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The chemistry of hybrid materials obtained from organic-bridged
silane precursors is very successful in opening new routes for
synthesis of hybrid mesoporous materials. Several reports are
available on—CH,—, —CH,—CH,—, —CH=CH—, —C¢Hs—, and
thiophene-bridged mesoporous polysilsesquioxanes of different
morphologies— Remarkable advances have already been achieved
in the fabrication of templated sefjel materials (so-called hybrid
mesoporous polysilsesquioxanes) with desirable morphology. This
includes thin films, particulate materials, and patterns printed on
solid substrates by employing pen lithography and ink-jet printting.
However, the amorphous pore walls of these materials could hinder
their utility for various potential applications. Recently, we reported
the surfactant-mediated synthesis of benzesileca hybrid materials
with precise control of the nanoarchitecture possessing well-oriented
building blocks of organic and inorganic fragmehfEhe material
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Figure 1. Powder X-ray diffraction profiles of mesoporous biphenylene-
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showed the hexagonal array of mesopores and crystal-like pore wallsbridged polysilsesquioxane. (a) As-made material containing surfactants,

exhibiting structural periodicity in the wall along the channel
direction with a spacing of 7.6 A. The sulfonated derivatives of
mesoporous phenylene-bridged silsesquioxane can be use as soli

(b) surfactant-free material by solvent extraction.

the suspension at95 °C for 22 h under static conditions resulted

acid catalysts in several liquid and gas-phase reactions as well agh a precipitate that was filtered and washed with deionized water,

solid electrolytes for fuel cellz® It will be interesting to see whether
this unique rearrangement in the wall can be generalized for hybrid
materials made of other combinations of organic and inorganic units.
The work by Shea et al. describes the detailed synthesis of biphenyl
containing organieinorganic silica gel polymers by hydrolysis and
polycondensation of organosilane precurgoowever, the gels
were frequently considered as amorphous material with no pref-
erential orientation of the molecular units (isotropic orientation),

thus affording synthesized biphenylene-bridged hybrid mesoporous
materials. The surfactant was removed by extracting the 0.75 g of
as-made material in 150 mL of ethanol with 3.1 §2oM HCI
aqueous solutions at ambient temperature for 8 h.

The powder X-ray diffraction (PXRD) profile of the as-
synthesized sample (Figure 1) exhibited a peakfat2xa.2.0 (d
spacing of 43.9 A), whose intensity increased significantly upon
surfactant extractiond(spacing of 41.8 A). This suggests that the

but the materials have considerably high surface areas. Later, thebiphenylene-bridged silsesquioxane has a mesoscopically ordered

controlled anisotropic organization of nanostructured biphenyl
silica hybrid materials using 44is(trimethoxysilyl)biphenyl pre-
cursor was demonstrated by its bifringence propeftiadere we
report the successful synthesis of an ordered mesoporous biphen
ylene-bridged silsesquioxane with crystal-like pore wall similar to
those recently reported for phenylene-bridged silsesquioxane.
The synthesis of mesoporous biphenylene-bridged polysilses-
quioxane was accomplished using 'Bjd(triethoxysilyl)biphenyl
[(C2Hs0)3Si—(CgHa)2,—Si(OGHs)5] precursor in the basic medium
in the presence of octadecyltrimethylammonium chloridgs{(C
TMACI) surfactant. To obtain a highly ordered material it is
important to control both the reaction conditions and the initial
reactant ratio. In a typical procedure, the'Big(triethoxysilyl)-
biphenyl (2.5 mmol) was added to a mixture ofigOMACI
surfactant (3.2 mmo))6 N sodium hydroxide (30.4 mmol), and
distilled water (3.3 mol) under vigorous stirring at ambient

structure. In addition to the lower angle of diffraction, the PXRD
profiles at medium scattering anglesf(2 6—40°) also showed
another five peaks at spacings of 11.6, 5.9, 3.9, 2.9, and 2.4 A.
The d spacings were the same for as-synthesized and surfactant-
free materials. The peaks are assigned as a periodicity with a spacing
of 11.6 A and higher-order reflections (Figure 1). A transmission
electron microscope image (Figure 2a) reveals many lattice fringes
with a spacing of 11.6 A on the pore walls of mesoporous material
with a 2D hexagonal structure. The results indicate that the
biphenylene-bridged silsesquioxane has a lamellar structure in the
pore walls in addition to meso-scale periodicity similar to the
phenylene-bridged mesoporous matetifihe periodicity 11.6 A

is larger than the periodicity 7.6 A observed in phenylene-bridged
mesoporous material. This is due to the larger length of biphenylene
compared to that of the phenylene group. The BET (Brunauer
Emmett-Teller) surface area, pore diameter (DFT), and pore

temperature. The suspension was stirred for another 20 h. Heatingvolume, determined from adsorption branch of nitrogen isotherms,
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were 869 A g1, 35.4 A, and 1.15 cig 1, respectively (Figure
2b).

Solid-state?®Si and*C magic angle spinning nuclear magnetic
resonance (MAS NMR) spectra of biphenylene-bridged mesoporous

10.1021/ja0290678 CCC: $22.00 © 2002 American Chemical Society
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Figure 2. (a) Transmission electron microscope image of surfactant-free
mesoporous biphenylene-bridged silsesquioxane. Lattice fringes with a
spacing of 11.6 A on the pore walls and hexagonal arrangement of uniform
mesopores (inset) are observed. (b) Nitrogen adsorp@n-desorption

(O) isotherms and pore size distribution plots (inset) for surfactant-free
mesoporous biphenylene-bridged silsesquioxane.
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Figure 3. Structural model for mesoporous biphenylene-bridged hybrid
mesoporous solid. Image of layered arrangementg86-(CsHa)2—SiO1 5
units in the pore wall. The structure was optimized by minimizing the three-
dimensional periodic lattice using the force field COMPASS.

material clearly showed that covalently bonded network-comprised
0O1.5S5i—(CgH4),—SIO; 5 units exist in the material and that the
carbon-silica bond of the biphenylene organosilane precursor

A is in good agreement with the 11.6 A periodicity observed by
PXRD, indicating the validity of the lamellar structure model in
the wall. The organization of lamellar structure for biphenylene-
bridged silane precursor is also suggested in previous work on the
structural analysis of a molecular crystal of'jg (trihydroxysilyl)-
biphenyl® The trihydroxysilyl molecules, a triol analogue of the
biphenylene-bridged precursor, are arranged in a head-to-tail manner
to form a lamellar structure in the molecular crystalhus, it is
reasonable that the biphenylene-bridged precursor molecules are
organized as a lamellar structure in the pore wall region of
mesoporous material. Hydrophobic and hydrophilic interactions
direct the self-assembly of the biphenylene-bridged precursor with
a lamellar arrangement in the wall. The thermogravimetric analysis,
performed in air as well as in a nitrogen environment, indicate that
the biphenyl species stays in the mesoporous network up to 500
°C (Figure S-2).

In summary, these results clearly indicate that in the mesoporous
biphenylene-bridged polysilsesquioxanes molecular-scale periodicity
exists in the whole region of the pore wall that is composed of a
hydrophilic silicate layer and a hydrophobic biphenylene layer
arrayed alternatively. We have demonstrated that the novel
hierarchically ordered structure with both meso- and molecular-
scale periodicity could be observed for not only phenylene but also
for the biphenylene-bridged mesoporous systems. As better and
more diverse preparation of the hierarchical porous structures
becomes available, an increasing number of applications are highly
anticipated. Biphenylene-bridged mesoporous polysilsesquioxane
is more interesting because it has an equimolar ratio of phenylene
to silica. This provides the possibility for a relatively large number
of functional groups to be incorporated on the material surface,
which imparts better catalytic applications compared to benzene
silica hybrid material.
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remained intact during synthesis and surfactant removal. The intens«:Referemces

signals at-65,—72, and—91 ppm observed in tHSi MAS NMR
spectrum (Figure S-1a, see Supporting Information) are of pol-
ysilsesquioxane with one siloxane bond and are denoted| #sEe
with two siloxane bonds are denoted &% and those with three
siloxane bond are denoted a&"TThe 13C MAS NMR spectrum
(Figure S-1b; Supporting Information) displays the four aromatic

resonances with two intense signals at 125.6 and 135.1 ppm, which

can be assigned to carbons (positions 2 and 3 in Figure S-1b)

bonded to hydrogen that is, unsubstituted carbons. The remaining

two weak signals at 130.3 and 140.6 ppm are of the substituted
carbons (positions 4 and 1 in Figure S-1b) on the biphenyl. The
similar classification 0of2°Si and 13C MAS NMR signals were
reported earlier for the amorphous biphenylene-bridged polycon-
densed silica gels with somewhat different chemical shifts.
Figure 3 displays a structural model of the pore wall region of
the mesoporous biphenysilica, which is constructed on the basis
of the lamellar structure of the phenylene-bridged mesoporous
materials®> Minimizing the framework energy of the covalently
bonded periodic lattice using a molecular mechanism simulation
resulted in the interlayer spacings of 11.9 A. The periodicity 11.9

(1) (a) Inagaki, S.; Guan, S.; Fukushima, Y.; Ohsuna, T.; Terasaki, Am.
Chem. Soc1999 121, 9611. (b) Guan, S.; Inagaki, S.; Ohsuna, T;
Terasaki, 0J. Am. Chem. So00Q 122 5660.

(2) (a) Melde, B. J.; Holland, B. T.; Blanford, C. F.; Stein 8hem. Mater.
1999 11, 3302. (b) Stein, A.; Melde, B. J.; Schroden, R.ATl. Mater.
200Q 12, 1403.

(3) (a) Asefa, T.; MacLachlan, M. J.; Coombs, N.; Ozin, G Nature1999
402 867. (b) Asefa, T.; MacLachlan, M. J.; Grondey, H.; Coombs, N.;
Ozin, G. A.Angew. Chem., Int. E@00Q 39, 1808. (c) Asefa, T.; Kruk,
M.; MacLachlan, M. J.; Coombs, N.; Grondey, H.; Jaroniec, M.; Ozin,
G. A. J. Am. Chem. So@001, 123 8520. (d) Temtsin, G.; Asefa, T.;
Bittner, S.; Ozin, G. AJ. Mater. Chem?2001, 11, 3202.

(4) (a) Lu, Y.; Fan, H.; Doke, N.; Loy, D. A.; Assink, R. A,; LaVan, D. A;;
Brinker, C. J.J. Am. Chem. So00Q 122 5258. (b) Fan, H.; Lu, Y.;
Stump, A.; Reed, S. T.; Baer, T.; Schunk, R.; Perez-Luna, V.; Lopez, G.
P.; Brinker, C. JNature 200Q 405, 56.

(5) Inagaki, S.; Guan, S.; Ohsuna, T.; TerasakiNature 2002 416, 304.

(6) Yang, Q.; Kapoor, M. P.; Inagaki, 3. Am. Chem. So€002 124, 9694.

(7) Shea, K. J.; Loy, D. A.; Webster, 3. Am. Chem. Sod.992 114, 6700.

(8) Ben, F.; Boury, B.; Corriu, R. J. P.; Strat, €hem. Mater.200Q 12,
3249.

(9) Boury, B.; Ben, F.; Corriu, R. J. P.; Pierre, D.; Nobili, @hem. Mater.
2002 14, 730.

(10) Cerveau, G.; Corriu, R. J. P.; Dabiens, B.; Bideau JAhgew. Chem.,
Int. Ed. 200Q 39, 4533.

JA0290678

J. AM. CHEM. SOC. = VOL. 124, NO. 51, 2002 15177



