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Abstract. A mathematical model for the impregnation step in the preparation of
supported catalysts is developed. The kinetic parameters required for the model solution
were obtained by considering the reversible competitive adsorption of ions on the same
surface sites. The e�ects of pH of the impregnation solution and impregnation time,
as two critical operating parameters, were investigated and their inuence on radial
distribution was evaluated. The model was applied to a Pt-Sn/Al2O3 catalyst in the
presence of HCl. The experimental data required for the model solution were obtained from
impregnation tests performed in a tubular �xed-bed reactor with an external circulation
for the impregnation solution; similar to con�gurations used in industrial cases. Kinetic
parameter values obtained in the present modeling were compared with those reported in
literature for similar cases. The order of magnitude for the present results is in an acceptable
range. As the distribution of active metal in the supported catalyst plays an important
role in its performance, this model is an invaluable tool by which such distributions can be
predicted.

c 2015 Sharif University of Technology. All rights reserved.

1. Introduction

Supported platinum-based catalysts are widely used
in hydrocarbon conversion processes, such as dehydro-
genation of light and heavy alkanes and naphtha re-
forming [1,2]. In these catalysts, platinum is commonly
dispersed over a high surface area support. Other
metals are also incorporated in formulations to form
bi-metallic or tri-metallic catalysts [3-6]. Bimetallic
platinum-tin catalysts are broadly used in dehydro-
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genation processes as they show relatively high activity
and selectivity [7-11].

\Impregnation" is one of the most commonly used
methods for preparing supported catalysts, wherein
a porous support is contacted with a solution that
contains the species on which it is to be adsorbed.

Two techniques can be applied for impregnation
via the liquid phase [10]:

- At low adsorption strength, the impregnation tech-
nique chosen will be \dry" impregnation. In this
case, the required amounts of metal compound are
dissolved in a su�cient volume of water to �ll about
the total pore volume of the carrier batch (pore
volume saturation);
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Figure 1. Type of active phase distribution: (a)
Egg-shell; (b) egg-white; (c) egg-yolk; and (d) uniform.

- At strong adsorption, the carrier can be impregnated
using an excess amount of solvent and by circulating
the solution through a bed of carrier particles. The
metal compound di�uses from the solution into
the carrier particle and is then adsorbed (soaking
procedure).

Distribution of an active catalytic constituent
along the pellet radius may be very di�erent. There
are four types of distribution: egg-shell, egg-white, egg-
yolk and uniform (Figure 1). In practical situations,
it is important to control the impregnation pro�le
of the active catalytic constituents on the supported
catalysts. If the reaction is under mass transfer
limiting conditions, it is desirable to have the catalytic
constituent deposited on the external surface of the
catalyst pellet (i.e. \egg-shell" distribution). When the
reaction is kinetically limited, a uniformly distributed
pro�le is desired. If the reaction may be poisoned by
an impurity which is strongly adsorbed on the support,
it may be best to produce an \egg-white" and \egg-
yolk" distribution, as the exterior band of the pellet can
immobilize the poison, keeping it spatially separated
from the active catalytic constituent. An \egg-white"
or \egg-yolk" distribution may also be bene�cial in
services which produce catalyst attrition and loss of
catalyst �nes from the reactor space, because only
the support will be attrited and the active catalytic
constituent can be retained.

The adsorption of H2PtCl6 on alumina is an im-
portant step in the preparation of supported platinum
catalysts with high dispersions. When alumina pellets
are impregnated with H2PtCl6, by using amounts
smaller than the adsorption capacity of the support,
due to di�usion resistance, the metallic compound is
deposited primarily in the outer shells of the particles.
However, the radial pro�le of the deposited metal
can be modi�ed by co-impregnating the support with
certain materials, such as HCl, being able to compete
for the adsorption sites. The use of competitive
adsorbates during the process of impregnation can
lead to a notable increase in uniform metallic distri-
bution [12-14]. It has been reported that the presence
of competitive adsorbates, such as hydrochloric acid
and carboxylic acids, can not only govern the active
metal dispersion on the support [15], but also produce
relatively strong interactions between the metal and
the support [14]. The HCl competitive e�ect on

PtCl2�6 adsorption on -Al2O3 can, schematically, be
represented as [16,17].

The performance of supported catalysts usually
depends on the radial distribution pro�les of the species
deposited on the internal surface of the support. The
�rst research in this �eld dates back to 1957 [18].
Since that time, several mathematical models with
di�erent degrees of complexity and rigorousness have
been reported. Vincent and Merill [19] developed
a model for one component adsorption in a single
pore. In their model, unsteady-state condition and
plug ow inside a pore were considered. Komiyama
et al. [20] solved a model for two-component adsorp-
tion over spherical particles. Kulkarni et al. [21]
developed a simple model with plug ow inside the
pores. They assumed mass-transfer resistance and
adsorption kinetics resistance at a solid-liquid interface.
Hegedus et al. [22] and Melo et al. [23] presented
more general models that take into account multi-
component impregnation under di�erent working con-
ditions. Shyr and Ernst [24] showed that a variety of
platinum pro�le distributions can be obtained using
di�erent acids as co-impregnants. Lee and Aris [25]
described models for various phases of single- and
multi-component impregnation. In other models [26-
28], the chemistry of a solid-solution interface was
investigated. Santacesaria et al. [29] investigated single
component adsorption of platinum on -alumina under
kinetic and equilibrium conditions. In their research,
the e�ect of the presence of a competitor ion was
not considered. Papageorgiou et al. [30] developed
a model for multi-component impregnation in the
presence of citric acid as the competitor. They used
two parameters, namely, \solution e�ect" and \steric
hindrance", in their model. Castro et al. [16] developed
a model for \egg-shell" type catalysts. They speci�-
cally studied a naphtha reforming catalyst. Scelza et
al. [31] mathematically investigated platinum adsorp-
tion on cylindrical alumina pellets in the presence of
hydrochloric acid.

The target catalyst of the present study is the
bi-metallic Pt-Sn/Al2O3 dehydrogenation catalyst in
which Sn is impregnated prior to Pt, and the support
is spherical -alumina. To the best of the authors
knowledge, the kinetic data reported in literature for
wet impregnation of Pt/Al2O3 do not consider the
presence of another pre-impregnated metal (i.e. Sn for
this speci�c case). On the other hand, in the target
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catalyst, in order to obtain a uniform distribution for
platinum, a competitor ion was incorporated as well.
Although investigation of the adsorption process during
wet impregnation of Pt/Al2O3 became the subject of
interest in subsequent studies [32-34], to the best of our
knowledge, no information is reported on co-adsorption
of platinum and chlorine ions on Sn-impregnated -
alumina.

The objective of the present study is to develop
a mathematical model for multi-component impregna-
tion of a porous support. Competitive adsorption with
reversible kinetics is considered for adsorption sites.
Radial distribution pro�les for platinum and chlorine
surface coverage on spherical alumina supports pre-
impregnated with Sn were calculated.

2. Experimental

2.1. Material
Hexachloroplatinic acid (H2PtCl6.6H2O) and tin chlo-
ride (SnCl2.2H2O) from Merck Co. were used as
precursors, and hydrochloric acid (HCl) from Merck
Co. was used as the competitor. Commercial -Al2O3
(BET surface area: 205 m2/g, pore volume: 0.78 ml/g
and particle diameter: 1.8 mm) provided by Sasol, was
used as the catalyst support.

2.2. Apparatus
2.2.1. Determination of adsorption capacity
As the target catalyst was Pt-Sn/Al2O3 containing
0.7 wt.% of tin, at �rst, Sn was impregnated by a
wet technique, dried at 120�C for 12 h and calcined
at 530�C for 2 h to \freeze" the adsorbed tin. In order
to avoid mass transfer resistance and pore di�usion
e�ects, Sn/Al2O3 supports were ground with a ball-
mill (RETSCH Co., PM100), sieved to 32-63 �m with
a vibrating sieve shaker and kept in a desiccator.

The impregnation solutions were prepared using
DM water. The pH value for the platinum solution
was adjusted by the addition of appropriate amounts
of HCl (37%), and measured with a Metrohm 744 pH
meter.

Four solutions, with concentrations of 4.21, 5.63,
7.03 and 8.43 mmol/L, corresponding to nominal plat-
inum loadings of 0.3, 0.4, 0.5 and 0.6 wt.%, respectively,
were prepared. 10 g of the powdered support were
added to 40 ml of the impregnation solution of known
concentration. All equilibrium adsorption tests were
performed using the system shown in Figure 2. The
Teon-coated magnetic stirring rod, located inside the
impregnation solution, minimized the concentration
and temperature gradients within the vessel and max-
imized the contact with the liquid phase. 4 h was con-
sidered for each experiment to ensure that equilibrium
was achieved. All the experiments were performed at
constant temperature (25�C). The Langmuir isotherm

Figure 2. Experimental system used for the study of
adsorption capacity of Sn-impregnated support.

Figure 3. Catalyst synthesis set-up.

was used to evaluate the platinum adsorption capacity
of the Sn-impregnated support.

2.2.2. Catalyst preparation
A �xed-bed experimental setup, a schematic diagram
of which is depicted in Figure 3, was used for the kinetic
study of platinum impregnation. A tubular �xed-bed
quartz reactor with an inner diameter of 2 cm was used.
The space below the support was packed with quartz
powder (mesh 10) to ensure proper distribution of uid
ow.

The channeling and heat transfer e�ects in the
reactor could be neglected, as the radial aspect ratio
(bed diameter to catalyst particle diameter) was > 15.
The axial aspect ratio, i.e. the ratio of catalyst bed
length to catalyst particle diameter, was > 30. Hence,
the dispersion e�ects could also be neglected [35].

The impregnation set-up consisted of a double-
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wall quartz reactor, two peristaltic pumps for circu-
lating the impregnation solution, and an on-line UV-
Vis apparatus (T90, PG Instruments Limited Co.) for
kinetic evaluation of platinum adsorption.

The target dehydrogenation catalyst (Pt-Sn/
Al2O3 catalyst) consists of 0.7 wt.% of tin and 0.5
wt.% of platinum. On the -alumina support, as the
�rst step, Sn was impregnated using an acidic solution
of SnCl2, and a wet impregnation technique in rotary
equipment at 40�C was dried at 120�C for 12 h and
calcined at 530�C for 2 h in wet air with a programmed
ramp of 5�C/min. In a subsequent step, Pt was
impregnated, using a solution containing H2PtCl6 and
HCl, by wet impregnation, in the set-up depicted in
Figure 3 at 25�C.

2.3. Metal content analysis
The UV-Visible (T90, PG Instruments Limited Co.)
was used for platinum and chloride concentration mea-
surements in all experiments.

For the adsorption capacity experiment, after
each sorption equilibrium analysis, the suspension was
centrifuged at 5000 rpm (ROTINA 46-Hettich, Zen-
trifugen Co.) and �ltered with a syringe �lter (cellulose
acetate, CA20/25, CHROMAFIL). The supernatant
was analyzed by UV-Visible for platinum at 450 nm
and for chloride at 563 nm.

The concentration of platinum in the impregnat-
ing solution was determined spectrophotometrically.
The analyte concentration was calculated from a cal-
ibration curve constructed by taking di�erent concen-
trations of platinum. Two calibration curves were used
for the measurement of platinum concentration in two
di�erent ranges, as below:

0:02� 0:89 (mmolPt=Lsolution) :

y = 0:05221x� 0:00048(R2 = 0:999);

1:12� 7:84 (mmolPt=Lsolution) :

y = 0:04884x� 0:00833(R2 = 0:9993);

where:
y Absorbance
x Concentration

For kinetic experiments, platinum concentration
in the impregnation solution was determined by re-
cycling the solution to the quartz cell and measuring
the absorbance at 450 nm against the reagent blank
(appropriate amount of HCl in H2O). The UV/Vis
spectrophotometer was set to record an absorbance
spectrum every 120 s for the duration of the particular
experiment. The above-mentioned calibration curves
were used for platinum concentration measurements.

The process for measuring chloride concentration
was the same as the one used for platinum. The
concentration of chloride in the impregnating solu-
tion was determined by recycling the solution to the
quartz cell and measuring the absorbance at 563 nm
against the reagent blank. The reagents used to
make a colorful solution were Ammonium Iron (II)
Sulfate Dodecahydrate and Mercury (II) thiocyanate.
Appropriate amounts of Ammonium Iron (II) Sulfate
Dodecahydrate and Mercury (II) thiocyanate in water
were used as the reagent blank. The calibration curve
used for measurement of chloride concentration was as
below:

y = 0:00432x+ 0:00021 (R2 = 0:9963);

where:
y Absorbance
x Concentration

3. Mathematical modeling

The adsorption of solute(s) on the internal surface of a
porous support, pre-wetted with pure water, involves a
di�usion-adsorption process. Mass balances for species
i in the solution di�using into the pores and in the
adsorbed state are, respectively, given by:

"
@Ci
@t

= Dir2Ci � vi; i = 1; 2; � � � ; N (1)

@�i
@t

=
�i

�PCs
vi; i = 1; 2; � � � ; N (2)

where Ci is the concentration of species i in the solution
�lling the pores, Di is the e�ective di�usivity of species
i, �i is the fractional surface coverage of species i, �i
is the adsorption rate, " is the porosity of the particle,
�i is the stoichiometric coe�cient of species i, �p is
the apparent density of the particle, and Cs is the
adsorption capacity of the support.

Considering the competitive adsorption of N
species on the same kinds of surface site:

Ai + �i(s) , Ai(ads); (3)

with Langmuir-type rate expressions, one can write:

vi = k+
i Ci

 
1�

NX
i=1

�i

!
� k�i �i; (4)

where k+ and k� are adsorption and desorption rate
constants, respectively.

Applying Eqs. (1) and (2) to a spherical catalyst
with negligible mass transfer in other directions except
r, i.e., one dimensional di�usion, the following correla-
tions are obtained:
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The initial and boundary conditions are as below:

Ci(R; 0) = C0
i ; (7)

Ci(r; 0) = 0; 0 � r < R; (8)

�i(r; 0) = 0; 0 � r � R; (9)

@Ci
@t

����
R;t

= � 3
�PVeR

Di
@Ci
@r

����
R;t

; (10)

@Ci
@r

����
0;t

= 0; (11)

where Ve is the volume of the external solution per
gram of the support and R is the particle radius.

The sets of one dimensional, time-dependent dif-
ferential equations with initial and boundary condi-
tions were solved using the �nite element method in
a commercial CFD package, in order to have radial
fractional surface coverage distribution and fractional
surface coverage as a function of impregnation time.

In order to compute the radial pro�le for a
particular case, a previous knowledge of parameter
values is required. As the thermodynamic and kinetic
parameters are not reported in literature for the speci�c
system of the present study, it is necessary to estimate
their values from experimental data. The parameters
are estimated through the minimization of an objective
function that computes the di�erence between the
observed and predicted values. The concentrations of
species remaining in solution at di�erent impregnation

times are chosen as the variables in the objective
function de�ned as:

ei(t) =
Cei (t)� Ci(R; t)

C0
i

; (12)

where C0
i is initial concentration of species i in solution,

Cei (t) is the experimental value of the concentration of
species i in the external solution, and Ci(R; t) is the
predicted value of the concentration of species i in the
external solution.

The objective function became:

S =
TZ

0

NX
i=1

e2
i (t)dt: (13)

In this calculation, experimental data of catalyst syn-
thesis (according to the procedure outlined in Section
2.2.2) are used for Cei (t), and the data obtained from
the solution of the above-mentioned equations are used
for Ci(R; t). The �nite element method is used for this
optimization.

4. Result and discussion

4.1. Experimental results
Figure 4 shows typical concentration-time data of the
impregnation solution at di�erent pH levels, being used
for determination of kinetic parameters. Platinum ad-
sorption at pH=1.4 and pH=1.5 was almost complete,
and 100% adsorption occurred. At pH=1.3, only 80%
adsorption was obtained.

The platinum adsorption increased rapidly with
time and leveled out smoothly after a short time
(Figure 4(a)). Chlorine concentration curves, on the
other hand, showed a peak in the �rst hours of
impregnation (Figure 4(b)). This implies that some
chloride ion is released after longer time on stream, by
hydrolysis of the adsorbed chloroplatinate ions. The
extent of reaction would depend on the concentrations
and impregnation time. It is reported that high pH
and aging concentration shifts the coordination toward

Figure 4. Variations of impregnation solution concentration as a function of impregnation time at di�erent pH values for
Pt-Sn/Al2O3 catalyst: (a) Platinum; and (b) chlorine.
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the chlorine [36]. Chlorine can also be replaced by
water to form chloroaquohydroxo palatinates of lower
or no charge [33]. Using UV-Vis-di�use reectance
spectroscopy, Maesen et al. [36] provided evidence for
the partial substitution of halide ligands by oxygen-
containing ligands when H2PtCl6 interacted with -
Al2O3 surfaces. Therefore, the chlorine adsorption
passes through a minimum. On the other hand, the
Cl:O ligand ratio of the complex ions in the solution
drops as they adsorb onto the support. The �nal pH
value of the impregnation solution was found to be
higher than that of the initial solution. The decreasing
adsorption with increasing �nal pH can be explained by
the decreasing positive charge density at the alumina
surface as the pH of the solution approaches the value
of the iso-electric point.

4.2. Modeling results
4.2.1. Parameter evaluation
Adsorption capacity, Cs, which was determined accord-
ing to the procedure outlined in Section 2.2.1, along
with other parameters required to solve the model, were
listed in Table 1.

Adsorption and desorption rate constants, cal-
culated using the minimization method described in
Section 3, were reported in Table 2. The di�usion
coe�cients in solution containing H2PtCl6 and HCl at
various pH values were tabulated in Table 3.

As can be seen in Table 2, upon increasing pH (i.e.
decreasing the amount of competing ion, chlorine), the
adsorption rate constant of platinum increases, reaches
its maximum value at pH=1.4, and then decreases. On
the other hand, increasing pH causes desorption rate
constant of platinum to be decreased. As chlorine is
a competitor ion, the lower its amount in solution,
the more the available vacant sites on support for
platinum adsorption. This phenomenon con�rmed
the competing e�ect of chlorine. As can be seen in
Table 2, adsorption rate constant values of platinum

Table 1. Data used for model solution.

Parameter Value Parameter Value

Cs (mol/g) 1:02� 10�4 �Pt 4

�p (g/mL) 0.55 �Cl 1

Ve (mL/g) 4 " 0.43

Table 3. Platinum and chlorine di�usion coe�cient [31].

pH H2PtCl6
(10�6 cm2/s)

HCl
(10�6 cm2/s)

1.3 1.84 8.39
1.4 1.94 8.95
1.5 1.98 8.98

Table 4. A literature survey for platinum adsorption rate
constant on alumina.

BET
surface area

(m2/g)

Adsorption
rate constant

(L/mol.s)
Reference

78a 2.46 [30]
177b 1.21 [29]
195c 0.18 [37]

205d
2 (pH=1.3)

Present study6 (pH=1.4)
4.8 (pH=1.5)

a: Pt adsorption (in the presence of citric acid)
on -Al2O3;

b: Pt adsorption on -Al2O3;
c: Pt adsorption (in the presence of nitric acid-

pH=0.54) on TiO2-Al2O3;
d: Pt adsorption (in the presence of hydrochloric

acid) on Sn/-Al2O3.

and chlorine are much higher than their desorption
rate constants, which can be explained by a positively
charged alumina surface at pH levels lower than the
iso-electric point. Hence, adsorption was the dominant
phenomenon.

In Table 4, the values of the adsorption rate
constant for platinum reported in literature were listed.
Due to the di�erence between the structural character-
istics of the supports reported in Table 4 and also the
di�erence between the chemical characteristics of the
impregnation solution, the exact values of adsorption
rate constants reported in Table 4 should not be identi-
cal. The more the surface area of the support, the more
the available adsorption sites; hence, a higher value of
platinum adsorption rate constant was obtained for the
results of the present research.

4.2.2. Radial distribution of platinum and chlorine
The set of equations derived in Section 3, using pa-
rameters evaluated in Section 4.2.1, was solved and the

Table 2. Adsorption and desorption rate constants.

pH
H2PtCl6 HCl

k+

(s�1)
k�

(10�6 mol/L.s)
k+

(10�4 s�1)
k�

(10�5 mol/L.s)
1.3 0.05 1.13 1.88 2.5
1.4 0.15 0.025 7.5 2.5
1.5 0.12 0.012 3 2.5



M. Takht Ravanchi et al./Scientia Iranica, Transactions C: Chemistry and ... 22 (2015) 981{991 987

Figure 5. Radial distribution of fractional surface coverage as a function of impregnation time and pH of the
impregnation solution for Pt-Sn/Al2O3 catalyst: (a) pH=1.3; (b) pH=1.4; and (c) pH=1.5. (�): 1 min, (�): 10 min, (N):
60 min, (�): 220 min.

radial distribution of platinum and chlorine fractional
surface coverage at various impregnation times was
obtained (Figure 5). Most of the platinum penetration
occurs within the �rst 10 min. For pH=1.3, the chlorine
adsorption showed a peak around 10 min, after which it
decreased due to desorption. For pH=1.4 and pH=1.5,
this peak was also observed but at longer impregnation
time.

In order to investigate and compare the internal
pro�le of the �nal catalyst, the modeling results for
220 min impregnation time for radial distribution of
platinum and chlorine are redrawn in Figure 6.

As can be seen in Figure 6, at pH=1.4 and
pH=1.5, platinum distribution is nearly uniform (with
a minor trend to extended \egg-shell" type distribu-
tion), and, at pH=1.3, its distribution is virtually
uniform.

At pH=1.4 and pH=1.5, platinum surface cov-
erage at the shell side of the �nal catalyst is some-
how similar; but, from shell to center, increasing pH
increased the amount of adsorbed platinum due to

the competing e�ect of chlorine. The higher the
competitor ion concentration, the more uniform is
radial Pt adsorption.

For chlorine surface coverage, at pH=1.3, chlorine
distribution is completely uniform, and, at pH=1.4
and pH=1.5, its distribution is uniform with a mild
trend towards a broadened \egg-yolk" type (Fig-
ure 6).

Comparing the results of Figure 6 for pH=1.4 and
pH=1.5, the competing e�ect of chlorine is con�rmed
one more time. As can be seen, in di�erent locations
inside the support, the places where less chlorine is
available, more platinum is adsorbed and vice-versa.
Moreover, chlorine has the ability to penetrate inside
the support, and platinum tends to adsorb more on the
shell-side.

According to Table 2, the adsorption rate con-
stant of platinum was two orders of magnitude larger
than that of chlorine. Thus, platinum was adsorbed
preferably on the surface of the support, and chlorine
must penetrate deeply inside the support to be ad-
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Figure 6. Radial distribution of fractional surface
coverage in the �nal Pt-Sn/Al2O3 catalyst for 220 min
impregnation at various impregnation condition. (�):
pH=1.3, (�): pH=1.4, (N): pH=1.5; �lled symbols are for
Pt and empty symbols are for Cl.

sorbed on vacant interior sites. This is in accordance
with that observed in Figures 5 and 6.

According to Figure 6, at pH= 1.4, the highest
amount of chlorine is adsorbed on the support. This
result is in good agreement with data reported in
Table 2, as chlorine adsorption rate constant at pH=1.4
has the highest value.

4.2.3. The e�ect of impregnation time on surface
coverage

In order to investigate the platinum fractional coverage
inside each catalyst particle precisely, in Figure 7,
platinum and chlorine coverage at the shell and center,
as a function of impregnation time, and the pH of
the impregnation solution are illustrated. For pH=1.3,
approximately, after an hour of impregnation, the
amount of platinum and chlorine coverage on the shell
and center are identical, and uniform distribution was
obtained (Figure 7(a)). For pH=1.4, after 5 min
of impregnation for the shell, and after 20 min of
impregnation for the center, the amount of platinum
and chlorine coverage reached its constant value. Ob-
viously, there is a di�erence between �nal values of
coverage on the shell and the center and that is why
an extended \egg-shell" type distribution was obtained
for platinum, and a broadened \egg-yolk" type distri-
bution was obtained for chlorine. For pH=1.5, this
steady-state time is 5 min and 25 min for the shell and
the center, respectively.

The above modeling results show that with
220 min impregnation, platinum and chlorine uniform
distributions are obtained only for pH=1.3. The
question may arise as to whether it is possible to have
a uniform pro�le with pH=1.4 and pH=1.5. The only
promising variable is impregnation time. In order to
investigate the inuence of longer impregnation time
on the radial distribution of platinum and chlorine, for
these two pH values, radial distributions are calculated

Figure 7. Platinum and chlorine shell (N) and center (�)
fractional coverage as a function of impregnation time for
various pH values: (a) pH=1.3; (b) pH=1.4; and (c)
pH=1.5. Filled symbols are for Pt and empty symbols are
for Cl.

for much longer impregnation times (10 hr and 20 hr)
(Figure 8). As can be seen, by increasing impregnation
time, radial distribution tends to approach uniform.
But for its complete uniform con�guration, it may take
some days, which is not desirable from a practical point
of view. This �nding is theoretically logical. The longer
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Figure 8. The e�ect of longer impregnation time on
fractional platinum and chlorine radial distribution: (a)
pH=1.4; and (b) pH= 1.5. (�): 220 min, (�): 10 hr, (N):
20 hr; �lled symbols are for Pt and empty symbols are
for Cl.

the impregnation time, the further time platinum and
chlorine have to adsorb and desorb on vacant sites, and,
�nally, a uniform distribution will be obtained, which
is in accordance with thermodynamic equilibrium.

5. Conclusions

The process of impregnating a porous support to
obtain a supported metallic catalyst is described by
a di�usion-adsorption model. Reversible competitive
adsorption of platinum and chlorine ion on the same
surface sites was considered in the model. Adsorption
and desorption rate constants, as kinetic impregnation
parameters, were calculated. Adsorption rate con-
stants of platinum and chlorine were higher than those
for desorption, which proved that adsorption is the
dominant phenomenon.

The pH of the impregnation solution (at three

values) and impregnation time were selected as two
dominant operating parameters, and their inuence
on radial distribution of platinum and chlorine were
investigated. For 220 min impregnation, a uniform
distribution of platinum and chlorine was only obtained
at pH=1.3. With pH=1.4 and pH=1.5, a non-uniform
catalyst with egg-shell platinum distribution and egg-
yolk chlorine distribution was obtained.

Nomenclature

Ci Concentration of species i in the
solution �lling the pores (mol/mL)

C0
i Initial concentration of species i in

solution (mol/mL)
Cei (t) Experimental value of the

concentration of species i in the
external solution (mol/mL)

Ci(R; t) Predicted value of the concentration
of species i in the external solution
(mol/mL)

Cs Adsorption capacity of the support
(mol/g)

Di E�ective di�usivity of species i (cm2/s)

k+ Adsorption rate constant (s�1)

k� Desorption rate constant (mol/(L.s))
r Radial position (cm)
R Particle radius (cm)
S Objective function
t Impregnation time (s)
T Final impregnation time (s)
�i Adsorption rate (mol/(L.s))
Ve Volume of the external solution per

gram of support (mL/g)

Greek symbols

" Porosity of the particle
�i Fractional surface coverage of species i
�i Stoichiometric coe�cient of species i
�p Apparent density of the particle

(g/mL)

References

1. San�lippo, D. and Miracca, I. \Dehydrogenation of
para�ns: synergies between catalyst design and re-
actor engineering", Catal. Today, 111, pp. 133-139
(2006).

2. Sahebdelfar, S., Takht Ravanchi, M., Tahriri Zan-
geneh, F., Mehrazma, Sh. and Rajabi, S. \Kinetic
study of propane dehydrogenation and side reactions



990 M. Takht Ravanchi et al./Scientia Iranica, Transactions C: Chemistry and ... 22 (2015) 981{991

over Pt-Sn/Al2O3 catalyst", Chem. Eng. Res. Des.,
90, pp. 1090-1097 (2012).

3. Vu, B.Kh., Song, M.B., Ahn, I.Y., Suh, Y.W., Suh,
D.J., Kim, J.S. and Shin, E.W. \Location and struc-
ture of coke generated over Pt-Sn/Al2O3 in propane
dehydrogenation", J. Ind. Eng. Chem., 17, pp. 71-76
(2011).

4. Long, L.L., Lang, W.Z., Liu, X., Hu, C.L., Chu, L.F.
and Guo, Y.J. \Improved catalytic stability of Pt-Sn-
In/x Ca-Al catalysts for propane dehydrogenation to
propylene", Chem. Eng. J., 257, pp. 209-217 (2014).

5. Geus, J.W. \Production of supported catalysts by
impregnation and drying", In Catalyst Preparation, J.
Regalbuto, Ed., 1st Edn., pp. 341-370, CRC Press, UK
(2007).

6. Sui, Z.J., Zhu, Y.A., Li. P., Zhuo, X.G. and Chen, D.
\Kinetics of catalytic dehydrogenation of propane over
Pt-based catalysts", Adv. Chem. Eng., 44, pp. 61-125
(2014).

7. Lloyd, L., Handbook of Industrial Catalysts (Funda-
mental and Applied Catalysis), 1st Edn, Springer, UK
(2011).

8. Busca, G. \Catalysts for hydrogenations, dehydro-
genations and metathesis sul�des and oxides", In Het-
erogeneous Catalytic Materials: Solid State Chemistry,
Surface Chemistry and Catalytic Behaviour, 1st Edn.,
pp. 345-374, Elsevier, Amsterdam (2014).

9. Zhu, H., Anjum, D.H., Wang, Q., Abou-Hamad, E.,
Emsley, L., Dong, H., Laveille, P., Li, L., Samal, A.K.
and Basset, J.M. \Sn surface-enriched Pt-Sn bimetallic
nanoparticles as a selective and stable catalyst for
propane dehydrogenation", J. Catal., 320, pp. 52-62
(2014).

10. Busca, G. \Metal catalysts for hydrogenation and
dehydrogenation", In Heterogeneous Catalytic Mate-
rials: Solid State Chemistry, Surface Chemistry and
Catalytic Behaviour, 1st Edn., pp. 297-343, Elsevier,
Amsterdam (2014).

11. Zhang, Y., Zhou, Y., Sheng, X., Wan, L., Li, Y., Xiao,
Y., Yu, B. and Zeng, Z. \E�ect of the competitive
adsorbates on the catalytic performances of Pt-Sn-
K/-Al2O3 catalyst for isobutane dehydrogenation",
Fuel Process. Technol., 104, pp. 23-30 (2012).

12. D'Ippolito, S.A., Vera, C.R., Epron, F., Samoila, P.,
Especel, C., Mar�ecot, P., Gutierrez, L.B. and Pieck,
C.L. \Inuence of tin addition by redox reaction in
di�erent media on the catalytic properties of Pt-
Re/Al2O3 naphtha reforming catalysts", Appl. Catal.
A, 370, pp. 34-41 (2009).

13. Ekou, T., Ekou, L., Vicente, A., Lafaye, G., Pronier,
S., Especel, C. and Mar�ecot, P. \Citral hydrogenation
over Rh and Pt catalysts supported on TiO2: Inuence
of the preparation and activation protocols of the
catalysts", J. Mol. Catal. A: Chem., 337, pp. 82-88
(2011).

14. Bai, L.Y., Zhou, Y.M., Zhang, Y.W., Liu, H., Sheng,
X.L. and Xue, M.W. \Inuence of the competitive

adsorbates on the catalytic properties of Pt-Sn-Na-
Mg/ZSM-5 catalysts for propane dehydrogenation",
Ind. Eng. Chem. Res., 50, pp. 4345-4350 (2011).

15. D0Ippolito, S.A., Vera, C.R., Epron, F., Samoila, P.,
Especel, C., Mar�ecot, P., Gutierrez, L.B. and Pieck,
C.L. \Catalytic properties of Pt-Re/Al2O3 naphtha-
reforming catalysts modi�ed by germanium introduced
by redox reaction at di�erent pH values", Ind. Eng.
Chem. Res., 48, pp. 3771-3778 (2009).

16. Castro, A.A., Scelza, O.A., Benvenuto, E.R.,
Baronetti, G.T., de Mlguel, S.R. and Parera, J.M.
\Competitive adsorption of H2PtCl6 and HCl on
Al2O3 in the preparation of naphta reforming cata-
lysts", In Preparation of Catalysts III, G. Poncelet,
P. Grange, P.A. Jacobs, Eds., 1st Edn., pp. 47-56,
Elsevier, Amsterdam (1983).

17. Sivasanker, S., Ramaswamy, A.V. and Ratnasamy, P.
\factors controlling the retention of chlorine in plat-
inum reforming catalysts", In Preparation of Catalysts
II, B. Delmon, P. Grange, P.A. Jacobs, G. Poncelet,
Eds., 1st Edn., pp. 185-196, Elsevier, Amsterdam
(1979).

18. Maatman, R.W. and Prater, C.D. \Adsorption and ex-
clusion in impregnation of porous catalytic supports",
Ind. Eng. Chem., 49, pp. 253-257 (1957).

19. Vincent, R.C. and Merrill, R.P. \Concentration pro-
�les in impregnation of porous catalysts", J. Catal.,
35, pp. 206-217 (1974).

20. Komiyama, M., Merrill, R.P. and Harnsberger, H.F.
\Concentration pro�les in impregnation of porous
catalysts: Nickel on Alumina", J. Catal., 63, pp. 35-52
(1980).

21. Kulkarni, S.S., Mauze, G.R. and Schwarz, J.A. \Con-
centration pro�les and the design of metal-supported
catalysts", J. Catal., 69, pp. 445-453 (1981).

22. Hegedus, L.L., Chou, T.S., Summers, J.C. and Potter,
N.M. \Multicomponent chromatographic processes
during the impregnation of alumina pellets with noble
metals", In Preparation of Catalysts II, B. Delmon, P.
Qagge, P.A. Jacobs, G. Poncelet, Eds., 1st Edn., pp.
171-184, Elsevier, Amsterdam (1979).

23. Melo, F., Cervello, J. and Hermana, E. \Impregnation
of porous supports, theoretical study of the impregna-
tion of one or two active species", Chem. Eng. Sci.,
35, pp. 2165-2174 (1980).

24. Shyr, Y.S. and Ernst, W.R. \Preparation of non-
uniformly active catalysts", J. Catal., 63, pp. 425-432
(1980).

25. Lee, S.Y. and Aris, R. \The distribution of active
ingredients in supported catalysts prepared by impreg-
nation", Catal. Rev. Sci. Eng., 27, pp. 207-340 (1985).

26. Ruckenstein, E. and Karpe, P. \Control of metal dis-
tribution in supported catalysts by pH, ionic strength,
and coimpregnation", Langmuir, 5, pp. 1393-1407
(1989).

27. Chu, P., Petersen, E.E. and Radke, C.J. \Modeling



M. Takht Ravanchi et al./Scientia Iranica, Transactions C: Chemistry and ... 22 (2015) 981{991 991

wet impregnation of nickel on -Alumina", J. Catal.,
117, pp. 52-70 (1989).

28. Schwarz, J.A. and Heise, M.S. \Preparation of metal
distributions within catalyst supports: IV. Multicom-
ponent e�ects", J. Colloid Interface Sci., 135, pp. 461-
467 (1990).

29. Santacesaria, E., Carra, S. and Adami, I. \Adsorption
of hexachloroplatinic acid on -alumina", Ind. Eng.
Chem. Prod. Res. Dev., 16, pp. 41-44 (1977).

30. Papageorgiou, P., Price, D.M., Gavriilidis, A. and
Varma, A. \Preparation of Pt/-Al2O3 pellets with
internal step-distribution of catalyst: Experiments and
Theory", J. Catal., 158, pp. 439-451 (1996).

31. Scelza, O.A., Castro, A.A., Ardlles, D.R. and Parera,
J.M. \Modeling of the impregnation step to prepare
supported Pt/Al2O3 catalysts", Ind. Eng. Chem. Fun-
dam., 25, pp. 84-88 (1986).

32. Heise, M.S. and Schwarz, J.A. \Preparation of metal
distributions within catalyst supports, single compo-
nent modeling of ph, ionic strength, and concentration
e�ects", J. Colloid Interface Sci., 123, pp. 51-58
(1988).

33. Mang, Th., Breitscheidel, B., Polanek, P. and
Knoezinger, H. \Adsorption of platinum complexes on
silica and alumina: Preparation of non-uniform metal
distributions within support pellets", Appl. Catal. A,
106, pp. 239-258 (1993).

34. Jianguet, W., Jiayu, Z. and Li, P. \The role of com-
petitive adsorbate in the impregnation of platinum in
pelleted alumina support", In Preparation of Catalysts
III, G. Poncelet, P. Grange, P.A. Jacobs, Eds., 1st
Edn., pp. 57-67, Elsevier, Amsterdam (1983).

35. Anderson, J.R. and Pratt, K.C., Introduction to
Characterization and Testing of Catalyst, 2nd Edn.,
Academic Press, Australia (1985).

36. Masesen, T.L.M., Botman, M.J.P. and Slaghek, T.M.
\On platinum catalysts of hydrocarbon reactions and
the possible role of Pt ions", Appl. Catal., 25, pp. 35-
41 (1986).

37. Subrammian, S. and Schwarz, J.A. \Adsorption of
chloroplatinic acid and chloroiridic acid on composite
oxides", Langmuir, 7, pp. 1436-1440 (1991).

Biographies

Maryam Takht Ravanchi holds a PhD degree in
Chemical Engineering, and is currently a researcher
in the Catalyst Research Group at the Petrochem-
ical Research and Technology Company. She has
also more than ten years of experience in the petro-
chemical industry as a process engineer and senior
researcher. Her research interests are in the �elds
of natural gas conversion and environmental research,
more recently focusing on carbon dioxide utilization,
acetylene selective hydrogenation and para�n dehydro-
genation.

Asghar Abedini holds an MS degree in Chemical
Engineering. His research interests are in the �eld of
natural gas conversion and process simulation, more
recently focusing on carbon dioxide utilization and
para�n dehydrogenation.

Saeed Sahebdelfar holds a PhD degree in Chemical
Engineering, and is currently head of the Catalysis
Research Group in the Petrochemical Research and
Technology Company. His research interests include
natural gas conversions and environmental technolo-
gies, more recently focusing on catalytic oxidative
coupling of methane, para�n dehydrogenation and
carbon dioxide utilization. He is a member of the
Iranian Association of Chemical Engineering.

Shokoufeh Mehrazma holds an MS degree in Or-
ganic Chemistry. Her research interests are in the �eld
of natural gas conversion, more recently focusing on
para�n dehydrogenation catalysts. She has about ten
years of experience in the petrochemical industry as a
researcher.

Solmaz Seyyed Shahabi holds an MS degree in
Organic Chemistry. Her research interests are in the
�eld of analytical chemistry, more recently focusing on
solvent puri�cation and plasma technology in pyrolysis
of heavy hydrocarbons. She is an expert in the �eld of
UV analysis.




