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Some TiO, powders, prepared from titanium(IV)tetraisopropoxide by the sol-gel method and thermally treated between 100 and
1000°C, have been characterized by X-ray powder diffraction and by nitrogen adsorption and desorption at 77K to calculate
the BET-specific surface area, from which the micropore volume and the external surface area can be derived. The photocatalytic
activity (k,) of the above powders has been evaluated considering the TiO,-sensitized photo-oxidation of 4-methoxybenzyl alcohol
in CH;CN as the test reaction. The decrease of k, have been related to the decrease of the BET surface area, the micropore volume,
and the external surface area of the TiO, powders, but a satisfactory linear correlation is observed only for the last superficial
parameter.
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1. Introduction

Heterogeneous photochemical processes sensitized by semi-
conductors, such as TiO,, have gained wide popularity
because of their application, mainly to water or atmo-
sphere detoxification, to conversion or storage of solar light
energy, and to synthetic or mechanistic organic chemistry
(1, 2].

Photo-oxidation reactions of organic compounds sen-
sitized by TiO, in CH3CN have been studied also from
the point of view of their reaction mechanism because
this reaction medium is suitable to dissolve the organic
substrates and is not competitively oxidizable. Moreover,
the primary oxidation products usually are not furtherly
degraded, allowing material recovery (unreacted substrate
+ formed product) and stoichiometry to be evaluated.
The primary oxidation products are generally obtained
through an electron transfer mechanism between the photo-
generated hole, (TiO;);-, and the substrate, giving a radical
cation as intermediate [3].

In recent years, many mechanistic details have been
collected about this TiO;-sensitized oxidative process on

benzylic derivatives (arenes [4], alcohols [5-7], ethers [8],
silanes [7], sulfides [9-11], diols [6, 12] etc.) in CH3CN.
In these works only TiO, commercial powders have been
considered (anatase, Aldrich, or P25, Degussa).

In this paper we report the results of a study that allow
a correlation of the photochemical activity in CH3CN to the
superficial texture and the crystal form of different synthetic
TiO, powders. These photocatalysts were prepared by a sol-
gel method starting from titanium isopropoxide, calcined
at different temperatures (100-1000°C for one hour) and
characterized by X-ray diffraction (XRD) and by nitrogen
adsorption and desorption at 77 K.

In this context, it has been previously reported that
powders, prepared though the sol-gel method in the absence
of any kind of additives and calcined at different tempera-
tures, show different photochemical efficiencies in the photo-
oxidations of appropriate test samples, either in water and in
gas phase [13-16].

In this work, the photocatalytic activity of the powders
have been evaluated through the photo-oxidation in CH;CN
of 4-methoxybenzyl alcohol to 4-methoxybenzaldehyde, a
reaction of known stoichiometry and mechanism (7, 17, 18].



2. Experiments

2.1. Materials. Titanium(IV)tetraisopropoxide (TTIP, Al-
drich, 97%), TiO, (P25, Degussa), isopropanol (IP, Carlo
Erba, 99.7%), CH3CN (99.9%, HPLC grade, contain-
ing 0.02% of water from Karl Fisher analysis), and 4-
methoxybenzyl alcohol (Aldrich, 98%) were commercial
samples.

2.2. Preparation of TiO, Powder. For the synthesis of the
TiO; powder, TTIP (12 mL) was added to 500 mL of IP with
constant magnetic stirring at room temperature. Milli-Q
water (2500 mL) was then added slowly to the solution. The
obtained mixture (TTIP : IP : H,O molar ratio = 1 : 3 : 240)
was vigorously stirred for 24 hours in a closed flask. The fine
white precipitate dispersed in the solvent was filtered and
washed with Milli-Q water. The white residue was dried in
oven at 100°C for 24 hours and then it was grinded by a
ceramic mortar. The derived particles were thermally treated
for 1 hour at 200, 300, 350, 400, 500, 700, 850, and 1000°C.

2.3. Characterization of TiO, Powders. X-ray powder diffrac-
tion (XRD) analyses were performed on a computerized
Philips PW1710 diffractometer using Cu K« radiation,
operating at 40 kV and 20 mA with a step scan of 1°C/min.

Nitrogen adsorption/desorption isotherms at 77 K were
measured using a computer-controlled Micrometrics ASAP
2010 adsorption analyzer. The preparation of samples was
made by degassing the materials at 100°C, overnight. The
specific surface area was calculated by the Brunauer, Emmett
and Teller (BET) theory. Micropore volume and external
surface area of the catalysts were obtained by application of
the t-plot method [19]. The Harkins-Jura equation was used
as reference for the thickness of the adsorbed layer [19].

The thermogravimetric analysis of the sample dried at
100°C, stored at room temperature, 75% r.h., was performed
with a Netzsch STA 449C thermobalance with a temperature
gradient of 5°C/min.

2.4. Photochemical Oxidation. A solution of the substrate
(1.0 X 1072M) in 10mL of CH;CN, containing 10 mg of
TiO,, was externally irradiated using a Helios Italquartz
500 W high pressure mercury lamp (through Pyrex filter),
under stirring at room temperature. In the present work, we
are mainly interested to the relative photocatalytic activity of
powders and therefore we did not measure the irradiation
intensity. However, for such a lamp, one typically expects
a photon flux emission between 15 and 20 mW cm~2. After
irradiation, the reaction mixture was filtered through double
paper and analyzed by gas-chromatography (GC, in the
presence of bibenzyl as internal standard). The GC analyses
were carried out on a HP 5890 gas-chromatograph using a
HP-Innovax capillary column, 15m.

3. Results and Discussion

3.1. Powders Synthesis. The TiO, powders were prepared by
hydrolysis of TTIP in IP and subsequent calcination at 100
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F1GURE 1: XRD patterns of the indicated samples.

(denoted as S100), 200 (S200), 300 (S300), 350 (S350), 400
(S400), 500 (S500), 700 (S700), 850 (S850) and 1000°C
(S1000).

3.2. X-Ray Diffraction. XRD patterns of the samples S100-
$1000 are shown in Figure 1. Diffraction maxima due to the
anatase form of TiO, were evident after thermal treatments
from 400 to 700°C (S400, S500, and S700 samples). A further
increase of calcination temperature brings to the appearance
of the rutile crystalline form besides that of anatase (5850).
In the case of S1000 sample, only maxima ascribed to the
rutile crystalline form are observed. From XRD results the
$100-S350 samples do not present any evident christallinity,
but TEM measurements [14, 15] on samples prepared by a
similar procedure and calcined at temperatures from 100 to
300°C evidentiate aggregates of fine particles.

3.3. Nitrogen Adsorption-Desorption Isotherms. Surface area
and porosity of obtained solids were calculated by nitrogen
adsorption and desorption at 77 K. Some of these isotherms
are shown in Figure 2.

The adsorption-desorption isotherm of $350 is similar
and superimposed to all the samples below 350°C (S100,
§200, and $300) and can be classified as type II isotherm.

Increasing the temperature of the thermal treatment
from 350 to 1000°C, the adsorption isotherm gradually
changes from type II to type III.

The little hysteresis present between the desorption and
adsorption isotherms of some samples, in the range 0.4 <
p/po < 0.6, indicates that a little volume of mesopores is
present.

The BET adsorption analysis data allows to calculate, for
the various samples, the specific BET surface area. This area
depends on the temperature of the thermal treatment: higher
values of surface area are measured for the samples treated at
temperatures lower than 350°C (see Figure 3).

Increasing the thermal treatment temperatures above
350°C, BET surface area diminishes until a very low
value at 1000°C (S1000 sample). The decrease of BET
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FiGure 2: The nitrogen adsorption-desorption isotherms of the
indicated samples.
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Figure 3: BET surface area versus temperature of the thermal
treatment of the samples.

area (with the enhancement of the calcination temperature)
could be related to the increase of crystallinity of the samples
[20].

The t-plot analysis of samples adsorption data permits to
evaluate the micropore volumes and the external surface area
of the samples [19].

The calculated micropore volumes and the external
surface area for the prepared samples are plotted against
thermal treatment temperature in Figures 4 and 5.

Samples with a micropore volume higher than 0.18 cm®/g
were obtained when the temperature of the thermal treat-
ment do not exceed 350°C. The increase of the temperature
above 350°C induces a decrease in the micropore volume
and in the external surface area. This is consistent with the
increase of the crystallinity of the samples.

The micropore size distribution calculated by the MP
method [19] is narrow; for example, the hydraulic radius
relative to the powder S350 is in the range 5-8 angstrom.

T (°C)

FIGURE 5: External surface area (A) versus temperature of the
thermal treatment of the samples.

3.4. Photocatalytic Activity. As it has been mentioned in the
Introduction, in order to evaluate the photocatalytic activity
of the different TiO, powders, we have considered a photo-
oxidation test reaction in liquid phase previously extensively
studied by us, that is, the TiO, photosensitized oxidation of
4-methoxybenzyl alcohol in CH3CN (1):

TiOy, hv
H,CO CH,0H ————> H,CO CHO
CH,CN
(1)

The recognized reaction mechanism and, consequently,
the reaction stoichiometry, are reported in Scheme 1.

TiO» ™ (TiOy); + (TiOs),- (2)

The aldehyde conversions, obtained at different times in
the presence of TiO, powders thermally treated from 100
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Ficure 6: Kinetic plot relative to the photo-oxidation in the
presence of S200 sample.

to 1000°C, are reported in Table 1. In the same table are
also reported the data relative to the commercial TiO, P25
powder.

The photocatalytic activity of the different powders can
be quantitatively evaluated by the apparent rate constants
(k,) calculated by the following Langmuir-Hinshelwood rate
expression:

In[100/(100 — %grcho)] = kKt =k, t, (3)

where %gcHo is the aldehyde percent at the various times
(t), k is the true rate constant and K is the substrate
adsorption constant on TiO,. As an example, the linear plot
In[100/(100 — %pgcHo)] versus t (r = 0.994), relative to
the photo-oxidation in the presence of the sample $200, is
reported in Figure 6.

All k, values are reported in Table 1. From these kinetic
data it can be observed that the samples $200, $300, and S350
are the most photochemically efficient (k, in the range 9-10x
1073 min™!). Samples $100, S400, S500, S700, and S850 are

less efficient (k, = 4-7 x 10> min™!). Finally, the sample
$1000 is the least reactive one (k, = 0.3x107° min~!), mostly
due to its crystal form (rutile, less efficient than anatase) [21].

A further point to be considered is that all prepared
photocatalytic powders (exept S1000) are more efficient than
the commercial photocatalyst P25 (see Table 1).

Moreover, no reaction takes place in the absence of light
or in the absence of catalyst until the considered reaction
time (3 hours).

It must be observed that the sample S100 presents a
great water amount (ca 13% w/w, from thermogravimetric
analysis) that could reduce the sites available to the substrate
adsorption and then the k, value; therefore, we have not
thought it convenient to consider this sample in the following
discussion.

Therefore, considering only the k, values relative to $200-
$1000 samples in Table 1 and their calcination temperature, a
rate decrease when the temperature increases is qualitatively
observed.

As the test reaction occurs at the interface between the
solid photocatalyst and the organic solution, it is expected
that the observed relationship should be connected with
the solid-solution interface characteristics and, in particular,
to the superficial properties of TiO,. The above reported
characterization of the photocatalyst surface indicates that
the BET surface area, the micropore volume and the external
surface area depend on the temperature of the thermal
treatment: they decrease together according to the trends
reported in Figures 3, 4, and 5. Therefore, it seems to be of
interest to directly evaluate the relationship between these
parameters and k,.

From the N, adsorption data, the calculation of the
nitrogen volume which forms a monolayer of adsorbed
molecules, and thus the BET surface area value, involves
the volume of the nitrogen molecules adsorbed in the
micropores and on the external surface area [19]; therefore,
the micropore volume and the external surface area are
separately taken into account to find a dependence from the
measured k, value.
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TaBLE 1: Aldehyde conversion and photocatalytic activity (k,) data obtained in the photo-oxidation with TiO, powders.

Aldehyde yield (%)

Sample . . ; . . 10°k, (min1)
t = 15 minutes t = 30 minutes t = 60 minutes t = 120 minutes t = 180 minutes
S100 12 22 35 52 67 6.3
$200 11 22 40 65 81 9.0
S$300 20 33 52 77 80 10.2
S350 18 28 43 69 81 9.4
$400 15 26 36 59 69 6.9
S500 14 23 37 57 74 7.4
S700 11 16 27 44 59 4.9
S850 12 17 26 35 57 4.0
S1000 — 1 2 2 6 0.3
P25 14 20 24 33 38 3.1
- linear correlation with the reaction rate is the external surface
area.
10 A
) ' Acknowledgment
‘5 This work was carried out with the financial support of the
ME 6 1 { Ministero dell’Istruzione, dell’Universita e della Ricerca.
References
? [1] N. Serpone and E. Pelizzetti, Photocatalysis: Fundamentals and
o4 ™ Applications, John Wiley & Sons, New York, NY, USA, 1989.
T T T T T T [2] A. Fujishima, X. Zhang, and D. A. Tryk, “TiO, photocatalysis

0 10 20 30 40 50 60 70 80 90 100 110

External surface area (m?/g)

FiGURE 7: The relationship between external surface area and k,.

Plotting k, versus external surface area, a satisfactory
linear correlation (r = 0.960) was obtained (Figure 7) while
alower correlation factor (r = 0.777) for k, versus micropore
volume was calculated. Thus, the photochemical activity
directly depends from external surface area of the sample,
while the micropore volume is less important.

The fact that the photocatalytic activity becomes weaker
when the external surface area decreases, could be related
to the decrease of the number of OH groups, necessary for
the adsorption of substrate at the semiconductor surface,
interfaced to CH;CN [22, 23].

4. Conclusion

The photochemical activity of TiO, powders, obtained by a
sol-gel method and calcined at different temperatures, has
been evaluated through a test reaction (4-methoxybenzyl
alcohol — 4-methoxybenzaldehyde) in CH3CN. In this
medium, the increase of calcination temperature induces,
on one side, a decrease of BET surface area, of micropore
volume and of external surface area and, on the other side, a
decrease of the photo-oxidation rate of test reaction. Among
the above surface parameters, the one that shows the best

and related surface phenomena,” Surface Science Reports, vol.
63, no. 12, pp. 515-582, 2008.

[3] M. A. Fox and M. T. Dulay, “Heterogeneous photocatalysis,”
Chemical Reviews, vol. 93, no. 1, pp. 341-357, 1993.

[4] E. Baciocchi, C. Rol, G. V. Sebastiani, and L. Taglieri,
“Structural effects in the TiO,-photocatalyzed oxidation of
alkylaromatic compounds in acetonitrile in the presence of
Ag,SO4,” Journal of Organic Chemistry, vol. 59, no. 18, pp.
5272-5276, 1994.

[5] S. Vijaikumar, N. Somasundaram, and C. Srinivasan, “Pho-
toinduced oxidation of benzhydrol and reduction of benzil on
titanium dioxide,” Applied Catalysis A, vol. 223, no. 1-2, pp.
129-135, 2002.

[6] O. S. Mohamed, A. E.-A. M. Gaber, and A. A. Abdel-
Wahab, “Photocatalytic oxidation of selected aryl alcohols in
acetonitrile,” Journal of Photochemistry and Photobiology A,
vol. 148, no. 1-3, pp. 205-210, 2002.

[7] M. Bettoni, T. Del Giacco, C. Rol, and G. V. Sebastiani, “True
quantum yields and adsorption constants as tools for a mecha-
nistic study of the TiO,-sensitized photooxidation of benzylic
derivatives,” Journal of Photochemistry and Photobiology A, vol.
163, no. 3, pp. 481-487, 2004.

[8] M. Bettoni, T. Del Giacco, C. Rol, and G. V. Sebastiani, “Photo-

oxidative dealkylation of a-alkylbenzyl methyl ethers induced

by titanium dioxide in acetonitrile,” Journal of Physical Organic

Chemistry, vol. 19, no. 1, pp. 18-24, 2006.

E. Baciocchi, T. Del Giacco, M. L. Ferrero, C. Rol, and G. V.

Sebastiani, “Oxidation of aromatic sulfides photosensitized by

TiO, in CH;CN in the presence of Ag,SOy. The role of TiO,

in the chemistry of sulfide radical cations,” Journal of Organic

Chemistry, vol. 62, no. 12, pp. 4015-4017, 1997.

©



[10] A. M. A. Abdel Wahab and A. E. M. Gaber, “TiO,-
photocatalytic oxidation of selected heterocyclic sulphur com-
pounds,” Journal of Photochemistry and Photobiology A, vol.
114, no. 3, pp. 213-218, 1998.

[11] H. Vosooghian and M. H. Habibi, “Photooxidation of some
organic sulfides under UV light irradiation using titanium
dioxide photocatalyst,” International Journal of Photoenergy,
vol. 2007, Article ID 89759, 7 pages, 2007.

[12] M. Bettoni, T. Del Giacco, C. Rol, and G. V. Sebas-

tiani, “Titanium dioxide photosensitised oxidation of «,f-

dihydroxybenzyl derivatives in CH3CN,” Journal of Photo-

chemistry and Photobiology A, vol. 190, no. 1, pp. 34-40, 2007.

D. Robert and J. V. Weber, “Titanium dioxide synthesis by sol

gel methods and evaluation of their photocatalytic activity,”

Journal of Materials Science Letters, vol. 18, no. 2, pp. 97-98,

1999.

[14] M. Toyoda, Y. Nanbu, Y. Nakazawa, M. Hirano, and M.
Inagaki, “Effect of crystallinity of anatase on photoactivity for
methyleneblue decomposition in water,” Applied Catalysis B,
vol. 49, no. 4, pp. 227-232, 2004.

[15] M. Inagaki, T. Imai, T. Yoshikawa, and B. Tryba, “Photocat-
alytic activity of anatase powders for oxidation of methylene
blue in water and diluted NO gas,” Applied Catalysis B, vol. 51,
no. 4, pp. 247-254, 2004.

[16] M. Inagaki, R. Nonaka, B. Tryba, and A. W. Morawski,
“Dependence of photocatalytic activity of anatase powders on
their crystallinity,” Chemosphere, vol. 64, no. 3, pp. 437-445,
2006.

[17] T. Del Giacco, M. Ranchella, C. Rol, and G. V. Sebastiani,

“Photo-oxidation of some benzylic alcohols sensitized by

colloidal TiO, in CH3CN. A kinetic mechanistic study through

quantum vyield determinations,” Journal of Physical Organic

Chemistry, vol. 13, no. 11, pp. 745-751, 2000.

M. Ranchella, C. Rol, and G. V. Sebastiani, “The photoelectro-

chemical oxidation of benzyl derivatives at Ti/TiO, anodes. A

mechanistic approach through current efficiency and density

measurements,” Journal of Chemical Research, vol. 2002, no. 5,

pp. 239-241, 2002.

S. J. Gregg and K. S. W. Sing, Adsorption, Surface Area and

Porosity, Academic Press, London, UK, 1982.

P. Gorska, A. Zaleska, E. Kowalska, et al., “TiO, photoactivity

in vis and UV light: the influence of calcination temperature

and surface properties,” Applied Catalysis B, vol. 84, no. 3-4,

pp. 440-447, 2008.

[21] U.I1. Gaya and A. H. Abdullah, “Heterogeneous photocatalytic
degradation of organic contaminants over titanium dioxide:
a review of fundamentals, progress and problems,” Journal of
Photochemistry and Photobiology C, vol. 9, no. 1, pp. 1-12,
2008.

[22] T. Del Giacco, C. Rol, and G. V. Sebastiani, “Involvement of

adsorption effects in the TiO,-sensitized photooxidation rate

of benzylic derivatives in CH;CN,” Journal of Physical Organic

Chemistry, vol. 16, no. 2, pp. 127-132, 2003.

M. Bettoni, T. Del Giacco, C. Rol, and G. V. Sebastiani, “Dark

adsorption equilibrium constants of benzylic derivatives on

TiO; and their implications in the sensitised heterogeneous

photooxidation,” Journal of Chemical Research, vol. 2003, no.

7, pp. 415-417, 2003.

=
w

[18

[19

[20

[23

International Journal of Photoenergy



-

o o T
S b

Organic Chemistry
International

International Journal of

Carbohydrate
Chemistry

The Scientific
\(\(erd Journal

Journal of

Spectroscopy

Jou

of
Theoretical Chemistry

Hindawi

o ®
L
i |

* @

Internatiopal Journal of !
Analytical Chemistry

Advances in

Physical Chemistry

Submit your manuscripts at
http://www.hindawi.com

International Journal of

Inorganic Chemistry

Chromatography
Research International

International Journal of

Electrochemistry

o

Journal of

Applied Chemistry

Chemistry

Journal of
Quantum Chemistry

Journal of

Analytical Methods ﬁ

in Chemistry




