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Three-dimensionally Ordered Macroporous Phosphotungstic
 Acid/SiO2 for Efficient Catalytic Oxidative Desulfurization
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Abstract: Three-dimensionally ordered (3DOM) macroporous phosphotungstic acid/SiO2 (HPW/
SiO2) materials were prepared by using colloidal crystal as templates and applied for oxidative desulfurization 
(ODS) of the model fuel oil. The obtained HPW/SiO2 materials were characterized through scanning electron 
microscopy, powder X-ray diffraction, N2 sorption, and Fourier transform infrared spectroscopy. The results 
indicated that 3DOM HPW/SiO2 possessed hierarchical pore architectures which contained ordered macropores 
and disordered mesopores, with the Keggin type HPW embedded in the framework of pore structure. The 
removal rate of dibenzothiophene (DBT) could reach 100% under the optimum conditions, moreover. The 
performance was only slightly decreased for the regenerated catalyst after 7 cycles.
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1 Introduction

With increasing environmental pollution, the 
deep desulfurization of fuel oil has attracted more 
and more attention[1]. To solve the problem, catalytic 
oxidation of thiophene and its derivatives in fuel oil 
has been researched as a promising technology. Over 
the past years, many researchers have made ongoing 
effort to develop efficient and reusable supported 
heteropoly acid catalysts, such as mesoporous 
H3PW12O40/TiO2

[2], mesoporous H3PMo12O40/SiO2
[3], 

mesoporous silica pillared clay supported HPW[4, 5], 
well-ordered hexagonal mesoporous HPW/SiO2

[6], 
MCM-41 supported (C19H42N)4H3(PW11O39)

[7] and 
ionic liquid-modified SBA-15 supported HPW[8]. 
Since Velev et al reported to synthesize porous silica 
via colloidal crystallization[9], owing to the well-
arranged and stable 3DOM structures of the composite, 
it was widely studied in the field of catalysis[10]. Han 
DZ et al prepared highly ordered 3DOM γ-Al2O3 
as hydrodesulfurization (HDS) catalyst, and the 

activity increased from 70% to 98% compared with 
mesoporous γ-Al2O3

[11]. Dou J et al also found that 
3D silica nanowires supported MoO3 catalyst showed 
better oxidation desulfurization activity than MoO3/
SBA-15[12].  What we know so far, 3DOM SiO2 
supported HPW used as catalyst for ODS has little 
been heard yet. Choosing 3DOM SiO2 as support, 
there may be possible advantage as follows: as is well 
known, the high surface area can be good for catalyst 
to obtain more exposed active sites and enhance the 
catalytic activity for ODS process[13]. However, pore 
structure of catalyst, as one of the most influential 
factors, not merely influenced the surface area of SiO2 
supported HPW catalyst, but also affected the diffusion 
of the reactant and reaction product molecules (namely 
thiophenic compounds and sulfones), especially for the 
liquid-solid reaction. Hence, to explore the influence 
of porestructure and surface area of supported POM 
catalysts on ODS process can be a valuable work.

In the present work, we specially designed a 
series of 3DOM SiO2 supported HPW catalysts and 
investigated the feasibility of applying the as prepared 
catalysts for oxidative desulfurization. Their catalytic 
performance was explored through the ODS of the 
model oil. And effects of loading amount of HPW, 
catalyst dosage, oxidant consumption, and temperature 
were also studied systematically, which was in relation 
to the change of the sulfur removal rates. Besides, 
regeneration performance of the catalysts was tested.
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2 Experimental

2.1 Preparation
Monodispersed polystyrene spheres (PS) were ad-

opted as a macroporous template, synthesized by emul-
sion polymerization technique[14]. The catalyst 3DOM 
macroporous phosphotungstic acid SiO2 was prepared 
as follows: 2.833 g of tetraethyl silicate (Aladdin), 
0.1495 g of hydrochloric acid (HCl, 36wt%, Aladdin) 
and 0.44 g of distilled water were dissolved in 2.439 g 
of ethanol with strong stirring, and then an amount of 
HPW (Aladdin) was added slowly and magnetically 
stirred for another 0.5 h to form transparent sol. Dried 
PS latex spheres were added to a Buchner funnel with 
back pressure, obtained sol was carefully added by 
pipetting till the spheres were completely wetted. The 
infiltration process was repeated 3 times. The inorgan-
ic/organic composites were dried for 24 h at 60 ℃ and 
calcined at 400 ℃ in air for 10 h (at a ramp rate of 1 
℃/min). The catalyst was denoted as 3DOM HPW/
SiO2-x (where x represented the weight percentage of 
HPW in the catalyst).
2.2 Characterization

Powder X-ray diffraction (XRD) patterns were 
obtained with a Bruker D8 Advance diffractometer 
with Cu source (λ=1.5406 Å) operating at 40 kV, and 
50 mA. Scanning electron microscopic (SEM) imag-
es were obtained on a Hitachi S-4800 field emission 
scanning electron microscope. N2 sorption isotherms 
was measured with a Micromeritics Tristar II 3020 an-
alyzer at 77 K. The surface area was calculated by the 
Brunauer-Emmett-Teller (BET) method, the pore size 
distributions were derived from the adsorption branch-
es of the isotherms using the Barrett-Joyner-Halenda 
(BJH) method. Fourier transform infrared spectra (FT-
IR) were recorded on a Digilab-FTS60 spectrometer, 
and the samples were pressed with KBr. The HPW 
content in solid samples was determined by the results 
of inductively coupled plasma analysis (ICP, Perkin-El-
mer 3300DV).
2.3 Desulfurization of model fuel

All model fuels with sulfur content of 500 mg/
L (S) were prepared by dissolving DBT, BT or 4, 
6-DMDBT in petroleum ether, respectively. In the 
typical run, the water bath was heated to the given tem-
perature under stirring at 600 rpm and a certain amount 
of catalyst was added to a mixture of 10 mL model 
fuel oil and 10 mL acetonitrile. And then, a specific 
amount of 30% aqueous H2O2 was added into the mix-
ture to start the reaction. The amount of oxidant was 

expressed as O/S mole ratio. The resulting mixture was 
stirred for 2 h at the reaction temperature and analyzed 
periodically. After reaction, the catalyst was separated 
by centrifugation, washed with methanol, dried at 100 
℃, and subjected to the next ODS process. The upper 
oil was collected and the sulfur content was analyzed 
by  high performance liquid chromatography (HPLC).
The HPLC system was LC-20A (Shimadzu, Japan), 
which consisted of LC-20AT pumps, a SPD 20A ultra-
violet detector and a SinoChrom ODS-BP column (4.6 
mm×200 mm, 5 μm). 

3 Results and discussion

The wide-angle powder XRD patterns of 3DOM 
HPW/SiO2 samples with different HPW loadings are 
presented in Fig.1. The characteristic peaks of amor-
phous silica were found on wide-angle XRD patterns 
of all these samples. There were no indication of PWA 
crystalline phases present on the patterns, which meant 
that HPW has successfully introduced into SiO2 frame-
work rather than existing in free solid acid[15]. Calcu-
lated with the Scherrer equation, nanocrystalline size 
of SiO2 decreased significantly with increasing content 
of HPW (Table 1), which can be attributed to the im-
port of HPW hindered crystal growth of SiO2

[16]. Fig.2 
shows the SEM images of 3DOM HPW/SiO2-20. The 
macropores were approximately 340 nm and intercon-
nected by windows pores (Fig.2(a)), the mean diameter 
were 50 nm and the pore size was much smaller than 
that of the PS template (480 nm), which is because 
of the shrinkage of the HPW/SiO2 composite during 
calcination. Moreover, Fig.2(b) demonstrates the 
well-ordered macroporous structure of 3DOM HPW/
SiO2-20 material and the presence of periodicity of 
orderly structures preserved throughout the sample. In 
order to further illustrate the inner architectures of the 
3DOM HPW/SiO2, Fig.3(a) exhibits the N2 adsorption 
isotherms of 3DOM HPW/SiO2-20, which displayed 

Fig.1 Powder XRD patterns of 3DOM HPW/SiO2: (a) SiO2, (b) 
HPW/SiO2-10, (c) HPW/SiO2-20, (d) HPW/SiO2-30
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a type of H3 hysteresis loops, meaning that the close-
packed agglomeration of these nanoparticles formed the 
mesoporous structure[14, 17], the sample showed a broad 
distribution of pore size and the average mesopore size 
was 8 nm. Table 1 summarizes the specific surface 
area of 3DOM SiO2 and 3DOM HPW/SiO2 samples, 
which clearly showed that SBET of the composite was 
increased with HPW dosage firstly, and decreased then, 
a proper dosage of phosphomolybdic acid could im-

prove the pore structure and increase the specific sur-
face area. However, excess HPW will damage the pore 
structure of the catalyst and reduce the specific surface 
area[2, 3]. At the same time, mesoporous HPW/SiO2 with 
20wt% HPW was prepared by the literature method 
(Fig.3(b))[18]. 

Fig.4 displays the FT-IR spectra of HPW, 3DOM 
SiO2 and 3DOM HPW/SiO2 samples. Bulk HPW 
showed several absorption bands as follows: 1 079 cm-1

vas(P-O), 983 cm-1 vas(W=O), 889 cm-1 vas(W-Ob-W), 
and 805 cm-1 vas(W-Oc-W)[19]. However, silica showed 
typical framework bands at 805 cm-1, 960 cm-1, and 
1 060-1 250 cm-1 (Fig.4(a)), which overlapped with 
the typical absorption bands of Keggin-type HPW, 
while there was still weak characteristic band of HPW 
between 983 cm-1 and 889 cm-1 with the increase of 
HPW loading, mode shifts at 889 cm-1（W-Ob-W）

and 960 cm-1（W=O） were observed compared with 
HPW and SiO2, which can be attributed to the effect of 
chemical interactions between HPW and SiO2 frame-
work[19]. 

Initially, the catalytic performance of 3DOM 
HPW/SiO2 of different loadings was investigated 
(Fig.5). The removal rate of DBT was increased with 
the HPW content. When the HPW loading of 3DOM 
SiO2 was 10%, 20%, and 30%, the sulphur removal 
of DBT was 83.6%, 97.39%, and 100% within 2 h, 
respectively. This can be attributed to the increase 
of the active tungsten species in unit volume and 
specific surface area[3]. However, 20% HPW/SiO2 
and 30% HPW/SiO2 catalysts demonstrated similar 
desulfurization ability. This could be ascribed to the 
diffusion process of DBT, dominating the catalytic 
reaction[20]. Therefore, 3DOM HPW/SiO2-20 was 
chosen in the following investigation.

In the oxidation reaction of DBT process, molar 
ratio of O/S plays a critical role. It affects not only the 
efficiency but also the economy of the reaction system. 
In order to investigate the effect of the consumption 

Table 1 Physico-chemical parameters and total desulfurization 
efficiency of various samples

Sample
HPW content

/wt%
SBET

/(m2/g)
Sulfur removalb

/% 

SiO2 - 230.5 81.6

HPW/SiO2-10 9.4 256.4 98.2

HPW/SiO2-20 19.2 288.1 100

HPW/SiO2-30 29.1 301.5 100

Mesporous HPW/SiO2
 a 19.3 398.2 95.6

a Meso-HPW/SiO2: mesoporous HPW/SiO2 with 20wt% HPW prepared by 
the literature method[18]

b The reaction conditions are as follows: T=60℃, O/S=12, catalyst 
dosage=0.1 g, t=2 h

Fig.2 SEM images of macroporous HPW/SiO2 sample with 
20wt% HPW content

Fig.3 The nitrogen adsorption isotherms and the pore distributions 
of order 3DOM HPW/SiO2-20(a) and mesoporous HPW/
SiO2-20(b)

Fig.4 FT-IR spectra of 3DOM HPW/SiO2: (a) SiO2, (b) HPW/
SiO2-10, (c) HPW/SiO2-20, (d) HPW/SiO2-30, (e) HPW
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of hydrogen peroxide on the oxidation process, Fig.6 
shows the catalytic activity of 3DOM HPW/SiO2-20 
under various O/S molar ratios at 60 ℃. A pretty clear 
trend can be drawn out that the removal rates of DBT 
increased along with the amount of hydrogen peroxide. 
At the value of stoichiometric molar ratio of O/S, the 
desulfurization rate reached 70.6% after 2 h, which 
means that there are 29.4% of hydrogen peroxide 
unreacted because of thermal decomposition[2]. How-
ever, with the O/S molar ratio up to 20, a significant 
downswing appeared unexpectedly, which is possibly 
attributed to the concentration increase of H+ in the cat-
alytic process, which facilitates the attack of the H+ on 
the P=O species and hinders the procedure of P=O spe-
cies reacting with hydrogen peroxide to form catalytic 
active intermediate species, such as {PO4[WO(O2)2]4}
[21]. Taking the desulfurization efficiency into account, 
O/S molar ratio of 12 was the optimal condition.

The effect of reaction temperature on desulfuriza-
tion process was investigated and the results are pre-
sented in Fig.7. At lower temperature (40, 50, 60, and 
70 ℃), desulfurization reaction might be in the kinetic 
control[22], the reaction rate was promoted and the de-
sulfurization rate of DBT increased significantly with 
time. At higher temperatures, diffusion was the speed 
control procedure[23]. Desulfurization rate curves were 

alike. So, it is favorable for us to conduct the oxidation 
of DBT over 3DOM HPW/SiO2-20 at lower and more 
appropriate temperatures, such as 60 ℃.

The reaction kinetics of removal of DBT was 
further examined. The oxidative reaction of sulfur-
containing compound was a pseudo first-order 
reaction, where the rate is apparently dependent on the 
concentration of the limiting reactant[24]. The value of 
ln [1/1-XT] versus reaction time was obtained at 40, 
50, 60, 70, 80, and 90 ℃ (Fig.8), where XT means the 
desulfurization rate, and the apparent rate constants 
are 0.0052, 0.0113, 0.0319, 0.0440, and 0.0628 min-1

for reaction, corresponding R2 values are 0.9948, 
0.9976, 0.9819, 0.9916, and 0.9901, respectively. 
Via apparent rate constants, the apparent activation 

Fig.5 Variation of DBT removal rate with time in oxidation over 
3DOM HPW/SiO2 under different loadings. The reaction 
conditions are as follows: T = 60 ℃, O/S = 12, and m 
(dosage) = 0.1 g

Fig.6 Variation of the DBT removal rate with reaction time in 
oxidation over HPW/SiO2-20 at different O/S molar ratio. 
The reaction conditions are as follows: T = 60 ℃, and m 
(dosage) = 0.1 g

Fig.7 Variation of the DBT removal rate with reaction time 
in oxidation over 3DOM HPW/SiO2-20 at different 
temperatures. The reaction conditions are as follows: O/
S=12, and m (dosage) = 0.1 g

Fig.8  The apparent activation energy for DBT oxidation

Fig.9 The sulfur removal of different substrates with 3DOM 
HPW/SiO2-20. The reaction conditions are as follows: T = 
60 ℃, O/S = 12, and m (dosage) = 0.1 g
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energy can be calculated from the Arrhenius equation 
at different temperatures. The Arrhenius plot is shown 
in Fig.8 giving a linear plot with the R2 of 0.9476 and 
the apparent activation energy was calculated to be 
58.51 kJ/mol, Fig.9 compares the reactivity of BT, 
DBT, and 4, 6-DMDBT in the oxidation reaction. After 
a reaction time of 2 h, the desulfurization efficiencies 
of DBT, 4, 6-DMDBT and BT were 100%, 84.4%, and 
90.6%, respectively. The removal rates decreased in 
order: DBT > 4, 6-DMDBT > BT, in accordance with 
the result of polyoxometalate/H2O2 system[5]. Electron 
density and steric hindrance of sulfur compounds are 
major impacts of the desulfurization reaction. The 
electron densities of sulfur atoms in BT, DBT, and 4, 
6-DMDBT are 5.739, 5.758, and 5.760, respectively[25]. 
The lowest sulfur removal rate of BT was related to its 
lowest electron density, the reactivity of 4, 6-DMDBT, 
however, was lower than that of DBT, which can be 
attributed to the steric hindrance of two methyl groups 
in 4, 6-DMDBT molecule. 

According to the previous work of our project 
group, mesoprous HPW/SiO2-20 (398.2 m2/g) has 
been prepared and investigated by the N2 adsorption 
isotherms (Fig.3(b)), and the result was in good 
agreement with the Ref.[18]. With the similar surface 
areas, 3DOM HPW/SiO2-20 catalyst (288.1 m2/g) 
exhibited much higher removal rates of DBT (Table 
1). Since it was a liquid-phase reaction for ODS, only 
when the reactants and the products moving into or 
out of the nanostructured material are included as an 
integral part of the nanostructure, will the catalytic 
process be more effective[26]. Moreover, the hierarchical 
pore structure of catalyst makes the reactant molecules 
easier to enter the inner pores, and thus more flexible 
to approach the active sites[27]. This result suggested 
that rather than the surface area but the pore structure 
played the crucial role in our catalyst systems. The 
intrinsic interconnected 3DOM structure may render 

quicker transport of guest species to catalytic active 
site[11, 28]. 

Fig.10 shows the reusing potential of hetero-
geneous catalyst in desulfurization of DBT. At the end 
of reaction, 3DOM HPW/SiO2-20 was recovered by 
filtration and washed with methanol 3 times, then dried 
at 100 ℃ overnight. After 7 times of regeneration, 
the desulfurization rate of 3DOM HPW/SiO2-20 was 
slightly lower than that of the fresh catalyst. The 
catalyst has excellent reusing capability, which can be 
attributed to the strong chemical interactions between 
the HPW and SiO2 framework, preventing HPW from 
leaching in polar solution. Hence, the 3DOM HPW/
SiO2-20 was easy to restore the catalytic activity.

4 Conclusions

The 3DOM HPW/SiO 2 cata lyst  has  been 
successfully prepared at room temperature via 
Polystyrene colloidal crystals method and used as 
catalyst for ODS process. 3DOM HPW/SiO2 catalysts 
possessed a hierarchical porous structure, with Keggin 
type HPW fixed in the wall of the pore structure. 
Besides, the 3DOM HPW/SiO2 catalysts showed 
excellent desulfurization performance under the 
optimum conditions, and 100% conversion of the sulfur 
removal of DBT could be achieved within 2 h .The 
3DOM pore structure of catalyst played an important 
role in the ODS, which has been confirmed by 
experimental results, and the kinetic studies indicated 
that the DBT removal presented a pseudo first-order 
kinetic process, and the apparent activation energy 
was 58.51 kJ/mol. The order of desulphurization 
efficiency decreased in line: DBT > 4, 6-DMDBT > 
BT. Furthermore, the 3DOM HPW/SiO2 was very 
active catalyst for refractory sulfides such as DBT.
After 7 times of regeneration, the activity loss of 
desulfurization was negligible.

References
[1]  Mjalli FS, Ahmed OU, Al-Wahaibi T, et al. Deep Oxidative Desulfur-

ization of Liquid Fuels[J]. Rev. Chem. Eng., 2014, 30: 337-378
[2]  Yan XM, Mei P, Lei JH, et al. Synthesis and Characterization of Mes-

oporous Phosphotungstic Acid/TiO2 Nanocomposite as a Novel Oxi-
dative Desulfurization Catalyst[J]. J. Mol. Catal. A: Chem., 2009, 304: 
52-57

[3]  Qiu JH, Wang GH, Zhang YQ, et al. Direct Synthesis of Mesoporous 
H3PMo12O40/SiO2 and Its Catalytic Performance in Oxidative Desulfur-
ization of Fuel Oil[J]. Fuel., 2015, 147: 195-202

[4]  Li B, Liu Z, Han C, et al. Insitu Synthesis, Characterization, and Cat-
alytic Performance of Tungstophosphoric Acid Encapsulated into the 
Framework of Mesoporous Silica Pillared Clay[J]. J. Colloid Interface 

Fig.10 Effect of the recycles on the conversion of DBT with 
3DOM HPW/SiO2-20 as catalyst. The reaction conditions 
are as follows: T=60 ℃, O/S=12, m (dosage) = 0.1 g, and 
t = 2 h



854 Vol.33 No.4 DU Yue et al: Three-dimensionally Ordered Macroporous Phosphotungstic...

Sci., 2012, 377: 334-341
[5]  Li B, Liu Z, Liu J, et al. Preparation, Characterization and Application 

in Deep Catalytic ODS of the Mesoporous Silica Pillared Clay Incor-
porated with Phosphotungstic Acid[J]. J. Colloid Interface Sci., 2011, 
362: 450-456

[6]  Li B, Ma W, Liu J, et al. Synthesis of the Well-Ordered Hexagonal 
Mesoporous Silicate Incorporated with Phosphotungstic Acid through 
a Novel Method and its Catalytic Performance on the Oxidative Desul-
furization Reaction[J]. Catal. Commun., 2011, 13: 101-105

[7]  Abdalla Z, Li BS. Preparation of MCM-41 Supported (Bu4N)(4)H-3(P-
W11O39) Catalyst and Its Performance in Oxidative Desulfurization[J]. 
Chem. Eng. J., 2012, 200: 113-121

[8]  Xiong J, Zhu WS, Ding W J, et al. Phosphotungstic Acid Immobilized 
on Ionic Liquid-Modified SBA-15: Efficient Hydrophobic Hetero-
geneous Catalyst for Oxidative Desulfurization in Fuel[J]. Ind. Eng. 
Chem. Res., 2014, 53: 19895-19904

[9]  Velev OD, Jede TA, Lobo RF, et al. Porous Silica Via Colloidal Crys-
tallization[J]. Nat., 1997, 389: 447

[10]  Aridi TN, Al-Daous MA. HDS of 4,6-Dimethyldibenzothiophene over 
MoS2 Catalysts Supported on Macroporous Carbon Coated with Alu-
minosilicate Nanoparticles[J]. Appl. Catal., A: Gen., 2009, 359: 180-
187

[11]  Han DZ, Li X, Zhang L, et al. Hierarchically Ordered Meso/macro-
porous Gamma-alumina For Enhanced Hydrodesulfurization Perfor-
mance[J]. Microporous Mesoporous Mater., 2012, 158: 1-6

[12]  Dou J, Zeng HC. Integrated Networks of Mesoporous Silica Nanowires 
and Their Bifunctional Catalysis-Sorption Application for Oxidative 
Desulfurization[J]. ACS Catal., 2014, 4: 566-576

[13]  Luo GQ, Kang LH, Zhu MY, et al. Highly Active Phosphotungstic 
Acid Immobilized on Amino Functionalized MCM-41 for the Oxide-
sulfurization of Dibenzothiophene[J]. Fuel Process. Technol., 2014, 
118: 20-27

[14]  Holland BT, Blanford CF, Do T, et al. Synthesis of Highly Ordered, 
Three-Dimensional, Macroporous Structures of Amorphous or Crystal-
line Inorganic Oxides, Phosphates, and Hybrid Composites[J]. Chem. 
Mater., 1999, 11: 795-805

[15]  Li W, Jin G, Hu H, et al. Phosphotungstic Acid and WO3 Incorporat-
ed TiO2 Thin Films as Novel Photoanodes in Dye-sensitized Solar 
Cells[J]. Electrochim. Acta., 2015, 153: 499-507

[16]  Tiejun C, Ming Y, Xianwen W, et al. Preparation, Characterization, and 

Photocatalytic Performance of NdPW12O40/TiO2 Composite Catalyst[J]. 
Chin. J. Catal., 2007, 28: 10-16

[17]  Holland B, Blanford C, Stein A. Synthesis of Macroporous Miner-
als with Highly Ordered Three-Dimensional Arrays of Spheroidal 
Voids[J]. Sci., 1998, 281: 538-540

[18]  Yan X, Lei J, Liu D, et al. Synthesis and Catalytic Properties of Mes-
oporous Phosphotungstic Acid/SiO2 in a Self-Generated Acidic Envi-
ronment by Evaporation-induced Self-assembly[J]. Mater. Res. Bull., 
2007, 42: 1 905-1 913

[19]  Yang L, Qi Y, Yuan X, et al. Direct Synthesis, Characterization and 
Catalytic Application of SBA-15 Containing Heteropolyacid H3P-
W12O40[J]. J. Mol. Catal. A: Chem., 2005, 229: 199-205

[20]  Zhang J, Wang A, Li X, et al. Oxidative Desulfurization of Diben-
zothiophene and Diesel Over [Bmim]3PMo12O40[J]. J. Catal., 2011, 
279: 269-275

[21]  Lorencon E, Alves D, Krambrock K, et al. Oxidative Desulfurization 
of Dibenzothiophene over Titanate Nanotubes[J]. Fuel, 2014, 132: 53-
61

[22]  Zhang J, Wang AJ, Wang YJ, et al. Heterogeneous Oxidative De-
sulfurization of Diesel Oil by Hydrogen Peroxide: Catalysis of an 
Amphipathic Hybrid Material Supported on SiO2[J]. Chem. Eng. J., 
2014,245:65-70.

[23]  Shen C, Wang YJ, Xu JH, et al. Synthesis of TS-1 on Porous Glass 
Beads for Catalytic Oxidative Desulfurization[J]. Chem. Eng. J., 2015, 
259: 552-561

[24]  Te M, Fairbridge C, Ring Z. Oxidation Reactivities of Dibenzothio-
phenes in Polyoxometalate/H2O2 and Formic Acid/H2O2 Systems[J]. 
Appl. Catal. A: Gen., 2001, 219(1-2): 267-280

[25]  Otsuki S, Nonaka T, Takashima N, et al. Oxidative Desulfurization 
of Light Gas Oil and Vacuum Gas Oil by Oxidation and Solvent Ex-
traction[J]. Energy Fuels, 2000, 14: 1232-1239

[26]  Rolison DR. Catalytic Nanoarchitectures-the Importance of Nothing 
and the Unimportance of Periodicity[J]. Sci., 2003, 299: 1 698-1 701

[27] Liu S, Zheng F, Wu J. Preparation of Ordered Mesoporous Carbons 
Containing Well-Dispersed and Highly Alloying Pt-Co Bimetallic 
Nanoparticles toward Methanol-Resistant Oxygen Reduction Reac-
tion[J]. Appl. Catal., B: Environ., 2011, 108: 81-89

[28] Parkhomchuk EV, Lysikov AI, Okunev AG, et al. Meso/macroporous 
CoMo Alumina Pellets for Hydrotreating of Heavy Oil[J]. Ind. Eng. 
Chem. Res., 2013, 52: 17 117-17 125


