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Since the discovery of mesoporous silica,[1–3] new organic–
inorganic nanocomposites based on mesoporous silica mate-
rials have been extensively investigated in the development of
functional materials in various fields.[4] The grafting of organic
groups onto the pore walls of the silica[5] has provided novel
materials for catalysis,[6] heavy-metal ion adsorption,[7] photo-
controllable molecular storage,[8] gas separation,[9] and molec-
ular recognition.[10–12] Since the chemical functionalities of
these materials have been ascribed mainly to the organic
moiety, a promising strategy toward new functions is to design
an inorganic–organic cooperative mechanism in nanostruc-
tured materials.[11,12]

Solid acid catalysts have served as important functional
materials in about 180 industrial processes in the petroleum
refinery industry and in the production of chemicals.[13] In
contrast, a significant number of acid-catalyzed reactions,
such as Friedel–Crafts reactions, esterification, and hydra-
tions, are still carried out by using conventional acids, such as
H2SO4 and AlCl3. In particular, for the reactions in which
water participates as a reactant or product, such as hydrolysis,
hydration, and esterification, only a few solid acids show
acceptable performances.[14–16] The development of new
water-tolerant solid acids is expected to have a major
impact in industrial applications as well as in scientific
aspects. One of the major difficulties concerned with the use
of solid acids is the severe deactivation of the acid sites by
water, and in fact, most solid acids lose their catalytic activity
in aqueous solutions.

We have overcome this difficulty by designing acid
catalysts comprising polyoxometalate (hetero-polyacid) mol-
ecules and organografted mesoporous silica. We found that
the acidic protons in the hydrophobic environment of
organomodified mesoporous silica show extremely high
catalytic activity for ester hydrolysis in water.

Figure 1 illustrates the concept of the nanostructured
catalyst. Two kinds of organic groups, n-octyl and 3-amino-

propyl, were grafted onto the pore walls of mesoporous silica
SBA-15.[3] The aminopropyl groups immobilize the
H3PW12O40 polyoxometalate anions on the pore walls, while
the octyl groups (ca. 1 nm in length) form hydrophobic
regions around the polyanions. It was found that water and
reactant molecules can penetrate into the nanospaces through
the remaining spaces at the centers of the SBA-15 pores. In
the preparation of the catalyst, first alkyl groups and then 3-
aminopropyl groups (AP groups) were grafted on SBA-15
(pore diameter 7.5 nm, BET surface area 458 m2g�1) to obtain
organomodified materials, denoted by Cn-AP-SBA, where n is
the number of carbon atoms of the alkyl group. After
neutralization of the amino groups with hydrochloric acid,

Figure 1. Schematic illustration outlining the preparation and structure
of the catalysts. Octyl and 3-aminopropyl groups were subsequently
grafted on the pore walls of mesoporous silica SBA-15, followed by
immobilization of H3PW12O40 polyoxometalate molecules in the nano-
spaces. Water and reaction substrates can penetrate the centers of the
nanospaces to approach the vicinity of the acidic protons surrounded
by the hydrophobic octyl groups.
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the materials were immersed into aqueous solutions of
H3PW12O40 and then washed with water to load H3PW12O40

into the nanospaces. In this process, the 3-ammoniumpropyl
groups, -(CH2)3NH3

+, immobilize the [PW12O40]
3� polyanions,

leaving some portion of the acidic protons on the anions.
These catalysts are denoted by, for example, PW/C8-AP-SBA.
Infrared spectra and ICP analysis confirmed that the Keggin
structure of the polyoxometalate anions was maintained in
the catalysts. X-ray diffraction confirmed that the catalysts
maintained the nanostructure of SBA-15. The N2 adsorption
isotherms demonstrated that the parent SBA-15 and PW/C8-
AP-SBA had mesopores with 7.5- and 5.5-nm diameters,
respectively, thus supporting the model in Figure 1 (see the
Supporting Information).

Table 1 lists the catalytic activities of the catalysts for ethyl
acetate hydrolysis. For comparison, Table 1 also summarizes

the catalytic activities of various acid catalysts in the literature
for the same reaction conditions. In the first instance, we
carried out the reaction using catalysts with different alkyl
chain lengths. The octyl-grafted catalyst showed the highest
activity. For catalysts comprising ethyl, dodecyl, and octadecyl
groups, the corresponding catalytic activities were 0.18, 0.21,
and 0.18 times lower than those of the octyl-grafted catalyst.
We then focused on the octyl-grafted catalyst (polyoxometa-
late loading: 13 wt%). To evaluate the catalytic activity per
acidic proton, the amount of acidic protons was measured by
irreversible pyridine adsorption. The results indicate that the
catalyst had 91? 10�6 molg�1 of acidic protons, which corre-
sponds to 2.0 acidic protons per polyoxometalate anion, thus
suggesting that one polyanion is immobilized by one amino-
propyl group.

As shown in Table 1, the octyl-grafted catalyst showed a
high activity of 275 mmol molacid

�1min�1. To our knowledge,
this activity is the highest observed in solid acid catalysts.
Most inorganic solid acid catalysts do not work in water
solvent; the exceptions include: H-ZSM-5, a hydrophobic
zeolite, and Cs2.5H0.5PW12O40, which is also believed to have
hydrophobic surfaces. Some ion-exchange resins do show

activity in water. Our catalyst exceeded these other catalysts
in activity per acidic proton. What is notable here is that our
catalysts showed much higher activity than either the
H3PW12O40 or H2SO4 liquid acid catalysts. PW/C8-AP-SBA
showed a catalytic activity (per acidic proton) six times higher
than H2SO4.

To obtain information about the hydrophobicity of the
catalysts, water adsorption isotherms in the gas phase were
measured (Figure 2). The corresponding nitrogen adsorption

isotherms at 77 K (see the Supporting Information) showed
clear capillary condensation and considerable adsorption
amounts for all materials, indicating that the materials had
considerable volumes of nanospaces even after organograft-
ing and the introduction of polyoxometalate molecules into
the nanospaces. Pristine SBA-15 showed a large water uptake
at P/Po� 0.7 owing to capillary condensation of water, thus
indicating that the nanospaces of SBA-15 were readily filled
with liquid water. On the other hand, the organomodified
materials, C8-AP-SBA, showed no water condensation, dem-
onstrating that the nanospaces were highly hydrophobic in
nature. After the introduction of polyoxometalate molecules
into the nanospaces of C8-AP-SBA, the material PW/C8-AP-
SBA showed water condensation at P/Po= 0.8–0.9, which is
larger than that for pristine SBA-15 (P/Po� 0.7). The water
adsorption amount coincided with the pore volume of PW/C8-
AP-SBA determined by N2 adsorption (0.15 cm3g�1). This
result shows that aqueous reaction mixtures can penetrate
into the nanospaces of the polyanion-immobilized material
PW/C8-AP-SBA, while the nanospaces were still highly
hydrophobic compared to those of pristine SBA-15. This
point is important to allow the reactant molecules ready
access to the acidic sites in the hydrophobic nanospaces of the
catalysts.

The polyanions are about 1 nm in diameter and have
lengths similar to the octyl groups, as illustrated in Figure 1. It
is thereby reasonable that the acidic protons catalyze the
reaction at the interfaces between the liquid water phase and
the hydrophobic organic layers in the nanospaces. The

Table 1: Activity of catalysts for ethyl acetate hydrolysis in water.

Catalyst State of
catalysts[a]

Acidity of
catalysts[b]

Catalytic activity

Per cat.
weight[c]

Per acidic
protons[d]

PW/C8-AP-SBA solid 0.091(2.0)[e] 25.1 275
H3PW12O40 liquid 1.0 (3) 78.7 78
Cs2.5H0.5PW12O40

[f ] solid 0.15 (0.5) 30.1 200
Nafion-H resin[f ] solid 0.8 161.9 202
SO4

2�/ZrO2
[f ] solid 0.35 25.5 127

H-ZSM-5 zeolite[f ] solid 0.39 27.6 70
g-Al2O3

[f ] solid 0.47 0 0
HY zeolite[f ] solid 2.6 0 0
H2SO4

[f ] liquid 19.8 992 46

[a] Liquid, homogeneous catalysis; solid, heterogeneous acid catalysis.
[b] Acid amount (10�3 molg�1). [c] In mmolgcat.

�1min�1. [d] In
mmolmolacid

�1min�1. [e] The figures in parentheses are molar ratios of
the acidic protons to [PW12O40]

3� polyanions. [f ] Reference [15].

Figure 2. Water adsorption isotherms for the catalyst and its precur-
sors. a) SBA-15. b) Octyl- and aminopropyl-grafted SBA-15 (C8-AP-
SBA). c) H3PW12O40-loaded catalyst PW/C8-AP-SBA. Open and solid
symbols represent adsorption and desorption data, respectively.
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hydrophobic environment around the acidic protons at the
interfaces is considered to contribute to the exceptionally
high activity of the protons compared to other solid acid
catalysts. This model can explain the fact that the octyl-
grafted catalyst is much more active than catalysts with
different alkyl chain lengths: The polyanions are buried
completely within the thick hydrophobic layer in the case of
catalysts with longer alkyl groups. For catalysts with shorter
alkyl groups, the polyanions are exposed to the water phase to
a much greater extent, such that the protons lose their
catalytic activity. The mesoporous silica nanostructure affords
suitable conditions for the highly active reaction, such as the
large area interfaces between the water and the hydrophobic
organic layers, active sites on the polyanions immersed in the
hydrophobic layers, and the nanospaces at the center of the
mesopores, thus enabling the efficient diffusion of reactant
molecules and water to the active sites.

The catalyst showed high stability during reactions in
water. After a reaction time of 12 h for the batch ester
hydrolysis, the leaching of the polyanions was only 2% of the
loaded polyanions. The long reaction time yielded acidic
proton turnover numbers of 187 after 12 h and 348 after 24 h,
thus demonstrating that no deactivation of the catalyst
occurred on this time scale.

In conclusion, we have achieved a solid acid catalyst
highly active in aqueous media. The catalyst comprises
inorganic active species (H3PW12O40 polyoxometalate mole-
cules) surrounded by hydrophobic alkyl groups in the nano-
spaces of mesoporous silica. The acidic protons in the
hydrophobic environment showed the highest activity for
the ester hydrolysis reaction. The mesoporous silica nano-
structure afforded paths for the efficient approach of reactant
molecules and water to the active sites. This study indicates
that a promising strategy for novel functional materials is to
design an organic–inorganic cooperative function on the basis
of the mesoporous silica nanostructure.

Experimental Section
Further details of the experimental procedures and the character-
ization results of the catalysts are provided in the Supporting
Information. Mesoporous silica (SBA-15) was prepared according
to literature methods (BET surface area 458 m2g�1; mesopore
diameter 7.5 nm).[3] The organografting was carried out by heating
SBA-15 at reflux with an excess amount of CnH2n+1Si(OC2H5)3 in
freshly distilled toluene for 48 h to obtain “Cn-SBA”. Then 3-
aminopropyl (AP) groups were grafted on “Cn-SBA” by reaction
with 3-aminopropyltriethoxysilane using procedures similar to those
above to obtain “Cn-AP-SBA”. By using a CHN analyzer (Perkin-
Elmer 2400II), the amounts of grafted alkyl groups and AP groups
were determined, and the surface densities of the organic groups (in
molecules per nm2) were calculated: C2-AP-SBA: ethyl 1.8, AP 1.9;
C8-AP-SBA: octyl 1.8, AP 1.2; C12-AP-SBA: dodecyl 0.76, AP 1.3;
C18-AP-SBA: octadecyl 0.70, AP 1.3. The most active catalyst was
prepared by the following procedure: C8-AP-SBA was immersed in
dilute hydrochloric acid (pH 4.0). The obtained material was
immersed in an aqueous solution of H3PW12O40. The solid was then
washed in warm water (333 K) for 5 min, followed by drying in
vacuum to obtain PW/C8-AP-SBA. The loading amount of
H3PW12O40 was 13 wt% (determined by ICP analysis).

Nitrogen adsorption was carried out at 77 K using a BELSORP-
Mini (Japan BEL Co., Osaka, Japan). Water adsorption was
measured using a CAHN microbalance placed in a custom-built
glass high-vacuum system. The amount of acid was measured by
pyridine chemisorption.

The catalytic hydrolysis of ethyl acetate was carried out as
follows: An aqueous solution of ethyl acetate (3.7 g, 5 wt%) was
heated to 333 K in a glass vial (5 cm3). The catalyst (40 mg) was then
added to the solution to initiate the reaction. The catalytic activity was
then measured by GC analysis of the solution after 2 h.

Received: June 7, 2007
Revised: June 29, 2007
Published online: August 31, 2007

.Keywords: heterogeneous catalysis · mesoporous silica ·
nanostructures · organic–inorganic hybrid composites ·
polyoxometalates

[1] a) C. T. Kresge, M. E. Leonowicz, W. J. Roth, J. C. Vartuli, J. S.
Beck, Nature 1992, 359, 710; b) J. S. Beck, J. C. Vartuli, W. J.
Roth, M. E. Leonowicz, C. T. Kresge, K. D. Schmitt, C. T-W.
Chu, D. H. Olson, E. W. Sheppard, S. B. McCullen, J. B. Higgins,
J. L. Schlenker, J. Am. Chem. Soc. 1992, 114, 10834.

[2] a) T. Yanagisawa, T. Shimizu, K. Kuroda, C. Kato, Bull. Chem.
Soc. Jpn. 1990, 63, 988; b) S. Inagaki, Y. Fukushima, K. Kuroda,
J. Chem. Soc. Chem. Commun. 1993, 680.

[3] a) D. Zhao, J. Feng, Q. Huo, N. Melosh, G. H. Fredrickson, B. F.
Chmelka, G. D. Stucky, Science 1998, 279, 548 – 552; b) D. Zhao,
Q. Huo, J. Feng, B. F. Chmelka, G. D. Stucky, J. Am. Chem. Soc.
1998, 120, 6024 – 6036.

[4] a) M. E. Davis, Nature 2002, 417, 813 – 821; H. Lee, S. I. Zones,
M. E. Davis, Nature 2003, 425, 385 – 388; b) T. Asefa, M. J.
MacLachan, N. Coombs, G. A. Ozin,Nature 1999, 402, 867 – 871;
c) S. Inagaki, S. Guan, Y. Fukushima, T. Ohsuna, O. Terasaki, J.
Am. Chem. Soc. 1999, 121, 9611 – 9614; d) S. Inagaki, S. Guan, T.
Ohsuna, O. Terasaki, Nature 2002, 416, 304 – 307.

[5] a) A. Sayari, S. Hamoudi, Chem. Mater. 2001, 13, 3151 – 3168;
b) R. Anwander, Chem. Mater. 2001, 13, 4419 – 4438; c) A. Stein,
B. J. Melde, R. C. Schroden, Adv. Mater. 2000, 12, 1403; d) F.
Hoffmann, M. Cornelius, J. Morell, M. FrMba, Angew. Chem.
2006, 118, 3290 – 3328; Angew. Chem. Int. Ed. 2006, 45, 3216 –
3251; e) A. B. Descalzo, R. MartNnez-MOPez, F. SancenQn, K.
Hoffmann, K. Rurack, Angew. Chem. 2006, 118, 6068 – 6093;
Angew. Chem. Int. Ed. 2006, 45, 5924 – 5948.

[6] a) A. P. Wight, M. E. Davis, Chem. Rev. 2002, 102, 3589 – 3614;
b) A. Corma, H. Garcia, A. Moussaif, M. J. Sabater, R. Zniber,
A. Redouane, Chem. Commun. 2002, 1058 – 1059; c) T. Masch-
meyer, F. Rey, G. Sanker, J. M. Thomas, Nature 1995, 378, 159 –
162.

[7] a) X. Feng, G. E. Fryxell, L. Q. Wang, A. Y. Kim, J. Liu, K. M.
Kemner, Science 1997, 276, 923 – 926; b) Y. Mori, T. J. Pinnavaia,
Chem. Mater. 2001, 13, 2173 – 2178; c) L. Mercier, T. J. Pinna-
vaia, Adv. Mater. 1997, 9, 500 – 503; d) H. Yoshitake, New J.
Chem. 2005, 29, 1107 – 1117; e) G. RodrNguez-LQpez, M. D.
Marcos, R. MartNnez-MOPez, F. SancenQn, J. Soto, L. A. Villaes-
cusa, D. BeltrOn, P. AmorQs, Chem. Commun. 2004, 2198 – 2199;
f) M. Yasui, M. Ikeda, K. Takimiya, J. Ohshita, S. Yamanaka, K.
Inumaru, Chem. Lett. 2004, 33, 1582 – 1583; g) A. Sayari, S.
Hamoudi, Y. Yang, Chem. Mater. 2005, 17, 212 – 216.

[8] N. K. Mal, M. Fujiwara, Y. Tanaka, Nature 2003, 421, 350 – 353.
[9] P. J. E. Harlick, A. Sayari, Ind. Eng. Chem. Res. 2007, 46, 446 –

458; P. J. E. Harlick, A. Sayari, Ind. Eng. Chem. Res. 2007, 45,
3248 – 3255;

Angewandte
Chemie

7771Angew. Chem. 2007, 119, 7769 –7772 � 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim www.angewandte.de

http://dx.doi.org/10.1038/359710a0
http://dx.doi.org/10.1021/ja00053a020
http://dx.doi.org/10.1246/bcsj.63.988
http://dx.doi.org/10.1246/bcsj.63.988
http://dx.doi.org/10.1039/c39930000680
http://dx.doi.org/10.1126/science.279.5350.548
http://dx.doi.org/10.1021/ja974025i
http://dx.doi.org/10.1021/ja974025i
http://dx.doi.org/10.1038/nature00785
http://dx.doi.org/10.1038/nature01980
http://dx.doi.org/10.1021/ja9916658
http://dx.doi.org/10.1021/ja9916658
http://dx.doi.org/10.1038/416304a
http://dx.doi.org/10.1021/cm011039l
http://dx.doi.org/10.1021/cm0111534
http://dx.doi.org/10.1002/1521-4095&TRfuge1;(200010)12:19%3C1403::AID-ADMA1403%3E3.0.CO;2-X
http://dx.doi.org/10.1002/ange.200503075
http://dx.doi.org/10.1002/ange.200503075
http://dx.doi.org/10.1002/anie.200503075
http://dx.doi.org/10.1002/anie.200503075
http://dx.doi.org/10.1002/ange.200600734
http://dx.doi.org/10.1002/anie.200600734
http://dx.doi.org/10.1021/cr010334m
http://dx.doi.org/10.1039/b200768a
http://dx.doi.org/10.1038/378159a0
http://dx.doi.org/10.1038/378159a0
http://dx.doi.org/10.1126/science.276.5314.923
http://dx.doi.org/10.1021/cm010048r
http://dx.doi.org/10.1002/adma.19970090611
http://dx.doi.org/10.1039/b504957a
http://dx.doi.org/10.1039/b504957a
http://dx.doi.org/10.1246/cl.2004.1582
http://dx.doi.org/10.1021/cm048393e
http://dx.doi.org/10.1038/nature01362
http://www.angewandte.de


[10] a) V. S.-Y. Lin, C. Y. Lai, J. Huang, S. A. Song, S. Xu, J. Am.
Chem. Soc. 2001, 123, 11510 – 11511; I. Slowing, B. G. Trewyn,
V. S.-Y. Lin, J. Am. Chem. Soc. 2006, 128, 14792 – 14793; b) R.
Casasffls, E. Aznar, M. D. Marcos, R. MartNnez-MOPez, F.
SancenQn, J. Soto, P. AmorQs, Angew. Chem. 2006, 118, 6813 –
6816; Angew. Chem. Int. Ed. 2006, 45, 6661 – 6664; c) A. Katz,
M. E. Davis, Nature 2000, 403, 286 – 289.

[11] K. Inumaru, Y. Inoue, S. Kakii, T. Nakano, S. Yamanaka, Chem.
Lett. 2003, 32, 1110 – 1111; K. Inumaru, Y. Inoue, S. Kakii, T.
Nakano, S. Yamanaka, Phys. Chem. Chem. Phys. 2004, 6, 3133 –
3139; K. Inumaru, J. Kiyoto, S. Yamanaka, Chem. Commun.
2000, 903 – 904; K. Inumaru, T. Nakano, S. Yamanaka, Micro-
porous Mesoporous Mater. 2006, 95, 279 – 285; K. Inumaru, M.
Murashima, T. Kasahara, S. Yamanaka, Appl. Catal. B 2004, 52,
275 – 280; T. Kasahara, K. Inumaru, S. Yamanaka, Microporous
Mesoporous Mater. 2004, 76, 123 – 130.

[12] C. Coll, R. MartNnez-MOPez, M. D. Marcos, F. SancenQn, J. Soto,
Angew. Chem. 2007, 119, 1705 – 1708; Angew. Chem. Int. Ed.
2007, 46, 1675 – 1678.

[13] a) K. Tanabe, W. F. Hoelderich, Appl. Catal. A 1999, 181, 399;
b) M. Misono, N. Nojiri, Appl. Catal. 1990, 64, 1; c) J. N. Armor,
Appl. Catal. 1991, 78, 141; d) J. N. Armor, Appl. Catal. A 2001,
222, 407; e)Organic Synthesis in Water (Ed.: P. A. Grieco),
Blackie Academic and Professional, Glasgow, 1998.

[14] T. Okuhara, Chem. Rev. 2002, 102, 3641 – 3666.
[15] M. Kimura, T. Nakato, T. Okuhara, Appl. Catal. A 1997, 165,

227 – 240.
[16] a) S. Namba, N. Hosonuma, T. Yashima, J. Catal. 1981, 72, 16;

b) T. Hanaoka, K. Takeuchi, T. Matsuzaki, Y. Sugi, Catal. Today
1990, 6, 123; c) M. Kono, Y. Fukuoka, O. Mitsui, H. Ishida, J.
Chem. Soc. Jpn. 1989, 521 (in Japanese); d) E. Fajula, R. Ibarra,
E. Figueras, C. Gueguen, J. Catal. 1984, 89, 60; e) K. Segawa, A.
Sugiyama, Y. Kurusu, Stud. Surf. Sci. Catal. 1991, 60, 73.

Zuschriften

7772 www.angewandte.de � 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim Angew. Chem. 2007, 119, 7769 –7772

http://dx.doi.org/10.1021/ja016223m
http://dx.doi.org/10.1021/ja016223m
http://dx.doi.org/10.1021/ja0645943
http://dx.doi.org/10.1246/cl.2003.1110
http://dx.doi.org/10.1246/cl.2003.1110
http://dx.doi.org/10.1039/b403124e
http://dx.doi.org/10.1039/b403124e
http://dx.doi.org/10.1039/b002301i
http://dx.doi.org/10.1039/b002301i
http://dx.doi.org/10.1016/j.micromeso.2006.05.026
http://dx.doi.org/10.1016/j.micromeso.2006.05.026
http://dx.doi.org/10.1016/j.apcatb.2004.04.013
http://dx.doi.org/10.1016/j.apcatb.2004.04.013
http://dx.doi.org/10.1016/j.micromeso.2004.08.005
http://dx.doi.org/10.1016/j.micromeso.2004.08.005
http://dx.doi.org/10.1002/ange.200603800
http://dx.doi.org/10.1002/anie.200603800
http://dx.doi.org/10.1002/anie.200603800
http://dx.doi.org/10.1021/cr0103569
http://dx.doi.org/10.1016/0021-9517(81)90073-7
http://dx.doi.org/10.1016/0021-9517(84)90280-X
http://www.angewandte.de

