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Chapter

Competitive Adsorption and
Diffusion of Gases in a
Microporous Solid

Mykhaylo Petryk, Mykola Ivanchov, Sebastian Leclerc,
Daniel Canet and Jacques Fraissard

Abstract

The experimental and theoretical study of the co-adsorption and co-diffusion of
several gases through a microporous solid and the instantaneous (out of equilibrium)
distribution of the adsorbed phases is particularly important in many fields, such as
gas separation, heterogeneous catalysis, purification of confined atmospheres,
reduction of exhaust emissions contributing to global warming, etc. The original
NMR imaging technique used gives a signal characteristic of each adsorbed gas at
each instant and at each level of the solid and therefore the distribution of several
gases in competitive diffusion and adsorption. But it does not allow to determine
separately the inter- and intra-crystallite quantities. A new fast and accurate analyt-
ical method for the calculation of the coefficients of co-diffusing gases in the intra-
and inter-crystallite spaces of microporous solid (here ZSM 5 zeolite) is developed,
using high-performance methods (iterative gradient methods of residual functional
minimization and analytical methods of influence functions) and mathematical co-
adsorption models, as well as the NMR spectra of each adsorbed gas in the bed. These
diffusion coefficients and the gas concentrations in the inter- and intra-crystallite
spaces are obtained for each position in the bed and for different adsorption times.

Keywords: competitive diffusion of gases, competitive adsorption, modeling,
diffusion coefficient, Heaviside’s operational method, zeolite bed,
gradient methods of identification

1. Introduction

Knowledge of the co-diffusion and co-adsorption coefficients of reactants and
products is essential when a heterogeneous catalytic reaction is performed by
flowing gases through a microporous catalyst bed. But generally the distribution of
the various reactants adsorbed on the catalyst is very inhomogeneous and, more-
over, very variable from one reactant to another. It is therefore necessary to deter-
mine at every moment the diffusion coefficient of each reactant in the presence of
the others and its instantaneous distribution along the length of the catalyst bed.

Classical H-MRI should be a good technique for monitoring the co-diffusion and
co-adsorption of several gases flowing through a microporous bed. However, since the
signal obtained is not specific for each gas, this requires that each experiment be
performed several times under identical conditions and each time with only one not
deuterated gas. To remedy the drawbacks of classical imaging, we have used the NMR
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imaging technique, named slice selection procedure, to follow the diffusion and
adsorption of a gas in a microporous bed [1-3]. The sample is displaced vertically, step-
by-step, relative to a very thin coil detector during the adsorption of the gas. The bed is
assumed to consist of N very thin layers of solid, and the region probed is limited to
each layer, so that the variation of the concentration of gas absorbed at the level of each
layer is obtained as a function of time. An interesting feature of this technique is its
ability to visualize directly the co-diffusion of several gases. Indeed, the NMR signals
are quantitatively characteristic of the adsorbed gases. They can therefore provide
directly, at every moment and at every level of the bed, the distribution of several
gases competing in diffusion and adsorption. We have presented in a previous paper
the experimental results of the co-diffusion of benzene and hexane through a silicalite
bed [4]. In [5, 6] we have developed a mathematical methodology for efficient linear-
ization of similar models. Using Heaviside’s operational method and Laplace’s integral
transformation method, we have built solutions allowing fast calculations for two-
component co-adsorption in a heterogeneous zeolite bed and for the dehydration of
natural gas [7]. In this chapter we have improved the methods previously used to
compute the diffusion coefficients against time, increasing the accuracy and speed of
calculations by significantly reducing the iteration number. This made it possible to
use them for the co-adsorption of several gases diffusing along such a column.

2. Experimental

The NMR imaging technique, the sample-holder bulb containing the liquid
phase in equilibrium with the gas phase, and the narrow zone monitored by the
detector have been described in [1-3], respectively.

The upper face of the cylindrical bed of zeolite crystallites is exposed to a
constant pressure of each gas (Figure 1). The diffusion of the two gases is axial in

2
4 o %
Gazphase G
O
Lyig=1 | i i
v
Ly

Figure 1.
Distribution of the layers (left) and corresponding parameters (right).
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the macropores of the inter-crystallite space (z direction along the height, /, of the
bed) and radial in the micropores of the zeolite. According to the experimental
conditions, the zeolite bed consists of a large number, N, of very thin layers of solid,
of thickness Al, = I}, — I_1, perpendicular to the propagation of the gas in the z
direction. The corresponding coefficients of inter- and intra-crystallite space are
Dinter,re and Djyzp, 1, TEspectively.

3. Experimental results: gaseous benzene and hexane adsorption curves

The experimental results have been summarized in [4]: the spectrum of each gas
at every instant and every level of the solid and the benzene and hexane concentra-
tions along the sample, for each diffusion time. Here we shall only use the evolution,
as a function of time, of the benzene and hexane concentrations at different levels
of the sample, on which the calculations of the diffusion coefficients and the
instantaneous inter- and intra-crystallite concentrations are based [8]. Figure 2
shows clearly that, under the chosen experimental conditions, benzene hinders the
diffusion of hexane, and this at every moment. Moreover, it can be noticed that, at
equilibrium, the amount of benzene within the zeolite is twice that of hexane,
indicating quantitatively the relative affinity to the two adsorbates.

These curves display modulations as a function of time, which must be averaged
for all subsequent mathematical representations. These modulations are weak at
the lower layers of the tube and can be due to errors in the measurement of small
amounts. Those closer to the arrival of the gas are greater and are similar for the two
gases. We suggested that these fluctuations may be due to the fact that inter-
crystallite adsorption at levels close to the gas phase is fast compared to the liquid-gas
equilibrium, which is not as instantaneous for a mixture as for a single component [8].
Each slight decrease of the gas pressure could correspond a slight fast desorption.
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Figure 2.

Evolution vs. time of the benzene and hexane concentrations (arbitrary units) at different levels of the sample
(continuous, experimental curves; dotted, their approximations used for simulation) [from Ref. [8], reprinted
with permission from ACS].

4. A mathematical model of competitive co-adsorption and co-diffusion
in microporous solids

4.1 Co-adsorption model in general formulation

The model presented is similar to the bipolar model [2, 3, 8, 9]. By developing
the approach described by Ruthven and Kérger [10, 11] and Petryk et al. [5]
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concerning the elaboration of a complex process of co-adsorption and co-diffusion,
it is necessary to specify the most important hypotheses limiting the process.

The general hypothesis adopted to develop the model presented in the most
general formulation is that the interaction between the co-adsorbed molecules of
several gases and the adsorption centers on the surface in the nanoporous crystal-
lites is determined by the nonlinear competitive equilibrium function of the Lang-
muir type, taking into account physical assumptions [10]:

1. Co-adsorption is caused by the dispersion forces whose interaction is
established by Lennard-Jones and the electrostatic forces of gravity and
repulsion described by van der Waals [11].

2.The co-diffusion process involves two types of mass transfer: diffusion in the
macropores (inter-crystallite space) and diffusion in the micropores of
crystallites (intra-crystallite space).

3.During the evolution of the system toward equilibrium, there is a
concentration gradient in the macropores and/or in the micropores.

4.Co-adsorption occurs on active centers distributed over the entire inner
surface of the nanopores (intra-crystallite space) [10, 11]. All crystallites are
spherical and have the same radius R; the crystallite bed is uniformly packed.

5.Active adsorption centers adsorb molecules of the ith adsorbate, forming
molecular layers of adsorbate on their surfaces.

6. Adsorbed molecules are held by active centers for a certain time, depending on
the temperature of the process.

Taking into account these hypotheses, we have developed a nonlinear co-
adsorption model. The meaning of the symbols is given in the nomenclature:

aCs (t, Z) DinterS azcs g 1ntra5 aQs (1)
= — Cinterd\s
ot 2 o072 R \ox
0T (t,2) " 0Q, a, 62T
_g R h—— AH, -2 T+A=—=0 2
o = Z O R 022 2)
0Q,(t,X,Z) Dinm, (9°Q, | 20Q, (3)
ot - OR? \ox? XX

with initial conditions

C(t=0,2)=0;Q,(t=0,X,Z) = 0;Z€(0,1),X€(0,1),s =1, m (4)
boundary conditions for coordinate X of the crystallite

0

% (t,X = 0,Z) = 0 (symmetry conditions), (5)

K(T)Co(t,Z)
14+ 3 K,,(T)Cy, (1, 2)

51:1

Q,t,X=1,2) = ,s =1, m (Langmuir equilibrium), (6)
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boundary and interface conditions for coordinate Z

e o
C(t,1) =1, ﬁ(t,Z =0)=10,t>0 (7)
0
T<t’ Z) Z=1 — Tinitiﬂl)£T(ta Z)|Z:0 = 0. (8)

with K,(T) = ko, exp (— g;) .

Here the activation energy is the heat of adsorption defined
asAH; = ¢ — (Uy — U4, ) — R, T, where U, — U, —the difference between the
kinetic energies of the molecule of the ith component of the adsorbate in the
gaseous and adsorbed states is the magnitude of the Lennard-Jones potential, aver-
aged over the pore volume of the adsorbent [11].

The non-isothermal model (1)-(8) can easily be transformed into isothermal
model, removing the temperature Eq. (2) and condition (8) and replacing the
functions K;(T') with the corresponding equilibrium constants K;. The competitive
diffusion coefficients Diptra, and Dijpeer, can be considered as functions of the time
and the position of the particle in the zeolite bed.

4.2 The inverse model of co-diffusion coefficient identification: application to
the benzene-hexane mixture

On the basis of a developed nonlinear co-adsorption model (1)-(8) , we
construct an inverse model for the identification of the competitive
diffusion coefficients Diptra, and Dipeer, as a function of time and coordinate in the
zeolite bed.

The mathematical model of gas diffusion kinetics in the zeolite bed is defined
in domains: Q, = (0,2) x Q, (% = (Lg-1,Li),k =1, N+1,Lo = 0<L; < ... <
Ly 41 = 1) by the solutions of the system of differential equations

0Cy,(t,Z)  Dinter, 0*C,, _ Dintra, (0Q,,
oo 2 oazz e R ax )y ©)
0 t,X,Z Diy Ta; 02 20
ka( ) — t2 k Q;k +_ QJk (10)
ot R 0x> X oX

with initial conditions
Cy(t=0,2) = 0;Q, (t = 0,X,Z) = 0;X€(0,1),Z€Q,k =L,N + 1, (11)
boundary and interface conditions for coordinate Z

oC,,
oZ

0
[ka (t’Z) - CSk (t’ Z)]Z:Lk =0, & |:1)inter51671 Csk,l

=1,N,te (0, twt“l);

Csl (ta Ll) - 19

(t,Z=0) = 0,t€ (0,£); (12)

(t,Z) — Dinter,, Cs, (t,Z)L_Lk =0,k

(13)

boundary conditions for coordinate X in the particle
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0
x 26X =02)=0,Q, (X =12)
= K,C,, (t,Z) (equilibrium conditions),Z € O,k = 1, N + 1.
(14)

Additional condition (NMR-experimental data)

C(t,2) + Q,, (. 2)]|, =M, (t,2)], , s =12l €. (15)

The problem of the calculation (9)-(15) is to find unknown functions
Dintra, € 5 Dinter, € % (Dintra,>0, Dinter,>0, s = 1,2), when absorbed masses
Cs, (t, Z) + Q, (t, Z) satisfy the condition (15) for every point &, C €, of the kth
layer [8, 12].

Here

€inter, Csk ~ €intery, I~< . qskoo
S T b

€inter, = ~ ~ >
€inter;, Csk + (1 - 8interk) qsk (1 — Sinterk) I<§k Cs, 00

1
where Q,(t,Z) = [ Q,(t,X,Z)XdX is the average concentration of adsorbed
0

component s in micropores and M;(#,Z)|,, is the experimental distribution of the

mass of the sth component absorbed in macro- and micropores at ;, C €, (results of
NMR data, Figure 2).

4.3 Iterative gradient method of co-diffusion coefficient identification

The calculation of Dintra:k and Dinter:k is a complex mathematical problem. In

general, it is not possible to obtain a correct formulation of the problem (9)-(15) and
to construct a unique analytical solution, because of the complexity of taking into
account all the physical parameters (variation of temperature and pressure, crystallite
structures, nonlinearity of Langmuir isotherms, etc.), as well as the insufficient
number of reliable experimental data, measurement errors, and other factors.

Therefore, according to the principle of Tikhonov and Arsenin [13], later devel-
oped by Lions [14] and Sergienko et al. [15], the calculation of diffusion coefficients
requires the use of the model for each iteration, by minimizing the difference
between the calculated values and the experimental data.

The calculation of the diffusion coefficients (9)-(15) is reduced to the problem
of minimizing the functional of error (16) between the model solution and the
experimental data, the solution being refined incrementally by means of a
special calculation procedure which uses fast high-performance gradient methods
[6, 8,12, 15].

According to [12, 15], and using the error minimization gradient method for the
calculation of Dintra,, and Dinter,, of the sth diffusing component, we obtain the

iteration expression for the # + 1th calculation step:

DL, (t) = Dl (6) = VI

intra,, intray,

()

intra;]e
_ 2
|:C5k (D;illntersk 4 D?ntra:k > t’ hk> + QSk (D;illntersk > D?ntra% > t’ hk) - MSk (t)i|

2 2
JLV]%intra;k (t)ﬂ + H V]’Vbinter; (t)
+1 n v

intersk( ) = inter;,, (t) - Dimerxk (t)

b
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2
|:C (D:/Lnter ’D?ntra ’t hk) +st( 1nter ’D?ntra ’t’h’k> _Mfk(t)}
otal
5 ,  te(0,8)
o, 0 + [

mtra;k

mter

(16)

where | (DinterSk , DintraSk> is the error functional, which describes the deviation of

the model solution from the experimental data on %, € €, which is written as

k

T
1 N\ 2
] (Dintersk > Dintrask ) = i J [Cs (T) Z, Dintersk > Dintrask ) + Q‘; (t: Z, Dintersk > Dintrask > = Msk (t)} b dr,
0

thQk,k:LN—i—l, (17)

(t) (the gradients of the error functional), J (DinterSk » Dintra,, )

2
mtra ’ ‘ "I’l [ mtra k } dt.

mtra

V) D, (0> VI,
T
[, O = ][5, 0]

4.4 Analytical method of co-diffusion coefficient identification

With the help of iterative gradient methods on the basis of the minimization of
the residual functional, very precise and fast analytical methods have been devel-
oped making it possible to express the diffusion coefficients in the form of time-
dependent analytic functions (16). For their efficient use, it is necessary to have an
extensive experimental database, with at least two experimental observation condi-
tions for the simultaneous calculation of Dintra,, and Dinter,, coefficients. Our exper-

imental studies were carried out for five Z positions of the swept zeolite layer for
each of the adsorbed components. The data were not sufficient to fully apply this
simultaneous identification method to these five sections. We therefore used a
combination of the analytical method and the iterative gradient method for deter-
mining the co-diffusion coefficients.

Using Egs. (9)-(15), it is possible to calculate Dintrask » Dinter,, as a function of time

using the experimental data obtained by NMR scanning. In particular, in Egs. (9)
and (10), the co-diffusion coefficients can be set directly as functions of the time :
Dintra:k (t), Dinter,, (¢). In this case, the boundary condition (11) can be given in a more

general form—also as a function of time:
Cy, (t,1) = Ciritial (), (18)

Experimental NMR scanning conditions are defined simultaneously for all P
observation surfaces:

, N+1
ol = 1,P,s = 1,2;h,‘ S kU Qp
i -1

1
Calt2) + [Qut.X.2)aX| =My (0.2)
0 Z=h;
(19)

For simplicity we design u(t,Z) = Cg(¢,2),v(t,X,Z) = Qu(t, X, Z),
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b(t) = Dintra:k( )/Rz’)(z( ) My, (t) ' =1,P,

and considering Eq. (10) in flat form, its solution can be written as [16]:

v(t,X,Z) = — JHE@ (t,7,X, 1))b(2)u(t, Z)dz (20)
0

where HE‘? t,7,X,8) =25 e @000y cosp X . (—1)".
m=0

Here the Green influence function of the particle H,(ez), k = 1, 4 is used; it has the
form [17].

Hf) (t,7,X,8) =25 e~ (02(0=0:()) cog X cosn,, & n, = 2”‘“ 7,

m=0
) 5 > 1
ng) (t’ % X’ 5) =2 Z efnm(ﬁz(t)fé‘z(r)) sin ”mX sin ”mga My = m2+ T,
m=0
HéZ) (t’ % X’ 5) =1+2 Z e—ﬂzn(Qz(t)—Qz(r)) CcOS 7’]mX - COS ﬂmé’ N, = M7,
m=1

where 6,(t) = (Jjb(s)ds.

The notation Hfr)g, Hfgg means partial derivatives of the influence function Hf)

relative to the definite variables 7 and &, respectively.
Based on formula (20), we calculate

t
ox(t,X,Z) = — JHE@X(t, 7, X, Db (1)u(r, Z)dr (21)
0

Integrating parts (21), taking into account the relations.
HQ (7, X,8) = —HY (t,7,X, X, HL(t, 7, X
4X (t’ 7, ) 6) 35 (t 7, 5) 31 (t 7, é) ( ) 3§§<t3 T, b 5))

and the initial condition u_, = 0, we find

t
ox(t,X,Z) = Jng) (t,7,X,1))u.(z, Z)dz (22)
0

We substitute the expression v(¢, X, Z) (20) in the observation conditions (19):

1 t
w(t,hy) — JXdXJH 2 (6,7, X, Db (0)u(t, hi)de = 1,(t),i =1, P (23)
0 0

Integrating parts (23) and taking into account equality

HE (t,71,X,1) = —Hip(t,7,X, 1),

we obtain [16]
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t

u@hﬁ:xmo—J%é(tr11w d1+J

1
JHztnXl b(2)u(z, h;)dXdr, i
0 00

=1,P
(24)

Let us first put u(t, hp) = up(t) = C™(t), where Z = hp is the observation
surface, approaching the point of entry into the work area Z = 1.
Then Eq. (24) fori = P will be

t

t
[Hé” (12,1, Db (2Yep (1) = 1,p(0) — ol +j
0 0

HP (¢, 7, %, 1)b(0)ugp(t)ddr

O ——

(25)

Applying to Eq. (25) the formula fb ( (t,0,0, O))Hf) (t,0,0,0))do =1,
obtained by Ivanchov [16], and taklng into account.
ng) (t,0;1,1) = Hf) (t,0;0,0), we obtain

t

|pep(eras -

0

HY (t,6,0,0)b(0) (1:p(0) — uip(0))do

O e

¢ o1
+ Jng) (t, o, 0; O)b (G)dO' J J 'ng) (g, T, X, l)b (T)/’lsP (t)dXdT, te [0, ttoml]
0 00

(26)
Differentiating Eq. (26) by t, after the transformations series, we obtain
t
pp(®) = [ 1 6,0,0,0)b(0)p(0) + 10l0) ~ mplds @)

0

After multiplying Eq. (27) on the expression Hf) (t,0,0,0))b(0), the integration
by 7 and the differentiation by ¢

blt)p(6) + x(0) — iplo) = ble) | 1 (67,0, 0) ().

So we obtain the expression for calculating the co-diffusion coefficient in the
intra-crystallite space:

Dintra, (t) = R’b (t) = R? - Xp(t) — Hip(t) te [0, t.total] (28)
[ HE (2,7, 0,0))up(0)d — pup(t)
0

Using calculated Dipgr,, (t) with the formula (28) on the observation limit 4p, we
define the gradient method Dipter, (£) in the same way. With D, , (£) and Dinger,, (£)
in hp, we calculate Cy (¢, hp), substituting it in pp_4(t) = Cg(t, hp) for the next
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coefficient Diner, (t),i = P — 1,1 calculations. All subsequent coefficients Ding., (¢)
will be calculated by the formula

,i=P—-1,1

R2 Xii(t) — pi;(t)
1,2 :
JH (27,0, 0))pg(2)dr — pg(£)

Dintmﬂ- (t) = szsi (t) (29)

0

with parallel computing Dinter, (£),7 = P — 1, 1.

5. Numerical simulation and analysis: co-diffusion coefficients:
concentration profiles in inter- and intra-crystallite spaces

The variation against time of the benzene and hexane intra-crystallite diffusion
coefficients, Diytra,, and Dingra,, » respectively, is presented in Figure 3 for the five
coordinate positions: 6, 8, 10, 12, and 14 mm, defined now from the top of the bed.
The curves for benzene Diyra,, are pseudo exponentials. Dinyra,, decreases from 9.0
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Figure 3.

Variation of intra-crystallite diffusion coefficients (arbitrary units) for benzene Diysra,, (left) and hexane
Dintra,, (right) against time, at different positions in the bed. (Top) time range 6—240 mn, (bottom) time range
100-240 mn.
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Variation of inter-crystallite diffusion coefficients (a.u.) for benzene (left) and hexane (vight) against time at
different positions in the bed.
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Variation of the inter-crystallite concentration (a.u.) calculated for benzene (left) and hexane (vight) against

time and at diffevent positions in the bed.

Figure 6.

Distribution of the benzene (left) and hexane (vight) concentrations in the intra-crystallite space from the
surface (abscissa 1) to the center (abscissa o) of the crystallites, at diffevent times: (1) dark blue, t = 25 min;
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E—13 to about 1.0 E—14 a.u. (equilibrium) depending on the position of the crys-
tallite and the time, as well as on the amount of adsorbed gas. The shapes of the
variations of Dina,, for hexane are roughly the same, but the diffusion coefficients
are higher, from about 9.0 E-12to 3.0 E-13 a.u.

Figure 4 presents the variation against time of the benzene and hexane diffusion
coefficients in inter-crystallite space, Dinter,, and Dinter,, , for the same positions.
These coefficients decrease with time from 2.0 E—6 to 1.0 E—7 a.u. (equilibrium)
for benzene and from 3 E—5 to 1.0 E—6 a.u. for hexane, depending on the bed
position, and increase adsorbed concentrations.

Figure 5 shows the variation against time of the calculated concentrations C
for benzene and hexane in the inter-crystallite space. As can be seen, these
concentrations approach the equilibrium values for a diffusion time around
250 min. But the variations of the concentrations with time are rather different for
the two gases.

Figure 6 shows the variation of the concentrations Q(¢,X,z) of adsorbed benzene
(left) and hexane (right) in the micropores of the intra-crystallite space from the
surface (abscissa-1) to the center (abscissa-0) of the crystallites located between 6
and 14 mm from the top of the bed and after 25-200 min. of diffusion (a, b, ¢, and
d, respectively). The gradients increase, and the mean concentrations decrease with
the increasing distance of the particles from the arrival of the gases. The particles at
6 and 8 mm are saturated with benzene after 100 min, but not yet with hexane.

6. Conclusion

The main result of this work is the possibility, from a single experiment, of
simultaneously distributing several co-diffusing gases in a porous solid and of using
the methods of mathematical modeling to analyze for each of them the distribution
of their concentrations in the intra- and inter-crystallite spaces.

Using the experimental NMR data and proposed co-adsorption models, the
identification procedures for calculating the co-diffusion coefficients for two or
more components in intra- and inter-crystallite spaces are developed. These pro-
cedures use the iterative gradual identification methods on minimizing of the
Lagrange error function and rapid analytic methods based on the influence func-
tion. The co-diffusion coefficients were obtained as a function of time for different
positions along the catalyst bed. In particular, those in the intra-crystallite space
were computed by the analytical method which allowed a calculation with a rela-
tively high degree of discretization over time and to reduce practically twice the
volume of iterative calculations. Using these results, the concentrations of co-
diffusing benzene and hexane in the inter- and intra-crystallite spaces were calcu-
lated for each time and each position in the bed.

Nomenclature

k=1,N+1 layer number, subscript k£ will be added to all the
following symbols to specify that they are charac-
teristic of the kth layer

¢ adsorbate concentration in macropores

Coo equilibrium adsorbate concentration in macropores

C=clcy dimensionless adsorbate concentration in

macropores
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Dinter

Dintra

K

l

Al=1, —1l,_1;k=1,N+1
L

q

Jeo

Q=9/qw

T LS >R 2N

13

diffusion coefficient in macropores, m?/s
diffusion coefficient in micropores, m?/s
adsorption equilibrium constant

bed length, m

layer thickness (all layers have the same thickness)
dimensionless bed length (L = 1)

adsorbate concentration in micropores
equilibrium adsorbate concentration in micropores
dimensionless concentration of adsorbate in micro-
pores

temperature of gas phase flow, K, and time total, s
mass total

velocity of gas phase flow, m/s”

coefficient of thermal diffusion along the columns
gas heat capacity, kJ/(kg K)

molecular mass of adsorbate, kg/mol

total heat capacity of the adsorbent and gas,

KkJ/ (kg K)

heat transfer coefficient

column radius, m

gas constant, k] mol/ (m? K)

activation energy (AH; = AH;/u), kJ/mol
adsorption heat, kj/kg

empirical equilibrium coefficient for the i adsorbate,
depending on the adsorbent properties and the dif-
fusing adsorbate component (k¢; equal to the ratio
of the desorption and adsorption rate constants)
distance from crystallite center, m

mean crystallite radius, m (we assume that the
crystallites are spherical)

dimensionless distance from crystallite center
distance from the bottom of the bed for mathemat-
ical simulation, m

dimensionless distance from the bottom of the bed
time

variables of integration

total duration of co-adsorption, mn

dimensionless position of the kth layer

(L —Li-1)12

inter-crystallite bed porosity

value utilized in Eq. (9)

iteration number of identification

number of adsorbed components

number of NMR observation surfaces

index of adsorbate component

index of NMR observation surface

index of initial value (concentrations,
temperature)

index of extended Lagrange functional component
for inter-crystallite space

index of extended Lagrange functional component
for intra-crystallite space
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Appendix
A. Iterative gradient method of the identification of co-diffusion coefficients

The methodology for solving the direct boundary problem (9)-(15), which
describes the diffusion process in a heterogeneous nanoporous bed, is developed in
[9, 12, 15]. According to [12] the procedure for determining the diffusion coeffi-
cients (16) requires a special technique for calculating the gradients V]%mtmle (t) and

Vi,
the extended Lagrange function [12, 15]:

(t) of the residual functional (17). This leads to the problem of optimizing

mter

+1

Smicro

O (Dintersk > Dintrask> < ]s + IS (Al)

macro

I

Smicro

where I, , are the components given by Egs. (A.2) and (A.3),

corresponding to the macro- and microporosity, respectively

T L
aCS Dinter 62C5 DintraS aQ(t, X, Z)S
I (t,Z LA L k1 einter, K k k dzZdt
macro J J Sk )( at lz aZz +e tery, k R2 ( aX X1
0L
(A.2)
(. aQ, (t,X,Z) D PQ,  20Q,
s 43 intra
L, ” J v, (6, X,Z < : g - . (aXZk +3 an>>XdXdZdt
00L, ¢
(A.3)

J; is the residual functional (17), ¢;,,w,,,, 75—unknown factors of Lagrange, to

be determined from the stationary condition of the functional @ (Dinter,, , Dintray.)
[9, 15]:

AD (D interg » D intrask) = A] s + AIs + Al

Smicro

=0 (A.4)

macro

The calculation of the components in Eq. (A.4) is carried out by assuming that
the values Dipter, > Dintra,, are incremented by ADjneer, , ADintra, . As a result,
concentration Cy, (¢,Z) changes by increment AC (¢, Z) and concentration
Q,, (t,X,Z) by increment AQ, (¢,X,Z),s = 1,2.

Conjugate problem. The calculation of the increments A, AJ; ,and AJ; = in
Eq. (A.4) (using integration by parts and the initial and boundary conditions of the
direct problem (9)-(15)) leads to solving the additional conjugate problem to
determine the Lagrange factors ¢, and y,, of the functional (A.1) [15]:

a¢sk (t’ Z ) D inter, angsk
ot ? oz’

Dintra,k al//Sk (t, X, Z)
R? oX

+e intery, I<sk

= E;, (t)5(Z — )

X=1 b
(A.5)

where E:; (t) = Csk (Dintm:kn, Dinterjkn; Z, hk) + Qk (Dintm,k,,p Dinterskn; Z, hk) - Msk (t),
6(Z — hy,) (function of Dirac) [15].

oy, (t6,X,Z)  Dinyay [ OV, 20w,
; = =E"t)6(Z —h A6
ot R2 aXZ +X oX sk( ) ( k) ( )
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G5 (6, 2) o = 0395, (6, X, Z) y_ypoat = O (conditions at ¢ = £™!); (A7)
d
&Wsk (t’X’Z)|X:O = 0’ l/jsk (t’X’Z)|X:1 = gDSk (t’Z) (A8)
¢, (6Z =Lg) = 0, (67 =Lyq) = 035 = 1,2,k = N, 2, (A.9)
0,
¢, (t,L1) =0, 021 (t,Z=0)=0 (A.10)

We have obtained the solutions ¢, and y, of problem (A.5)-(A.10) using
Heaviside operational method in [15].

Substituting in the direct problem (9)-(15) Dinter,, > Dintray.»> Cs, (t,Z), and
Q,, (t, X, Z) by the corresponding values with increments Diyter, +
ADintery > Dintrag + ADintray> Cs, (t,Z) + ACy, (t,2), and Q, (t, X, Z) + AQ,, (¢, X, Z),
subtracting the first equations from the transformed ones and neglecting second-
order terms of smallness, we obtain the basic equations of the problem (9)-(15) in
terms of increments AC;, (¢,Z) and AQ,, (t,X,Z),s = 1,2 in the operator form

Lw,, (6,X,Z) = Xy, ws, €(0,1) UQpy, kb =1, N + 1 (A.11)

Similarly, we write the system of the basic equations of conjugate boundary
problem (A.5)-(A.10) in the operator:

LY, (t,X,Z) =E,, t)6(Z —h),¥;, €(0,1) U, k =1,N + 1 (A.12)
0 0 0 Dintra,, 0
5 - & Dinterski Cinter,, R 0_X ‘X:l
where £ = >
0 0 D, (& 20
ot R? \oX? XoX
0 0 0 Dintra 0
S, e Dinr e inter, *— =
o aﬁaz( t"*skaz) €iner, 2 g X1
B 0 9, Dinsay s L 20 ’

o0 R> \oX? XoX

ACXk (t,Z) d)s (t’Z)

wy, (t,X,7) = U, (6,X,2) = - )
k( ) AQJk(t’X’Z) k( ) ‘//sk(t’X’Z)
0 0 ADintra,, 0
i (ADintersk d_ZCSk) — Cinter,, R2 l &st (ta X; Z)X:1
X, t,X,2) = AD 7 2 4 (A.13)
intragy,
—— | —=t+ =— t,X,Z

R? (aX2 +Xax) Q. ( )

where £ is the conjugate Lagrange operator of operator L.
The calculated increment of the residual functional (17), neglecting second-
order terms, has the form

T Ly
A]; (Dintrasks Dintersk) = J J £71X5k,1 (t, Z) : Egk (t)é(Z — hk)dZdt
0Ly,
(A.14)

1
+ [ J J,clxskz (t,X,Z) - By, (t)5(Z — hy,)XdXdZdt
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where w;, = £7'X,, and £ is the inverse operator of operator L.
Defining the scalar product

|| LAC,, (t,Z) ¢, (t, Z)dZdt

Qr
Lw,, (t,X,2),¥,, (t,X,Z)) =
(L, (6,X,2), %5, (1, X, 2)) [[f  £AQ, (X, Z)y,, (t, X, Z)XdXdZdt
(0,R) UQyr
(A.15)
and taking into account (A.19) Lagrange’s identity [12, 15]
(Lw,, (t,X,2), ¥, (t,X,Z)) = (wy,(6,X,Z), L* Y, (1, X, Z)) (A.16)

and the equality £ ** [E,,(t)8(Z — hy,)| = Vs, we obtain the increment of the
residual functional expressed by the solution of conjugate problem (A.6)-(A.10)
and the vector of the right-hand parts of Eq. (A.13):

A]: (Dintersk ) Dintrask> — (‘ij (ts X, Z) 5 Xsk (t5 Xa Z)) (A17)

where ¢, (t,Z) and y, (t, X, Z) belong to Q, and [0, 1] U &y, respectively, £ s
the conjugate operator to inverse operator £ ', and ¥,, is the solution of conjugate
problem (A.5)-(A.10).

Reporting in Eq. (A.17) the components X, (t, X, Z) taking into account Eq. (A.18),
we obtain the formula which establishes the relationship between the direct problem
(9)-(15) and the conjugate problem (A.6)—(A.10) which makes it possible to obtain
the analytical expressions of components of the residual functional gradient:

0 0 ADintray, 0
<¢5k (t, Z)’ & <ADinterSk & Csk> - einterk th . ﬁ QJk (t’ Xa Z)Xl)

A]S (Dintrask b Dintersk) =
+ <l//Sk (t’ X’ Z) ’

ADintra, [ > 2 0
4+ —|Q, t,X,Z
R <6X2+X5X> 3 )>

(A.18)

Differentiating expression (A.18), by ADjntra, and ADjner, , respectively, and
calculating the scalar products according to Eq. (A.15), we obtain the required
analytical expressions for the gradient of the residual functional in the intra- and
inter-crystallite spaces, respectively:

Ly,
Cinter, [ 0
Vi, 1) = =—2" | 35 Q6120 (62)dZ
Liy
Lk 1
L J F .29 Q, (t,X,2)w, (t,X,Z)XdXdZ  (A.19)
R | J\ox2 T xox ) DAV HA :
L, 10
Ly, ZC
0 t,Z
V]Dintersk (t) = J %¢Sk(t,Z)dZ (A.ZO)
L1

The formulas of gradients V/7,  (¢) and VJ}, _ (t) include analytical expres-
intra), inters;,
sions of the solutions of the direct problem (9)-(14) and inverse problem (A.5)-
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(A.10). They provide high performance of computing process, avoiding a large
number of inner loop iterations by using exact analytical methods [2, 15].

B. The linearization schema of the nonlinear co-adsorption model: system of
linearized problems and construction of solutions

The linearization schema of nonlinear co-adsorption (1)—(8) is shown in order to
demonstrate the simplicity of implementation for the case of two diffusing compo-
nents (m = 2) and isothermal adsorption. The simplified model (1)-(8) for the case
of m = 2 is converted into the form

OCS (t; Z ) Dinter aZCS = Dintra aQ;
= : — €in erI<s | = A21
or 2 ozr MR \ax )y, (42D
0Q,(t,X,Z) Dinma [0°Q, 20Q,
= : — ,s=1,2 A.22
or R \ox? xox)” (A22)
with initial conditions
C(t=0,7Z) =0;Q,(t=0,X,Z) = 0;X€(0,1),s = 1,2 (A.23)
boundary conditions for coordinate X of the crystallite
00X =0,2) =0 (A.24)
aX bl - bl - .
K1Cy(t, Z) . e
t,X - 1,Z - L lb ]
Q4 ( ) 1T K6 2) + KaCa 6. Z) (Langmuir equilibrium)
I(zCz(t,Z)

t,X=17Z) =
Q ) =1 + K1C1(t,Z) + K>,Ca (8, 2)

(A.25)

boundary and interface conditions for coordinate Z

e
Ci(t,1) =1, é (t,Z =0) = 0,¢€ (0, ) (A.26)

K3

K, , where p,, p, are the co-adsorption equilibrium

S SR — —
p(1-01-6,)° p,(1-61-0,)
constants and partial pressure of the gas phase for 1-th and 2-th component and

01, 6,, are the intra-crystallite spaces occupied by the corresponding adsorbed mol-
— G(,2)
14K Gy (t, Z) +K,Cy (Z’, Z

ecules. The expression ¢,(C1, C,) ) is represented by the series of

Tailor [5]:
0 0
#(CLC) =0, (0,0)+ 52 G+ 2B G
11(0,0) 21(0,0)
P, 2 | 5 P
1| o (o,O)C1 T Zas (0,0)C1C1+
+5 2 + ..
. _|_ P C%

G2 {(0,0)
(A.27)
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As a result of transformations, limiting to the series not higher than the second
order, we obtain

K:Ci(t,2)

11 K6, 2) + Kot Z)
K,C, (l’, Z)

1+ KiCi(t, 2) + K2Ca(t,2)

1
= K1C1(t,2Z) — (Kicf (t.2) + 5K Gr(t, Z)Calts Z)),

1
= K,Cy(t,Z) — (5 K1K,C3(t,Z2)C5(t, Z) + K3C5 (t,Z))
(A.28)

Substituting the expanded expression (A.28) in Eq. (A.25) of nonlinear systems
(A.20)-(A.26), we obtain

1K
Q:1(t,X,Z)y_q = K1Ci(t, Z) — s(Cﬁ(t,Z) + EK_Z Cl(t,Z)Cz(t,Z)),
1

A2
1K, (A-29)

K\ 2
Q,(t,X,Z)y_1 = K2Co(1,Z) — e| 222 C1(1,2)Ca(1,2) + (=2 ) CA(t,2)
2K, K,

where ¢ = K7 < <1 is the small parameter.

Taking into account the approximate equations of the kinetics of co-adsorption
(A.29) containing the small parameter ¢, we search for the solution of the problem
(A.21)-(A.26) by using asymptotic series with a parameter ¢ in the form [6, 7]

Ci(t,Z) = Cy, (t,Z) + €C;, (t,Z) + €*C,,(t, Z) + ..., (A.30)
Q(t,X,Z) = Q,,(t,X,Z) + eQ,(t,X,Z) + £*Q,,t, X, Z) + ...,s =1,2  (A.31)

As the result of substituting the asymptotic series (A.30)-(A.31) into the equa-
tions of the nonlinear boundary problem (A.21)-(A.26) considering Eq. (A.28), the
problem (A.21)-(A.26) will be parallelized into two types of linearized boundary
problems [6]:

The problem A;,,s = 1,2 (zero approximation with initial and boundary conditions
of the initial problem): to find a solution in the domain D = {(¢,X,Z) :
t>0,X€(0,1),Z€(0,1)}of a system of partial differential equations

0C50 (l’, Z) Dinter azcso e Dintra aQs
= - — €in erI<5 - ; A.32
o 2 oz2 et X )y, (A-32)
0Q, (t,X,Z) Dipra. [0 20
LEX2) 2 Q§° 1 2% (A.33)
ot R 0X X oX

with initial conditions.

Cy(t=0,Z2)=0;Q,,(t=0,X,Z) = 0;X€(0,1),s =1,2 (A.34)
boundary conditions for coordinate X of the crystallite

0
x (X=0,2)=0 (A.35)

Q,,t,X =1,Z) = K,Cy,(t, Z),s

1,2 (A.36)

boundary and interface conditions for coordinate Z.

18



Competitive Adsorption and Diffusion of Gases in a Microporous Solid
DOI: http://dx.doi.org/10.5772/intechopen.88138

CMLQ:Lﬁ;(LZ—m—OJemﬂﬁ (A37)

The problem A,;n = 1, oo (nth approximation with zero initial and boundary
conditions): to construct in the domain D a solution of a system of equations

OCS (t; Z) Dinter azcs g Dintra aQs
s = - = — Cinter s ——— - A.38
or 2 o2 MR \ax (4.38)
0Q, (t,X,Z) Dinra (0 20
L )_ e Qz‘ 29, (A.39)
ot R oX X oX
with initial conditions.
C,t=0,Z2)=0;Q, (t=0,X,Z) = 0;5=1,2 (A.40)
boundary conditions for coordinate X of the crystallite.
9 Q (X =0,2)=0 (A.41)
0X ’
— 1K,
Qy, (6:X,Z)y_y = KiCy, (t,Z) — V_Zocl” . 2)( Crra(6,2) + 53 Con1(62) )
& 1K K,
Q2n<t’X’Z)X:1 = I(zCzn(t,Z) — Czs(t Z) <21<2 Cln 1— ,j(t Z) + (I( ) Czn 1— y(t Z)
v=0 1 1
(A.42)
boundary and interface conditions for coordinate Z.
OC otal
C, (t,1) =0, —2 7 *(t,Z =0) =0,z (0,8) (A.43)

The problems A, ,s = 1,2 are linear with respect to zero approximation Cy,), Q,;

the problems A;,; n = 1, oo are linear with respect to the n-th approximation C;,, Q,,
and nonlinear with respect to all previous 7-1 approximations Cj,, ..., C;, ,.

As demonstrated for the two-component adsorption model (A.21)-(A.26), our

proposed methodology can easily be developed and applied to the co-adsorption of
any number of gases.
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