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OROTIC ACID COMPLEXES OF Co(II), Ni(IT), Zn(IT) AND Cd(II) WITH
IMIDAZOLE
Syntheses, spectroscopic and thermal studies

0. Z. Yesilel"", H. Olmez* and H. Ichudak®

'Department of Chemistry, Faculty of Arts and Sciences, Eskisehir Osmangazi University, 26480 Eskisehir, Turkey
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The [Co(HOT)(H;0)(im),] (1), [Ni(HOR)(H;0)(im)s] (2), [Zn(H:0)x(im):](H:0r); (3) and [CA(HOr)(H,0)(im)s] (4) complexes
(H;Or: orotic acid, im: imidazole) were synthesized and characterized by elemental analysis, magnetic and conductance measure-
ments, UV-vis and IR spectra. The thermal behaviour of the complexes was also studied by simultaneous thermal analysis tech-
niques (TG, DTG and DTA). The orotate ligand (HOr*) coordinated to the Co(II), Ni(Il) and Cd(II) ions are chelated to the
deprotonated pyrimidine nitrogen (N(3)) and the carboxylate oxygen, while do not coordinate to the Zn(II) ion is present as a coun-
ter-ion (H,Or"). The first thermal decomposition process of all the complexes is endothermic deaquation. This stage is followed by
partially (or completely) decomposition of the imidazole and orotate ligands. In the later stage, the remained organic residue exo-
thermically burns. On the basis of the first DTGy, the thermal stability of the complexes follows order: 2, 176°C>1, 162°C>4,
155°C>3, 117°C in static air atmosphere. The final decomposition products which identified by IR spectroscopy were the corre-

sponding metal oxides.
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Introduction

Orotic acid (1,2,3,6-tetrahydro-2,6-dioxo-4-pyrimidine-
carboxylic acid, vitamin B3, H;Or, Fig. 1) and its salts
and other derivatives play an important role in the me-
tabolism of pyrimidine nucleotides [1, 2] and are found
in cell and body fluids of many living organisms. Metal
orotates are also widely applied in medicine. Metal
orotates have been used e.g. as uricosurica (for en-
hanced excretion of uric acid) and for electrolyte substi-
tution (in heart and liver protection) [3]. Platinum, palla-
dium and nickel orotates with wide variety of
substituents have been screened as therapeutic agents
for cancer [4-7]. Besides biologically importance,
orotic acid is also an interesting ligand in coordination
chemistry. It may coordinate through the two nitrogen
atoms of the pyrimidine ring, the two carbonyl oxygens

H,Or im

Fig. 1 Structures of the ligands: H;Or=orotic acid, im=imidazole
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and the carboxyl group. Although, the most potential
coordination sites are the deprotonated carboxyl group
and its adjacent nitrogen, when they coordinate to
metal ion, the complexation ability of the exocylic car-
bonyl oxygen is greatly enhanced [8]. The complexes
of HOr* of Mn(II), Co(Il), Ni(Il), Zn(II), Mg(II)
(IM(HOr)(H,0)4]-H,0) were reported [4, 5, 9-12].
Synthesis and structural characterization of mixed-
ligand transition metal complexes of HOr* with
mono- and bidentate N-donor ligands such as am-
mine [6, 13, 14], imidazole [15], 1,10-phenanthroline
[16, 17], 2,2’-bipyridine [17, 18] and ethylene-
diamine [12, 19] appear in recent literature. We re-
ported earlier the syntheses and spectrathermal
studies of 1,10-phenanthroline complexes of Co(Il),
Ni(Il), Cu(ll) and Cd{I) orotates [20],
[Zn(H,0),(phen), | (H,O0r),-2.125H,0 [21],
[Cu(HOr)(tea)]-H,O [22], [Cu(HOr)(H,O)(bipy)] [18],
[Cu(HOr)(H,O)(en)]-H,O, [Co(HOr)(en),](H,Or)-5H,0
[12], [Ni(HOr)(H,O)(tea)]-H,O [23],
[Co(HOr)(H,0)5(na)]-3H,0 [24] and Co(II), Ni(II) and
Cu(Il) complexes of neutral orotic acid [25] (phen=
1,10-phenanthroline;  fea=triethanolamine; bipy=
2,2’-bipyridine; en=ethylenediamine; na=nicotinamide).

In the present paper, we describe the syntheses,
spectroscopic and thermal behaviour of the new
orotic acid complexes of Co(II), Ni(Il), Zn(II) and
Cd(IT) with imidazole.
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Table 1 Analytical data and conductance values of 1-4

0 Found (Calc.)/% . -
Complexes F.W./g mol Yield/% Colour A/S cm” mol
C N H

[Co(HOr)(H,0),(im),] (1) 34.04 3.86 21.99

CiiH1NGOCo 38320 (3430  (Ge6) (lsy O red 24
[Ni(HOr)(H,0)2(im),] (2) 33.72 3.75 21.66

C11H14NgOgNi 384.96 (34.32) (3.67) (21.83) 84 blue 26
[Zn(H,0),(im)4](H,0r); (3) 39.22 4.03 24.05

CaHyeN12019Zn 683.91 (38.64) (3.83) (24.58) 60 colourless 103
[Cd(HOr)(H,0)(im);] (4) 33.45 327 23.45

C14H;6NgOsCd 488.74 (34.41) (330) (2293 67 colourless 30

Experimental
Materials and instrumentation

All chemicals used were analytical reagent products.

Synthesis of the complexes

The divalent metal complexes of HOr*, [M(HOr)(H,0),]
-H,O (M=Co(I), Ni(Il), Zn(Il) and Cd(II)), were pre-
pared according to the conventional methods described in
[4, 5, 12]. The [M(HOr)(H,0),]-H,O complexes
(M=Co(1I), Ni(I), Zn(II) and Cd(II), 2 mmol, 0.62 g)
were dissolved in hot distilled water (20 mL) with stirring
at 60°C. The im ligand (8 mmol, 0.55 g), which dissolved
in the ethanol (10 mL), was added to the solutions of the
[M(HOr)(H,0)4]-HO with continuous stirring for ap-
proximately 5 h at 60°C in a temperature-controlled bath.
The reaction mixture was then cooled to room tempera-
ture. The crystals formed were filtered and washed with
10 mL of water and ethanol and dried in air.

Elemental analyses for C, H and N were carried out
at the Tubitak Marmara Research Centre. Magnetic sus-
ceptibility measurements at room temperatures were
performed using a Sherwood Scientific MXI model
Gouy magnetic balance. UV-vis spectra were obtained
for the aqueous solutions (10~ M) of the complexes
with a Unicam UV2 spectrometer in the range
900-190 nm. IR spectra were recorded in the
4000-400 cm™' region with a Mattson 1000 FT-IR spec-
trometer using KBr pellets. Thermal analysis curves
(TG, DTG and DTA) were recorded simultaneously in a
static air atmosphere with a Rigaku TG8110 thermal
analyser. The heating rate was 10°C min"' and the DTG
sensitivity was 0.05 mg s . Conductance values were
measured on 522 CRISON conductimeter.

Results and discussion

Analytical results, the molar conductivity values and
the compositions of the complexes are listed in Ta-
ble 1. 1-4 were synthesized in good yields and with
high purity and found to be nonhygroscopic and sta-
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ble in air. 2 was also structurally characterized [15].
The elemental analyses conformed to their proposed
formula (Table 1). The molar ratio M:im:HOr:H,O in
the complexes are 1:2:1:2 for 1 and 2, 1:4:2:2 for 3
and 1:3:1:1 for 4. In the complexes, imidazole acts as
a monodentate ligand through its nitrogen atom,
while dianionic orotate ligand (HOr*) coordinates to
the Co(II), Ni(Il) and Cd(II) ions as a bidentate,
through carboxylate oxygen and deprotonated nitro-
gen atom of pyrimidine ring. But, monoanionic
orotate (H,Or") behaves as a counter ion in 3. These
results were supported by conductivity measure-
ments. The molar conductance values (A) of the com-
plexes are 24, 26, 103 and 30 Scm” mol™' for 1, 2, 3
and 4, respectively, indicating that 1, 2 and 4 are a
non electrolyte, while 3 is a 1:2 electrolyte in water.

UV-Vis spectra

The Amax values of the intraligand and d—d transitions
displayed, assignment of d—d transitions and the ef-
fective magnetic moment values of the complexes are
given in Table 2. 1 and 2 exhibit magnetic moment
values of 4.38 and 2.92 BM which correspond to
three and two unpaired electrons, respectively, which
are consistent with a weak field octahedral geometry
as expected. 3 and 4 are diamagnetic.

The intense bands in the 200-300 nm range are
assigned to the intraligand n—n* and n—n* transi-
tions, and the bands with low intensity between 350
and 800 nm are due to d—d transitions. The assign-
ments of the d—d transitions corresponded to an octahe-
dral coordination geometry of the metal(I) ions and
the values of the A, parameter were found using
Tanabe and Sugano diagrams [26]. 1 displays one peak
in the visible region of the electronic spectrum, while 2
shows three maxima in the 350-900 range. 3 and 4 did
not display any peak in the visible region, but only ex-
hibit the intraligand transitions. In the spectrum of 1,
the An. value of the absorption band is 493 nm
(=26 L mol™' cm™). This value may be assigned to the
‘Ti¢>'Tyy (P) d-d transition. The *Tj,—*4, and

J. Therm. Anal. Cal., 89, 2007
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Table 2 Electronic spectra and magnetic moment values of 1-4

Complexes Mmax/DNIML g/em™ mol™ Assignment of d—d transitions Aglem™ Her/(B.M.)

[Co(HOr)(H,0)(im),] (1) 493 26 T T (P) - 438
379 26 A2 "Tig(p)

[Ni(HOr)(H,0)(im),] (2) 624 7 A>T, 11.230 2.92
890 4 Asg—>"Tag

[Zn(H,0),(im)](H,0); (3) - - - Dia.

[CA(HOr)(H,0)(im)s] (4) - - - Dia.

7T, transitions were not observed due to low en-
ergy and shift to the IR region [27]. Therefore, the Ag
value of 1 could not be calculated. The UV-vis spec-
trum for 2 exhibits three weak d—d absorption bands
centered at 379 (e=26 L mol' cm™), 624
(e=7 L mol”" em™) and 890 nm (e=4 L mol' cm™)
which support octahedral geometry. These values were
assigned t0 *Ay;—>T1,(P), *Aog—> T, and *Aye—Tog,
respectively. The A, value for 2 was calculated as
11.230 cm™". The colourless 3 and 4 do not show any
d—d bands as expected.

IR spectra

The main IR group frequencies of the metal com-
plexes are presented in Table 3. OH stretching bands
of aqua ligands appear in the 3475, 3462, 3500 and
3325c¢m ™ for1,2,3 and 4, respectively. In 1, 2 and 4,
the disappearance of the vy, band at 3160 cm!
which was observed in the free orotic acid [6], was at-
tributed to the deprotonation and coordination of N3
to the metal ions. However, the N3)H stretching band
was clearly observable as strong at 3144 cm™' in the
IR spectrum of 3. The band in the 3136-3222 region
in the complexes can be attributed NH stretching vi-
bration of the imidazole ligand. This data substanti-
ates the suggestion that the imidazole molecules coor-
dinate to the metal ions in their neutral form. The
carbonyl groups appear as two main peaks at 1709
[Veo,., Ve, 0] and 1671 cm [vC o tVeclin the
free H)Or f28] The carbonyl stretchmg modes in
3 and 4 were observed at 1674, 1613 cm ' and 1635,

Table 3 IR spectra of 1-4 (cm™)

1594 cm ™', while the very broad and strong one band
at 1617 and 1618 cm ™' in 1 and 2, respectively, which
are prescribed to overlapped C=0 and C=C stretch-
ing, and bending water and amine modes. The me-
dium-intense band at 1531-1581 cm ' region can be
attributed to the imidazole (—C=N-) stretching vibra-
tion. The Vot vibration bands which appeared at
2500 cm™" in the free orotic acid have not been ob-
served in all the complexes. The disappearance of the
bands was attributed to the deprotonation. The weak
bands in the region 400500 cm ' are due to M—N
stretching vibrations [29]. As a result, the IR spec-
trum of 3 indicates that the orotic acid is monoanionic
and counter ion as supported by conductivity mea-
surements, while the IR spectra of 1, 2 and 4 show
that orotic acid is dianionic and coordinated to the
metal ions as a bidentate via deprotonated N, of py-
rimidine and the carboxylate oxygen.

Thermal analyses

The TG-DTG and DTA curves of the complexes are
shown in Figs 2-5. The endothermic peak of
1 (DTGux=171°C) in the temperature range of
103-186°C, corresponds to the loss of the two moles
aqua ligands (found 10.59, calcd. 9.35%). In the tem-
perature range of 187-380°C, 1 involves the consecu-
tive decompositions of neutral imidazole ligands by
giving endothermic effects (DTG.x=228 and 301°C).
A good agreement between the experimental and cal-
culated values was observed for the mass loss (found
35.10; caled. 35.35%). The following stage involves

Complexes Vou Vi, HVni,, * VN Veo,, TVep=0  Veg-0TVe-c Ve-N SN“)H +8yy ¥
. 1380*m,
[Co(HOr)(H,0)2(im),] (1)  3475m 3222%s 3075w 1617vs,b 1531s 1406w
. . 1382%m,
[Ni(HOr)(H,O),(im);] (2)  3462m 3220%*s 3050w 1618vs,b 1543s 1407w
. 1384%w,
[Zn(H,0),(im)](H,0), (3)  3500s 3144, 3247*m  3053m 1674vs 1613vs 1581s 1425m
[CA(HOr)(H,0)(i * 1387%s,
,0)(im)s] (4) 3325m 3136*m 3017m 1635vs 1594vs 1534s 1440m
w — weak, m — medium, s — strong, vs — very strong, b — broad
J. Therm. Anal. Cal., 89, 2007 557



Fig. 2 TG, DTG and DTA curves of [Co(HOr)(H,0),(im),]
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Fig. 4 TG, DTG and DTA curves of [Zn(H,0),(im)4](H,Or),
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Fig. 3 TG, DTG and DTA curves of [Ni(HOr)(H,0),(im),]

the decomposition of the orotate ligand by exothermic
effect (DTGpx=387°C). In the last stage the strong
exothermic peak (DTG,x=465°C) is associated with
the burning of the organic residue, leading finally to
the Co3;0;4. The endothermic peak at 9015C (DTGyyax)
is related to the conversion of CozO,4 to CoO. The over-
all mass loss (found 83.45, calcd. 80.60%) agrees with
the proposed structure well.

The thermal decomposition of 2 (Fig. 3) is simi-
lar with that of the isomorphous 1 [30] (Fig. 2). The
first stage of the thermal decomposition of 2 starts at
about 120°C with the release of the two moles aqua
ligand in two steps (DTGpn.x=184, 204°C, found
10.23, calcd. 9.50%). In the second stage, two moles
of imidazole ligand are released, as inferred from the
agreement between the theoretical and experimental
value for the mass loss (found 36.77, calcd. 35.35%).
The following stage involves the extremely exother-
mic decomposition of orotate ligand and organic resi-
due, leading finally to the NiO.

The thermal behavior of 3 is different from 1, 2
and 4, because of 3 has different structure from the
complexes. In 3, the orotates were not coordinated to
the Zn(II) ion and act as the counter ions. In the first
decomposition stage, endothermic removal of the two
aqua ligands occurs at 117°C (DTGy,x) With a mass
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Temperature/°C
Fig. 5 TG, DTG and DTA curves of [Cd(HOr)(H,0)(im);]

loss of 6.19% (calcd. 5.27%). The anhydrous 3 is ther-
mally stable up to about 206°C. In the temperature
range of 206-321°C, the endothermic peak of 3
(DTG nax=281°C), is related to the release of imidazole
ligands and partial decomposition of orotates. This de-
composition stage is similar to the other imidazole
complexes [31-34]. In the last stage, the strong exo-
thermic mass loss process occurs in a single step. Dur-
ing this stage, the remaining organic part is abruptly
burnt (DTGy,,x=504°C). The final decomposition prod-
uct, ZnO, was identified by IR spectroscopy.

The first decomposition stage of 4, in the tem-
perature range of 127-189°C, corresponds to mass
loss of the aqua ligand (found 4.82, calcd. 3.68%).
The following stages between 190-362°C are related
to the endothermic decompositions of the three moles
of neutral imidazole ligands (DTG,.x=236, 275 and
307°C, found 41.18, calcd. 41.79%). The exothermic
peak at 386°C is associated with the phase transition
of the CdHOr compound. In the Ilast stage
(363-532°C), the organic residue is abruptly burnt
(DTGmax=529°C). The final decomposition product is
CdO (found 71.90, calcd. 73.73%).

On the basis of the first DTG,,,y, the thermal sta-
bility of 1-4 follows order: Ni(Il), 176°C>Co(Il),
162°C>Cd(1l), 155°C>Zn(II), 117°C.

J. Therm. Anal. Cal., 89, 2007
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Conclusions

The Co(II), Ni(1l), Zn(IT) and Cd(II)-orotic acid (H;Or)
complexes with imidazole were synthesized and char-
acterized. The HOr coordinated to the Co(Il), Ni(II)
and Cd(II) ions are chelated to the deprotonated pyrim-
idine nitrogen (N(3)) and the carboxylate oxygen, while
the H,Or is present as a counter-ion in Zn(II) complex.
The thermal decomposition pathway of the complexes
has been predicted by the help of thermal analysis (TG,
DTG and DTA). The compounds decompose in three
thermal stages: (i) dehydration (if) release of imidazole
ligands and decomposition of orotate (ii7) remained or-
ganic residue burns. The final decomposition products
corresponding metal oxides.

References

1 P. Karlson, Kurzes Lehrbuch der Biochemie, Thieme,
Stuttgart, New York 1988.
2 J. D. Rawn, Biochemistry, Neil Patterson Publishers,
Burlington, N. C., USA 1989.
3 D. Szeleny and J. Sos, Arzneim.-Forsch., 21 (1991) 777.
4 M. Sabat, D. Zglinska and B. Jezowska-Trzebiatowska,
Acta Cryst., B36 (1980) 1187.
5 A. Karipides and B. Thomas, Acta Cryst., C42 (1986) 1705.
6 T. Solin, K. Matsumoto and K. Fuwa, Bull. Chem. Soc. Jpn.,
54 (1984) 3731.
7 P. Castan, E. Colacio-Rodriguez, A. L. Beauchamp, S. Cros
and S. Wimmer, J. Inorg. Biochem., 38 (1990) 225.
8 P. Arrizabalaga, P. Castan and F. Dahan, Inorg. Chem.,
22 (1983) 2245.
9 0. Kumberger, J. Riede and H. Schmidbaur, Chem. Berichte,
124 (1991) 2739.
10 L. Mutikainen, R. Himaéldinen, M. Klinga and U. Turpeinen,
Z. Kristallogr., 212 (1997) 65.
11 1. Mutikainen, R. Hdmélédinen, M. Klinga, O. Orama and
U. Turpeinen, Acta Cryst., C52 (1997) 2480.
12 H. Icbudak, H. Olmez, O. Z. Yesilel, F. Arslan, P. Naumov,
G. Jovanovski, A. R. Ibrahim, A. Usman, H. K. Fun,
S. Chantrapromma and S. W. Ng, J. Mol. Struct.,
657 (2003) 255.
13 1. Mutikainen, Inorg. Chim. Acta, 136 (1987) 155.
14 1. Mutikainen and P. Lumme, Acta Cryst., B36 (1980) 2233.
15 I Ucar, A. Bulut, O. Z. Yesilel, H. Olmez and
O. Biiyiikgiingor, Acta Cryst., C60 (2004) m563.

J. Therm. Anal. Cal., 89, 2007

16 X.Li, R. Cao, W. Bi, D. Sun and M. Hong, Acta Cryst.,
E59 (2003) m228.

17 M. J. Plater, M. R. J. Foreman, J. M. S. Skakle and
R. A. Howie, Inorg. Chim. Acta, 332 (2002) 135.

18 0. Z. Yesilel, H. Olmez, H. Icbudak and O. Biiyiikgiingér,
Z. Naturforsch., 60b (2005) 1138.

19 P. Castan and T. Ha, Inorg. Chim. Acta, 221 (1994) 173.

20 O.Z. Yesilel and H. Olmez, J. Therm. Anal. Cal.,
OnlineFirst, DOI: 10.1007/s10973-005-7137-2.

21 O.Z. Yesilel, I. Ucar, A. Bulut, H. Olmez and
O. Biiyiikgiingor, Z. Naturforsch., 61b (2006) 147.

22 H. Olmez, H. i¢budak, O. Z. Yesilel, C. Arici and D. Ulki,
Z. Kristallogr., 219 (2004) 300.

23 0. Z. Yesilel, H. Olmez, I. Ucar, A. Bulut and C. Kazak,
Z. Anorg. Allg. Chem., 631 (2005) 3100.

24 0. Z. Yesilel, F. Tezcan, H. Olmez, H. Pasaogablu and
O. Biiylikgiingor, Z. Anorg. Allg. Chem., 631 (2005) 2497.

25 0. Z. Yesilel and H. Olmez, Transition Met. Chem.,

30 (2005) 992.

26 D. Sutton, Electrostatic Energy Level Diagrams and the
Spectra of Octahedral Complexes. In Electronic Spectra of
Transition Metal Complexes, McGraw-Hill, London 1968,
p- 115.

27 T. Premkumar and S. Govindarajan, J. Therm. Anal. Cal.,
84 (2006) 395.

28 G. Maistralis, A. Koutsodimou and N. Katsaros,
Transition Met. Chem., 25 (2000) 166.

29 K. Nakamoto, Infrared and Raman Spectra of Inorganic
and Coordination Compounds, John Wiley and Sons,
New York 1978, p. 448.

30 O. Z. Yesilel, Thesis, Ondokuz Mayis University (2004).

31 P. Naumov, V. Jordanovska, B. Boyanov and
G. Jovanowski, J. Therm. Anal. Cal., 66 (2001) 469.

32 1. Labadi, Zs. Czibulya, R. Tudose and O. Costisor,

J. Therm. Anal. Cal., 78 (2004) 965.

33 M. Olczak-Kobza, A. Dzierzawska-Majewska and
J. Karolak-Wojciechowska, J. Coord. Chem., 59 (2006) 545.

34 V. T. Yimaz, S. Hamameci and O. Biiyiikgiingor,

Z. Naturforsch., 61b (2006) 189.

Received: December 19, 2005
Accepted: May 26, 2006
OnlineFirst: August 11, 2006

DOI: 10.1007/s10973-005-7479-9

559




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /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 (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents for journal articles and eBooks for online presentation. Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


