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Two types of new phosphobetaine compounds with aziridiniumyl and isomerised substituent at the phosphorus atom were
synthesised by the reaction of 2-halogenaldimines with dialkylphosphites.

The interaction of 2-chloroaldimines 1 with trialkylphosphites
and triphenylphosphine was described earlier.1,2 However, no
data on the reactions of compounds 1 with dialkylphosphites 2
are available, though the addition of the latter to halogen-
unsubstituted imines is widely known.3 We assumed that the
presence of a halogen atom at the 2-position is responsible for
new reaction paths and the formation of new types of organic
compounds.

We found that the structure of the products of the interaction
of 2-halogenaldimines 14 with dialkylphosphites 2 depends
strongly on the halogen atom. When Hal = Cl, the product of
dialkylphosphite addition to the imine group 3b† is formed at
holding the mixture of corresponding compounds 1 and 2 for a
short time (24 h) at room temperature. By keeping a mixture of
1a and 2a for a long-term period (14 days) at room temperature,
a new product of a phosphobetaine structure with isomerised
substituent at the phosphonate phosphorus atom 4a† was obtained
along with compound 3a (Scheme 1). At a long-term interac-
tion of reagents 1c and 2a at 25 °C, only compound 4c† was
isolated from the reaction mixture, though the formation of

addition product 3c (dP 29.4 ppm) was detected by 31P NMR
spectroscopy. The structures of products 3 and 4 were confirmed
by 1H and 31P NMR spectra, and that of compound 4c, by X-ray
single crystal diffraction analysis‡ (Figure 1).
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† NMR spectra were recorded on a Bruker Avance-600 spectrometer
[600 MHz (1H), 150 MHz (13C), 242.88 MHz (31P) and 60 MHz (15N)] in
CDCl3 at 30 °C. Chemical shifts for 1H, 13C were measured with reference
to the residual protons of CDCl3, for 31P – with external reference to
H3PO4, for 15N – with reference to CD3CN.

Mass spectra (EI) were obtained on a TRACE MS Finnigan MAT
instrument, the energy of ionizing electrons was 70 eV. The temperature
of the ion source was 200 °C. MALDI mass spectrum was obtained on
a DYNAMO MALDI TOF (Thermo Bioanalysis Finnigan, USA) mass
spectrometer and ion m/z 222 [M + H]+ peak (compound 7e) was
maximum.

Reaction of N-(2-chloro-2-methylpropylidene)tert-butylamine 1c with
dimethylphosphite 2a. Amine 1c (6.53 g, 0.04 mol) was mixed with com-
pound 2a (4.4 g, 0.04 mol) under argon atmosphere. A slight warming-up
of the reaction mixture was observed. The mixture was kept for 14 days
at room temperature. The crystals precipitated after working-up of the
reaction mixture with diethyl ether were filtered off, washed with Et2O
and recrystallised from acetonitrile. 1.23 g of O-methyl [3-(tert-butyl-
ammonio)-1-chloro-2-methylpropyl]phosphonate 4a was obtained: yield
12%, mp 150–151 °C. 1H NMR (CDCl3) d: 1.68 (s, 9H, CMe3), 1.76
and 1.82 (s, 6H, CMe2), 3.94 (d, 6H, POMe, J 11 Hz), 4.60 (d, PCH,
J 8.5 Hz), 9.62 and 10.91 (br. d, 2H, +NH2, J 11 Hz).

After removing diethyl ether from mother solution in vacuo, 9.28 g of
O,O-dimethyl [1-(tert-butylamino)-2-chloro-2-methylpropyl]phosphonate
3a was obtained: yield 85%, mp 76–77 °C. 1H NMR (CDCl3) d: 1.29 (s,
9H, CMe3), 1.83 and 1.90 (s, 6H, CMe2), 1.82–1.87 (br. s, 1H, NH),
3.37 (d, 1H, PCH, J 20 Hz), 3.93 and 3.94 (d, 6H, POMe, J 11 Hz).
31P NMR (CHCl3) d: 29.3.

Reaction of 1c with diethylphosphite 2b. 6.8 g (0.04 mol) of 1c and
5.52 g (0.04 mol) of 2b gave 9.7 g of O,O-diethyl [1-(tert-butylamino)-
2-chloro-2-methylpropyl]phosphonate 3b: yield 81%. 1H NMR (CDCl3)
d: 1.08 (s, 9H, CMe3), 1.28 (t, 6H, POCH2Me, J 7 Hz), 1.28–1.44 (br. s,
1H, NH), 1.60 and 1.64 (s, 6H, CMe2), 3.03 (d, 1H, PCH, J 19 Hz), 4.05
(quintet, 4H, POCH2, J 7 Hz). 31P NMR (CHCl3) d: 26.43.

Reaction of N-(2-chloro-2-methylpropylidene)isopropylamine 1d with
diethylphosphite 2b. 5 g (0.03 mol) of 1d and 4.14 g (0.03 mol) of 2b
gave 9.7 g of O-ethyl [3-(isopropylammonio)-1-chloro-2-methylpropyl]-
phosphonate 4c: yield 10%, mp 145–146 °C. 1H NMR (CDCl3) d: 1.43
(t, 3H, POCH2Me, J 7 Hz), 1.58 and 1.63 (d, 6H, CHMe2, J 6.5 Hz),
1.67 (s, 6H, CMe2), 3.36–3.64 (m, 1H, CHMe2), 4.30 (quintet, 2H,
OCH2Me, J 7 Hz), 4.56 (d, 1H, PCH, J 9 Hz), 9.67 and 10.43 (br. d, 2H,
+NH2, J 10.5 Hz).
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Compounds 3 were transformed into aziridine-2-ylphos-
phonate 5a and phosphorylated enamines 6a,b (Scheme 1)§ by
treatment with sodium methylate in methanol and sodium
hydride in absolute diethyl ether, respectively.

When Hal = Br, bromimine 1d appeared to be cosiderably
more active than imine 1e. In 10 h after mixing reagents 1d and
2a, two resonance signals at 26.14 and 1.17 ppm, corresponding
to the phosphorus atoms in addition product 3d and a new
product, were detected in the 31P NMR spectrum of the reaction
mixture. In 30 h, the signal at 26.14 ppm vanished, and only

one of the intense signals (at 1.17 ppm) was in the spectrum.
New signals appeared in 25 h after mixing compounds 1e and 2a,
and a signal at 26.50 ppm vanished completely in three days.
Thus, in the case of bromimines 1d,e, at first addition products
3d,e were formed, which easily transformed into new com-
pounds.¶ Unlike primary addition compounds 3d,e, the new
products did not contain bromine. A bromine atom leaves a
reaction system as methyl bromide, as confirmed by the presence
of an intense signal at 2.6 ppm in the 1H NMR spectrum of the
reaction mixture (Scheme 2).

Two isomeric structures with either aziridiniumyl substituent at
phosphonate phosphorus atom (7d,e) or with 1,2-oxaphosphetane
cycle (8d,e) may correspond to the new isolated products,
substituted at the nitrogen atom [R2 = Pri (C8H18NO3P) or But

‡ X-Ray diffraction data for 4c were collected at 20 °C on an Enraf-
Nonius  CAD4 automatic diffractometer using graphite monochromated
MoKα (0.71073 Å) radiation. Crystals of compound 4c (C9H21ClNO3P),
monoclinic, a = 10.089(2), b = 11.865(2) and c = 11.688(4) Å, b = 102.12(2)°,
V = 1367.9(6) Å3, Z = 4, dcalc = 1.25 g cm–3, space group P21/n. 

X-Ray diffraction data for 7d were collected on a Bruker Smart
Apex II CCD diffractometer using graphite monochromated MoKα
(0.71073 Å) radiation. Crystals of compound 7d (C8H18NO3P·2CHCl3),
monoclinic, a = 15.452(7), b = 9.254(4) and c = 16.493(6) Å, b = 117.182(6)°,
V = 2097.9(14) Å3, Z = 4, dcalc = 1.41 g cm–3, space group P21/n. 

Cell parameters and intensities of 2768 (4c) and 4891 (7d) independent
reflections, from which 1577 (4c) and 1929 (7d) with I ³ 2s, were measured
in the w/2q-scan mode, q £ 26.30° for 4c and w-scan, q £ 28.00° for 7d.
Absorption correction was not applied [m(MoKα) = 3.86 cm–1 for 4c],
[m(MoKα) = 9.0 cm–1 for 7d]. The structures were solved by direct method
using the SIR8 program and refined by the full-matrix least-squares using
the SHELXL-979 program. All non-hydrogen atoms were refined aniso-
tropically. The hydrogen atoms were calculated and refined as riding
atoms. All calculations were performed on a PC using the WinGX
program.10 The final residuals were Rob = 0.046, wRob = 0.1272 (for 4c)
and Rob = 0.062, wRob = 0.1419 (for 7d). Data collection and reductions
for 4c were performed on an Alpha Station 200 computer using the
MolEN program package.11 For 7d the images were indexed, integrated,
and scaled using the APEX2 data reduction package.12 All figures were
made using the PLATON program.13

CCDC 696939 and 696940 contain the supplementary crystallographic data
for this paper. These data can be obtained free of charge from The Cambridge
Crystallographic Data Centre via www.ccdc.cam.ac.uk/data_request/cif.
For details, see ‘Notice to Authors’, Mendeleev Commun., Issue 1, 2008.
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Figure 1 The structure of product 4c. Selected bond lengths (Å): P(1)–O(1)
1.478(2), P(1)–O(2) 1.484(2), P(1)–O(3) 1.578(2), P(1)–C(1) 1.850(3),
Cl(1)–C(1) 1.788(3), O(3)–C(8) 1.443(4), N(1)–C(2) 1.508(4), N(1)–C(3)
1.522(4), C(1)–C(2) 1.550(4), C(2)–C(7) 1.512(5), C(2)–C(6) 1.532(4),
C(3)–C(5) 1.489(6), C(3)–C(4) 1.501(6), C(8)–C(9) 1.381(6).
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§ Interaction of compound 3a with alcoholic solution of sodium methylate.
To 6.08 g (0.02 mol) of 3a in 35 ml of ice cooled methanol 2.55 g of
sodium methylate (1.2 M solution in methanol) was added mantaining a
reaction mixture temperature of 3 °C. The mixture was stirred during
24 h. Precipitated NaCl was filtered off, mother solution was steamed and
the residue was distilled. 3 g of O,O-dimethyl (1-tert-butyl-3,3-dimethyl-
aziridin-2-yl)phosphonate 5a was obtained: yield 60%, bp 74 °C (0.1 Torr),
nD

20 1.4532. 1H NMR (CDCl3) d: 0.97 (s, 9H, CMe3), 1.15 (s, 1H, MeCMe)
and 1.22 (d, 3H, MeCMe, J 2.3 Hz), 1.52 (d, 1H, CH, J 22 Hz), 3.5 (d,
POMe, J 11 Hz). 13C NMR (CDCl3) d: 22.32 and 26.56 (s, CMe2), 30.17
(s, CMe3), 37.91 (d, PCH, J 214.5 Hz), 44.14 (s, CMe2), 53.17 (d, OMe,
J 17 Hz), 55.75 (s, CMe3).

Reaction of compound 3a with sodium hydride. Under argon atmo-
sphere by stirring to 4.32 g (0.18 mol) of NaH in 50 ml of dry diethyl
ether 15.89 g (0.06 mol) of 3a in 200 ml of dry Et2O was dropped. The
mixture was stirred at room temperature during 1 h and refluxed for 24 h.
The cooled reaction mixture was washed with 50 ml of cold warter,
extracted with diethyl ether (2×50 ml) and combined extracts were dried
with MgSO4. The solvent was removed and the residue was distilled. 9 g
of O,O-dimethyl [1-(tert-butylamino)-2-methyl-1-propenyl]phosphonate 6a
was obtained: yield 81%, bp 66 °C (0.09 Torr), nD

20 1.4655. 1H NMR
(CDCl3) d: 0.96 (s, 9H, CMe3), 1.78 and 1.81 (d, 6H, CMe2, J 1.2 Hz),
2.39 (br. s, 1H, NH), 3.52 (d, 6H, POMe, J 11 Hz). 13C NMR (CDCl3) d:
22.49 and 24.63 (s, CMe2), 31.78 (s, CMe3), 53.30 (d, POMe, J 4.5 Hz),
56.96 (s, CMe3), 128 (d, PC=, J 183.53 Hz), 149.28 (d, HNC=, J 30.35 Hz).
31P NMR (CHCl3) d: 22.5.

O,O-Diethyl [1-(tert-butylamino)-2-methyl-1-propenyl]phosphonate 6b.
11.19 g (0.037 mol) of 3b and 2.66 g (0.111 mol) NaH gave 9.73 g of
6b: yield 70%, bp 76 °C (0.09 Torr), nD

20 1.4568. 1H NMR (CDCl3) d:
1.07 (s, 9H, CMe3), 1.28 (t, 6H, POCH2Me, J 7 Hz), 1.89 and 1.92 (d,
6H, CMe2), 2.56 (br. s, 1H, NH), 4.05 (quintet, 4H, POCH2, J 7 Hz).
31P NMR (CHCl3) d: 26.4.
¶ Interaction of N-(2-bromo-2-methylpropylidene)isopropylamine 1d with
dimethylphosphite 2a. Under argon atmosphere 1.44 g (0.75 mmol) of
1d was mixed with 0.83 g (0.75 mmol) of 2a. The mixture was kept
at room temperature for 33 h. The precipitated product was filtered off,
washed with diethyl ether and acetone and dried with MgSO4. 0.57 g of
O-methyl (1-isopropyl-3,3-dimethylaziridinium-2-yl)phosphonate 7d was
obtained: yield 37%, mp 125–126 °C. 1H NMR (CDCl3) d: 1.38 and 1.42
(d, 6H, CHMe2, J 6.6 Hz), 1.47 and 1.69 (s, 6H, CMe2), 2.17 (d, 1H,
PCH, J 2.9 Hz), 2.66 (m, 1H, NCH), 3.59 (d, 3H, POMe, J 10.3 Hz), 9.90
(br. s, 1H, NH). 13C NMR (CDCl3) d: 19.08 (s) and 19.24 (d) (CMe2,
J 3.0 Hz), 19.68 (d) and 19.96 (s) (CHMe2, J 6.6 Hz), 47.7 (d, PCH,
J 161.6 Hz), 50.0 (s, CMe2), 54.3 (s, CHMe2), 51.77 (d, POMe, J 6.0 Hz).
15N NMR, d: 46. 31P NMR, d: 1.17.

O-Methyl (1-tert-butyl-3,3-dimethylaziridinium-2-yl)phosphonate 7e.
2.26 g (0.01 mol) of N-(2-bromo-2-methylpropylidene)tert-butylamine
1e and 1.10 g (0.01 mol) of 2a gave 1.23 g of compound 7e: yield 56%,
mp 132 °C. 1H NMR (CDCl3) d: 1.39 (s, 9H, CMe3), 1.57 and 1.73 (s,
6H, CMe2), 2.59 (d, 1H, PCH, J 2.9 Hz), 3.58 (d, 3H, POMe, J 11 Hz),
8.40 (br. s, 1H, NH). 13C NMR (CDCl3) d: 20.87 (s, CMe2), 21.59 and
27.19 (s, CMe3), 42.74 (d, PCH, J 162.8 Hz), 51.58 (d, POMe, J 5.4 Hz),
52.3 (s, CMe2), 60.66 (s, CMe3). 15N NMR, d: 52. 31P NMR, d: 1.19.
MS, m/z (%): 222 (3.6) [M + H]+, 221 (1.9) [M]+, 206 (2.9) [M – Me]+,
164 (11.4) [M – Bu]+, 138 (100.0) [C4H11O3P]+, 127 (39) [C8H17N]+,
112 (66.6) [C7H14N]+, 96 (41.0) [C6H10N]+, 94 (1.5) [MeOPO2]+, 70
(62.3) [C4H8N]+, 57 (53.5) [C3H7N]+, 41 (34.3) [C2H3N]+.
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(C9H20NO3P)] (Scheme 2). The compounds structures were
established by 2D NMR correlation methods.5 The COSY and
HMBC key correlations for a compound with R2 = Pri are
summarized in Figure 2. Unfortunately, these HMBC correla-
tions can correspond to both structural isomers, so they failed to
distinguish these structures.

Since the chemical shifts of a number of atoms are expected
to differ significantly in these structures [e.g., P–CH, NH, P–CH
and C(4)], the theoretical chemical shifts should be involved to
establish the isomeric structures. The quantum-chemical gauge
invariant atomic orbitals density functional theory (GIAO DFT)
calculation of chemical shifts proved to be a useful method
for establishing such spectrum–structure correlations.6,7 For
this purpose, non-empirical chemical shifts calculations were
carried out [GIAO B3LYP/6-31G(d)//HF/6-31G]6(e) for 7d and
8d and compared with the experimental data.

Thus, we compared a discrepancy between the experimental
and calculated chemical shifts for the corresponding nuclei [e.g.,
P–CH, NH, P–CH, C(4)] for both isomers (Figure 3). As can
be seen in these diagrams, the difference in chemical shifts is
minimal only for isomer 7d, while for 8d the deviations are
obviously higher for the case of both proton and carbon.

Thus, upon the 2D NMR data and GIAO DFT chemical chifts
calculations the new products of the reaction of 1d,e and 2a are
proved to have the structure of 7d,e.

The mass-spectroscopic data§ also give evidence for the
structure of 7d,e. Finally, the structure of compound 7d was
confirmed by X-ray analysis (Figure 4).

The transformation of primary products 3d,e with methyl
bromide elimination can proceed in two ways (Scheme 2):
(a) nucleophilic substitution of bromine atom under the influence
of tricoordinated nitrogen atom with the formation of aziri-
diniumyl fragment in intermediates 9 and their demethylation
with the formation of reaction products 7d,e; (b) nucleophilic
substitution of bromine atom under the influence of phosphoryl
oxygen with the formation 1,2-oxaphosphetane fragment in
intermediates 10 and their demethylation by the scheme of
the second stage of the Arbuzov–Michaelis reaction with the
formation of compounds 8d,e, which can isomerize to products
7d,e under the influence of tricoordinated nitrogen of the
secondary amine group.

The NMR spectroscopy, mass spectrometry and elemental
analysis data correspond to the structural formulae of the
obtained compounds.† 

Sh.L. acknowledges the Russian Science Support Foundation
for a doctoral grant. This investigation was carried out in NMR
Department of the Federal Collective Spectral Analysis Center
for Physical and Chemical Investigations of Structure, Properties
and Composition of Matter and Materials (CKP SAC) and Federal
CKP for Physical and Chemical Investigations of Matter and
Materials (FCKP PCI) (state contracts of the Russian Federa-
tion Ministry of Education and Science nos. 02.451.11.7036
and 02.451.11.7019).
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Figure 2 Principal COSY and HMBC correlations for 7d and 8d (from
protons to carbons, nitrogen and phosphorus).
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Figure 3 Difference of experimental and calculated (a) 1H and (b) 13C NMR
chemical shifts for 7d and 8d.
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Figure 4 Molecular structure of 7d, the disordered CHCl3 molecules are
not shown. Selected bond lengths (Å): O(2)–P(1) 1.467(2), O(3)–C(13)
1.443(5), O(3)–P(1) 1.600(3), O(1)–P(1) 1.464(3), N(1)–C(1) 1.480(4),
N(1)–C(5) 1.489(5), N(1)–C(2) 1.501(5), C(1)–C(2) 1.496(5), C(1)–P(1)
1.813(4), C(5)–C(7) 1.497(6), C(5)–C(6) 1.502(5), C(2)–C(3) 1.496(6),
C(2)–C(4) 1.503(6).

Received: 5th March 2008; Com. 08/3093



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /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 /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /CMYK
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments 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
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 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
  /CropGrayImages true
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /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
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /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 ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV (Za stvaranje Adobe PDF dokumenata najpogodnijih za visokokvalitetni ispis prije tiskanja koristite ove postavke.  Stvoreni PDF dokumenti mogu se otvoriti Acrobat i Adobe Reader 5.0 i kasnijim verzijama.)
    /HUN <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /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 <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  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
    >>
    <<
      /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 [612.000 792.000]
>> setpagedevice


