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Palladium catalysts supported on SOsH-functionalized mesoporous silicas (denoted as Pd/SO3;H-MCM-
41, Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF) were applied to the direct
synthesis of hydrogen peroxide from hydrogen and oxygen. For comparison, palladium catalysts sup-
ported on mesoporous silicas (denoted as Pd/MCM-41, Pd/MCM-48, Pd/MSU-1, Pd/SBA-15, and Pd/MCF)

were also employed for the direct synthesis of hydrogen peroxide. Selectivity for hydrogen peroxide,
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yield for hydrogen peroxide, and final concentration of hydrogen peroxide over Pd/SOs;H-functionalized
mesoporous silica catalysts were much higher than those over Pd/mesoporous silica catalysts. Yield for
hydrogen peroxide increased with increasing acid density of Pd/SO3H-functionalized mesoporous silica.
Pd/SOs;H-functionalized mesoporous silicas efficiently served as an alternate acid source and as an active
metal catalyst in the direct synthesis of hydrogen peroxide from hydrogen and oxygen.

© 2009 Elsevier B.V. All rights reserved.

1. Introduction

Hydrogen peroxide (H,0,) has been widely utilized in many
areas such as pulp industry, textile industry, and wastewater treat-
ment [1,2]. Hydrogen peroxide has also been used as a clean
and strong oxidant in the epoxidation of propylene to propylene
oxide [3]. Hydrogen peroxide currently available in the market is
mostly produced through the anthraquinone process [1,2]. How-
ever, the anthraquinone process uses toxic solvents and requires
many energy intensive steps for purification of hydrogen peroxide
[1,2]. Therefore, direct synthesis of hydrogen peroxide from hydro-
gen and oxygen has attracted much attention as an economical and
environmentally benign process [4-17].

In the direct synthesis of hydrogen peroxide from hydrogen and
oxygen, several undesired reactions occur simultaneously together
with selective oxidation of hydrogen to hydrogen peroxide (reac-
tion 1) (Fig. 1) [1,2]. These undesired reactions include formation of
water (reaction 2), hydrogenation of hydrogen peroxide (reaction
3), and decomposition of hydrogen peroxide (reaction 4). All these
reactions are thermodynamically favorable and highly exother-
mic. Especially, formation of water and hydrogenation of hydrogen
peroxide are thermodynamically more favorable than selective oxi-
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dation of hydrogen to hydrogen peroxide. Consequently, selectivity
for hydrogen peroxide in the direct synthesis of hydrogen peroxide
is limited by these undesired reactions. Therefore, many attempts
have been made to increase the selectivity for hydrogen peroxide
in the direct synthesis of hydrogen peroxide [7-11].

A large number of noble metals such as palladium [4-11], gold
[12], palladium-gold [13-16], and palladium-platinum [16,17]
have been used as catalysts in the direct synthesis of hydrogen per-
oxide from hydrogen and oxygen. Among these catalysts, palladium
has been widely investigated as an efficient catalyst for the direct
synthesis of hydrogen peroxide [4-11]. Palladium catalysts have
been supported on various materials such as alumina, silica, and
carbon for effective dispersion of active metal component [6].

Acids and halides have been used as additives to enhance the
selectivity for hydrogen peroxide in the direct synthesis of hydro-
gen peroxide from hydrogen and oxygen [7-11]. It is known that
acids prevent the decomposition of hydrogen peroxide and halides
inhibit the formation of water [1,2]. However, acid additives cause
the dissolution of active metal component from the supported
catalyst and accelerate the corrosion of reactor [1,2]. Therefore,
acidic solid supports have been employed for the direct synthe-
sis of hydrogen peroxide in order to minimize the amount of acid
additives [18-21].

It is known that SO3;H-functionalized mesoporous silicas have
excellent acid property [22,23]. Therefore, SOsH-functionalized
mesoporous silicas have been used as solid acid catalysts in several
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Fig. 1. Reactions involved in the direct synthesis of hydrogen peroxide from hydro-
gen and oxygen.

acid-catalyzed reactions such as esterification and condensation
[22,23]. Furthermore, an enhanced catalytic performance of pal-
ladium catalyst supported on SO3H-functionalized SBA-15 was
observed in the direct synthesis of hydrogen peroxide from hydro-
gen and oxygen in our previous work [21].

Mesoporous silicas have been utilized in many fields of science
and engineering, including catalysis, adsorption, and separation,
because they have uniform pore size, high surface area, and large
pore volume [24-29]. It has been reported that mesoporous sil-
icas formed by different templating agent exhibit different pore
size, pore structure, and amount of surface hydroxyl group [24-29].
Therefore, it is expected that SO3H-functionalized mesoporous
silicas with different acid and physical properties will show a
different catalytic activity in the direct synthesis of hydrogen
peroxide.

In this work, palladium catalysts supported on SOs3H-
functionalized mesoporous silicas were prepared using MCM-41,
MCM-48, MSU-1, SBA-15, and MCF. They were then applied to the
direct synthesis of hydrogen peroxide from hydrogen and oxygen,
with an aim of utilizing palladium and SO3H-functionalized meso-

porous silica as an active metal component and as an alternate acid
source, respectively. The effect of SOsH functionalization of meso-
porous silica support on the catalytic performance of supported
palladium catalyst in the direct synthesis of hydrogen peroxide was
investigated.

2. Experimental
2.1. Catalyst preparation

MCM-41, MCM-48, MSU-1, SBA-15, and MCF were selected
as mesoporous silica materials. MCM-41 was purchased from
Sigma-Aldrich. MCM-48, MSU-1, SBA-15, and MCF were syn-
thesized according to the reported methods [24-29]. SOsH-
functionalized mesoporous silica was prepared by a grafting
method, according to the similar method reported in litera-
tures [30,31]. SO3H-functionalized mesoporous silica supports
were denoted as SO3H-MCM-41, SO3H-MCM-48, SO3H-MSU-
1, SO3H-SBA-15, and SO3H-MCF. Palladium catalyst supported
on SO3zH-functionalized mesoporous silica was then prepared
by an ion-exchange method. Palladium catalysts supported on
SOsH-functionalized mesoporous silicas (Pd/SOsH-functionalized
mesoporous silicas) were denoted as Pd/SOsH-MCM-41, Pd/SOsH-
MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF.

Fig. 2 shows the schematic procedures for the prepara-
tion of Pd/SOsH-functionalized mesoporous silica. For example,
typical procedures for the preparation of Pd/SO3H-MCM-41 cat-
alyst are as follows. MCM-41 was dispersed in anhydrous
toluene (Sigma-Aldrich) with constant stirring under nitrogen
atmosphere. After adding 3-mercaptopropyltrimethoxy silane (3-
MPTMS, Sigma-Aldrich) into the dispersed solution, the mixture
was stirred for 1 day. A solid recovered from the mixture by fil-
tration was washed with toluene, and then it was dried overnight
at 80°C. Thiol (-SH) group on the surface of MCM-41 was con-
verted into sulfonic acid (-SO3H) group by treating the solid with
an aqueous solution of HNOjs. For this, the solid was dispersed
in 20% HNOj3 solution, and subsequently, 69% HNO3 solution was
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Fig. 2. Schematic procedures for the preparation of Pd/SOs;H-functionalized mesoporous silica.
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slowly added. The mixture was stirred for 1 day at room temper-
ature. After washing the resulting solid with distilled water, the
solid was dried overnight at 80°C to obtain SO3H-MCM-41 sup-
port. SO3H-MCM-41 was added to an aqueous solution of Pd(NO3 ),
(Sigma-Aldrich) with constant stirring. A solid product recovered
by filtration was washed with distilled water, and then it was
dried overnight at 80°C to yield Pd/SO3H-MCM-41 catalyst. The
preparation procedures for Pd/SO3H-MCM-48, Pd/SO3H-MSU-1,
Pd/SO3H-SBA-15, and Pd/SO3H-MCF catalysts were almost iden-
tical to those for Pd/SO3H-MCM-41 catalyst. The Pd loading was
fixed at 0.5 wt% in all cases.

For comparison, palladium catalyst supported on mesoporous
silica was prepared by an incipient wetness method. The impreg-
nated catalyst was dried overnight at 80°C, and then it was
calcined at 500°C for 3h to convert palladium nitrate into pal-
ladium oxide. The palladium loading was also fixed at 0.5 wt%.
The prepared palladium catalysts supported on mesoporous silicas
(Pd/mesoporous silicas) were denoted as Pd/MCM-41, P[d/MCM-48,
Pd/MSU-1, Pd/SBA-15, and Pd/MCF.

2.2. Catalyst characterization

Pore structure and pore size of materials were examined by TEM
analysis (Jeol, JEM-3000F). N, adsorption-desorption isotherm
was obtained with an ASAP-2010 instrument (Micromerit-
ics), and pore size distribution was determined by the BJH
(Barret-Joyner-Hallender) method applied to the desorption
branch of the isotherm. Small angle X-ray scattering (SAXS) exper-
iment (Bruker, GADDS) was performed in order to confirm the
mesoporous structure of silica materials. Crystalline phase of
the catalyst was confirmed by XRD measurement (Rigaku, D-
Max2500-PC) using Cu Ko radiation operated at 50 kV and 100 mA.
Palladium content of the catalyst before and after the reaction
was measured by ICP-AES analysis (PerkinElmer, Optima-4300
DV). Chemical state of SO3H-functionalized mesoporous silica was
examined by 13C CP-MAS NMR analysis (Bruker, AVANCE 400 WB)
to ensure the successful grafting of ~-SO3H group on the surface
of mesoporous silica [30-32]. Acid-base titration [33,34] was car-
ried out in order to measure the acid amount of catalyst. In a
typical measurement, 0.3 g of catalyst was dispersed in 30 ml of
0.1 M KClI solution. The mixture was stirred for 20 min and then
titrated with 0.2M KOH solution in the presence of phenolph-
thalein.

2.3. Direct synthesis of hydrogen peroxide

Direct synthesis of hydrogen peroxide from hydrogen and oxy-
gen was carried out in an autoclave reactor in the absence of acid
additive. 80 ml of methanol and 1.0 g of each catalyst were charged
into the reactor. Sodium bromide (6.32 mg) was then added as
a halide additive. H/N; (25mol% Hy) and O3/N, (50mol% 03)
were bubbled through the reaction medium under vigorous stir-
ring (1000 rpm). H, /O, ratio in the feed stream was fixed at 0.4, and
total feed rate was maintained at 44 ml/min. Catalytic reaction was
carried out at 28 °C and 10atm for 6 h. In order to solve the safety
problem, mixed gases diluted with an inert gas (H/N5 (25 mol% H,)
and O, /N5 (50 mol% 0;)) and an autoclave reactor equipped with a
flashback arrestor as well as a safety valve were used in the direct
synthesis of hydrogen peroxide. Unreacted hydrogen was analyzed
using a gas chromatograph (Younglin, ACME 6000) equipped with
a TCD. Concentration of hydrogen peroxide was determined by
an iodometric titration method [35]. Conversion of hydrogen and
selectivity for hydrogen peroxide were calculated according to the
following equations. Yield for hydrogen peroxide was calculated by
multiplying conversion of hydrogen and selectivity for hydrogen

peroxide:

moles of hydrogen reacted

conversion of hydrogen = moles of hydrogen supplied

selectivity for hydrogen peroxide

_ moles of hydrogen peroxide formed
N moles of hydrogen reacted

2.4. Hydrogenation of hydrogen peroxide

Hydrogenation of hydrogen peroxide was carried out in an auto-
clave reactor containing 80 ml of methanol, 1.0g of each catalyst,
and 6.32mg of sodium bromide. 3ml of 30 wt% hydrogen per-
oxide was added into the reactor. Hy/N; (25mol% Hy) and N,
were bubbled through the reaction medium under vigorous stir-
ring (1000 rpm). Hy /N, ratio in the feed stream was fixed at 0.1,
and total feed rate was maintained at 44 ml/min. The reaction was
carried out at 28 °C and 10 atm for 6 h. Concentration of hydrogen
peroxide was determined by an iodometric titration method [35].
Degree of hydrogenation of H,0, was calculated according to the
following equation:

degree of hydrogenation of H,0,

_ moles of hydrogen peroxide hydrogenated
moles of hydrogen peroxide supplied

2.5. Decomposition of hydrogen peroxide

Decomposition of hydrogen peroxide was carried out in an auto-
clave reactor containing 80 ml of methanol, 1.0g of each catalyst,
and 6.32 mg of sodium bromide. 3 ml of 30 wt% hydrogen peroxide
was added into the reactor. N, (44 ml/min) was bubbled through
the reaction medium under vigorous stirring (1000 rpm). The reac-
tion was carried out at 28°C and 10atm for 6h. Concentration
of hydrogen peroxide was determined by an iodometric titration
method [35]. Degree of decomposition of H,0, was calculated
according to the following equation:

degree of decomposition of H,0,

_ moles of hydrogen peroxide decomposed
moles of hydrogen peroxide supplied

3. Results and discussion

3.1. Physical property of mesoporous silica and supported
palladium catalyst

Fig. 3 shows the TEM images of mesoporous silicas (MCM-41,
MCM-48, MSU-1, SBA-15, and MCF). MCM-41 showed a hexagonal
pore structure consisting of 1-dimensional rod-like pores. MCM-
48 exhibited a 3-dimensional pore structure, and MSU-1 had a
wormbhole-like pore structure. Pore sizes of MCM-41, MCM-48, and
MSU-1 determined from TEM images were ca. 2 nm. Pore struc-
ture of SBA-15 was similar to that of MCM-41, but pore size of
SBA-15 was ca. 4nm. MCF exhibited a disordered pore structure
with large pores in the range of 8-10 nm. Pore structures and pore
sizes of mesoporous silicas were in good agreement with those
reported in literatures [24-29], indicating successful preparation
of mesoporous silicas.

Fig. 4 shows the TEM images of Pd/SO3H-functionalized meso-
porous silicas (Pd/SO3H-MCM-41, Pd/SO3H-MCM-48, Pd/SOsH-
MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF). Pore structure and
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MCM-41

MSU-1

Fig. 3. TEM images of mesoporous silicas (MCM-41, MCM-48, MSU-1, SBA-15, and MCF).

pore size of Pd/SOsH-functionalized mesoporous silica were
almost identical to those of corresponding mesoporous sil-
ica, indicating that pore structure of mesoporous silica was
still maintained even after the SO3H functionalization and
subsequent Pd loading. Furthermore, no visible evidence rep-

resenting palladium particles was observed in the TEM images
of Pd/SOs3H-functionalized mesoporous silicas. This implies
that palladium species were finely dispersed on the surface
of SOsH-functionalized mesoporous silicas, as illustrated in
Fig. 2.

| PA/SO,H-MCM-41

" 2im
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" 2hi0m
e

Pd/SO,H-MCM-48

Pd/SO,H-MSU-1

Fig. 4. TEM images of Pd/SOs;H-functionalized mesoporous silicas (Pd/SOsH-MCM-41, Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).



102

S. Park et al. / Journal of Molecular Catalysis A: Chemical 319 (2010) 98-107

700 800 600
- MCM-41 |- MCM-48 |- MSU-1
gé" 6004-O- Pd/SO;H-MCM-41 :"é B 7004-0- Pd,'S()sH-MCI\'l-‘tS ——T ;;.. 5004 -0~ Pd/SO;H-MSU-1
Ll ] pa—nn ]
5 500 T TLLL] g 600 ] ) i
= ) = - 2 T
2 4004 208029300060635% 3 00 @0 @00a000000080d 2 1 ’acmwmumoaoooonomﬂid
H Eu 5 400 5 3004 o E
5 300 o = k] ] o
= - S = 300 -
2 200 g S g 201 :
E‘ E_ : 5 200+ E] ';P o
= 100+ 2 o mmmacoo S 100 —-ee o - || 2 aad e
0 . . . Pore t;im-l(hm. 0 . . . Pore size (nm) 0 : . . Pore :i.!(-' (I1I1.'I! )
0 0.2 0.4 0.6 0.8 1.0 0 0.2 0.4 0.6 0.8 1.0 0 0.2 0.4 0.6 0.8 1.0
Relative pressure (P/P ) Relative pressure (P/P,) Relative pressure (P/P)
G — l_"'[\
e . ] - MCF
20 500 e 20 1200+ -0~ Pd/SOH-MCF
-] 5 g
) 400 ‘Q—’n: = 1000+
- _ E ar O ot % ‘
2 2 2 8004 = =
§ 3004 PUI'l‘ size (nm) B P e iy B § =
E E 6004
o 2004 T ® .
¢ . g 4045 SoszaITee e
= 100 W 5 Pore size (nm)
c ] - SBA-15 © 2004
- \ -O- P4/SO,H-SBA-15| = X ,Qawﬂm:’m
T T T T T T
0 0.2 0.4 0.6 0.8 1.0 0 0.2 ll 4 0.6 0.8 Lo

Relative pressure (P/P)

Relative pressure (P/P,)

Fig. 5. N, adsorption-desorption isotherms and pore size distributions of mesoporous silicas (MCM-41, MCM-48, MSU-1, SBA-15, and MCF) and Pd/SOs;H-functionalized
mesoporous silicas (Pd/SOsH-MCM-41, Pd/SO3 H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).

Fig. 5 shows the N, adsorption-desorption isotherms and pore
size distributions of mesoporous silicas (MCM-41, MCM-48, MSU-
1, SBA-15, and MCF). It was observed that MCM-41, MCM-48, and
MSU-1 exhibited IV-type isotherms without hysteresis, while SBA-
15 and MCF showed IV-type isotherms with H1-type hysteresis
loops, as reported in the previous works [26-29,36]. Detailed textu-
ral properties of mesoporous silicas are summarized in Table 1. Pore
sizes of mesoporous silicas were in agreement with those deter-
mined by TEM analyses. These results also support that mesoporous
silicas were successfully prepared in this work.

N, adsorption-desorption isotherms and pore size distributions
of Pd/SO3H-functionalized mesoporous silicas (Pd/SO3H-MCM-
41, Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15,
and Pd/SO3H-MCF) are also shown in Fig. 5. Pd/SOsH-
functionalized mesoporous silica exhibited almost the same
N, adsorption-desorption isotherm and pore size distribution
as corresponding mesoporous silica. This indicates that pore
structures of mesoporous silicas were still maintained even after
the grafting of ~SO3sH group on the surface of mesoporous silicas.
Detailed textural properties of Pd/SO3H-functionalized meso-

Table 1
Surface area, pore volume, and average pore size of mesoporous silica and Pd/SO3;H-
functionalized mesoporous silica.

Surface area Pore volume Average
(m?/g)? (cm3/g)° pore size
(nm)*

MCM-41 1013 0.94 2.7
MCM-48 1222 1.14 2.5
MSU-1 1059 0.75 22
SBA-15 622 0.76 44
MCF 559 1.93 8.0
Pd/SOsH-MCM-41 880 0.74 2.5
Pd/SOsH-MCM-48 1121 0.86 2.2
Pd/SOsH-MSU-1 872 0.61 2.2
Pd/SOsH-SBA-15 508 0.67 4.6
Pd/SOsH-MCF 459 1.65 8.8

2 Calculated by the BET (Brunauer-Emmett-Teller) equation.
b BJH (Barret-Joyner-Hallender) desorption pore volume.
¢ BJH (Barret-Joyner-Hallender) desorption average pore diameter.

porous silicas are summarized in Table 1. It was observed that
surface area and pore volume of Pd/SOs;H-functionalized meso-
porous silica were lower than those of corresponding mesoporous
silica due to the grafting of -SOsH group. However, Pd/SOsH-
functionalized mesoporous silicas still retained high surface areas
and large pore volumes.

Fig. 6 shows the small angle X-ray scattering (SAXS) patterns
of mesoporous silicas (MCM-41, MCM-48, MSU-1, SBA-15, and
MCF) and Pd/SO3H-functionalized mesoporous silicas (Pd/SOsH-
MCM-41, Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15,
and Pd/SO3H-MCF). SAXS patterns of mesoporous silicas were
in good agreement with those reported in literatures [24-29].
This indicates that mesoporous silicas were successfully pre-
pared in this work, as also evidenced by TEM images and
N, adsorption-desorption isotherms. SAXS pattern of Pd/SOsH-
functionalized mesoporous silica was almost identical to that of
corresponding mesoporous silica. This result also supports that
pore structures of mesoporous silicas were still maintained even
after the grafting of -SOsH group and subsequent Pd loading.

Fig. 7 shows the XRD patterns of Pd/SO3H-functionalized meso-
porous silicas (Pd/SO3H-MCM-41, Pd/SO3H-MCM-48, Pd/SOsH-
MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF). For comparison,
XRD patterns of Pd/mesoporous silicas (Pd/MCM-41, Pd/MCM-
48, Pd/MSU-1, Pd/SBA-15, and Pd/MCF) are also shown in Fig. 7.
No characteristic diffraction peak for PdO (JCPDS 43-1024) was
observed in the Pd/SOsH-functionalized mesoporous silicas. How-
ever, Pd/mesoporous silicas exhibited a weak diffraction peak
corresponding to PdO. These results indicate that palladium species
were finely dispersed on the surface of SO3H-functionalized meso-
porous silicas, as also demonstrated by TEM images (Fig. 4).

3.2. Grafting of -SO3H functional group

Fig. 8 shows the 13C CP-MAS NMR spectra of SOszH-
functionalized mesoporous silica supports (SO3H-MCM-41, SO3H-
MCM-48, SO3H-MSU-1, SO3H-SBA-15, and SO3H-MCF). All the
SOsH-functionalized mesoporous silica supports showed three res-
onance peaksat§=11.2(C')ppm, 18.3 (C2) ppm, and 54.1 (C3) ppm.
These resonance peaks were attributed to different carbon atoms
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Fig. 6. Small angle X-ray scattering (SAXS) patterns of mesoporous silicas (MCM-41, MCM-48, MSU-1, SBA-15, and MCF) and Pd/SOs;H-functionalized mesoporous silicas
(Pd/SO3H-MCM-41, Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).

in 3-MPTMS; C! carbon directly bonded to Si atom, C2 carbon of
propyl chain, and C3 carbon bonded to -SO3H group [30-32]. It
should be noted that no characteristic peak was observed at around
29 ppm in all the samples. This indicates that -SH group was com-
pletely converted to -SOsH group during the surface oxidation
step [30,32]. Moreover, any peaks were not detected at 40 ppm and
23 ppm. This implies that no disulfide species were formed under
our preparation conditions [37]. The above results indicate that

Pd/SO;H-MCM-41

Pd/SO;H-MCM-48

Pd/SO;H-MSU-1

Intensity (A.U.)

Pd/SO;H-SBA-15
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2 Theta (Degree)

-S03H group was successfully grafted on the surface of mesoporous
silica.

3.3. Catalytic performance in the direct synthesis of hydrogen
peroxide

Fig. 9 shows the catalytic performance of Pd/mesoporous sili-
cas (Pd/MCM-41, Pd/MCM-48, Pd/MSU-1, Pd/SBA-15, and Pd/MCF)

PdO

Pd/MCM-41

Pd/MCM-48

Pd/MSU-1

Intensity (A.U.)

Pd/SBA-15

Pd/MCF

10 60 70 80

2 Theta (Degree)

Fig. 7. XRD patterns of Pd/SOs;H-functionalized mesoporous silicas (Pd/SOsH-MCM-41, Pd/SO;H-MCM-48, Pd/SO;H-MSU-1, Pd/SOsH-SBA-15, and Pd/SO3H-MCF) and
Pd/mesoporous silicas (P[d/MCM-41, P[d/MCM-48, Pd/MSU-1, Pd/SBA-15, and Pd/MCF).
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Fig. 8. 13C CP-MAS NMR spectra of SO3H-functionalized mesoporous silica supports (S03H-MCM-41, SO3H-MCM-48, SO3H-MSU-1, SO3H-SBA-15, and SO3H-MCF).

in the direct synthesis of hydrogen peroxide from hydrogen
and oxygen. Conversion of hydrogen over Pd/mesoporous silica
catalysts was high. However, yield for hydrogen peroxide over
Pd/mesoporous silica catalysts was very low, because selectiv-
ity for hydrogen peroxide over the catalysts was extremely low.
Final concentration of hydrogen peroxide after a 6-h reaction over
Pd/mesoporous silica catalysts was less than 0.1 wt%. This indi-
cates that undesired reactions such as formation of water and
decomposition of hydrogen peroxide were also activated over
Pd/mesoporous silica catalysts [1,2]. It is noteworthy that yield for
hydrogen peroxide over Pd/mesoporous silica catalysts was in the
range of 0.6-1.4% with no great difference.

Fig. 10 shows the catalytic performance of Pd/SO3H-
functionalized mesoporous silicas (Pd/SO3H-MCM-41,
Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and
Pd/SO3H-MCF) in the direct synthesis of hydrogen peroxide from
hydrogen and oxygen. Conversion of hydrogen over Pd/SOsH-
functionalized mesoporous silica catalysts was lower than that over
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Pd/mesoporous silica catalysts. However, selectivity and yield for
hydrogen peroxide over Pd/SO3H-functionalized mesoporous silica
catalysts were much higher than those over Pd/mesoporous silica
catalysts. Furthermore, final concentration of hydrogen peroxide
after a 6-h reaction over Pd/SO3H-functionalized mesoporous silica
catalysts was much higher than that over Pd/mesoporous silica
catalysts. This implies that Pd/SO3H-functionalized mesoporous
silica catalysts enhanced the selectivity for hydrogen peroxide by
preventing the decomposition of hydrogen peroxide. As mentioned
earlier, it is known that acid additives prevent the decomposition
of hydrogen peroxide [1,2]. It has been reported that the disso-
ciation of hydrogen peroxide (H,0, « HO,~ +H") is suppressed
when hydrogen peroxide is surrounded by protons (H* ions) of
acid additives [1,2]. Therefore, it can be inferred that the improved
selectivity for hydrogen peroxide over Pd/SOs;H-functionalized
mesoporous silica catalysts was attributed to the enhanced acid
property of Pd/SOsH-functionalized mesoporous silica catalysts,
as reported in our previous works [20,21].
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in the direct synthesis of hydrogen peroxide from hydrogen and oxygen.

Table 2
Palladium content of Pd/SO3;H-functionalized mesoporous silica before and after the
direct synthesis of hydrogen peroxide from hydrogen and oxygen.

Catalyst Palladium content (wt%)

Before reaction After reaction
Pd/SOsH-MCM-41 0.40 0.32
Pd/SO3;H-MCM-48 0.36 0.32
Pd/SOsH-MSU-1 0.43 0.39
Pd/SOsH-SBA-15 0.41 0.36
Pd/SO3H-MCF 0.38 0.34

Yield for hydrogen peroxide increased in the order of
Pd/SO3H-MCM-41 (7.3%)<Pd/SO3H-MCM-48 (7.6%)<Pd/SO3H-
MSU-1 (11.6%) <Pd/SO3H-SBA-15 (15.3%) < Pd/SO3H-MCF (17.0%).
Final concentration of hydrogen peroxide after a 6-h reaction also
increased in the order of Pd/SO3H-MCM-41 (0.30 wt%) < Pd/SOsH-
MCM-48 (0.37 wt%) <Pd/SO3H-MSU-1 (0.57 wt%)<Pd/SO3H-SBA-
15 (0.66 wt%)<Pd/SO3H-MCF (0.72wt%). Among the catalysts
tested, Pd/SO3H-MCF showed the best catalytic performance.

As mentioned earlier, it is known that acid additives cause the
dissolution of palladium species from the supported palladium
catalyst [1,2]. In this work, therefore, SO3H-functionalized meso-
porous silica supports were utilized as an alternate acid source. As
listed in Table 2, no significant dissolution of palladium species was
observed in the Pd/SO3H-functionalized mesoporous silicas before
and after the reaction.

Degree of hydrogenation of H,0, (%)

Pd/ PA/SO,H-
MCM-41 MCM41 MCM-48 MCM-48

Pd/ PASOH-  Pd/ PA/SO,H-

MSU-1 MSU-1

Pd/ Pd/SOH-
SBA-15 SBA-15

Pd/ PA/SOH-
MCF MCF

Fig. 11. Catalytic performance in the hydrogenation of hydrogen peroxide
over Pd/mesoporous silicas (Pd/MCM-41, Pd/MCM-48, Pd/MSU-1, Pd/SBA-15,
and Pd/MCF) and Pd/SO3;H-functionalized mesoporous silicas (Pd/SOsH-MCM-41,
Pd/SO3H-MCM-48, Pd/SOsH-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).

3.4. Catalytic performance in the hydrogenation of hydrogen
peroxide

Fig. 11 shows the catalytic performance in the hydrogenation
of hydrogen peroxide over Pd/mesoporous silicas (Pd/MCM-41,
Pd/MCM-48, Pd/MSU-1, Pd/SBA-15, and Pd/MCF) and Pd/SO;H-
functionalized mesoporous silicas (Pd/SO3H-MCM-41, Pd/SOsH-
MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).
Pd/mesoporous silica catalysts showed high activity for hydrogena-
tion of hydrogen peroxide. This indicates that the hydrogenation
of hydrogen peroxide was activated over Pd/mesoporous sil-
ica catalyst. Pd/SOsH-functionalized mesoporous silica catalysts
also showed high activity for hydrogenation of hydrogen perox-
ide. These results indicate that the enhanced acid property of
Pd/SOsH-functionalized mesoporous silica catalysts exhibited no
significant effect on the prevention of hydrogenation of hydrogen
peroxide.

3.5. Catalytic performance in the decomposition of hydrogen
peroxide

Fig. 12 shows the catalytic performance in the decomposition
of hydrogen peroxide over Pd/mesoporous silicas (Pd/MCM-41,
Pd/MCM-48, Pd/MSU-1, Pd/SBA-15, and Pd/MCF) and Pd/SO3H-
functionalized mesoporous silicas (Pd/SO3H-MCM-41, Pd/SOsH-
MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).
Activity for decomposition of hydrogen peroxide over Pd/SOsH-
functionalized mesoporous silica catalysts was much lower than
that over Pd/mesoporous silica catalysts. This implies that the
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Fig. 12. Catalytic performance in the decomposition of hydrogen peroxide
over Pd/mesoporous silicas (Pd/MCM-41, Pd/MCM-48, Pd/MSU-1, Pd/SBA-15,
and Pd/MCF) and Pd/SO3;H-functionalized mesoporous silicas (Pd/SOsH-MCM-41,
Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and Pd/SO3H-MCF).
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MSU-1, Pd/SOsH-SBA-15, and Pd/SO3H-MCF) and acid density of the catalysts.

inhibited decomposition of hydrogen peroxide over Pd/SOsH-
functionalized mesoporous silica catalysts was attributed to the
enhanced acid property of Pd/SO3;H-functionalized mesoporous sil-
ica catalysts, as reported in previous works [1,2]. These results
support that Pd/SO3H-functionalized mesoporous silica catalysts
enhanced the selectivity for hydrogen peroxide by preventing the
decomposition of hydrogen peroxide.

3.6. Effect of acid density on the catalytic performance

In order to elucidate the different catalytic performance of
Pd/SOsH-functionalized mesoporous silicas (Pd/SO3H-MCM-
41, Pd/SO3H-MCM-48, Pd/SO3H-MSU-1, Pd/SO3H-SBA-15, and
Pd/SO3H-MCF), acid amount of Pd/SO3H-functionalized meso-
porous silicas was measured by an acid-base titration [33,34]. Acid
density of Pd/SOsH-functionalized mesoporous silicas was then
calculated by dividing acid amount of Pd/SO3H-functionalized
mesoporous silicas by surface area of the catalysts. Acid amount of
Pd/SO3;H-functionalized mesoporous silicas increased in the order
of Pd/SO3H-MCF =Pd/SO3H-SBA-15 (0.54 mmol-H*/g)<Pd/SO3H-
MSU-1=Pd/SO3H-MCM-41 (0.78 mmol-H*/g) <Pd/SO3H-MCM-48
(0.98 mmol-H*/g). Acid density of Pd/SOsH-functionalized meso-
porous silicas increased in the order of Pd/SO3H-MCM-48
(0.87 wmol-H*/m?) < Pd/SO3H-MCM-41 (0.89 wmol-
H*/m?)<Pd/SO3H-MSU-1 (0.90 wmol-H*/m?)<Pd/SO;H-SBA-15
(1.06 wmol-H*/m?2) <Pd/SO3H-MCF (1.18 wmol-H*/m?). Among
the Pd/SOs;H-functionalized mesoporous silicas, Pd/SO3H-MCF
catalyst exhibited the highest acid density.

Experimental observations revealed that there was no reli-
able correlation between yield for hydrogen peroxide over
Pd/SOsH-functionalized mesoporous silicas and acid amount of the
catalysts. However, yield for hydrogen peroxide over Pd/SOsH-
functionalized mesoporous silicas was closely related to the acid
density of the catalysts (Fig. 13). Yield for hydrogen peroxide
increased with increasing acid density of Pd/SOs3H-functionalized
mesoporous silica. This implies that acid density of Pd/SOsH-
functionalized mesoporous silicas played an important role in
determining the catalytic performance in the direct synthesis of
hydrogen peroxide from hydrogen and oxygen. As mentioned
earlier, it has been reported that acid additives prevent the decom-
position of hydrogen peroxide because hydrogen peroxide is
surrounded by protons of acid additives [1,2]. It is known that
protons of acid additives are free to move in reaction medium. How-
ever, protons of Pd/SO3H-functionalized mesoporous silicas are

Fig. 14. Schematic presentation of effective surround of hydrogen peroxide by pro-
tons of Pd/SOsH-functionalized mesoporous silica.

restricted to transfer in reaction medium. Therefore, effective sur-
round of hydrogen peroxide by protons of Pd/SOsH-functionalized
mesoporous silicas is possible, when acid density (compactness
of protons) of Pd/SO3H-functionalized mesoporous silicas is suffi-
ciently high (Fig. 14). Thus, acid density of Pd/SO3;H-functionalized
mesoporous silicas served as a crucial factor determining the cat-
alytic performance in the direct synthesis of hydrogen peroxide.
Among the catalysts tested, Pd/SO3 H-MCF catalyst with the highest
acid density showed the highest yield for hydrogen peroxide. This
indicates that SO3H-MCF served as an efficient acidic support in
the direct synthesis of hydrogen peroxide from hydrogen and oxy-
gen. It is concluded that the improved yield for hydrogen peroxide
over Pd/SO3H-functionalized mesoporous silicas was attributed to
the enhanced acid density of the catalysts. Pd/SO3H-functionalized
mesoporous silicas efficiently served as an alternate acid source
and as an active metal catalyst in the direct synthesis of hydrogen
peroxide.

4. Conclusions

SO3;H-functionalized mesoporous silicas were prepared
using MCM-41, MCM-48, MSU-1, SBA-15, and MCF. Pd/SOsH-
functionalized mesoporous silicas were then applied to the direct
synthesis of hydrogen peroxide from hydrogen and oxygen. For
comparison, Pd/mesoporous silicas were also employed for the
direct synthesis of hydrogen peroxide. Selectivity for hydrogen
peroxide, yield for hydrogen peroxide, and final concentration
of hydrogen peroxide over Pd/SO3H-functionalized mesoporous
silica catalysts were much higher than those over Pd/mesoporous
silica catalysts. Thus, Pd/SOsH-functionalized mesoporous silicas
served as efficient catalysts in the direct synthesis of hydrogen
peroxide. High catalytic performance of Pd/SOs;H-functionalized
mesoporous silicas was attributed to the enhanced acid property
of the catalysts. It was revealed that yield for hydrogen peroxide
increased with increasing acid density of Pd/SO3H-functionalized
mesoporous silica. Among the catalysts tested, Pd/SOsH-MCF
catalyst with the highest acid density showed the highest yield for
hydrogen peroxide.
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