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Abstract—Ni(IT) and Zn(IT) complexes, [M(L")A] (n = 1-3, A= NH;, Py), were prepared from the products
of condensation of benzoylacetaldehyde with aromatic acid hydrazides (H2L1—H2L3). The obtained com-
plexes were examined by elemental analysis and IR and '"H NMR spectroscopy. The structure of [Ni(L?)Py]
was determined by X-ray diffraction analysis (CIF file CCDC no. 1508698).
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Aroylhydrazone derivatives with 1,3-dicarbonyl
compounds such as ketoaldehydes are of considerable
interest as sources of potentially prototropic ring—
chain equilibrium forms [1—3]. Therefore, aroylhy-
drazones were chosen as nucleophiles in this study. We
synthesized the complexes [M(L")NH;] (M = Ni, Zn;
n = 1-3) based on H,L! = benzoylhydrazone, H,L? =
para-methylbenzoylhydrazone, and H,L3 = ortho-
hydroxybenzoylhydrazone of benzoylacetic aldehyde,
respectively. The obtained products are diamagnetic,
soluble in chloroform, benzene, and pyridine, and vir-
tually insoluble in water. The IR and '"H NMR data
attest to a square geometry of the complexes.

EXPERIMENTAL

The ligands H,L'-H,L3 used in the study were
synthesized according to a known procedure [3, 4].
Commercial reagent grade nickel(IT) and zinc(II) ace-
tates and concentrated ammonia, analytical grade
pyridine, and distilled high-purity grade solvents,
EtOH and diethyl ether, were used in the work.

Synthesis of [Ni(L'))NH;]. A hot solution of
nickel(IT) acetate (1.25 g, 0.005 mol) in concentrated
ammonia (15 mL) was gradually added to a solution of
H,L' (1.33 g, 0.005 mol) in EtOH (20 mL). After 5—
10 min, a red polycrystalline solid precipitated; the
precipitate was collected on a filter, washed with water
and ethanol, and dried in a vacuum desiccator over

P,0;. The yield of [Ni(L')NH;] was 1.23 g (86%).

The complexes [Zn(L"YNH;], [Ni(L>)NH;], and
[Ni(L*)NH;] were synthesized in a similar way. The

ammonia complexes are readily soluble in organic sol-
vents and insoluble in water.

Dissolution of [Ni(L'Y'NH;] in the minimum
amount of Py followed by precipitation with diethyl
ether affords the complex [Ni(L")Py] [4, 5]. The pre-
cipitated red solid was collected on a filter, washed
with ethanol and diethyl ether, and dried in air. The
yield of [Ni(L")Py] was 0.66 g (74%).

The complexes [Ni(L?)Py] and [Zn(L?)Py] were
synthesized in a similar way.

The results of elemental analysis and the yields of

Ni(II) and Zn(II) compounds are summarized in
Table 1.

Recrystallization of [Ni(L?)Py] from an ethanol—
chloroform mixture (1 : 1) gave the single crystals of
C,,HyN;0,Ni suitable for X-ray diffraction.

X-ray diffraction analysis of [Ni(L?)Py] was carried
out on a Xcalibur automated diffractometer (Cuk,
radiation, A = 1.54184 A, graphite monochromator,
o-scan mode, 20, = 75.9°). The structure was
solved by the direct method and refined by the least
squares method in the anisotropic approximation for
non-hydrogen atoms. The hydrogen atoms were
located from electron density maps and refined in the
isotropic approximation.
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Table 1. Yields and results of elemental analysis of Ni(II) and Zn(II) complexes
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Molecular Yield T, Found/calculated, %

Compound formula % ’ 02’ M C q N

[Ni(L')NH;] | Ci6H sN;0,Ni 86 158 17.21/17.26 | 56.54/56.52 | 4.41/4.45 | 12.39/12.36
[Ni(LHPy] | CoH;;N;0,Ni 74 166 14.56/14.60 | 62.69/62.73 | 4.23/4.26 | 10.48/10.45
[Ni(L)NH;] | Ci7H;N;0,Ni 58 178 16.53/16.58 | 57.62/57.67 | 4.79/4.84 | 11.90/11.87
[Ni(L)Py] | CaH 9N30,Ni 56 182 14.07/14.11 | 63.46/63.50 | 4.56/4.60 | 10.13/10.10
[Ni(L})NH;] | Ci7H7N;04Ni 76 193 15.15/15.20 | 52.83/52.89 | 4.39/4.44 | 10.93/10.89
[Zn(L'YNH;] | C16H 5N30,Zn 63 172 18.82/18.86 | 55.38/55.43 | 4.31/4.36 | 12.14/12.12
[Zn(LY)Py] | CisHisN3;0,Zn 68 185 15.36/15.40 | 65.47/65.56 | 4.48/4.50 9.98/9.95

The atom coordinates and other NiL? e Py struc-
tural parameters are deposited with the Cambridge
Crystallographic Data Centre (no. 1508698);
deposit@ccdc.cam.ac.uk or
http://www.ccdc.cam.ac.uk/data_request/cif).

RESULTS AND DISCUSSION

Here we discuss the structure and properties of
complex compounds based on the products of con-

H\
C—CH,
7 R
. €Z_ + M(CH;CO0),
N~ OH
|
C
N
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(H,L")

densation of benzoylacetaldehyde with para- and
ortho-substituted aromatic acid hydrazides.

The reaction between metal acetates dissolved in
aqueous ammonia and ethanol solutions containing
equimolar amounts of H,L resulted in the synthesis of
complexes [M(LMA] (M?* = Ni, Zn; n = 1-3; A =
NH;, Py) (I) [1-3]. On the basis of IR and '"H NMR
spectra, the complexes with square geometry were
identified as structures I (Scheme).

Z2CH;COOH _N 0
’ I

@

[Ni(LYNHj3], [Ni(LYYPy], [Zn(L")NH;]: M = Ni(II), Zn(II); A= NHj3, Py

[Ni(L?>)NH;], [Ni(L?)Py], [Zn(L?)Py]:
[Ni(L*)NH;]:

R =R'= CgHs
R = C(,Hs, Rl = 4-CH3C6H4
R = 4-CH;0CgH,, R! = 2-OHC¢H,

Scheme.

The composition and structure of the resulting
complexes were determined relying on elemental
analysis (Table 1), IR and '"H NMR spectroscopy, and
X-ray diffraction analysis of [Ni(L?)Py].

The IR spectra of complexes exhibit absorption
bands at 3375—3380, 3320—3330, 3240-—3250, and
3150 cm™~!, which are attributable to symmetrical and
antisymmetrical stretching vibrations of the coordi-
nated NH; molecule [1, 6]. The IR spectrum of NiL!
- Py exhibits a band at about 1600 cm~!, which was
assigned to the Py v(C=N), but no band above
1640 cm~! corresponding to the carbonyl stretching

RUSSIAN JOURNAL OF COORDINATION CHEMISTRY  Vol. 45

vibrations. The medium and strong absorption bands
detected in the ranges of 1580—1585, 1530—1540,
1470—1480, 1420—1430, and 1395—1400 cm~' are
caused by the stretching and bending modes of the
conjugated system of bonds of the five- and six-mem-
bered metallocycles. The C—O stretching frequency
decreases by 15—25 cm~!, whereas the C=N frequency
increases by 5—10 cm~!, which indicates that the
ligand is coordinated to the metal via oxygen atoms
[7-9].

The '"H NMR spectral parameters of solutions of
Ni(IT) complexes in DMSO-d, are given in Table 2. In
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Table 2. '"H NMR spectral parameters of the Ni(II) and Zn(II) complexes in a DMSO-d, solution

S, ppm
Compound
R proton signals H—-C=N —CH= R! proton signals NH; or Py proton signals

[Ni(L")NH;] 7.29 m; 7.66 m 5.95 5.86 7.29 m; 7.66 m **

[Ni(L")Py] 7.34 m; 7.66 m 6.04 5.98 7.34 m; 7.66 m 7.74 m; 8.08 m; 8.95 m
[Zn(L")NH,] 7.25m;7.72 m 6.38 5.32 7.25m;7.72m;7.95m |1.75

[Ni(L?)NH;] 7.23 m; 7.69 m 6.35 5.34 7.23m;7.70 m; 7.93m |1.77

[Ni(L?)Py] 7.34 m; 7.66 m 6.04 5.98 7.34 m; 7.66 m 7.74 m; 8.08 m; 8.95 m
[Zn(L?)Py] 7.32m; 7.64 m 6.03 5.97 7.35m; 7.67 m 7.75 m; 8.09 m; 8.94 m
[Ni(L3)NH;] 7.25 m; 7.48 m* 6.34 5.28 7.25m;7.48 m 1.86

* The proton signals of two aromatic rings overlap; centers of the signals are given. **Signals are not observed due to the exchange of

coordinated ammonia between solvent molecules.

order to unambiguously confirm the square geometry
of Ni(II) and Zn(II) complexes (evidenced by IR and
'H NMR spectroscopy data), single crystals of NiL? -
Py were grown via recrystallization from an EtOH—
CHCI; mixture. The key crystallographic data and
structure refinement details for NiL? - Py are summa-
rized in Table 3.

The doubly deprotonated residue of the H,L?
ligand is coordinated to Ni(II) via two oxygen atoms
and a nitrogen atom of the hydrazone part of the mol-
ecule. The fourth coordination site in the square is
occupied by the N atom of the Py donor molecule
(Fig. 1a).

The bond lengths, Ni—O(1), 1.826(2); Ni—O(2),
1.835(2); Ni—N(1), 1.823(3); and Ni—N(3),
1.926(3) A, in the crystal of [Ni(L?)Py] are close to
those found in the coordination polyhedra of Ni(II)
complexes with the benzoylhydrazones of ethyl 5,5-
dimethyl-2,4-dioxohexanoate [4, 5, 10, 11], methyl

5,5-dimethyl-2,4-dioxohexanoate [12—20], and tri-
fluoroacetylacetone [7, 8, 12, 16—20]. The large dif-
ference between the O(1)NiN(1) (95.76(12)°) and
N(1)NiO(2) (83.76(13)°) bond angles can be
explained, in our opinion, by the presence and size of
conjugated five- and six-membered metallocycles
around the complexing ion, which is in line with
reported data [8, 9, 14, 15, 17—20]. The atoms of the
NiO,N, polyhedron, NiO(1)O(2)N(1)N(3), occur in
one plane to within +0.02 A. The coplanar five-mem-
bered (NiO(2)C(10)N(2)N(1)) and six-membered
(NiO(1)C(7)C(8)C(9)N(1)) metallocycles are conju-
gated and are planar to within 0.003—0.0220 A.

The packing of the structural units in the crystal of
NiL? - Py is shown in Fig. 1b. One of the hydrogen
atoms of the coordinated pyridine molecule is
involved in hydrogen bonds, that is, the C(18)—
H(18)-+-O(2) intramolecular bond (C--0, 2.937(4) A;
C(18)H(18)0O(2), 102°; C(18)—H(18), 0.93; and

(b)

Fig. 1. (a) Crystal structure of the complex compound [Ni(Lz)Py] and (b) molecular packing of the cell.
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Table 3. Key crystallographic data and structure refinement parameters for [Ni(L?)Py]

Parameter Value
M 416.11
Temperature, K 293
System Triclinic
Space group P
a, A 9.3151(9)
b A 10.5675(11)
¢, A 11.9266(7)
o, deg 112.030(7)
B, deg 92.227(6)
v, deg 115.341(10)
v, A3 955.33(17)
A 2
p(calcd.), g/cm’ 1.446
w, mm~! 1.649
Crystal size, mm 0.5%x04x%x0.3
Scanning range on 0, deg 4.1-75.9
Range of indices 4, &, [ —11<h<1l,
—13<k<13,
—14</<8
Number of collected reflections 6440
Number of unique reflections 3836
Rint 0.036
Number of reflections with I >2c([) 2607
The number of refined parameters 255
GOOF (F?) 0.975
R[F? >206(F?)], wR (F?) 0.045, 0.106
S 0.98
AP i/ APimas € A3 —0.24/0.33

H(18)-+0(2), 2.60 A) and C(18)—H(18)--N(2) inter-
molecular bond (C-N, 3.437(4) A); the latter gives
rise to a centrosymmetric dimer. The molecules are
arranged according to a centered motif in such a way
that the five- and six-membered metallocycles form
pseudo-stacks with one another. The molecule has
one more intramolecular hydrogen bond, C(22)—
H(22)--0(1) (C+0, 2.861(3) A; C(22)H(22)0(1),
104°; C(22)—H(22), 0.93; H(22)--0O(1), 2.48 A).

REFERENCES

1. Pakal'nis, V.A., Zerova, 1.V., Yakimovich, S.I., and
Alekseev, V.V., Chem. Heterocycl. Compd., 2013, vol. 49,
no. 3, p. 408.

2. Yakimovich, S.I. and Zerova, 1.V., Zh. Org. Khim.,
1991, vol. 27, no. 5, p. 959.

RUSSIAN JOURNAL OF COORDINATION CHEMISTRY

3. Umarov, B.B., Toshev, M.T., Saidov, S.O., et al.,
Koord. Khim., 1992, vol. 18, no. 9, p. 980.

4. Umarov, B.B., Doctoral (Chem.) Dissertation, Tashkent:
IU Uzb. Acad. Sci., 1996

5. Parpiev, N.A., Umarov, B.B., and Avezov K.G. Tash-
kent: AOO Dizayn-Press, 2013.

6. Zelenin, K.N. and Yakimovich, S.1., Chem. Prop. Ital.
Soc. Chem., 1998, vol. 2, p. 207.

7. Toshev, M.T., Dustov, Kh.B., Saidov, S.O., et al.,
Koord. Khim., 1992, vol. 18, no. 12, p. 1184.

8. Toshev, M.T., Yusupov, V.G., Dustov, Kh.B., and
Parpiev, N.A., Kristallokhimiya kompleksov metallov s
gidrazidami i gidrazonami (Crystal Chemistry of Metal
Complexes With Hydrazides and Hydrazones), Tash-
kent: Fan, 1994.

9. Umarov, B.B., Avezov, K.G., Abdurakhmonov, S.F.,
etal., Kompleksnye soedineniya Ni(Il) i Cu(ll) na
osnove  benzoilgidrazonov  aroiltriftoratsetilmetanov
(Ni(IT) and Cu(Il) Complex Compounds Based on

Vol.45 No.7 2019



488

10.

11.

12.

13.

14.

15.

Aroyltrifluoroacetylmethane Benzoylhydrazones),
Abstracts of Papers, 111 Intern. Conf. on Molecular
Spectroscopy, Samarkand: Samarkand State Univ.,
2006.

Parpiev, N.A., Yusupov, S.I., Yakimovich, S.I., and
Sharipov, Kh.T., Atsilgidrazony i ikh kompleksy s per-
ekhodnymi metallami (Acylhydrazones and Their
Transition Metal Complexes), Tashkent: Fan, 1988.
Umarov, B.B., Avezov, K.G., Tursunov, M.A., et al.,
Russ. J. Coord. Chem., 2014, vol. 40, no. 7, p. 474.
Agrawal, A., Sharma, K.M., and Prasad, R.N., Pol. J.
Chem., 2007, vol. 81, no. 12, p. 2081.

Avezov, K.G., Cand. Sci. (Chem.) Dissertation, Tash-
kent: National Univ. of Uzbekistan, 2018.

Tursunov, M.A., Avezov, K.G., Umarov, B.B., and
Parpiev, N.A., Russ J. Coord. Chem., 2017, vol. 43,
no. 2, p. 93.
https://doi.org/10.1134/S1070328417020087

Gaibullaev, Kh.S., Pumpor, K.B., and Yakimovich, S.,
et al., Abstracts of Papers, /1] Nats. konf. po primeneniyu
rentgenovskogo, sinkhrotronnogo izluchenii neitronov i
elektronov “RSNE-2001" (111 National Conf. on Appli-
cation of X-ray and Synchrotron Neutron and Electron

SPELL: 1. OK

RUSSIAN JOURNAL OF COORDINATION CHEMISTRY  Vol. 45

16.

17.

18.

19.

20.

TURSUNOV et al.

Radiation "RSNE-2001"), Moscow: Inst. Crystallogra-
phy, RAS, 2001, p. 58.

Kogan, V.A., Zelentsov, V.V., Larin, G.M., and Lukov,
V.V., Kompleksy perekhodnykh metallov s gidrazonami.
Fiziko-khimicheskie svoistva i stroenie (Transition Metal
Complexes with Hydrazones. Physicochemical Proper-
ties and Structure), Moscow: Nauka, 1990.

Umarov, B.B., Tursunov M.A., and Avezov, K.G.,
Nauchnyi vestnik BukhGU, 2014, no. 1, p. 11.

Umarov, B.B., Tursunov M.A., and Minin, V.V., Kom-
pleksy s proizvodnymi ketoal’degidov i ketoefirov (Com-
plexes with Ketoaldehyde and Ketoester Derivatives),
Tashkent: Nishon-noshir, 2016.

Revenco, M.D., Simonov, Yu.A., Duca, G.G., et al.,
Russ. J. Inorg. Chem., 2009, vol. 54, no. 5, p. 698.
https://doi.org/10.1134/S0036023609050076

Avezov, K.G., Yakimovich, S.I., Umarov, B.B., et al.,
Russ. J. Coord. Chem., 2011, vol. 37, no. 4, p. 275.
https://doi.org/10.1134/S1070328411030018

Translated by Z. Svitanko

No.7 2019




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends false
  /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 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 /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 290
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 600
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.01667
  /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 true
  /GrayImageMinResolution 290
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 600
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 2.03333
  /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 true
  /MonoImageMinResolution 800
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 2400
  /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

  /CreateJDFFile false
  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /RUS ()
    /ENU <>
  >>
  /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
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice




