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Abstract—TiO, nanoparticles were prepared by hydrolysis of TTIP (titanium tetraisopropoxide) using an ultrasoni-
cation technique coupled with a sol-gel method. The physical properties of nanosized TiO, were investigated. The photo-
catalytic degradation of 4-nitrophenol was studied by using a batch reactor in the presence of UV light. The crystallite
size of the anatase phase is increased with an increase of R, ratio (EtOH/H,0O molar ratio). The particles’ crystallite
size prepared with and without ultrasonic irradiation is marginally different. Those particles prepared with ultrasonic
irradiation show a higher activity on the photocatalytic decomposition of 4-nitrophenol compared to those prepared
without ultrasonic irradiation. The photocatalytic activity decreases with an increase of R, ratio. In addition, the photo-
catalytic activity shows the highest value on the titania particle calcined at 500 °C.
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INTRODUCTION

Up to the present time the most widely used methods for the elim-
ination of organic pollutants from water have been adsorbed over
activated carbon, chemical oxidation, or an aerobic biological treat-
ment. All these processes suffer from several disadvantages. Adsorp-
tion is not a destructive process so that a further step is needed for
the elimination of the organic compounds, while the chemical oxi-
dation does not generally result in the complete mineralization of
the organic compound and it is economically favorable only for sig-
nificant concentrations of pollutant. Biological treatment has several
drawbacks, such as the low reaction rate, the difficulty of disposal
of the activated sludge, and the very narrow range of pH [Suryan-
yana and Froes, 1992; Alivisatos, 1995]. None of these disadvan-
tages is shared by methods based on the utilization of light, i.e., pho-
tocatalysis using semiconductors irradiated by near UV-light. The
complete mineralization of the organic compound with the absence
of dangerous residual intermediate compounds, and the possibility
of working over wide ranges of operational conditions make the
photocatalytic method preferable or, at least, competitive with the
others.

Phenol and its derivatives are some of the most refractory pollut-
ants present in industrial waste water. Their high stability and solubil-
ity in water are the main reasons why the degradation of these com-
pounds to non-dangerous levels is a very difficult process [Augugliaro
et al,, 1991]—in particular, 4-nitrophenol and its derivatives, which
result from the production processes of pesticides, herbicides and
synthetic dyes. These pollutants have high toxicity and carcinogenic
character.

Nanocrystalline powders of titania are widely used as catalysts
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in photocatalytic reactions, as gas sensors, and as white pigment
materials [Wold, 1993]. The synthesis of nanocrystalline particles
with controlled size and composition is of technological importance
because they present more active sites per unit area achieving en-
hanced performance. Up to now, many methods have been estab-
lished for the synthesis of titania [Hong et al., 2003; Lim et al., 2002].
The sol-gel technique is the most often used. Unfortunately, sol-gel
derived precipitates are usually amorphous in nature, requiring fur-
ther treatment to induce crystallization [Yang et al., 2001; Jung and
Imaishi, 2001]. The sonochemical synthesis, which has been de-
scribed elsewhere has been employed to prepare amorphous met-
als and oxides [Cao et al., 1997; Awate et al., 2001]. The use of ultra-
sound to enhance the rate of reaction has become a routine syn-
thetic technique for many homogeneous and heterogeneous chem-
ical reactions [Hyeon et al., 1996].

In this paper, we prepared nanosized TiO, particles by hydroly-
sis of TTIP (titanium tetraisopropoxide) with and without ultrasonic
irradiation coupled with the sol-gel method. The physical properties
of prepared nanosized TiO, particles were investigated. We also
investigated the effect of R ratios (H,O/TTIP and EtOH/H,O) and
calcination temperature on the physical properties of nanosized TiO,
particles, and examined the activity of TiO, particles as a photocat-
alyst for the decomposition of 4-nitrophenol.

EXPERIMENTAL

All chemicals used in this study were reagent-grade supplied from
Aldrich and used as received. Millipore water was used in all ex-
periments.

To prepare nanosized titania particles, titanium tetraisopropoxide
(Ti(OC;H,),, 97%, Aldrich) was used as a precursor of titania. Hy-
drolysis was carried out at room temperature by adding slowly con-
trolled amounts of TTIP to an ethanol-H,O mixture under vigor-
ous stirring. This solution was mixed for 6 h with rapid agitation
(3,500 rpm) and then washed and filtered.

Sol samples formed by the hydrolysis process were treated with



548 C.W. Ohetal.

and without ultrasonic irradiation in an ultrasonic cleaning bath (Bran-
son, USA, 115V, 2 kW, 38 kHz) for 1 h. The produced TiO, particles
were separated in a centrifuge at 10,000 rpm for 10 min and were
then washed by distilled water. The particles were dried at 100 °C
for 24 h and then calcined at 300-700 °C for 3 h.

The dried fine powder of synthesized TiO, was subjected to thermo-
gravimetric-differential thermal analysis (TG Perkin-Elmer) to deter-
mine the temperature of possible decomposition. The major phase
of the obtained particles was analyzed by X-ray diffraction (Rigaku
D/MAXIIC) using Cu-K o radiation. The crystallite size of the pre-
pared particles was determined from the broadening of the anatase
main peak at 26=25.3° by the Schrerrer equation [Cullity, 1978].
The particle size and external morphology of the prepared particles
were observed on a transmission electron microscope (TEM, JEOL,
JEM-2020) using a 200 kV accelerating voltage. The BET specific
surface area of the prepared particles was determined by nitrogen
adsorption isotherms at liquid N, temperature (77 K). The particles
were evacuated at 573 K prior to N, adsorption.

A biannular quartz glass reactor with the lamp immersed in the
inner part was used for all the photocatalytic experiments. The batch
reactor was filled with 500 ml of an aqueous dispersion in which
the concentration of titania and of 4-nitrophenol was 67 mg/L and
100 mg/L, respectively, and magnetically stirred to maintain uni-
formly both concentration and temperature. A 500 W high-pres-
sure mercury lamp (Kumkang Co.) was used. The circulation of
water in the quartz glass tube between the reactor and the lamp served
to cool the lamp and to warm the reactor to the desired tempera-
ture. Nitrogen was used as a carrier gas and pure oxygen was used
as an oxidant. After reaction, the samples were immediately centri-
fuged and a quantitative determination of p-nitrophenol was per-
formed by a UV-vis spectrophotometer (Shimazu UV-240).

RESULTS AND DISCUSSION
1. Thermal Analysis

Fig. 1 shows the TG curves of the dried titania powders pre-
pared at different R, ratio using ultrasonic irradiation. These parti-
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Fig. 1. TG curves of the nanosized TiO, powders prepared with
ultrasonic irradiation at different EtOH/H,O molar ratio:
dried at 100 °C, R(H,O/TTIP) ratio=75.

July, 2005

At Anatase

> A

g j\‘ A A A RetoH(EtOH/H20)=10

@

E /L e N RetoH(EtOH/H20)=5

o

% A . o PReoH(EtOH/H20)=2

©

© » . . ReoH(EtOH/H20)=1
A . . PReoH(EtOH/H20)=0

20 40 60 80

2Theta (degree)

Fig. 2. XRD patterns of nanosized TiO, powders prepared with
ultrasonic irradiation at different EtOH/H,0 molar ratio;
calcination temperature=500 °C, R(H,O/TTIP) ratio=75.

cles are dried at 100 °C without calcination. Two main zones in weight
loss can be identified regardless of the R, ratio ratio. The first
zone, from 50 to 150 °C, corresponds to the removal of physically
adsorbed water and alcohol [Yu et al., 2003]. The second zone, from
150 to 400 °C, corresponds to the oxidation of residual organic com-
pounds. However, the weight loss of titania powders prepared at
R, ratio ratio=10 is obviously larger than that prepared without
ethanol. We suggest that the former has a large amount of residual
unhydrolyzed alkyl organics in the titania powders.

2. X-ray Diffraction Analysis

Fig. 2 shows the XRD patterns of the TiO, particles prepared at
different R, ratio (EtOH/H,O molar ratio) using ultrasonic irra-
diation and calcined at different temperatures. The major phases of
all the prepared particles are anatase structure; the anatase crystal-
linity increases with an increase of R, ratio.

The crystallite size of the particles can be determined by the Scher-
rers equation [Cullity, 1978], with the particle size of the titania par-
ticles shown in Table 1. The crystallite size of the anatase phase
increases from 9.0 to 16.6 nm as the R, ratio increases from 0 to 10.
This result indicates that the growth of anatase crystallites depends
on the initial R, ratio. As shown in Fig, 3, the phase transforma-

Table 1. Physical properties of nanosized TiO, powders prepared
with ultrasonic irradiation at different EtOH/H,O molar
ratio and their photocatalytic activity

Catalysts XRD Activity
EtOH/H,O .. Crystallite , . | 3
ratio Structure Intensity size (nm)’ k' (min™)x 10
0 anatase 166 9.0 17.0
1 anatase 220 11.2 9.8
2 anatase 230 14.2 7.3
5 anatase 295 16.4 5.7
10 anatase 315 16.6 5.0

“obtained by Scherrers equation.
"apparent first-order constants (k') of 4-nitrophenol.
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Fig. 3. XRD patterns of nanosized TiO, powders prepared with
ultrasonic irradiation at different calcination temperature
and different EtOH/H,0 molar ratio: R(H,O/TTIP) ratio=
75.

tion temperature increases with an increase of the initial R, ratio.
For high R, ratio, the water concentration during hydrolysis reac-
tion is small and a large amount of unhydrolyzed alkyl groups re-
main in the resulting powders. These alkyl groups prevent phase
transformation but cause the growth of anatase crystallites by pro-
viding the heat of combustion of residual organic compounds. On
the other hand, with an increase of the water concentration, a stron-
ger nucleophilic substitution reaction between H,O and alkoxide mol-
ecules will occur and thus, more alkoxyl groups in the alkoxide will
be substituted by hydroxyl groups of H,O, the amount of residual
alkyl groups preventing the growth of anatase crystallites.

Fig. 4 shows the XRD patterns of the TiO, particles prepared by
using ultrasonic irradiation and calcined at different temperatures.
The major phases of all the prepared particles are anatase structure;
however, a rutile peak is observed above 600 °C.
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Fig. 4. XRD patterns of nanosized TiO, powders prepared with

ultrasonic irradiation at different calcination temperature:
R(H,O/TTIP) ratio=75.

Table 2. Physical properties of nanosized TiO, powders prepared
with and without ultrasonic irradiation at different cal-
cination temperature and their photocatalytic activity

Calcination BET XRD TEM Activity
temperature  Surface  Crystallite Crystallite , . . .,
{®) area (m*/g) size (nm)  size (nm) k' (min”)>10
TiO,* 200 189 59 - R
300 111 6.5 - 102
400 103 7.1 - R
500 63 11.0 22 14.1
600 30 252 - -
TiO,” 200 198 5.1 - R
300 125 6.5 - 10.8
400 108 74 - 15.1
500 69 9.0 14 17.0
600 25 21.6 - 11.7
700 - 48.4¢ - 5.0

“prepared without ultrasonic irradiation.

"prepared with ultrasonic irradiation.

‘obtained by Scherrers equation.

apparent first-order constants (k') of 4-nitrophenol.
‘rutile structure.

Anatase crystallinity increases with an increase in calcination tem-
perature up to 500 °C. Upon increasing the temperature to 600 °C,
the rutile peak appears. The increasing sharpness and narrowing of
the X-ray peaks with increasing temperature reflect the dependence
of titania crystallinity on temperature.

The crystallite size of titania particles calcined at different tem-
perature is shown in Table 2. One can see that the crystallite size of
the anatase phase increases from 5.1 to 21.6 nm as the calcination
temperature increases from 300 °C to 600 °C. In addition, the crys-
tallite size of the titania particles prepared with and without ultra-
sonic irradiation is marginally different.

The measured BET specific surface areas of titania particles pre-
pared by ultrasonic irradiation and calcined at different temperatures
from 200 to 600 °C are in the range of 25-198 m*/g. These show
slightly larger surface area compared to titania particles prepared
without ultrasonic irradiation.

3. TEM Analysis

Fig. 5 shows the TEM micrographs of the titania nanoparticles
prepared with and without ultrasonic irradiation. The particles pre-
pared with ultrasonic irradiation are shown to have a spherical shape
and have a uniform size distribution (Fig. 5(a) and (c)) compared
to those prepared without ultrasonic irradiation (Fig. 5(b) and (d)).
The photographs clearly reveal the role of ultrasonication, which
produces less agglomeration and more homogeneity in the parti-
cles. The crystallite size were determined by counting the number
of particle sizes in a given area, suggesting an average diameter of
14 nm when prepared with ultrasonic irradiation but increasing to
22 nm when prepared without ultrasonic irradiation. The particles
prepared without ultrasonic irradiation are shown in Table 2 to have
larger values in particle size compared to those obtained from XRD
analysis. Overall, these results indicate that the preparation of titania
via ultrasonification decreases the crystallite size by reducing the

Korean J. Chem. Eng.(Vol. 22, No. 4)
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Fig. 5. TEM micrographs of nanosized TiO, powders prepared us-
ing different method: (a) and (c) with ultrasonic irradiation,
(b) and (d) without ultrasonic irradiation.

likelihood of particle agglomeration.
4. Activity Test

It is well known that photocatalytic oxidation of organic pollutants
follows Langmuir-Hinshelwood kinetics [Turchi and Ollis, 1990;
Hong et al., 2001]. This kind of reaction is typically represented as:

— de/dt=kC )
which, on integration gives:
C=C, exp(~kt) @

C, is the initial concentration of the 4-nitrophenol and & is a rate
constant related to the reaction properties of the solute, which de-
pends on the reaction conditions, such as reaction temperature, and
solution pH. The photocatalytic activity of an adsorbent is regarded
as proportional to this value.

The photocatalytic activity for the decomposition of 4-nitrophe-
nol on the titania particles prepared at different R, ratio was ex-
amined and the result is summarized in Table 1. The photocatalytic
activity decreases with an increase of R, ratio; the activity shows
a significantly higher value for the titania particle prepared without
ethanol compared to that prepared with ethanol. This increase may
be attributed to the fact that the titania particle prepared without eth-
anol has small crystallite size. This observation is consistent with
previous results, wherein the photocatalytic activity increases with
a decrease of particle size [Jung and Park, 2000]. It can be also con-
firmed that a small particle has a large illuminated surface area be-
cause the particles have a constant density at the same structure.
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The photocatalytic activity for the decomposition of 4-nitrophe-
nol on the titania particles calcined at different temperature was also
examined, with the results summarized in Table 2. As shown in Table
2, the photocatalytic activity exhibits the highest value for the titania
particles calcined at 500 °C. The titania particles prepared with ultra-
sonic irradiation show the higher activity in the photocatalytic de-
composition of 4-nitrophenol compared to those prepared without
ultrasonic irradiation. Again, this fact is attributed to the former hav-
ing a larger surface area and smaller crystallite size. It is consistent
with the result that the photocatalytic reaction has a small particle-
size effect, wherein the photocatalytic activity increases with a de-
crease of particle size.

Titanium dioxide can take on any of the following three crystal
structures: rutile, anatase, or brookite. Anatase-type titanium dioxide
generally exhibits a higher photocatalytic activity than the other types
of titanium dioxide with respect to the decomposition of organic
pollutants by suppressing the electron-hole recombination [Fujish-
ima et al., 1999]. In the case of titania particles calcined at 600 °C,
the anatase and rutile phases are combined, while the amorphous
phase is mixed with the anatase phase in the titania particles cal-
cined below 300 °C. Therefore, the pure anatase titania calcined at
500 °C shows the highest activity in the photocatalytic decomposi-
tion of 4-nitrophenol.

5. Effect of R(H,O/TTIP) Ratio

Fig. 6 represents the photocatalytic degradation of 4-nitrophenol
over titania prepared by different R ratio. The photocatalytic activity,
given by the slope of the concentration ratio, shows a maximum
value at the R ratio=75.

In the preparation of titania by the sol-gel process, the physical
properties of titania depend on the preparation conditions, such as
R(water/alkoxide) ratio, calcination temperature and on the pres-
ence of acid. It is well known that water plays an important role in
the nucleation and growth of crystallites, and that the nucleus can
be homogeneously formed in the R=10 [Hong et al., 2001].

The metal alkoxide requires 2 mol water in the preparation of
titania, as shown in the following reaction:

nTi(OR),+2nH,0—nTiO,+4nROH

1.0
—+— R=25
08 —7— R=50
—a— R=756
—>— R=100
—a— R=125
06
d
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Fig. 6. Photocatalytic decomposition of p-nitrophenol over TiO,
prepared at various R ratios: C,=100 mg/L, W=0.067 g/L..
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1t is well known that nucleation occurs readily at the expense of
crystallite growth as the R ratio increases and crystallite size becomes
small [Ward and Ko, 1995]. In addition, the photocatalytic reaction
has small-particle size effect, of which the photoactivity increases
with decreasing particle size. For high R ratio, larger than 100, particle
aggregation results in an increase in particle size and decrease in
photocatalytic activity [Ward and Ko, 1995].

CONCLUSIONS

In the present work, we have synthesized TiO, nanoparticles by
hydrolysis of TTIP (titanium tetraisopropoxide) using an ultrasoni-
cation technique coupled with a sol-gel method. The physical prop-
erties of nanosized TiO, have been investigated by TG, TEM, XRD
and BET analyses. The photocatalytic degradation of 4-nitrophenol
has been studied by using a batch reactor in the presence of UV
light. The crystallite size of the anatase phase increases from 9.0 to
16.6 nm as the R, ratio increases from 0 to 10. In addition, the
crystallite size of titania particles prepared with and without ultra-
sonic irradiation is marginally different. The particles prepared with
ultrasonic irradiation have a spherical shape and have a uniform
size distribution compared to those prepared without ultrasonic irra-
diation. The titania particles prepared with ultrasonic irradiation ex-
hibit a higher activity for the photocatalytic decomposition of 4-
nitrophenol compared to those prepared without ultrasonic irradia-
tion, since the former has a larger surface area and smaller crystal-
lite size. The photocatalytic activity decreases with an increase of
R,y ratio. In addition, the photocatalytic activity shows the high-
est value on the titania particle calcined at 500 °C.

ACKNOWLEDGMENTS

This research was supported by the Program for the Training of
Graduate Students in Regional Innovation which was conducted
by the Ministry of Commerce, Industry and Energy of the Korean
Government and Brain Busan 21 Project in 2003.

REFERENCES

Alivisatos, A. P, “Semiconductor Nanocrystal,;” MRS Bull., Aug., 23
(1995).

Augugliaro, V., Palmisano, L., Schiavello, M. and Sclafani, A., “Photo-
catalytic Degradation of Nitrophenols in Aqueous Titanium Diox-
ide Dispersion)” Appl. Catal., 69, 323 (1991).

Awate, S. V., Waghmode, S. B., Patil, K. R., Agashe, M. S. and Joshi,
P.N.,, “Influence of Preparation Parameters on Characteristics of Zir-

conia-Pillared Clay using Ultrasonic Technique and its Catalytic Per-
formance in Phenol Hydroxylation Reaction” Korean J. Chem. Eng.,
18,257 (2001).

Cao, X., Koltypin, Y., Prozorov, R., Kataby, G and Gedanken, A., “Prep-
aration of Amorphous Fe,O; Powder with Different Particle Sizes,’
J. Mater. Chem., 7, 2447 (1997).

Cullity, B. D., Elements of X-Ray Diffraction, 2nd edn., p. 102, Addi-
son-Wesley, Reading, MA (1978).

Fujishima, A., Hashimoto, K. and Watanabe, T., 7iO, Photocatalysis, p.
124, Inc., Tokyo (1999).

Hong, S. S., Lee, M. S. and Lee, G D., “Photocatalytic Decomposition
of p-Nitrophenol over Titanium Dioxide Prepared by Reverse Micro-
emulsion Method Using Nonionic Surfactants with Different Hydro-
philic Group?’ React. Kinet. & Catal. Letters, 80, 145 (2003).

Hong, S. S., Lim, C. G, Lee, G D., Lim, K. T. and Ahn, B. H., “Photo-
catalytic Degradation of Phenol over TiO, Prepared by Sol-gel Meth-
od} J. Ind. & Eng. Chem., 7,99 (2001).

Hyeon, T., Fang, M. and Suslick, K. S., “Nanostructured Molybdenum
Carbide: Sonochemical Synthesis and Catalytic Properties;’ J. Am.
Chem. Soc., 118, 5492 (1996).

Jung, K. Y. and Park, S. B., “Enhanced Photoactivity of Silica-embed-
ded Titania Particles Prepared by Sol-gel Process for the Decompo-
sition of Trichloroethylene]’ Appl. Catal., B, 25, 249 (2000).

Jung, S. C. and Imaishi, N., “Preparation, Crystal Structure, and Photo-
catalytic Activity of TiO, Films by Chemical Vapor Deposition.’
Korean J. Chem. Eng., 18, 867 (2001).

Lim, K. T,, Hwang, H. S, Lee, M. S, Lee, G D., Hong, S. S. and John-
ston, K. P., “Formation of TiO, Nanoparticles in Water-in-CO, Micro-
emulsions,” Chem. Commun., 14, 1528 (2002).

Suryanyana, C. and Froes, F. H., “The Structure and Mechanical Prop-
erties of Metallic Nanocrystal}’ Metall. Trans., 23A, 1071 (1992).
Turchi, C. S. and Ollis, D. F,, “Photocatalytic Degradation of Organic
Water Contaminants: Mechanisms Involving Hydroxyl Radical At-

tack}’J. Catal., 122, 178 (1990).

Ward, D. A. and Ko, W. L., “Preparing Catalytic Materials by the Sol-
Gel Method?’ Ind. Eng. Chem. Res., 34,421 (1995).

Wold, A., “Photocatalytic Properties of Titanium Dioxide (TiO,);’ Chem.
Mater., 5,280 (1993).

Yang, J., Mei, S. and Ferreira, J. M. F,, “Hydrothermal Synthesis of TiO,
Nanopowders from Tetraalkylammonium Hydroxide Peptized Sols;’
Mater. Sci. & Eng., C, 15, 183 (2001).

Yu,J., Yu,J. C.,Ho, W,, Leung, M. K. P, Cheng, B., Zhang, G and Zhao,
X., “Effect of Alcohol Contents and Calcination Temperature on the
Textual Properties of Bimodally Mesoporous Titania)” Appl. Catal.,
A4, 255,309 (2003).

Korean J. Chem. Eng.(Vol. 22, No. 4)




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /FRA <>
    /ENU (Use these settings to create PDF documents with higher image resolution for improved printing quality. The PDF documents can be opened with Acrobat and Reader 5.0 and later.)
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308000200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e30593002537052376642306e753b8cea3092670059279650306b4fdd306430533068304c3067304d307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e30593002>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


