JJC

Jordan Journal of Chemistry Vol. 2 No.1, 2007, pp. 53-67

Selective Hydrogenation of Cinnamaldehyde over
Salt-Promoted Pd-Based Catalysts
Ayman Y. Hammoudeh*, Shireen M. Sa’ada and Sabri S. Mahmoud

Chemistry Department, Yarmouk University, P.O.Box 566, Irbid, Jordan

Received on March 18, 2007

Accepted on April 22, 2007

Abstract
The effect of salt additives (AlCl3, SnCl2, FeCl3) on the catalytic behavior of
Pd3%/Al2O3 catalyst in the selective liquid-phase hydrogenation of cinnamaldehyde in ipropanol was investigated at 25ºC and 4 bar H2 for salt concentrations in the range
4.5×10-5-5.0×10-3 M. The effect of added metal salts on the catalytic behavior of
Pd/Al2O3 is rather complex. In the case of AlCl3, a significant enhancement of the C=O
bond hydrogenation could be achieved, accompanied by a strong suppression of the
C=C bond hydrogenation. The selectivity towards cinnamyl alcohol formation could be
raised from 26% to 70% by introducing small concentrations of AlCl3 (~2.0×10-3 M) into
the reaction mixture. Selectivity improvement was also observed upon the addition of
SnCl2 (up to 67%) and FeCl3 (up to 70%), however, at the expense of activity which is
believed to be due to poisoning of the Pd surface by metallic Fe and Sn. The mechanisms of the additives effects on the catalytic behavior of Pd/Al2O3 are discussed.

Keywords: Selective Hydrogenation; Cinnamaldehyde; Pd; Salt effect; Selectivity
improvement.

Introduction
The selective hydrogenation of DE-unsaturated aldehydes has been the subject
of extensive research due to the wide industrial applications of their corresponding hydrogenation products

[1,2]

. An important representative of DE-unsaturated aldehydes is

cinnamaldehyde which is the main component of cassia oil (~90%) and Ceylon cinnamon bark oil (~75%), and is present in smaller quantities in many other essential oils.
In addition to its application in perfume and flavor industries, cinnamaldehyde is used
as a starting material to produce the more valuable unsaturated alcohol, cinnamyl alcohol. Cinnamyl alcohol has many applications; it is very much valued in perfumery,
both for its odor characteristics and its fixative properties. Moreover, cinnamyl alcohol
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is an important building block in organic syntheses

[3]

. It is also an intermediate in the

synthesis of pharmaceuticals, such as the antibiotic chloromycetin [1].
However, the production of cinnamyl alcohol via selective hydrogenation is a difficult task. This is because the formation of the saturated aldehyde is, from a thermodynamic point of view, favored over that of the unsaturated alcohol

[4]

. It is also well

known that it is, in general, more easy to hydrogenate the unsubstituted isolated C=C
double bond than to hydrogenate the isolated C=O aldehydic or ketonic group

[5]

. On

technical scale, cinnamyl alcohol is prepared conventionally by the reduction of cinnamaldehyde either with alkali borohydrides

[6]

or with isopropanol or benzyl alcohol in

presence of the corresponding aluminum alcoholate according to the MeerweinPonndorf reduction

[1]

. To a much lesser extent, cinnamaldehyde is also industrially

prepared by the selective hydrogenation over osmium-on-carbon catalyst [7].
Compared with the traditional methods, the catalytic selective hydrogenation
method is superior in saving resources, reducing waste disposal and protecting the
environment

[8,9]

. This is the reason why catalytic research is being performed to opti-

mize the heterogeneously catalyzed hydrogenation process. Thereby, the addition of
promoters (salts, electropositive metals) to the hydrogenation-active catalyst (noble
metals) was found to play an important role in enhancing the selectivity of the catalyst
towards the industrially desired unsaturated alcohol [10-13].
Already in the twenties of last century, metal ion additives were used to improve
the selectivity of platinum catalysts to unsaturated alcohols

[14-15]

. Both the rate of hy-

drogenation and the selectivity to cinnamyl alcohol were increased on platinum black
or platinum oxide catalysts in the presence of iron chloride and zinc acetate
salts were also found to increase the yields of geraniol from citral

[14]

[15]

. These

. The effect of co-

balt, iron, tin and germanium chlorides on the Pt-catalyzed hydrogenation of cinnamaldehyde was investigated by Galvagno et al.

[16]

. A large increase in the rate of hydro-

genation and in the selectivity to cinnamyl alcohol was observed and was attributed to
a polarization of the C=O bond by the cations acting as Lewis acids. Yu et al. reported
a remarkable increase in both the activity and selectivity of polymer-stabilized platinum
colloid in the liquid-phase hydrogenation of cinnamaldehyde and crotonaldehyde upon
modification with a series of metal cations

[17, 18]

. In the case of non-noble metals, the

activity and selectivity of Co-B/SiO2 amorphous catalyst in the hydrogenation of cinnamaldehyde could be enhanced by La-additives

[19]

. The promoting effect of La-

dopant was attributed, among other reasons, to the presence of La2+ and La3+ species.
Aim of this study is to investigate the effect of salt additives on the catalytic behavior of Pd in the selective liquid-phase hydrogenation of cinnamaldehyde under mild
conditions. Despite its inferior selectivity towards cinnamyl alcohol formation, Pd was
chosen for two reasons: Our previous studies

[20, 21]

have shown that using Pd under

mild reaction conditions simplifies significantly the reaction scheme and thus the kinetic
treatment. In addition, the inferior selectivity of Pd appeared advantageous in selectiv-
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ity promotion studies, since the slightest selectivity improvements could be easily recognized.

Experimental
Catalyst preparation
Pd3%/Al2O3 catalyst was prepared by impregnating J-Al2O3 (Merck, BET surface
area = 130 m2/g

[22]

) with an acidified solution of PdCl2 (Ferax Laboratories). The cata-

lyst precursor was dried overnight at 120ºC, calcined for one hour under oxygen (Arab
Gas Co.) at 350ºC followed by reduction with H2 for 4 h at 400ºC. The Pd-particle size
was estimated from the X-ray diffraction line of Pd to be ~120 nm.

Liquid-phase hydrogenation of cinnamaldehyde
The hydrogenation reaction was carried out in a stainless steel hydrogenator
(Parr-4842) with a Waltow-945 controller. Before reaction, the catalyst (0.100 g) was
activated in the Parr-hydrogenator by heating in alternated cycles under hydrogen atmosphere and vacuum for one hour at 150ºC. After cooling to room temperature, 100
mL of 1% v/v (0.078 M) cinnamaldehyde in i-propanol were added into the reaction
vessel. The reaction was then performed under constant hydrogen pressure of 4 bar.
The reaction progress was monitored by taking ~ 0.50 mL samples at different time
intervals for GC analysis (for details see

[20]

). The reaction products were analyzed by

GC/MS (VG Analytical Instruments, VG 7070 E) for structure confirmation and product
identification.
The effect of salt additives was investigated using the following salts:
FeCl3.6H2O (Panreac Quimica SA), AlCl3.6H2O (Fluka) and SnCl2.4H2O (Merck). The
concentrations of these salts in the reaction mixture were in the range of 1×10-6 M to
1×10-2 M.

Results
Control experiments
CH2CH2CHO

II
CH=CHCHO

CH2CH2CH2OH

I

CH=CHCH2OH

IV

III

Scheme 1
(Scheme 1) shows the general reaction pathways in the hydrogenation of cinnamaldehyde. Route 1 leads to the formation of the undesired product, phenylpropanal
(II). Cinnamyl alcohol (III) is formed in Route 2 via the hydrogenation of the C=O dou-
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ble bond. Both cinnamyl alcohol (III) and phenylpropanal (II) can in principle be further
hydrogenated to the corresponding saturated alcohol, phenylpropanol (IV). Control
experiments have, however, shown that the hydrogenation of phenylpropanal to
phenylpropanol (IIĺIV) does not take place under the mild reaction conditions applied
in this study (25ºC and 4 bar H2, 1 vol-% i-propanolic solution). This is in agreement
with previous results obtained using Pd/SiO2 catalysts in toluene as a solvent

[20, 21]

.

Similar results were reported by Li et al. for the selective hydrogenation of cinnamaldehyde over Co-B amorphous alloy catalysts
in ethanol at 110ºC and 10 bar H2

[4]

. The reaction was, thereby, carried out

[4]

. Indirect evidence for the low hydrogenation activ-

ity of the carbonyl group of phenylpropanal was reported by Cairns et al. in their investigation of the cinnamaldehyde hydrogenation on standard Pd/SiO2 catalysts in decalin
at 110ºC

[23]

. All these results indicate that it is more difficult to hydrogenate the iso-

lated C=O (that in phenylpropanal) than the conjugated one (that in cinnamaldehyde).
In addition to the above mentioned hydrogenation products, two further products
were obtained in minor quantities when i-propanol was used as a solvent. These products were identified by means of GC-MS as i-propyl and di(i-propyl) acetal of phenylpropanal. These acetal products can be formed, on the one hand, by the reaction of
phenylpropanal (II) with i-propanol and/or by the reaction of cinnamaldehyde with ipropanol followed by the hydrogenation of the C=C double bond. To check the second
possibility, control experiments were performed without catalyst or hydrogen aiming at
elucidating the reactivities of cinnamaldehyde (I) and phenylpropanal (II) towards ipropanol. No reaction of cinnamaldehyde with i-propanol could be detected, indicationg that the obtained acetal and semi-acetal come only from the reaction of phenylpropanal with i-propanol. Phenylpropanal diethyl acetal was reported to form in the
selective hydrogenation of cinnamaldehyde in ethanol at 308 K using Pt-based catalysts

[24]

. The reaction scheme proposed by Li et al. (Co catalyst in ethanol) suggests

also that the acetal is formed directly from phenylpropanal

[4]

, supporting, thus, our re-

sults.
In most cases, the formation of acetal by-products can be neglected. It must be
noted, however, that when metal salts are added to the reaction solution, acetal formation was largely enhanced and can, therefore, be no more neglected (figure 1). This
enhancement of acetal formation due to added metal salts is not surprising, since the
added metal salts (FeCl3, SnCl2, AlCl3) are acidic. Acetal formation is known to be an
acid catalyzed reaction. The extent of acetal formation was found to depend on the
type of added metal salt (figure 1). Whereas in the case of 0.005 M FeCl3 acetal formation did not exceed 2% after 200 min of the reaction of phenylpropanal with i-propanol
(without catalyst or hydrogen), acetal by-products were in the case of 0.0050 M AlCl3
observed to reach 9% in 250 min. With 0.0050 M SnCl2, intermediate values were obtained (figure 1).
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Figure 1. Effect of metal salts (0.0050 M) on Reaction of 1-vol% phenylpropanal with ipropanol at 25ºC. Reaction performed without a catalyst and without hydrogen.

Based on these results, the general reaction scheme (Scheme 1) can be modified for the reaction conditions applied in this study (room temperature, 4 bar H2 and
Pd-based catalyst in i-propanol) as shown in (Scheme 2).
CH 2 CH 2 CHO
O

k1

H

k2

ACETAL

CH=CH-C

CH=CH-CH 2 OH

CH 2 CH 2 CH 2 OH

Scheme 2
With help of scheme 2, we can define now the selectivity towards cinnamyl alcohol formation, Sol, as follows:

Sol %

k2
.100%
k1  k2

where, k1 is the rate constant for route 1 and k2 is the rate constant for route 2. k1+k2 is
set equal to k, the total rate constant of cinnamaldehyde hydrogenation. k corresponds, thereby, to the catalytic activity. If k2 was substituted by the concentrations of
the hydrogenation products formed via route 2, and k1+k2=k was substituted by the
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sum of the concentrations of all hydrogenation products and acetal by-products (which
corresponds to the conversion), then the expression for selectivity, Sol, would read as
follows:

S ol %

[cinnamylal cohol ]%  [ phenylprop anol ]%
100 %
conversion %

An example of the results obtained in our experiments is depicted in (figure 2) for
cinnamaldehyde hydrogenation at 25ºC and 4 bar in i-propanol with 4.5×10-5 M AlCl3
as promoter. The initial rate of reaction, rate0, is used in this study as a measure for
the catalytic activity. It can be extracted from the decline in the cinnamaldehyde concentration in the initial range of reaction. Thus,

rate 0

>CALD @

0

x
t

with [CALD]0 being the initial concentration of cinnamaldehyde and x is the conversion
in time t.
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Figure 2: Conversion and product distribution in the hydrogenation of cinnamaldeyde
over Pd3%/Al2O3 in i-propanol with 4.5×10-5 M AlCl3 at 25oC and 4 bar H2.
In a previous study

[20]

, the kinetics of cinnamaldehyde hydrogenation over Pd

was investigated under mild conditions in detail. The reaction was found to be zeroorder with respect to cinnamaldehyde concentration. Accordingly, the reaction rate
must be equal to the rate constant, hence rate0 = k.
From (figure 2), it is obvious that the selectivity, Sol%, is almost constant, especially at the end of the linear range. This constancy in the Sol%-value is an indication
for the fact that phenylpropanal is not hydrogenated under reaction conditions. Otherwise, the amount of phenylpropanol would increase at the expense of phenylpropanal
leading to a continuous increase in Sol%.
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It is also important to notice that no appreciable amounts of cinnamyl alcohol
were formed during the reaction. The reason behind this behavior is the fact that the
hydrogenation of cinnamyl alcohol to phenylpropanol is, as could be determined in a
previous study

[20]

, about 30 times faster than the hydrogenation of cinnamaldehyde to

cinnamyl alcohol. Consequently, any produced cinnamyl alcohol is simply transformed
readily into phenylpropanol. These results indicate the easiness of the hydrogenation
of isolated C=C double bond (that in cinnamyl alcohol) compared to that of isolated
C=O (that in phenylpropanal), in agreement with kinetic expectations [5].

Effect of FeCl3
The effect of FeCl3 on the selective hydrogenation of cinnamaldehyde in ipropanol was investigated for FeCl3 concentrations in the range 4.5×10-5-3.6×10-3 M.
Figure 3 summarizes the effect of added FeCl3 on the catalytic activity (k) and on the
selectivity (Sol%) of the used Pd3%/Al2O3 catalyst at 25oC and 4 bar H2. The Sol%values presented in (figure 3) are average values of the Sol%-time series obtained in
each experiment corresponding to a specific FeCl3 concentration. In all experiments,
the selectivity, Sol%, fluctuates in a range between 5-10%. With help of the experimentally obtained values for the catalytic activity (k=k1+k2) and the average value of selectivity (Sol%=100%*k2/(k1+k2), it is possible to determine k1 and k2. Their values are represented in (figure 3) as a function of the concentration of FeCl3 in the reaction mixture.
Two concentration regions can be recognized in (figure 3): one for FeCl3 concentrations below 5×10-4 M and one for FeCl3 concentrations higher than 5×10-4 M. In the
low concentration region, the total catalytic activity (k) is almost not affected by added
FeCl3. Thereby, k1 is only slightly suppressed by increased FeCl3 concentration and
attains about 75% of its unmodified value (i.e., without FeCl3) when the FeCl3 concentration reaches 5×10-4 M. On the other hand, k2 is slightly enhanced (by about 35%),
leading to a slight improvement in selectivity (from 25% to 40%) in this concentration
region. At FeCl3 concentrations higher than 5×10-4 M, a strong abrupt deactivation of
the catalyst takes place. Both k1 and k2 are, thereby suppressed. k1 (i.e., the C=C hydrogenation) is, however, much more strongly suppressed than k2 (C=O hydrogenation). Consequently, an improvement in selectivity is observed and selectivity values as
high as 70% could be obtained.
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Figure 3. Effect of added FeCl3 on activity and selectivity of Pd3%/Al2O3 in cinnamaldehyde hydrogenation in i-propanol at 25oC and 4 bar H2.
Effect of SnCl2
The effect of SnCl2 on the selective hydrogenation of cinnamaldehyde in ipropanol was investigated in the concentration range 9.1×10-5-1.0×10-2 M. At SnCl2
concentrations > 1.0×10-3 M, indications of catalyst poisoning are observed. For example, at SnCl2 concentration of 0.01 M , only 20% conversion could be achieved within
the first 50 minutes of reaction. Beyond this point, no change in the conversion was
observed. Also at SnCl2 concentrations of 4.5×10-3 M and 6.8×10-3 M, a plateau in the
cinnamaldehyde concentration was observed to get established after about 80 min of
reaction, an indication of complete activity loss at that stage.
In all experiments with SnCl2 additives, acetal formation was found to take place
yielding appreciable amounts that cannot be neglected. At SnCl2 concentration of
4.5×10-4 M and 9.1×10-4 M, the fraction of acetal reaches about 10%. It is, however,
remarkable that the amount of acetal formed does not correlate with the concentration
of SnCl2. With the highest SnCl2 concentration used in this work (0.010 M), the acetal
formation did not exceed 2%. Also with 6.8×10-3 M, only 2-3% acetal could maximally
be observed. Instead, a correlation can be recognized between acetal formation and
the catalyst activity. The acetal formation was highest when the catalytic activity was
highest. One possible explanation of this behavior is that acetal formation depends on
the concentration of phenylpropanal. The latter is formed during the reaction and its
concentration is maximum, the higher the catalytic activity.
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Figure 4. Effect of added SnCl2 on activity and selectivity of Pd3%/Al2O3 in
cinnamaldehyde hydrogenation in i-propanol at 25oC and 3 bar H2.
Figure 4 summarizes the effect of added SnCl2 on the catalytic activity (k) and
selectivity (Sol%) of the used Pd3%/Al2O3 catalyst at 25oC and 4 bar H2. A significant
increase in the catalytic activity from 10.8 to 15.4 conv.% min-1g-1 (i.e., by ~50%) is
observed as the concentration of SnCl2 is increased from zero to 9.1×10-4 M. This increase in activity corresponds mainly to an increase in the k2-value. k1 is initially
slightly suppressed then remains unchanged until 9.1×10-4 M. Accordingly, Sol% increases from 26% to 55% at 9.1×10-4 M, as evident in (figure 4).
At SnCl2 concentrations > 9.1×10-4 M, a sharp significant decrease in the catalytic activity occurs. Both k1 and k2 are suppressed, but k1 is more affected than k2.
Consequently, the Sol%-value increases further to 67%. At 4.5×10-3 M SnCl2, k1
reaches its smallest value and remains at higher concentrations unchanged. In the
same concentration range (> 4.5×10-3 M), k2 keeps decreasing. This leads to a decrease in Sol%. The strong deactivation at concentrations higher than 9.1×10-4 M is
probably due to catalyst poisoning by adsorbed or reduced Sn-species on the Pd surface, as will be discussed further in section 4.1.

Effect of AlCl3
The effect of AlCl3 on the selective hydrogenation of cinnamaldehyde in ipropanol was investigated in the concentration range 9.1×10-5-1.0×10-2 M. No indications of catalyst poisoning were observed at any used AlCl3 concentration.
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In all experiments with AlCl3 additives, acetal formation was found to take place
yielding appreciable amounts that cannot be neglected. At AlCl3 concentration of
4.5×10-4 M, 9.1×10-4 M and 2.3×10-3 M, the fraction of acetal reaches ~10-12%.
Figure 5 summarizes the effect of added AlCl3 on the catalytic activity (k) and selectivity (Sol%) of the used Pd3%/Al2O3 catalyst at 25oC and 4 bar H2. In the concentration range < 4.5×10-4 M AlCl3, k1 experiences a sharp drop losing about 40% of its initial value (i.e., when no AlCl3 was added). At the same time, k2 increases significantly
by 2.5 times the initial value without AlCl3, corresponding to 250% increase. As a result
of the increase in k2 and the decrease in k1, Sol% increases and reaches ~55% at
4.5×10-4 M AlCl3. At higher AlCl3 concentrations, k1 remains unchanged while k2 keeps
growing but with a slower rate reaching a plateau at ~10 conv.% min-1g-1. Consequently, a plateau in Sol% is observed at ~70%.
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Figure 5. Effect of added AlCl3 on activity and selectivity of Pd3%/Al2O3 in cinnamaldehyde hydrogenation in i-propanol at 25oC and 4 bar H2.

Disscussion
Do metal cations undergo reduction by hydrogen?
Unfortunately, reduction potentials of metal cations in i-propanol are not available to answer the above question. However, the standard reduction potentials in water, E0, appear to be helpful regarding this issue. From the reported values of the reduction potential in concern ( E 0 3
Al

/ Al

0
1.66 V , E Sn
2
/ Sn

0
0.14 V , E Fe
3
/ Fe

0.036 V ),

we may conclude that the reduction of Al3+ is far improbable, even when the hydrogen
pressure is 4 bar. The high reduction potential for the reduction of Fe3+ to metallic iron
(-0.036 V) implies that such a reduction may, in principle, be possible under above
conditions. In a control experiment, a solution of 5.0x10-4 M FeCl3 in i-propanol was
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hydrogenated with 4 bar H2 over 0.100 g Pd3%/Al2O3. The concentration of FeCl3 was
followed spectroscopically with time and was found to decrease exponentially. Such a
decrease in FeCl3 concentration in solution is caused by the adsorption of FeCl3 on the
catalyst surface, where Fe3+ reduction may eventually take place. Reduction to Fe2+ is
also possible ( E 0 3
Fe

/ Fe 2 

0.77 V ). UV-Vis spectroscopy indicates, however, that the

solution is Fe2+ free. On the other hand, this does not exclude its presence on the catalyst surface.
Consideration of the effect of AlCl3 concentrations on the catalytic behavior of
Pd3%/Al2O3 (figure 5) delivers important hints that are useful in answering the above
question, whether reduction of Fe3+ and Sn2+ did take place or not. No indications of
catalyst deactivation were observed in the case of AlCl3 (figure 5). Instead, a slight increase in the total activity has been recorded. Now, there is no reason to believe that
the adsorption of FeCl3 or SnCl2 is stronger than that of AlCl3. Catalyst poisoning due
to FeCl3 and SnCl2 adsorption is, therefore, not more probable than that due to AlCl3.
Yet, deactivation occurs in the case of FeCl3 and SnCl2 but not in the case of AlCl3. By
comparing (figures 3-5), it is also obvious that deactivation in presence of FeCl3 occurs
at lower concentrations than in presence of SnCl2, whereas in presence of AlCl3 no
deactivation occurs at all. This order in deactivation easiness is the same order of the
corresponding redox pairs in the activity series in aqueous solutions.
These observations suggest, thus, that the reduction of Fe3+ and Sn2+ did actually take place under reaction conditions. Experimental findings from other groups
support this conclusion, although the reduction conditions in these studies are more
severe than those applied in this work. Richard et al. investigated the effect of FeCl2
additives to Pt catalysts on cinnamaldehyde hydrogenation in i-propanol at 100oC and
60 bar H2

[13]

. Both the initial rates and the initial selectivities were improved with in-

creased [FeCl2] added to the Pt/C containing slurry. A volcano-type behavior was observed with a maximum in activity and selectivity at Fe-to-Pt ratio of 0.3. After reaction,
the catalyst grains were cut into thin sections and analyzed by energy-dispersive x-ray
spectrometry with a 1.5-nm spatial resolution. Richard et al. found that almost all Fe2+
were reduced on Pt and that iron adatoms deposited on the surface of Pt. Also, Jung
et al. investigated the hydrogenation of maleic anhydride over Pd-Sn/SiO2 catalysts in
the liquid phase

[25]

. The bimetallic catalysts were prepared by co-impregnating SiO2

with acidified aqueous solutions of PdCl2 and SnCl2, followed by reduction with H2 at
200oC. XPS analysis of the prepared catalyst showed that under above conditions,
16% of all tin was reduced to the zero-valent state [25].

General mechanisms of selectivity promotion in the selective hydrogenation of DEunsaturated aldehydes
Most of the reports concerning selectivity promotion in the selective hydrogenation of DE-unsaturated aldehydes were devoted to catalytic systems where activity and
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selectivity of platinum group metals were modified with a more electropositive metal
[10, and references therein]. The mechanisms invoked to explain the observed enhancement in selectivity to the unsaturated alcohol are presented below:

Mechanism 1: Electrophilic activation of the C=O bond.
The added electropositive metal or the added oxidized metal species present on
the hydrogenation active metal or in its closest vicinity acts as an electrophilic site or
as a Lewis site on which the adsorption through the C=O bond is enhanced as a result
of the interaction of the oxygen lone electron pair with the proposed electrophilic or
Lewis sites. Thus, the C=O bond hydrogenation probability is increased.
According to this mechanism, selectivity promotion is attributed to the enhancement in the C=O hydrogenation (i.e., to an increase in k2, Scheme 2). The hydrogenation of the C=C bond (k1, Scheme 2) shouldn’t be affected by the presence of such
electrophilic or Lewis sites. This mechanism is the most frequently invoked one to explain the selectivity promotion by electropositive species [e.g., 16, 26-30].

Mechanism 2: Suppression of C=C adsorption.
The presence of an electropositive metal on or in closest vicinity to the hydrogenation active metal leads to an increase in the electron density of the latter. This results in a greater repulsion between the d-orbital electrons of the hydrogenation active
metal with the C=C bond electrons, disfavoring, thus, the adsorption through the C=C
bond. The electron transfer from the electropositive metal to the hydrogenation active
metal was experimentally identified in the case of Fe/Pt system by means of x-ray absorption edge spectroscopy

[31]

. Such an electron transfer from Fe to Pt was predicted

in the theoretical study of Delbecq and Sautet of this mechanism [32].
According to this mechanism, the C=C adsorption is inhibited. k1 should, therefore, decrease. Only small enhancement of the C=O bond adsorption would be expected due to increased backdonation into S*CO (only small increase in k2, if any).

Mechanism 3: Geometric dilution effect.
Adsorption of DE-unsaturated aldehydes in the K4-(C-C-C-O) mode occurs on
ensembles with multi-adsorption sites. It requires at least two atoms of the hydrogenation active metal in proper distance to each other to take place. By incorporation of hydrogenation inactive atoms in and/or above such ensembles, the metal atoms become
rather isolated from each other, the ensemble is simply destroyed and multi-sites adsorption will be inhibited. On Pd(111), the K4 adsorption mode is the most favorable
one

[33]

.This adsorption mode is, however, nonselective because it is a precursor for

the 1,4-addition, the product of which is enol that isomerizes into the corresponding
saturated aldehyde. In the case of Pd, the inhibition of this mode will decrease k1, and
thus increase the selectivity to unsaturated alcohol. In the same manner, destruction of
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active ensembles to further extents leads to the inhibition of the di-VCC and di-VCO
modes, making thus the K1-on top mode (adsorption through oxygen atom of the carbonyl group) the only possible adsorption mode. The latter is a precursor for C=O bond
hydrogenation and the selectivity to unsaturated alcohols is increased (see e.g., [21, 34]).

Selectivity promotion by salt additives
It is plausible to invoke mechanism 1 to explain the selectivity promotion effect of
salts. Metal cations are Lewis acids. They are, therefore, expected to interact strongly
with the oxygen atom of the carbonyl group making, thus, the adsorption via this group
over Pd more preferable. Mechanism 1, however, doesn’t predict any effect on k1. The
strong dependence of k1 on the salt concentration, as presented in (figures 3 – 5), indicates that the situation is more complex to be explained simply by mechanism 1 alone.
Mechanism 2 and/or mechanism 3 must be invoked to explain the observed suppression in k1 presented in (figures 3 – 5).
An XPS investigation of Sn-Pd surface alloys on Pd(111) provides evidence to
strong Sn-induced perturbation of the electronic structure of Pd upon alloying, consistent with charge transfer from Sn ĺ Pd

[35]

. The same result was reported for an XPS
[25]

investigation of Pd-Sn/SiO2 catalysts prepared by co-impregnation

. Such a charge

transfer will increase the electron density on Pd, increasing thus the four-electron Pauli
repulsion with the SCC electrons. The adsorption through the C=C bond is, therewith,
inhibited and k1 decreases. An electron donating effect from Sn ĺ Pt was also drawn
to explain the selectivity promoting effect of tin, where the selectivity to unsaturated
alcohol increased from 0% to 75% in the case of cinnamaldehyde hydrogenation and
from 30% to 60% in the case of acrolein hydrogenation as 15 atom% of tin was loaded
in the Pt catalyst [36]. In agreement with the above picture, the cyclohexane hydrogenation rate was found to decrease upon modification of Pt-based catalysts with Sn [34].
No reference is available at the moment that confirms experimentally the charge
transfer from Fe ĺ Pd. It was however confirmed in the related Fe-Pt system

[31]

. The

electronic effect of Fe would be hence similar to that of Sn mentioned above.
Mechanism 3 cannot be neglected. Once formed, Sn and Fe atoms are strongly
bound to the surface. Their presence on the surface would prevent the adsorption in
the K4 mode that requires multi-adsorption sites. The fact that k1 is more affected than
k2 in the catalyst deactivation at high FeCl3 and SnCl2 concentrations (Figures 3 and 4)
confirms that mechanism 3 plays an important role with respect the selectivity promoting effects of salt additives. Such a geometric effect of dilution was proposed to explain
the inhibition of the double bond isomerization ability of Pd upon Sn addition in the liquid phase hydrogenation of 1,5- and 1,3-hexadienes over Pd

[37]

, a reaction that is

known to require multi-adsorption sites.
Mechanism 3 is also necessary to explain the decrease in k1 observed in the
case of AlCl3, where no reduction of Al3+ into zero-valent Al is expected to take place.
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However, the interaction of AlCl3 with the Pd surface under reaction conditions seems
to be rather weak, and the number of adsorbed cationic species is, therefore, limited.
This can be concluded from the fact that k1 drops to ~56% of its initial value, which is a
relatively high value, compared to that obtained in the case of FeCl3 and SnCl2. We
observe also no negative effect on k2, indicating that no poisoning of the catalyst took
place. The concentration of Al-species adsorbed on Pd seems to be low and rather
constant; it is not affected much by increasing the AlCl3 concentration in solution. We
believe that due to the weak interaction of AlCl3 with Pd, adsorbed Al3+-species is
rather mobile. It can migrate to the Pd crystallite boundaries where it can interact more
strongly with the oxide support. It is noteworthy that Al3+ at the boundaries of the Pd
crystallite can still activate the C=O bond according to mechanism 1, but it has no
geometric dilution effect. As these boundaries become completely occupied, no further
enhancement of k2 is induced corresponding to the experimentally observed plateau in
k2 and k (figure 5).

Conclusions
In this work, the selective hydrogenation of cinnamaldehyde in liquid phase was
investigated under mild conditions (25oC and 4 bar H2). Major point of interest was,
thereby, to study the effect of salt additives on the catalytic behavior of alumina supported Pd catalysts, specially its selectivity to the hydrogenation of the carbonyl group.
The effect of added metal salts on the catalytic behavior of Pd3%/Al2O3 is rather
complex. In the case of AlCl3, A significant enhancement of the C=O bond hydrogenation could be achieved, accompanied by a strong suppression of the C=C bond hydrogenation. The selectivity towards the formation of cinnamyl alcohol could be raised
from 26% to 70% by introducing small concentrations of AlCl3 (~2.0×10-3 M) into the
reaction mixture.
In the case of SnCl2 and FeCl3, reduction of adsorbed Fe3+ and Sn2+ into the corresponding zero-valent state is believed to occur. The formation of adsorbed metallic
Fe and Sn over the Pd surface has been drawn to explain the poisoning of the Pd
catalyst when relatively high concentrations of these salts were used. At low SnCl2
concentrations, a significant increase in the catalytic activity and selectivity (up to
~55%) was observed and found to correlate with an enhancement in the C=O bond
hydrogenation. In the case of FeCl3, selectivity was found to increase up to ~70%. At
that stage, the Pd catalyst experiences, however, large loss of activity.
The rather complex effect of metal salts on the catalytic properties of Pd3%/Al2O3
can not be explained by a single mechanism. It is obviously the result of the cooperation of more than one of these three mechanisms.

Acknowledgements
The authors acknowledge the financial support generously provided by the
Deanship of Scientific Research and Graduate Studies at Yarmouk University (Project
9/2004).

66

References
[1]
[2]
[3]
[4]
[5]
[6]
[7]
[8]
[9]
[10]
[11]

[12]

[13]
[14]
[15]
[16]
[17]
[18]
[19]
[20]
[21]
[22]
[23]
[24]
[25]
[26]
[27]
[28]
[29]
[30]
[31]
[32]
[33]
[34]
[35]
[36]
[37]

Bauer, K.; Garbe, D., “Common Fragrance and Flavor Materials”, VCH: Weinheim, 1985,
pp 16.
Weissermel, K.; Arpe, H.J., “Industrial Organic Chemistry”, Verlag Chemie: Weinheim,
1978.
Bartók, M.; Molnár, A. In: “The Chemistry of Double Bonded Functional Groups, Supplement A3”, Patai, S.; Ed.; Wiley: New York, 1997.
Chen, H. Li, X.; Wang M.; Xu, Y., Appl. Catal. A, 2002, 225 (1-2), 117-130.
Bond, G.C., “Catalysis by Metals”, Academic Press: London, 1962.
Schlesinger, H.I.; Brown, H.C. US Patent 2 683 721, 1954; Chem. Abstr. 1955, 49,
6991a.
Rylander, P.N.; Steele, D.R. US Patent 3 655 777, 1968; Chem. Abstr. 1972, 77, 4875 b.
Young, W.G.; Hartung, W.H.; Crossley, F.S., J. Amer. Chem. Soc., 1936, 58 (1), 100-102.
Kuzma, M.; ýerveny, L., Res. Chem. Intermed., 2000, 26 (4), 347-356.
Gallezot, P.; Richard, D., Catal. Rev.-Sci. Eng., 1998, 40 (1-2), 81-126.
Marinelli, T.B.L.W.; Vleeming, J.H.; Ponec, V. In: “Proceedings of the 10th International
Congress on Catalysis, Budapest 1992”, Guszi, L.; Solymos, F.; Tètènyi, P.; Eds.; Elsevier: Amsterdam, 1993, vol. 2, p. 1211.
Raab, C. G.; Englisch, M.; Marinelli, T.B.L.W.; Lercher, J.A., Heterogeneous Catalysis
and Fine Chemicals III, In :”Studies in Surface Science and Catalysis”, Guisnet, M.; Barbier, J.; Barrault, J.; Bouchoule, C.; Duprez, D.; Pe´rot, G.; Montassier, C.; Eds.; Elsevier:
Amsterdam, 1993, vol. 78, p 211.
Richard, D.; Ockelford, J.; Giroir-Fendler, A.; Gallezot, P., Catal. Lett., 1989, 3 (1), 53-58.
Adams, R.; Garvey, B.S., J. Amer. Chem. Soc., 1926, 48 (2), 477-482.
Tuley, W.F.; Adams, R., J. Amer. Chem. Soc., 1925, 47 (12), 3061-3068.
Galvagno, S.; Donato, A.; Neri, G.; Pietropaolo, R.; Pietropaolo, D., J. Molec. Catal. A,
1989, 49 (2), 223-232.
Yu, W.-Y.; Liu, H.-F.; Tao, Q., Chem. Commun., 1996 (15), 1773-1774.
Yu, W.-Y.; Liu, H.-F.; Liu, M.; Tao Q., J. Molec. Catal. A, 1999, 138 (2-3), 273-286.
Chen, X.; Dai, H. Li, W.; Wang, J.; Ran, Y.; Qiao, M., Appl. Catal. A, 2003, 253 (2), 359369.
Mahmoud, S.; Hammoudeh, A.; Gharaibeh, S.; Melsheimer, J., J. Molec. Catal. A, 2002,
178 (1-2), 161-167.
Hammoudeh, A.; Mahmoud, S.; J. Molec. Catal. A, 2003, 203 (1-2), 231-239.
Hammoudeh A.; Mahmoud S., Appl. Catal. A, 2003, 243 (1) 147-154.
Cairns, G.R.; Cross, R.J.; Stirling, D., J. Catal., 1997, 166 (1), 89-97.
Arai, M.; Usui, K. I.; Nishiyama, Y., J. Chem. Soc., Chem. Commun., 1993 (24), 18531854.
Jung, S.M.; Godard, E.; Jung, S.Y.; Park, K.-Ch.; Choi, T.U., Catal. Tod., 2003, 87 (1-4),
171-177.
Neri, G.; Milone C.; Donato A.; Mercadante, L.; Visco, A.M., J. Chem. Tech. Biotechnol.,
1994, 60 (1), 83-88.
Schroder, U.; de Verdier, L., J. Catal., 1993, 142 (2), 490-498.
Hotta K.; Kubomatsu, T., Bull. Chem. Soc. Jpn, 1971, 44 (5), 1348-352.
Hotta K.; Kubomatsu, T., Bull. Chem. Soc. Jpn, 1972, 45 (10), 3118-3121.
Hotta K.; Kubomatsu, T., Bull. Chem. Soc. Jpn, 1973, 46 (11), 3566-3567.
Hlil, E.K.; Baudoing-Savois, R.; Moraweck, B.; Renouprez, A.J., J. Phys. Chem., 1996,
100 (8), 3102-3107.
Delbecq, F.; Sautet, P., J. Catal., 1996, 164 (1), 152-165.
Delbecq, F.; Sautet, P., J. Catal., 1995, 152 (2), 217-236.
Santori, G.F.; Casella, M.L.; Ferretti, O.A., J. Molec. Catal. A, 2002, 186 (1-2), 223-239.
Lee, A.F.; Baddeley, C. J.; Tikhov, M.S.; Lambert, R.M., Surf. Sci., 1997, 373 (2-3), 195209.
Poltarzewski, Z.; Galvagno, S.; Pietropaolo, R.; Staiti, P., J. Catal., 1986, 102 (1), 190198.
Sales, E.A.; de Mendes, M.; Bozon-Verduraz, F., J. Catal., 2000, 195 (1), 96-105.

67

