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In this study, the authors report the synthesis of titanium dioxide (TiO,) nanostructures by an ultrasound-assisted
method using titanium dioxide particles and sulfuric acid. The synthesis process for titanium dioxide nanoparticles
reported herein is simple and easy to reproduce. The structural and microstructural characterizations of titanium
dioxide nanoparticles were accomplished using X-ray diffraction, scanning electron microscopy, transmission electron
microscopy and Raman scattering spectroscopy. The titanium dioxide nanoparticles were spherical in shape, and the
average size of the nanoparticles was in the range of 6-63 nm and depended on the annealing temperature. When
the annealing temperature was lower than 650°C, the anatase phase ratio of titanium dioxide was 100%. However,
a further increase in the annealing temperature resulted in a rapid increase in the content of the rutile phase. The
anatase-to-rutile transformation temperature shifted to a very low level for the nanosize crystallites owing to the
high surface energy of the particles. The successful fabrication of titanium dioxide nanosolution will open up new
perspectives in the research on modifications and applications of titanium dioxide nanostructures.
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In order to prepare titanium dioxide nanostructured materials with

1. Introduction desirable properties, several processes have been developed over the

Nanotechnology is an emerging technology, which can lead to a
revolution in every field of science.! One of the most important
nanomaterials, which have attracted a great attention due to
their unique properties, is titanium dioxide (TiO;). Due to its
unique properties, nanosize titanium dioxide represents a
promising research subject for various modern fields of science
and technology, including microbiology, nanobiotechnology
In 1972, Fujishima and Honda®
discovered the phenomenon of the photocatalytic splitting of

water on a titanium dioxide electrode under ultraviolet (UV) light.

and fundamental medicine.’

Since then, nanosize titanium dioxide has found wide applications

last decade. These methods can be classified as physical methods,
including the low-pressure gas evaporation method, sputtering
method, plasma method and high-energy ball milling, and chemical
methods, such as the settling method, hydrolysis, spraying method,
oxidation—reduction method, laser synthesis, hydrothermal method,
sol-gel method and electrospark method.>® The selection of a proper
synthetic route in designing nanostructured materials is the most
important issue in the development of new methodologies. In
this study, the authors report the synthesis of titanium dioxide
nanoparticles by using an ultrasound-assisted method to promote the
reaction between titanium dioxide particles and sulfuric acid (H,SOy).
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Figure 1. Schematic diagram of the synthesis of titanium dioxide
nanoparticles by using ultrasound waves to promote the reaction
between titanium dioxide particles and sulfuric acid

2. Experimental methods

Figure 1 shows the experimental set-up for the synthesis of
titanium dioxide nanoparticles. The starting materials include
anatase titanium dioxide powder (>99%), ammonium hydroxide
(NH4OH) (38%) and sulfuric acid (98%). In a typical synthesis,
10 g of anatase titanium dioxide particles were added to 20 ml
of sulfuric acid. The composite mixture was transferred into a
250 ml beaker and treated with ultrasound (100 W, 28 kHz in
Figure 2) for 30 min, and then it was hydrolyzed in distilled water
at 100°C for 1 h as in Equation 1.

According to the ‘cavitation’ theory, extreme temperatures
(>5000 K) and high pressures (>1000 atm) are generated during

Ultrasonic transducers

o —

Figure 2. The synthesis tools of titanium dioxide nanoparticles by
sulfuric acid method with the aid of ultrasound

the bubble collapse, which forms ‘hot spots’. The benefit of using
ultrasonic waves in such reactions is to provide highly intensive
mixing, particularly in viscous media. This leads to an
acceleration effect in the chemical dynamics and reaction rates.’
Titanium (IV) oxide reacts with sulfuric acid to produce titanium
(IV) sulfate and water. The reaction occurring in the titanium

dioxide nanoparticle formation can proceed as follows®®*

ultrasonic energy + 100°C for 1 h

TiO, + 2H,S0, H,[TiO(S0,),]

+ Hzo

2. H,[TiO(S0,),] — TiOSO, + H,SO0,

3. TiOSO, + (n + 1)H,0 — TiO, - nH,0 + H,S0,

4. TiO, - nH,0 — TiO, + nH,0

Ammonium hydroxide solution was used to adjust the pH of the
compound from 8 to 11. In order to remove by-products, the final
product was washed many times with distilled water at room
temperature. After filtering and drying, the samples were annealed
at 250, 350, 450, 550, 650 750, 850 and 950°C for 2h. The
crystal structure and microstructure of the calcined samples were
examined by X-ray diffraction (XRD; D8 Advance), scanning
electron microscopy (SEM) and transmission electron microscopy
(TEM). Raman scattering spectra were also recorded using
a Raman spectrometer (Jobin-Yvon Inc., Paris, France) at a
backscattering configuration. The excitation laser was emitted
from an argon ion (Ar") laser source with a wavelength of 488 nm
and San output power of 11 mW.

3. Results and discussions

In this study, titanium dioxide nanostructures were synthesized.
XRD was performed to
crystallinity of the pure titanium dioxide synthesized by the
sulfuric acid method with the aid of ultrasound. As mentioned

examine the nanostructure and

earlier, ultrasound promotes the reaction between titanium dioxide
particles and sulfuric acid. It is believed to provide highly
intensive mixing, particularly in viscous media. This leads to an
acceleration effect in chemical dynamics and increases the rates of
reactions.” According to Hassanjani-Roshana ez al.,'® ultrasound
intensity plays a very important role in the morphological and
dimensional properties of titanium dioxide nanoparticles. In this
study, ultrasound intensity was found to control the dispersion of
titanium dioxide particles in the sulfuric acid environment and
helped in the breaking of chemical bonds in titanium dioxide
particles to create new structures at a reaction temperature of
100°C in 1h (Equation 1). He ef al.’® reported the extraction rate
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Figure 3. XRD of titanium dioxide nanoparticles at different
annealing temperatures

of titanium as 92:62% under the conditions of a sulfuric acid
mass fraction of 50%, an acid-to-slag ratio of 1-5:1, a reaction
temperature of 160°C and a reaction time of 2-5h. In this study,
the XRD patterns of the as-prepared titanium dioxide samples
showed an anatase-to-rutile phase transformation. This change in
the phase was observed when the annealing temperature was
increased from 250 to 950°C, as shown in Figure 3. Anatase
titanium dioxide was formed after the annealing temperature was
increased from 250 to 650°C. Figure 3 shows the presence of the
peaks at 26 values of 25-28, 37-78, 48:05, 55-01 and 62-61°
originating by the reflections from the (101), (004), (200), (211)
and (204) lattice planes of titanium dioxide anatase phases.>*'!
XRD showed the coexistence of anatase-rutile at a temperature
higher than 650°C. When the heat treatment temperature was
750°C, an increment in the intensity of the rutile phase over the
anatase phase was produced. It was observed that the presence of
the peaks at 26 values of 2741, 36-05, 41-34, 54-32 and 68-99°,
originated by the reflections from the (110), (101), (111), (211)
and (301) lattice planes of titanium dioxide rutile phases.*”'" The
fact that higher temperatures resulted in lower amounts of anatase
is due to the temperature threshold, as the complete anatase phase
was converted into rutile when heat treatment was given at
temperatures higher than 650°C.*'" In other studies, it has been
reported that the anatase phase can be converted into the rutile
phase at temperatures higher than 450°C.'*'? Lower temperatures

result in the formation of higher amounts of anatase, while higher
temperatures result in rutile-rich structures, as shown in Table 1.
The quantification of phase proportions usually is carried out by
XRD.”!** Such analyses are often done using the method of
Spurr and Myers,'? which utilizes the ratio of the anatase (101)
peak at 25-176° of 26 to the rutile (110) peak at 27-355 of 26.
The ratio of the intensities of these peaks, /191/1110, is used in an
empirically determined formula (Equation 5) to give the weight
fractions of anatase and rutile

Anatase 1o

5.  Rutile 1110

Table 1 shows that when the annealed temperature was lower than
650°C, the anatase phase ratio constituted up to 100%. However, a
further increase in the annealed temperatures was accompanied by
a rapid increase in the content of rutile phase. The anatase-to-rutile
transformation temperature shifted to a very low temperature level
for the nanosize crystallites because of the high surface energy of
the particles. These results are consistent with the literature.*
Viana et al.'® reported that the crystallization peak of titanium
dioxide nanoparticles in the range of 247-327°C, a characteristic
of densification, is interrupted by a broad exothermic event
between 650 and 800°C related to the anatase—rutile phase
transition. These results were in accordance with Raman
spectroscopic analysis mentioned in the next paragraph.

The crystallite size of the particles was estimated from the
Debye—Scherrer equation (Equation 6) by using the XRD line
broadening as follows*'¢

kA
D=
6. Bcos O

where D is the particle size, 4 is the wavelength of the X-ray
radiation (copper (Cu) Ko, = 0-15406 nm), £ is a constant taken as
0-94, 6 is the diffraction angle and f is the line width at half-
maximum height. The (1 0 1) plane diffraction peak is used for
anatase, and the (1 1 0) plane peak, for rutile. Table 2 shows the
particle size of titanium dioxide nanoparticles at different
annealing temperatures. As shown in Table 2, the transition to
rutile is accompanied by a significant grain growth, resulting in
large rutile grains and small anatase grains, which would alter the

Table 1. Anatase/rutile ratios of titanium dioxide nanoparticles at different annealing temperatures

Temperature: °C 350 450 550
Anatase phase ratio: % 100 100 100
Rutile phase ratio: % 0 0

650 750 850 950
94-9 70:6 37-5 13
5-1 294 62-5 98-7

Table 2. Crystallite size of titanium dioxide nanoparticles at the different annealing temperatures

Temperature: °C 350 450 550

Particle size: nm 5-8 7-6 8-8

650 750 850 950
12-4 44-2 61-9 63-1
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Figure 4. Particle size variation at different calcination
temperatures

ratios of XRD peak intensities. As shown in Figure 3, the full
width at half maximum of the anatase (101) diffraction peak
decreased with increasing annealing temperature, suggesting that
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the average crystallite size of titanium dioxide nanoparticles was
increased by thermal annealing. This result is in a good agreement
with the literature.'*'® The temperature dependence of the particle
size of titanium dioxide nanoparticles on the different annealing
temperatures is shown in Figure 4.

Raman spectroscopy was also used to characterize the obtained
titanium dioxide nanoparticles; the phase purity of the titanium

dioxide anatase and rutile'” '

is shown in Figure 5. According to
factor group analysis, anatase has six Raman-active modes such
as Ajg (517cem™"), 2By, (397 and 517cm™") and 3E, (144, 197
and 640 cm ").'72%%! The titanium dioxide samples prepared by
the sulfuric acid method with the aid of ultrasound annealing at
450°C (Figure 5(a)) showed four peaks at 146-45 cm ! (Eyp),
190-31cm™ (Ey), 394:99cm™' (Byy), 514:51cm™' (A, and
635-55¢cm ! (Eg), indicating the presence of titanium dioxide
phase in accordance with the XRD results mentioned earlier.
However, a further increase in the annealed temperatures resulted
in a rapid increase in the content of the rutile phase. During the
anatase-rutile transformation occurring in a heat treatment at
650°C (Figure 5(b)), the Raman spectrum of titanium dioxide
nanoparticles showed eight allowed modes at 142-21 cm ' (B 1g)

142-21
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Figure 5. Raman spectra of titanium dioxide nanoparticles annealed at different temperatures for 2 h: (a) 450°C; (b) 650°C; (c) 850°C;

(d) peak position of anatase and rutile




Nanomaterials and Energy

The synthesis of TiO, nanoparticles using
sulfuric acid method with the aid of
ultrasound

Duong, Vuong, Son, Tuyen and Chuong

Offprint provided courtesy of www.icevirtuallibrary.com
Author copy for personal use, not for distribution

Figure 6. SEM image of the samples after annealing at different
temperatures for 2 h

22526cm ' (Ep), 392:08cm' (By,), 443-84cm ' (E,) and
607-22cm ! (Ayg), which are the characteristic peaks of a rutile
titanium dioxide crystal system.'®'" The E, and A, modes
located at 193-99 and 512-84cm ', respectively, could be
attributed to the anatase phase.'” The Raman spectrum of the
titanium dioxide sample heated at 850°C is given in Figure 5(c).
The group theoretical analysis showed four Raman-active ‘lattice
vibrations’, which were assigned as follows: 142-72 cm™! (Big),
234-14cm™' (Ey), 447-55cm™' (Ey) and 609-24cm™' (Ayy),
representing the characteristic peaks of a rutile titanium dioxide
crystal system.'®'® These results are in accordance with the
mentioned XRD analysis.

Distinct shape and morphology were observed in the SEM
micrographs of the samples calcined at different temperatures.
It could be seen that at the high calcination temperatures, a larger
particle size with spherical morphology could be obtained
(Figure 6). The formed rutile showed a quite different behavior,
having a larger size than the remaining anatase titanium dioxide
nanopal’[icles.4 This, in fact, reveals that the nucleation and
growth of rutile phase would have been initiated at a temperature
near 650°C. This result is in accordance with the mentioned XRD
and Raman analysis.

In order to expand the applicability of titanium dioxide
nanoparticles, the authors used titanium dioxide nanoparticles
(Figure 7(a)) in the form of a solution (Figure 7(b)). Figure 8(a)
is a TEM image showing titanium dioxide nanoparticles after
annealing at 100°C for 1h, and Figure 8(b) is a TEM image
showing titanium dioxide nanosolution. These TEM images
show that titanium dioxide nanoparticles are spherical and have
a diameter smaller than 10 nm, which is in agreement with the
crystallite size obtained from XRD.

(b)

Figure 7. (a) Titanium dioxide nanoparticles after annealing at 100°C for 1 h; (b) titanium dioxide nanosolution
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Figure 8. TEM images of (a) the sample after annealing at 450°C for 2 h and (b) titanium dioxide nanosolution

4. Conclusion

The authors synthesized titanium dioxide nanoparticles by using
ultrasound waves to enhance the reaction between titanium
dioxide particles and sulfuric acid. A facile synthesis route for
titanium dioxide particles was investigated. The titanium dioxide
nanoparticles were appropriately characterized using UV-visible
spectroscopy, Raman spectroscopy, XRD and SEM and TEM
analyses. The results show that titanium dioxide nanoparticles are
predominantly in a spherical form and the average size of the
nanoparticles was in the range of 6-63 nm and depended on the
annealing temperature. The results also show that the amorphous
titanium dioxide nanoparticles were crystallized to the anatase
nanophase at 250°C and a diffuse phase transition from anatase
to rutile occurred between 650 and 950°C. The fabrication of
titanium dioxide nanosolution can be of great interest for the
research on modifications and applications of titanium dioxide
nanostructures.

Acknowledgements
The study was financed by the scientific research projects of Hue
University under Number DHH2016-13-02.

REFERENCES

1. Vuong LD, Luan NDT, Ngoc DDH, Anh PT and Bao VVQ (2016) Green
synthesis of silver nanoparticles from fresh leaf extract of Centella
asiatica and their applications. International Journal of Nanoscience
16(1): 1650018.

2. Fujishima A and Honda K (1972) Electrochemical photolysis of water
at a semiconductor electrode. Nature 238(5358): 37-38.

3. Gupta SM and Tripathi M (2012) A review on the synthesis of TiO,
nanoparticles by solution route. Central European Journal of
Chemistry 10(2): 279-294.

4. Mahshid S, Askari M and Sasani Ghamsari M (2007) Synthesis of
TiO, nanoparticles by hydrolysis and peptization of titanium
isopropoxide solution. Journal of Materials Processing Technology
189(1-3): 296-300.

5. Liu Z, Wang R, Kan F and Jiang F (2014) Synthesis and
characterization of TiO, nanoparticles. Asian Journal of Chemistry
26(3): 655-659.

6. Su C, Hong BY and Tseng CM (2004) Sol-gel preparation and
photocatalysis of titanium dioxide. Catalysis Today 96(3): 119-126.

7. Li W, Ni C, Lin H, Huang CP and Shah SI (2004) Size dependence of
thermal stability of TiO, nanoparticles. Journal of Applied Physics
96(11): 6663-6668.

8. Devilliers D, Dinh MT, Mahé E et al. (2006) Behaviour of titanium in
sulphuric acid — application to DSAs. Journal of New Materials for
Electrochemical Systems 9(3): 221-232.

9. He S, Sun H, Tan D and Peng T (2016) Recovery of titanium
compounds from Ti-enriched product of alkali melting Ti-bearing
blast furnace slag by dilute sulfuric acid leaching. Procedia
Environmental Sciences 31: 977-984.

10. Hassanjani-Roshana A, Kazemzadeha SM, Vaezia MR and Shokuhfarc
A (2011) The effect of sonication power on the sonochemical
synthesis of titania nanoparticles. Journal of Ceramic Processing
Research 12(3): 299-303.

11. Nunes D, Pimentel A, Santos L et al. (2017) Photocatalytic TiO,
nanorod spheres and arrays compatible with flexible applications.
Catalysts 7(2): 60.

12. Mohammadi MR, Fray DJ and Cordero-Cabrera MC (2007) Sensors
and Actuators B 124(1): 74-83.

13. Spurr RA and Myers H (1957) Quantitative analysis of anatase—rutile
mixtures with an X-ray diffractometer. Analytical Chemistry 29(5):
760-762.

14. Hanaor DAH and Sorrell CC (2011) Review of the anatase to
rutile phase transformation. Journal of Materials Science 46(4):
855-874.

15. Viana MM, Soares VF and Mohallem NDS (2010) Synthesis and
characterization of TiO, nanoparticles. Ceramics International
36(7): 2047-2053.

16. Oskam G, Nellore A, Penn RL and Searson PC (2003) The growth
kinetics of TiO, nanoparticles from titanium (IV) alkoxide at high
water/titanium ratio. Journal of Physical Chemistry B 107:
1734-1738.

17. Choi HC, Jung YM and Kim SB (2005) Size effects in the Raman
spectra of TiO, nanoparticles. Vibrational Spectroscopy 37(1):
33-38.

18. Kong L, Karatchevtseva |, Blackford M, Chironi | and Triani G (2012)
Synthesis and characterization of rutile nanocrystals prepared in
aqueous media at low temperature. Journal of the American Ceramic
Society 95(2): 816-822.

19. Balachandran U and Eror NG (1982) Raman spectra of titanium
dioxide. Journal of Solid State Chemistry 42(3): 276-282.



Nanomaterials and Energy The synthesis of TiO, nanoparticles using

sulfuric acid method with the aid of
ultrasound
Duong, Vuong, Son, Tuyen and Chuong

Offprint provided courtesy of www.icevirtuallibrary.com
Author copy for personal use, not for distribution

20. Park NG, van de Lagemaat J and Frank AJ (2000) Comparison of dye-
sensitized rutile- and anatase-based TiO, solar cells. Journal of
Physical Chemistry B 104(38): 8989-8994.

21. Ohsaka T (1980) Temperature dependence of the Raman spectrum

in anatase TiO,. Journal of the Physical Society of Japan 48(5):
1661-1668.





<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (Europe ISO Coated FOGRA27)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize false
  /OPM 0
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Remove
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
    /AbadiMT-CondensedExtraBold
    /AbadiMT-CondensedLight
    /AndaleMono
    /Arial-Black
    /Arial-BoldItalicMT
    /Arial-BoldMT
    /Arial-ItalicMT
    /ArialMT
    /ArialNarrow
    /ArialNarrow-Bold
    /ArialNarrow-BoldItalic
    /ArialNarrow-Italic
    /ArialRoundedMTBold
    /BaskOldFace
    /Batang
    /Bauhaus93
    /BellGothic-Black
    /BellGothic-Bold
    /BellGothic-Light
    /BernardMT-Condensed
    /Bodoni
    /Bodoni-Bold
    /Bodoni-BoldCondensed
    /Bodoni-BoldItalic
    /Bodoni-Book
    /Bodoni-BookItalic
    /Bodoni-Italic
    /Bodoni-Poster
    /Bodoni-PosterCompressed
    /Bodoni-PosterItalic
    /BookAntiqua
    /BookAntiqua-Bold
    /BookAntiqua-BoldItalic
    /BookAntiqua-Italic
    /BookmanOldStyle
    /BookmanOldStyle-Bold
    /BookmanOldStyle-BoldItalic
    /BookmanOldStyle-Italic
    /Braggadocio
    /BritannicBold
    /BrushScriptMT
    /CalisMTBol
    /CalistoMT
    /CalistoMT-BoldItalic
    /CalistoMT-Italic
    /Century
    /CenturyGothic
    /CenturyGothic-Bold
    /CenturyGothic-BoldItalic
    /CenturyGothic-Italic
    /CenturySchoolbook
    /CenturySchoolbook-Bold
    /CenturySchoolbook-BoldItalic
    /CenturySchoolbook-Italic
    /ColonnaMT
    /ComicSansMS
    /ComicSansMS-Bold
    /CooperBlack
    /CopperplateGothic-Bold
    /CopperplateGothic-Light
    /CurlzMT
    /Desdemona
    /EdwardianScriptITC
    /EngraversMT
    /EngraversMT-Bold
    /EurostileBold
    /EurostileRegular
    /FootlightMTLight
    /Garamond
    /Garamond-Bold
    /Garamond-Italic
    /Georgia
    /Georgia-Bold
    /Georgia-BoldItalic
    /Georgia-Italic
    /GillSans-UltraBold
    /GloucesterMT-ExtraCondensed
    /GoudyOldStyleT-Bold
    /GoudyOldStyleT-Italic
    /GoudyOldStyleT-Regular
    /Gulim
    /Haettenschweiler
    /Harrington
    /Impact
    /ImprintMT-Shadow
    /KinoMT
    /LatinWide
    /LucidaBlackletter
    /LucidaBright
    /LucidaBright-Demi
    /LucidaBright-DemiItalic
    /LucidaBright-Italic
    /LucidaCalligraphy-Italic
    /LucidaFax
    /LucidaFax-Demi
    /LucidaFax-DemiItalic
    /LucidaFax-Italic
    /LucidaHandwriting-Italic
    /LucidaSans
    /LucidaSans-Demi
    /LucidaSans-DemiItalic
    /LucidaSans-Italic
    /LucidaSans-Typewriter
    /LucidaSans-TypewriterBold
    /LucidaSans-TypewriterBoldOblique
    /LucidaSans-TypewriterOblique
    /MS-Gothic
    /MS-Mincho
    /MS-PGothic
    /MS-PMincho
    /MaturaMTScriptCapitals
    /Mistral
    /Modern-Regular
    /MonotypeCorsiva
    /NewCaledonia
    /NewCaledonia-Black
    /NewCaledonia-BlackItalic
    /NewCaledonia-Bold
    /NewCaledonia-BoldItalic
    /NewCaledonia-BoldItalicOsF
    /NewCaledonia-BoldSC
    /NewCaledonia-Italic
    /NewCaledonia-ItalicOsF
    /NewCaledonia-SC
    /NewCaledonia-SemiBold
    /NewCaledonia-SemiBoldItalic
    /NewsGothicMT
    /NewsGothicMT-Bold
    /NewsGothicMT-Italic
    /Onyx
    /PerpetuaTitlingMT-Bold
    /PerpetuaTitlingMT-Light
    /Playbill
    /Rockwell
    /Rockwell-Bold
    /Rockwell-BoldItalic
    /Rockwell-ExtraBold
    /Rockwell-Italic
    /Sabon-Bold
    /Sabon-BoldItalic
    /Sabon-BoldItalicOsF
    /Sabon-BoldOsF
    /Sabon-Italic
    /Sabon-ItalicOsF
    /Sabon-Roman
    /Sabon-RomanOsF
    /Sabon-RomanSC
    /SimSun
    /Stencil
    /Symbol
    /Tahoma
    /Tahoma-Bold
    /TimesNewRomanPS
    /TimesNewRomanPS-Bold
    /TimesNewRomanPS-BoldItalic
    /TimesNewRomanPS-BoldItalicMT
    /TimesNewRomanPS-BoldMT
    /TimesNewRomanPS-Italic
    /TimesNewRomanPS-ItalicMT
    /TimesNewRomanPSMT
    /Trebuchet-BoldItalic
    /TrebuchetMS
    /TrebuchetMS-Bold
    /TrebuchetMS-Italic
    /Universal-GreekwithMathPi
    /Verdana
    /Verdana-Bold
    /Verdana-BoldItalic
    /Verdana-Italic
    /Wingdings
    /Wingdings2
    /Wingdings3
  ]
  /NeverEmbed [ true
    /Arial-BlackItalic
    /ArialUnicodeMS
    /CourierNewPS-BoldItalicMT
    /CourierNewPS-BoldMT
    /CourierNewPS-ItalicMT
    /CourierNewPSMT
    /LucidaConsole
    /TimesNewRomanMT-ExtraBold
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages false
  /ColorImageDownsampleType /Average
  /ColorImageResolution 300
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /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
  /CropGrayImages false
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Average
  /GrayImageResolution 300
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /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
  /CropMonoImages false
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Average
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /PDFX1a:2003
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError false
  /PDFXTrimBoxToMediaBoxOffset [
    23.95276
    23.95276
    24.12284
    24.12284
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /ENU ([Based on 'Sheridan'] Use these settings to create Adobe PDF documents suitable for reliable viewing and printing of business documents.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks true
      /AddPageInfo false
      /AddRegMarks false
      /BleedOffset [
        0
        0
        0
        0
      ]
      /ConvertColors /NoConversion
      /DestinationProfileName (sRGB IEC61966-2.1)
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements true
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MarksOffset 6
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


