data on membrane perme-
ation of uptake within a particle, the relevant diffusivity is the Fick
diffusivitiy D;. Let us now examine how the D; for n-alkanes varies
with the pore concentrations c;. For each n-alkane, the CBMC sim-
ulated isotherms presented in Fig. 2c were fitted using the dual-
Langmuir-Sips isotherm[19,22]:

biAf"'i.A bi Bﬁ"is
Ci = CiAsat — CiBsat —
1+ biaf™ 1+ bigf,™

8)
The steep portions of these isotherms correspond to cluster forma-
tion [19,20]. In regions where cluster formation occurs, the inverse
thermodynamic factor, 1/I';, obtainable by analytic differentiation
of Eq. (8), exceeds unity [19,20]; see Fig. 5a. The longer the alkane
chain length, the larger is the value by which 1/I'; exceeds unity.
The reason for this can be traced to the fact that for longer alkane
chain lengths the T falls increasingly below T. and this leads to a
higher degree of clustering [19,20]. As the fractional occupancy
0; — 1,(1/T) — 0.

The Fick diffusivities can be obtained from the combining the
data presented in Figs. 2b and 5a; the resulting D; versus c; data
are shown in Fig. 5b. The strong influence of the pore concentration
on the D; is evident. Particularly noteworthy is the strong decrease
in the D; for higher alkanes in the low concentration range. This de-
crease is entirely to be ascribed to cluster formation. Animations
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pore at 300 K.

obtained from MD simulations, available in the on-line version of
this journal as videos 4-13, provide a visual appreciation of cluster
formation occurring for longer alkane chain lengths.

Results analogous to those presented in Fig. 5b were obtained in
our earlier work on diffusion inside microporous metal-organic
frameworks, such as IRMOF-1 and PCN-6' [20]. As illustration,
Fig. 5¢ provides a comparison of the concentration dependences
of the Fick diffusivities of nC5 in a 2 nm silica pore with that in
IRMOF-1, that consists of two alternating, inter-connected, cavities
of 1.1 and 1.43 nm diameter separated by 0.8 nm sized windows.
We note that the Fick D; exhibits a much shaper decline with
increasing concentration in the 2 nm silica pore than that observed
in the microporous IRMOF-1. The comparative trends shown in
Fig. 5¢ for nC5 is generally valid for any alkane; the concentration
decrease of the Fick diffusivities in mesopores is much stronger.
The infra-red microscopy data of Chmelik et al. [22] for alkanes dif-
fusion in CuBTC and the QENS data of Salles et al. [23] for diffusion

of CO, in MIL-47 provide verification of the trends observed in
Fig. 5b and c. These experimental works provide a verification of
the strong minimum in the variation of the Fick diffusivity with
pore concentration. This strong minimum is a direct consequence
of the maximum in the inverse thermodynamic factor, and is a con-
sequence of molecular clustering.

In our previous study on diffusion in microporous metal organic
frameworks, we had demonstrated that even differences in the
critical temperature of 10-20 K between linear and branched al-
kanes of the same C number causes significant differences in the
degree of clustering. In view of the fact that the critical tempera-
ture of cC6 is 553 K we should expect the degree of clustering of
cC6 to be higher than any of the n-alkanes considered above. To
verify this expectation, we investigated the diffusion of cyclohex-
ane (cC6) in a 2 nm silica pore at 300 K. The strong clustering ten-
dencies of cC6 is most clearly evident in videos 14, and 15. In
quantitative terms, the high degree of clustering of cC6 manifests
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in values of 1/I'; that exceed unity more than for nC7; see Fig. 6a.
The consequences of 1/I";» 1 for the concentration dependence of
the diffusivities are apparent on examination of the diffusivity data
for cC6 in Fig. 6b. In regions where 1/I'; » 1, the Fick D; shows a
minimum. Results analogous to those presented in Fig. 6b are ob-
tained for nC6 and nC7; see Fig. 6¢, and d. The sharpest decline in
the Fick diffusivity is for cC6 that has the highest T, and the stron-
gest degree of clustering.

In the low concentration range 0-0.4 kmol m—3, we note that all
three diffusivities for cC6 show slight, yet discernible, increase
with ¢;i. The NMR data of Valiullin et al. [24] for c¢C6 diffusion in
Vycor porous glass provides some indication that the concentra-
tion dependences of the diffusivities shown in Fig. 6b are indeed
the right trends in the regions of low concentration.

3. Conclusions

Molecular Dynamics simulations have been used to investigate
the characteristics of diffusion of a variety of alkanes in silica mesop-
ores. The following major conclusions can be drawn from this study.

(1) With increasing C number of alkanes, the zero-loading diffu-
sivity D;(0) falls increasingly below that predicted by the
Knudsen formula, Eq. (7). The validity of the Eq. (7) is
restricted to cases where the adsorption strength of the mol-
ecule is sufficiently small and to cases where the molecular
trajectories on reflection from the surface are linear. Strong
adsorption makes these trajectories curve back towards
adjoining surface regions and lowers the diffusivity through
the pore.

(2) Increasing temperature, lowers the adsorption strength; this
has the effect of increasing the ratio D;(0)/D; kn but the values
still remain below unity for all cases examined.

(3) The dependence of the Fick diffusivity, D;, on the pore con-
centration ¢; is significantly influenced by the inverse ther-
modynamic factor 1/I';. For concentration regions wherel/
I'; exceeds unity there is evidence of significant clustering
of molecules. Also, when 1/T;» 1, the Fick diffusivity can
exhibit a strong minimum. Put another way, the minimum
in the D;—c; data can be traced to the corresponding maxi-
mum in the 1/I'—¢; data, and both behaviors are traceable
to molecular clustering.

The results of our study underline the dangers in using Eq. (1)
together with the assumption that D; equals Djk,, and that this
parameter is concentration independent.
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