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Cadmium tungstate (CdWO4) particles synthesized using cyclic microwave irradiation assisted by a solid-state metathetic
(SSM) reaction were well crystallized at 400-600 oC, showing a fine structure with a self-assembled rod-like morphology and
a crystallographic orientation with sizes of 1-3 µm. The synthesized CdWO4 particles were characterized by X-ray diffraction,
Fourier transform infrared spectroscopy, scanning electron microscopy and transmission electron microscopy. The optical
properties were investigated by photoluminescence emission and Raman spectroscopy.
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Introduction

Metal tungstates have attracted considerable attention
for potential applications in photoluminescence, scintillator,
photocatalyst and humidity sensors [1-3]. The physical,
chemical and photochemical properties of metal tungstates
are dependent on the manufacturing method. Several
processes have been developed over the past decade to
enhance the applications of metal tungstates prepared
by a range of processes, such as co-precipitation [4, 5], a
solvothermal method [5-8], spray pyrolysis [9], a reverse
micelle system [10, 11], solution synthesis [12], a sol-gel
method [13], a mechano-chemical method [14], a molten
salt method [15, 16], a hydrothermal method [17-19],
microwave-assisted synthesis [20-24] and a solid-state
metathetic (SSM) reaction [25-27]. Wet chemical methods
have disadvantages, such as complicated synthetic steps,
use of expensive equipment, high synthetic temperatures
and long sintering times.
Compared with the usual methods, microwave synthesis

has the advantages of a very short reaction time, small
particle size, narrow particle size distribution, and is a
high purity method for preparing polycrystalline samples.
Microwave heating is delivered to the surface of the
material by radiant and/or convection heating, which is
transferred to the bulk of the material via conduction.
Microwave energy is delivered directly to the material
through molecular interactions with an electromagnetic
field. Heat can be generated through volumetric heating
because microwaves can penetrate the material and supply

energy [23, 24]. Therefore it is possible to achieve rapid
and uniform heating of thick materials. Solid-state synthesis
of materials by the metathetic route is a simple and cost-
effective method that provides a high yield with easy scale
up, and is emerging as a viable alternative approach for the
synthesis of high-quality novel inorganic materials in
short time periods.
Therefore, the precise nature of the optical properties

and microwave metathetic synthesis of cadmium tungstate
(CdWO4) particles is required for a wide range of appli-
cations. In this study, CdWO4 particles were synthesized
using a SSM method with microwave irradiation. The
characteristics of the SSM reaction of the CdWO4 particles
are discussed in detail based on the formation of a high
lattice energy by-product of NaCl. The synthesized CdWO4

particles were characterized by X-ray diffraction (XRD),
Fourier transform infrared spectroscopy (FTIR), scanning
electron microscopy (SEM) and transmission electron
microscopy (TEM). The optical properties were examined by
photoluminescence (PL) emission and Raman spectroscopy.

Experimental

CdCl2·2.5H2O and Na2WO4·2H2O of analytic reagent
grade were used to prepare the CdWO4 compound. Fig. 1
shows a flow chart for the cyclic microwave synthesis of
CdWO4 assisted by a metathetic reaction. The preparation
of CdWO4 was carried out by reacting well-ground mixtures
of CdCl2·2.5H2O and Na2WO4·2H2O at a molar ratio of
1 : 1. The sample mixtures were dried at 100 oC for 12 h,
placed into crucibles and exposed to domestic microwaves
(Samsung Electronics Corp. Korea) operating at a frequency
of 2.45 GHz and a maximum out-put power of 1250 W
for 40 minutes. The working cycle of the microwave oven
was set between 60 s on and 30 s off. The samples were
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treated with ultrasonic radiation and washed many times
with distilled water and ethanol to remove the sodium
chloride reaction by-product. The samples were dried at
100 oC in an oven. Heat-treatments of the samples were
performed at 400, 500 and 600 oC for 3 h.
The phase existing in the particles after the metathetic

reactions and heat-treatment was identified by powder XRD
(CuK

α, Rigaku D/MAX 2200, Japan). FTIR (Nicolet IR
200, Thermo Electron Corporation, USA) was used to
examine the thermal-decomposition behavior of the
metathetic reaction and heat-treated particles over the
frequency range, 400 to 4000 cm−1. The microstructure and
surface morphology of the CdWO4 particles were observed
by SEM (JSM-5600, JEOL, Japan). The microstructure
of the rod-like morphology and the selected area electron
diffraction (SAED) patterns were investigated using
transmission electron microscopy (TEM, JEM 2000-FX,
250 kV, Japan). The PL spectra were recorded using a
spectrophotometer (Perkin Elmer LS55, UK) at room
temperature. Raman spectroscopy measurements were
performed using a LabRam HR (Jobin-Yvon, France). The
514.5 nm line of an Ar-ion laser was used as the excitation
source, the power was kept at 0.5 mW on the sample.

Results and Discussion

Fig. 2 shows XRD patterns of the cyclic microwave
synthesized CdWO4 particles assisted by the metathetic

reaction after (a) heat-treatment at 600 oC for 3 h and
compared to the (b) data of JCPDS 14-676.All XRD
peaks could be assigned to a tetragonal phase CdWO4 with
a monoclinic wolframite-type structure, which is in good
agreement with the crystallographic data of CdWO4

(JCPDS : 14-676). This means that the CdWO4 can be
prepared using this SSM reaction assisted by microwave
irradiation. The formation of the CdWO4 crystalline phases
requires heat treatment at 600 oC for 3 h. The CdWO4

formed had a wolframite-type crystal structure with lattice
parameters of a = 5.03 Å and b = 5.86 Å and c = 5.07 Å
and β=91.47o [18]. This suggests that solid-state metathetic
synthesis is suitable for the growth of CdWO4 crystallites
and the development of the strongest intensity peaks at
(110), (111) and (130) planes, which were the major peaks
of the CdWO4, with some preferred orientation [7, 16, 18].
Fig. 3 shows SEM images of the CdWO4 particles after

heat-treatment at (a) 400 oC for 3 h, (b) 500 oC for 3 h,
(c) 600 oC for 3 h and (d) a high magnification of (c).
The SEM images after heat-treatment at 400 oC for 3 h

Fig. 1. Flow chart for the cyclic microwave synthesis of CdWO4

assisted by a metathetic reaction.

Fig. 2. XRD patterns of the cyclic microwave synthesized CdWO4

particles assisted by the metathetic reaction after (a) heat-treatment
at 600 oC for 3 h and compared to the (b) data of JCPDS 14-676.

Fig. 3. SEM images of the CdWO4 particles after heat-treatment
at (a) 400 oC for 3 h, (b) 500 oC for 3 h, (c) 600 oC for 3 h and (d)
a high magnification of (c).
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in Fig. 3(a) and 500 oC for 3 h in Fig. 3(b) show silkworm-
like morphologies with sizes of 1-2 µm. The SEM images
after heat-treatment at 600 oC for 3 h show a woven network
structure in Fig. 3(c) and various rod-like morphologies
with sizes of 1-3 µm in Fig. 3(d).
Fig. 4 shows a (a) TEM image after heat-treatment at

600 oC for 3 h and (b) a SAED of a various rod-like
assembly, (c) a schematic illustrations of the self-assembled
rod-like morphology and (d) various rod-like morphology
of CdWO4. The TEM image in Fig. 4(a) shows a self-
assembled rod-like morphology and the SAED pattern
in Fig. 4(b), which can be indexed to the [010] zone, shows
the preferred growth direction of these rods. The CdWO4

easily forms relatively thin structures due to its intrinsic
(010) cleavage plane because of the chain structure of the
[WO6]

6- octahedra in the wolframite type structure. The self-
assembled rod-like and various short rod-like morphologies
of CdWO4 are constructed with several submicrometre-
rods attached in their arrangements in Fig. 4(c, d). It is
noted that most of the assembled rods have similar widths.
The reason why the rod-like morphology is formed in
CdWO4 is attributed to the crystallographic growth of the
CdWO4 particles which can be generated easily in the
direction [100], while the assembled structures can be
attached to the direction [001] as in Fig. 4(d). A similar
self-assembled structure on the CdWO4 short nanorods and
nanofibers [18] shows a relatively thick nature along the
[010] direction and self-assembles to an ordered structure
with (001) and (010) faces, while the nanorods are flexible
and vertically self-assembled to form a woven network.
It is assumed that CdWO4 has the (010) cleavage plane and
weakly bound to (100) and (001) planes. The surface energy
of the (010) plane can be easily lowered relative to that of
(100) and (001) planes. The CdWO4 structures are con-
structed by self-assembled rod-like and various short rod-like
morphologies attaching to their (001) and (010) planes.
Based on the result of SAED of CdWO4 short nanorods
[18], the preferred growth direction of the rods is [100]
and has a relative thick nature along [001]. Therefore, the

crystallographic growth can be generated easily in the
direction [100] in Fig. 4(c) and (d).
The sample mixtures of CdCl2 and Na2WO4 were heated

by a microwave-assisted solid-state metathetic route. The
microwave metathetic synthesis of various metal tungstates
and molybdates [25, 26] provids the exothermic energy
to synthesize metal tungstates and molybedates. It helped
to heat the bulk of the material uniformly resulting in fine
particles with a controlled morphology, and to fabricate the
product in a green manner without the generation of solvent
waste. Solid state metathetic reactions, such as CdCl2+
Na2WO4 CdWO4 + 2NaCl, involve the exchange of atomic/
ionic species, where the driving force is the exothermic
reaction accompanying the formation of NaCl with a
high lattice energy [23, 24]. SSM reactions occur so rapidly
that the exothermic reaction is essentially used to heat up
the solid products. The solid-state metathesis reactions
provide a convenient route for the synthesis of CdWO4,
which were obtained in the form of loosely connected
submicrometre sized particles at considerably lower
temperatures than those usually employed for their synthesis.
After the microwave metathetic reaction, the reactants
need to be heated at temperatures at 400, 500, 600 oC for
3 h. Generally, the solid state reaction to synthesize CdWO4

requires to heat up to temperatures above 900 oC for 12 h.
Therefore, the microwave metathetic reaction and post-heat
treatment are interdependently essential procedures to
synthesize CdWO4 at a lower temperature than that
employed for solid state reactions. Wet chemical methods
for the synthesis of tungstates require low temperatures
[10-13]. However, the solution methods need complicated
synthetic steps, the use of expensive equipment and produce
a small amount of CdWO4 products. Compared with the
usual methods, microwave synthesis has the advantages
of a very short reaction time, a small particle size, a narrow
particle size distribution, and is a high purity method for
preparing CdWO4 particles. It is possible to achieve rapid
and uniform heating of CdWO4 by the solid-state synthesis
of materials by the metathetic route which is a simple and
cost-effective method that provides a high yield with easy
scale up, and is emerging as a viable alternative approach for
the synthesis of CdWO4 particles in short time periods.
Metal tungstates with large bivalent cations (e.g., Ca,

Ba, Pb, and Sr) tend to have a scheelite-type tetragonal
structure, whereas small cationic radii (e.g., Zn, Fe, Co, Ni
and Cd) favor the formation of a wolframite-type monoclinic
structure. The main difference between the above two
structures is that each W atom is surrounded by four O
atoms in a scheelite-type structure, whereas the wolframite-
type structure contains six O atoms surrounding each W
atom [28, 29]. It is based on a distorted hexagonal close
packing of O atoms with Cd and W atoms, each occupying
one-fourth of the octahedral interstices. The presence of
two non-equivalent oxygen atoms is responsible for the
pairs of Cd-O and W-O bonds with different lengths.
Therefore, both Cd and W atoms are surrounded by six
oxygen atoms, forming distorted octahedral coordination.

Fig. 4. A (a) TEM image after heat-treatment at 600 oC for 3 h
and (b) SAED of a various rod-like assembly, (c) schematic
illustrations of the self-assembled rod-like morphology and (d)
various rod-like morphology of CdWO4.
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Each chain of the CdO6 octahedra is corner-linked, and
the chains of WO6 octahedra are edge-linked, which are
also parallel to [001]. The CdO6 and WO6 octahedra consist
of three pairs of cation-oxygen bonds with Cd and W
atoms being displaced from the center of their octahedra
by approximately 0.29 and 0.32 Å, respectively, along the
[010] direction [30]. 
Fig. 5 shows FT-IR spectra at the wavenumber range

of 480-4000 cm−1 of the CdWO4 particles after (a) the
microwave metathetic reaction (CdWO4-m) and (b) heat-
treatment at 600 oC for 3 h (CdWO4-m600). The bending
and stretching vibrations of Cd-O (532 cm-1), W-O (629,
691 cm−1) and Cd-O-W (833, 878 cm−1) were identified
in the synthesized CdWO4. The FT-IR spectra of the
CdWO4-m in Fig. 5(a) exhibit bands at 1620, 3445 cm

−1

(O-H stretching modes) at 1278 cm−1(CH3). It is assumed

that the samples prepared contain a significant amount
of surface-adsorbed water and alcohol. Obviously, the bands
at 1620, 3445, 1278 cm−1 disappeared after heat-treatment
at 600 oC for 3 h in Fig. 5(b).
Fig. 6 presents photoluminescence emission spectra

of the CdWO4 particles after heat-treatment at (a) 500
oC

for 3 h and (b) 600 oC for 3 h exited by a 250 nm source
at room temperature. The photoluminescence of metal
tungstates has been discussed in the frame of molecular
orbital models of the [WO6]

6− group. It is generally assumed
that the measured emission spectra of metal tungstates
are mainly attributed to the charge-transfer transitions
within the [WO6]

6− complex [31-33]. With excitation at
250 nm, the CdWO4 particles exhibit a broad PL emission
in the green wavelength range of 460-470 nm, which agrees
with the PL emission of a CdWO4 single crystal at room
temperature what has been reported which intrinsic
luminescence at 470-480 nm [34, 35]. The photolumines-
cence intensity of energy-conversion materials depends
strongly on the particle shape and distribution. Generally,
for samples with a similar morphologies, a homogenized
particle must be favorable to luminescent characteristics
because of less contamination or fewer dead layers on
the energy-conversion materials surface.
Fig. 7 shows Raman spectra of the CdWO4 particle

excited by the 514.5 nm line of an Ar-ion laser kept at
a power of 0.5 mW on the sample. The vibration modes
in the Raman spectra of tungstates are classified into two
groups, internal and external [36, 37]. The internal vibrations
can be explained by the [WO6]

6− molecular group with
a stationary mass center. The external vibrations or lattice
phonons are associated to the motion of the Cd2+ cation
and rigid molecular units. The internal Raman modes
for the CdWO4 particles in Fig. 7 were detected at 898,
773, 688, 549, 388 and 307 cm−1. The well-resolved
sharp peaks for the CdWO4 particles indicate that the
synthesized particles are highly crystallized. The free rotation
modes were detected at 248, 230 cm−1 and the external
modes were localized at 178-117 cm−1.

Fig. 5. FT-IR spectra of the CdWO4 particles after (a) the
microwave metathetic reaction (CdWO4-m) and (b) heat-treatment
at 600 oC for 3 h (CdWO4-m600).

Fig. 6. Photoluminescence emission spectra of the CdWO4

particles after heat-treatment at (a) 500 oC for 3 h and (b) 600 oC
for 3 h exited by 250 nm source at room temperature.

Fig. 7. Raman spectra of the CdWO4 particles after heat-treatment
at 600 oC for 3 h excited by the 514.5 nm line of an Ar-ion laser at
0.5 mW on the sample.
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Conclusions

Cadmium tungstate (CdWO4) particles synthesized
using a cyclic microwave metathetic reaction were well
crystallized at 400-600 oC. Silkworm-like morphologies
were formed after heat-treatment at 400-500 oC for 3 h
with sizes of 1-2 µm, while a self-assembled rod-like
morphology with a preferred crystallographic orientation
with sizes of 1-3 µm was formed after 600 oC for 3 h.
A stretching vibration in FTIR was detected as a strong
W-O stretch in the [WO6]

6− tetrahedra at 823 cm−1. With
excitation at 250 nm, the CdWO4 particles exhibit a broad
PL emission in the green wavelength range of 460-470 nm.
The well-resolved Raman spectra for the CdWO4 particles
at 898, 773, 688, 549, 388 and 307 cm−1 provide evidence
of the highly crystallized structure. Free rotation modes
were detected at 248, 230 cm−1 and the external modes
were localized at 178-117 cm−1.

Acknowledgement

This study was supported by Basic Science Research
Program through the National Research Foundation of
Korea (NRF) funded by the Ministry of Education, Science
and Technology (2011-0026911).

References

1. Z. Shan, Y. Wang, H. Ding and F. Huang, J. Mol. Cat. A:
Chemical 302 (2009) 54-58.

2. C.L. Melcher, Nucl. Inst. Meth. Phys. Res. A 537 (2005)
6-14.

3. G. Zhang, S. Yang, Z. Li, L. Zhang, W. Zhou, H. Zhang, H.
Shen and Y. Wang, Applied Surface Science, 257 (2010)
302-305.

4. T. Thongtem, S. Kungwankunakorn, B. Kuntalue, A.
Phuruangrat and S. Thongtem, J. Alloys Compd. 506 (2010)
475-481.

5. T. George, S. Joseph, A.T. Sunny and S. Mathew, J. Nanopart.
Res. 10 (2008) 567-575.

6. S.J. Chen, J. Li, X.T. Chen, J.M. Hong, Z. Xue and X.Z.
You, J. Cry. Growth 253 (2003) 361-365.

7. A.J. Rondinone, M. Pawel, D. Travaglini, S. Mahurin and
S. Dai, J. Coll. Inter. Sci. 306 (2007) 281-284.

8. W.B. Hu, X.L. Nie and Y.Z. Mi, Mat. Charact. 61 (2010)
85-89.

9. S. Thongtem, S. Wannapop and T. Thongtem, Trans. Nonferr.
China 19 (2009) s100-s104.

10. G. Zhang, R. Jia and Q. Wu, Mat. Sci. Eng. B 128 (2006)
254-259.

11. R. JIa, Q. Wu, G. Zhang and Y. Ding, J. Mat. Sci. 42 (2007)

4887-4891.
12. R. Dinesh, T. Fujiwara, T. Watanabe, K. Byrappa and M.

Yoshimura, J. Mat. Sci. 41 (2005) 1541-1546.
13. K. Lennstrom, S.J. Limmer and G. Cao, Thin Solid Films

434 (2003) 55-61.
14. D. Rangappa, T. Fujiwara, T. Watanabe and M. Yoshimura,

J. Electroceram. 17 (2006) 853-860.
15. Y. Wang, J. Ma, J. Tao, X. Zhu, J. Zhou, Z. Zhao, L. Xie,

H. Tian and Mat. Lett. 60 (2006) 291-293.
16. Y. Wang, J. Ma, J. Tao, X. Zhu, J. Zhou, Z. Zhao, L. Xie

and H. Tian, Mat. Sci. Eng. B 130 (2006) 277-281.
17. Y. Wang, J. Ma, J. Tao, X. Zhu, J. Zhou, Z. Zhao, L. Xie

and H. Tian, Cer. Int. 33 (2007) 1125-1128.
18. H.L. Wang, X.D. Ma, X.F. Qian, J. Yin and Z.K. Zhu, J.

Sol. Sat. Chem. 177 (2004) 4588-4596.
19. L. Zhang, C. Lu, Y. Wang and Y. Cheng, Mat. Chem. Phys.

103 (2007) 433-436.
20. S. Thongtem, S. Wannapop and A. Phuruangrat, Titipun

Thongtem, Mat. Lett. 63 (2009) 833-836.
21. T. Thongtem, A. Phuruangrat and S. Thongtem, J. Nanopart.

Res. 12 (2010) 2287-2294.
22. J.T. Kloprogge, M.L. Weier, L.V. Duong and R.L. Frost,

Mat. Chem. Phys. 88 (2004) 438-443.
23. S. Das, A.K. Mukhopadhyay, S. Datta and D. Basu, Bull.

Mat. Sci. 32 (2009) 1-13.
24. K.P.F. Siqueira, R.L. Moreira, M. Valadares and A. Dias, J.

Mat. Sci. 45 (2010) 6083-6093.
25. P. Parhi, T.N. Karthik and V. Manivannan, J. Alloys Compd.

465 (2008) 380-386.
26. V. Thangadurai, C. Knittlmayer and W. Weppner, Mat. Sci.

Eng. B 106 (2004) 228-233.
27. T.K. Mandal and J. Gopalakrishnan, J. Mat. Chem. 14 (2004)

1273-1280.
28. S.H. Yu, B. Liu, M.S. Mo, J.H. Huang, X.M. Liu and Y.T.

Qian, Adv. Funct. Mat. 13 (2003) 639-647.
29. S. Rajagopal, D. Nataraj, O. Y. Khyzhun, Y. Djaoued, J.

Robichaud and D. Mangalaraj, J. Alloys Compd. 493 (2010)
340-345.

30. X.G. Huang and Y. Zhu, Mat. Sci. Eng. B 139 (2007) 201-208.
31. D.A. Spassky, S.N. Ivanov, V.N. Kolobanov, V.V. Mikhailin,

V.N. Zemskov, B.I. Zadneprovski and L.I. Potkin, Radiat.
Meas. 38 (2004) 607-610.

32. G.Y. Hong, B.S. Jeon, Y.K. Yoo and J.S. Yoo, J. Electrochem.
Soc. 148 (2001) H161-H166.

33. X. Zhou. T. Liu, Q. Zhang, F. Cheng and H. Qiao, Solid
State Science, 11 (2009) 2071-2074.

34. V.A. Pustovarov, A.L. Krymov and B. Shulgin, Rev. Sci.
Instrum. 63 (1992) 3521-3522.

35. M.M. Chirila, K.T. Stevens, H.J. Murphy and N.C. Giles,
J. Phys. Chem. Solids 62 (2000) 675-681.

36. T.T. Basiev, A.A. Sobol, Y.K. Voronko and P.G. Zverev,
Opt. Mat. 15 (2000) 205-216.

37. T.T. Basiev, A.A. Sobol, P.G. Zverev, L.I. Ivleva, V.V.
Osiko and R.C. Powell, Opt. Mat. 11 (1999) 307-314.



<<
  /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 <>
    /KOR <FEFFd5a5c0c1b41c0020c778c1c40020d488c9c8c7440020c5bbae300020c704d5740020ace0d574c0c1b3c4c7580020c774bbf8c9c0b97c0020c0acc6a9d558c5ec00200050004400460020bb38c11cb97c0020b9ccb4e4b824ba740020c7740020c124c815c7440020c0acc6a9d558c2edc2dcc624002e0020c7740020c124c815c7440020c0acc6a9d558c5ec0020b9ccb4e000200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /CHS <FEFF4f7f75288fd94e9b8bbe7f6e521b5efa76840020005000440046002065876863ff0c5c065305542b66f49ad8768456fe50cf52068fa87387ff0c4ee563d09ad8625353708d2891cf30028be5002000500044004600206587686353ef4ee54f7f752800200020004100630072006f00620061007400204e0e002000520065006100640065007200200035002e00300020548c66f49ad87248672c62535f003002>
    /CHT <FEFF4f7f752890194e9b8a2d5b9a5efa7acb76840020005000440046002065874ef65305542b8f039ad876845f7150cf89e367905ea6ff0c4fbf65bc63d066075217537054c18cea3002005000440046002065874ef653ef4ee54f7f75280020004100630072006f0062006100740020548c002000520065006100640065007200200035002e0030002053ca66f465b07248672c4f86958b555f3002>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


