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Abstract—The interaction between zert-butyl chloride and activated aluminum was studied by attenuated
total reflectance Fourier transform infrared spectroscopy near room temperature (18—25°C). A long induc-

tion period of ~240—260 min was observed. The ionic aluminum chloride complexes [Al,Cls,, ]~ (n =1, 2)
and the molecular species AlCl; were identified at the activated aluminum/fert-butyl chloride interface dur-

ing the reaction. The formation of the AICl, ion in the liquid medium and the presence of the same ion and
a molecular AlCl;—tert-butyl chloride complex in the resinous products of the reaction were confirmed by
27Al NMR spectroscopy. The reaction products were analyzed qualitatively by GC/MS. The reactivities of

activated aluminum and anhydrous aluminum chloride toward fert-butyl chloride under the same conditions
were compared. A distinctive feature of the interaction activated aluminum and fert-butyl chloride is the

dominant formation of the AlCl, ion. By contrast, the interaction between aluminum chloride and ferr-butyl

chloride yields the polynuclear ion Al,Cl; and, likely, Al;Cly,.

DOI: 10.1134/50023158410030043

Aluminum metal is presently viewed as a promising
material for unconventional energy engineering [1—3]
and catalysis [4—10]. By oxidation of aluminum [4] or
its activated copper-, nickel-, cobalt-, or zinc-con-
taining alloys with water [5] followed by calcination of
the resulting precipitate, it is possible to obtain sup-
ports for various processes, including CO oxidation.
Gaponik and Mardykin [6] reported the synthesis of
higher tri-n-alkylaluminums (olefin polymerization
cocatalysts) via the reaction between an aluminum
and magnesium metal powder and an alkyl halide at
60—70°C. Sadykov and Teregulov [7] studied, by the
chemical nuclear polarization method, the interaction
between an overstoichiometric amount of iodine
vapor—activated aluminum powder and tert-butyl
chloride at 60—70°C in dioxane and inferred that this
reaction occurs via a free-radical mechanism. Sadykov
et al. [8] were the first to carry out the conversion of
cyclohexane into decalins at room temperature under
the action of aluminum halides obtained in situ by
reacting an iodine-activated aluminum metal powder
with methyl halides CCl,, CHCl;, CHBr;, CH,Cl,,
and CH,Br,). A carbonium mechanism was suggested
for the reactions involved in this synthesis.

We demonstrated earlier that massive aluminum
activated with liquid In—Ga eutectic can react with
chloroalkanes, including fert-butyl chloride, near
room temperature to yield a wide variety of products
[9, 10]. It was hypothesized that catalytic complexes

like aluminum chloride Lewis acids can form on the
activated aluminum surface under the action of the
reaction medium. Even under mild conditions, these
active species can involve hydrocarbons from various
homological series into acid-catalyzed reactions, such
as isomerization, alkylation, and oligomerization.

Here, we report an in situ attenuated total reflec-
tance Fourier transform infrared spectroscopy
(ATR-FT-IR) and NMR study of the reaction
between activated aluminum and zert-butyl chloride
for the purpose of identifying the resulting aluminum
chloride complexes.

EXPERIMENTAL

Aluminum Samples and Activation of Aluminum
with Liquid In—Ga Eutectic

Samples of aluminum metal (Ad-1 brand, USSR
State Standard GOST 4784-74, 99.3 wt % Al, main
impurities: Si, Fe, Ti, Cu, Mn) were 4 x 4 mm polished
plates with a thickness of 3 mm. The activator was In—
Ga eutectic (76 wt % Ca, T,,= 15.9°C). Aluminum
was activated at room temperature by placing a drop
(20 ul) of the liquid alloy on the surface of the initial
aluminum plate [11]. The contact time was 24—36 h.
Because the aluminum surface is covered by oxide lay-
ers that are not wetted by the eutectic alloy, the sample
was initially scratched with a metallic needle. Anhy-
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drous aluminum chloride (Aldrich) was used as the
model compound.

ATR-FT-IR Spectroscopy

The interaction between tferf-butyl chloride and
activated aluminum around room temperature (18—
25°C) was studied by ATR-FT-IR spectroscopy on a
Nicolet 5700 spectrophotometer (Thermo Electron
Corp.). The ATR-FT-IR cell employed a ZnSe crystal
in a metallic holder, to which a 30-ml cylindrical glass
vessel for the solid and liquid reactants was glued with
epoxy. The IR beam was incident on the solid activated
aluminum/liquid fert-butyl chloride interface from
below at an angle of 45°. The effective penetration
depth of the IR beam was 0.4—3.3 um in the 500—
4000 cm~! spectral range.

IR spectroscopic measurements were carried out as
follows. Liquid ferr-butyl chloride was poured into the
cell, and its background spectrum was recorded. Next,
activated aluminum was placed into the cell and IR
spectra were recorded at regular intervals of ~10—
15 min at a preset cell temperature. The background
spectrum of ferf-butyl chloride or that of the zinc
selenide crystal was subtracted from the resulting spec-
tra. The number of scans was 30, and the spectral res-
olution was 4 cm~!. The interaction between anhy-
drous aluminum chloride and liquid ferf-butyl chlo-
ride was also studied using this procedure under the
same conditions.

NMR Spectroscopy

The structure of the components of liquid media
was additionally studied by 2’Al and '*C NMR spec-
troscopy at working frequencies of 52 and 50 MHz,
respectively, in a magnetic field of 4.7 T on an AC-200
(Bruker) NMR spectrometer. The external standards
were Si(CH;), and 1 M AI(NO;); - 9H,O for *C and
27Al NMR spectroscopy, respectively.

GC/MS

The resulting products were identified by GC/MS
using an Agilent 6890/5973N system (Agilent Tech-
nologies). Analyses were performed in the tempera-
ture-programmed mode, linearly raising the oven
temperature from 40 to 250°C at a rate of 10 K/min,
with a capillary nonpolar column 0.25 mm in diameter
and 30 m in length (HP-5ms, Agilent Technologies).
Electron-impact ionization was used. The ionizing
electron energy was 70 eV. The mass analyzer was a
195-mm gold-coated quartz quadrupole mass filter.
The mass measurement range was 1.6—800 amu. Use
of the scanning mode made it possible to identify indi-
vidual components of complex mixtures. Control of
the GC/MS system, analyses, and data processing
were carried out using the special-purpose computer
program MSD ChemStation and the NIST MS
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SEARCH 05 mass spectral library, which contains the
spectra of 250000 species. The relative amounts of
components in the gas and liquid phases were esti-
mated separately.

RESULTS AND DISCUSSION

In the time interval of 2—240 min, no interaction
between activated aluminum and liquid zert-butyl chlo-
ride was observed visually in the IR cell; that is, there
was no observable dissolution of the solid phase, gas
evolution, or changes in the color of the liquid medium.
Throughout this time interval, the ATR-FT-IR spec-
trum of the reaction medium in the 500—650 c¢cm™!
range showed an absorption band at 567 cm~! due to
the C—Cl bond, which did not vary with time. No
changes relative to the spectrum of the initial liquid
tert-butyl chloride were also observed in the regions of
C—C stretching vibrations in the carbon backbone
(780—830 cm™!) and C—H stretching vibrations
(2750—3100 cm™).

The observed induction period of ~240—260 min
cannot be explained solely in terms of diffusion as in
the reaction between activated aluminum and water, in
which the resulting film of boehmite (reaction prod-
uct) hinders the access of water to aluminum [13, 14].
In our case, the main cause of the induction period is
likely the rapid formation of an AICI(s) surface layer
via the dissociative adsorption of the chloroalkane [15,
16], which turns slowly into AlCl,(s) (because of the
negative entropic factor) before the main reaction
[17]:

3AICI(s) — AICl,(s) + 2Al.

As the reaction mixture is held in the IR cell, the
chemical reaction between activated aluminum and
tert-butyl chloride begins in 260 min. New absorption
bands at 495, 526, and 611 cm™! appear in the
ATR-FT-IR spectrum, and the strong band at
567 cm™!, observed in the initial spectrum, disappears
(Fig. 1a). Intensive gas evolution is observed in the IR
cell, accompanied by the formation of a resinous, dark
red substance around the activated aluminum plate.
The reaction ends in complete aluminum dissolution
in the reaction medium and in the formation of a vis-
cous layer of resinous products.

Taking into account data available from the litera-
ture [18—20], we assigned the absorption bands at 495

and 526 cm™! to the AICI, and Al,Cl; ions. The IR
transmission spectrum of the 1-methyl-3-ethylimida-
zolium chloride—anhydrous aluminum chloride (1: 1)
ionic liquid was reported to have a broad band at
489 cm~! [18], which was assigned by the authors to

vibrations of the tetrahedral anion AlICl,. The IR
transmission spectra of the 1-butylpyridinium chlo-
ride—anhydrous aluminum chloride ionic liquid (1 : 1
and 1 : 2) exhibit broad bands at 490 and 545 cm™!

[19], which were assigned to the AlICIl, and Al,Cl,
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Fig. 1. Time variation of the ATR-FT-IR spectrum in the
interaction between activated aluminum and fert-butyl
chloride (7= 25°C) in the region of (a) C—Cl and (b) C—
H stretching vibrations: (/) 261, (2) 308, (3) 320, (4) 327,
(5) 331, and (6) 342 min.

anions, respectively. Bands at 475 and 517 cm~! were
observed in the IR emission spectra of MCI—-AICI,
alloys (M = alkali metal), and, based on normal mode
theory, these bands were assigned to the AICI, and
AlL,Cl; ions [20].

The weak absorption band at 611 cm~!, which
appears in the spectrum simultaneously with the bands
at 495 and 526 cm™~!, can be due to the molecular spe-
cies AlICl;, according to other authors [21, 22]. It was
observed by low-temperature IR spectroscopy in opti-
cal cryostats (7= 150 K) [21]. In another study [22],
high absorbance in this region was observed for anhy-
drous aluminum chloride vapor (7= 700 K).

Note the systematic weakening of the C—Cl
stretching band of tert-butyl chloride at 567 cm~' in
time, which indicates that the chloroalkane undergoes
conversion during the reaction.

The spectrum additionally shows new absorption
bands at 1490, 1363, 1105, and 967 cm~', which are

characteristic of branched alkyl substituents and poly-
isobutylene [23, 24], products of the reaction.

Figure 1b displays ATR-FT-IR spectra in the
2600—3050 cm~! range, which accommodates the
H—Cl stretching vibrations of hydrogen chloride [25,
26]. The absorption band at 2876 cm~! arises from the
H—CI stretching vibrations of hydrogen chloride in
low-polarity media [25], and the band at 2720 cm™!
characterizes the same vibrations of HCI in polar
media and ionic liquids [26]. It is possible that the
resulting hydrogen chloride favors the dissolution of
activated aluminum to yield aluminum chloride.

Thus, its was demonstrated by in situ ATR-FT-IR
spectroscopy that the reaction between activated alu-
minum and tert-butyl chloride proceeds via the forma-
tion of [AL,Cls, , ;]~ (n =1, 2) ionic complexes, which
are possibly stabilized by intermediate carbocations

(such as tert-C,Hy) or H* (HCI). Apparently, the
source of these complexes is the observed molecular
species AICl;. It is likely these complexes that are cat-
alytic species in the reaction.

NMR data confirm the results of ATR-FT-IR
spectroscopy and indicate the appearance of the
AICl, anion in the liquid medium during the reaction
as an intense 2’Al signal with a chemical shift of
(103.5£0.5) ppm (Fig. 2a) [27]. Figure 2b presents
the 2?’A1 NMR spectrum of the resinous products
diluted with fert-butyl chloride. This spectrum indi-
cates the presence of two aluminum chloride species,
namely, AlICl, (103.5ppm) and, apparently, the
[AICL;—fert-C,HoCl] complex (98.0 ppm). The latter
assignment is supported by the fact that, for a solution
of anhydrous aluminum chloride in the thionyl chlo-
ride—sulfur dioxide mixed solvent, the resonance at
& = 97.6 ppm was attributed to the [AICl;—SO,] com-
plex [28].

Massive anhydrous aluminum chloride also
decomposes fert-butyl chloride at room temperature
[29]. For comparison, we studied this reaction by
ATR-FT-IR spectroscopy. n-Hexane was used here as
the solvent, otherwise the reaction would occur vio-
lently and uncontrollably (Fig. 3).

Initially (~5 min), the ATR-FT-IR spectrum
shows a broad band at 527 cm~' with shoulders at 505
and 548 cm~!. Later, a band at 586 cm™~' appears,
whose intensity grows with time, like the intensity of
the 527 cm~' band. It was mentioned above that the
527 cm~! band is assignable to the Al,Cl; anion. The
band at 586 cm™! is likely due to the Al;Cl,, anion. The
nearby band at 587 cm~! was also observed in the low-
temperature (77—250 K) IR spectra of the products of
condensation between anhydrous aluminum chloride
and fert-butyl chloride in the #n-octane matrix [30].

Thus, the reaction between aluminum chloride and
tert-butyl chloride takes place mainly via the forma-
tion of the dinuclear ionic complex Al,Cl; and, likely,
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Fig. 2. 27A] NMR of the reaction medium (T=25°C): (a)
interaction between activated aluminum and fert-butyl
chloride; (b) dilution of the resinous products with and
tert-butyl chloride.

the trinuclear complex Al;Cl,,. This differentiates the
reaction between aluminum chloride and ferr-butyl
chloride from the reaction between activated alumi-
num and fert-butyl chloride: the main product of the

latter is AICI,.

According to GC/MS data, the main gas-phase
components observed in the reaction between acti-
vated aluminum and ferf-butyl chloride are isobutane
(~31 rel. %), hydrogen chloride (~22 rel. %), unreacted
tert-butyl chloride (~40 rel. %), air (~5 rel. %), and
minor amounts of isobutene (<2 rel. %). The major lig-
uid products are 2-chloro-2-methylbutane (~17 rel. %),
2-chloro-2,3-dimethylbutane (~16 rel. %), and
2-chloro-2,5,5-trimethylhexane (~18 rel. %), as well
as unreacted fert-butyl chloride (~49 rel. %). The pres-
ence of these hydrocarbons is confirmed by 3C NMR
data.

The presence of chlorinated hydrocarbons with
different numbers of carbon atoms can be due to tert-
butyl chloride conversion proceeding via the forma-
tion of radicals [7] or carbene on the surface of acti-
vated aluminum [31].

A GC/MS analysis of the resinous products after
their hydrolysis indicated the presence of a wide vari-
ety of cyclopentadiene and cyclohexa-1,3-diene
derivatives. The formation of these compounds is
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likely due to the conversion of isobutene, a product of
the reaction examined, via conjugated oligomeriza-
tion on the resulting aluminum chloride complexes
[10]. Similar alkene conversion processes occur under
the action of concentrated sulfuric acid [32] or sul-
fated zirconia [33].

CONCLUSIONS

Although there is long induction period in the
interaction between activated aluminum and ferf-
butyl chloride, this reaction continues until the com-
plete dissolution of the metal, yielding gaseous, liquid,
and resinous products. Due to the continuous genera-
tion of [Al,Cl;, , ;]~ (n =1, 2) ionic complexes on the
aluminum surface, the dominant route of the reaction
is the conjugated oligomerization of isobutylene, an
intermediate compound.

The ability of activated aluminum to react with
chloroalkanes opens up the possibility of carrying out
isobutane alkylation with butenes on this catalyst. This
can be done, e.g., in the presence of a controllable
amount of fert-butyl chloride owing to the in situ for-
mation of aluminum chloride complexes of different
compositions.

REFERENCES

1. Parmuzina, A.V. and Kravchenko, O.V., Int. J. Hydro-
gen Energy, 2008, vol. 33, p. 3073.

2. Kravchenko, O.V., Semenenko, K.N., Bulychev, B.M.,
and Kalmykov, K.B., J. Alloys Compd., 2005, vol. 397,
p. 58.



358

10.

11.

12.

13.

14.

15.

16.

. Trenikhin,

ARBUZOV et al.

. Dmitriev, A.L., Ikonnikov, V.K., Kirillov, A.I., Ryzh-

kin, V.Yu., and Khodak, E.A., Alternativ. Energet.
FEkol., 2008, no. 11, p. 10.

. Tikhov, S.E, Romanenkov, V.E., Sadykov, V.A., Par-

mon, V.N., and Rat’ko, A.l., Poristye kompozity na
osnove oksid-alyuminievykh kermetov: Sintez i svoistva
(Porous Composites Based on Aluminum Oxide Cer-
mets: Synthesis and Poperties), Novosibirsk: Sib. Otd.
Ross. Akad. Nauk, 2004, p. 2005.

. Yakerson, V.I., Dykh, Zh.L., Subbotin, A.N., Gud-

kov, B.S., Chertkova, S.V., Radin, A.N., Boevskaya, E.A.,
Tertichnik, Z.A., Golosman, E.Z., and Sarmurzi-
na, R.G., Kinet. Katal., 1998, vol. 39, no. 1, p. 108
[Kinet. Catal. (Engl. Transl.), vol. 39, no. 1, p. 101].

. Gaponik, L.V. and Mardykin, V.P., Izv. Vyssh. Uchebn.

Zaved., Khim. Khim. Tekhnol., 1983, vol. 26, no. 1,
p. 30.

. Sadykov, R.A. and Teregulov, I.Kh., Metalloorg. Khim.,

1993, vol. 6, no. 2, p. 164.

. Sadykov, R.A., Samokhina, M.G., Petrov, PN., Para-

monov, E.A., and Dzhemilev, U.M., Zh. Prikl. Khim.,
2004, vol. 77, no. 7, p. 1144 [Russ. J. Appl. Chem. (Engl.
Transl.), vol. 77, no. 7, p. 1130].

M.V,, Kozlov, A.G., Nizovskii, A.l,
Drozdov, V.A., Lavrenov, A.V., Bubnov, A.V., Finev-
ich, V.P., and Duplyakin, V.K., Ross. Khim. Zh., 2007,
vol. 51, no. 4, p. 126.

Basova, 1.A., Lavrenov, A.V., Finevich, V.P., Dup-
lyakin, V.K., Trenikhin, M.V., and Drozdov, V.A.,
Materialy VII Ross. konf. “Mekhanizmy kataliticheskikh
reaktsii” (Proc. VII Russian Conf. on Mechanisms of
Catalytic Reactions), Novosibirsk, 2006, vol. 2, p. 192.
Trenikhin, M.V., Cand. Sci. (Chem.) Dissertation,
Omsk: Institute of Hydrocarbon Processing, 2006.
Levy, G. and Nelson, G., Carbon-13 Nuclear Magnetic
Resonance for Organic Chemists, New York: Wiley, 1972.
Kozin, L.E and Sakharenko, V.A., Ukr. Khim. Zh.,
1984, vol. 50, no. 1, p. 9.

Kozin, L.F, Sakharenko, V.A., and Budarina, A.N.,
Ukr. Khim. Zh., 1984, vol. 50, no. 2, p. 161.
Makarychev, Yu.B., Akimov, A.G., and Azarov, A.A.,
Poverkhnost, 1985, no. 7, p. 143.

Bent, B.E., Nuzzo, R.G., Zegarski, B.R., and
Dubois, L.H., J. Am. Chem. Soc., 1991, vol. 113, no. 4,
p. 1137.

17

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

K

. Tacke, M. and Schnockel, H., Inorg. Chem., 1989,
vol. 28, no. 14, p. 2895.

Fung, Y.S. and Chau, S.M., Inorg. Chem., 1995, vol. 34,
no. 9, p. 2371.

Gale, R.J. and Osteryoung, R.A., Inorg. Chem., 1980,
vol. 19, no. 8, p. 2240.

Hvistendahl, J., Klaeboe, P, Rytter, E., and Qye, H.A.,
Inorg. Chem., 1984, vol. 23, no. 6, p. 706.

Rostovshchikova, T.N., Zagorskaya, O.V., Mukhame-
tova, L.I., and Smirnov, V.V., Kinet. Katal., 1995,
vol. 36, no. 1, p. 149.

Tomita, T., Sjogren, C.E., Klaeboe, P., Papathe-
odorou, G.N., and Rytter, E., J. Raman Spectrosc.,
1983, vol. 14, no. 6, p. 415.

Kuptsov, A.Kh. and Zhizhin, G.N., Fur’e-spektry
kombinatsionnogo rasseyaniya i infrakrasnogo poglo-
shcheniya polimerov (Fourier Transform Raman and
Infrared Absorption Spectra of Polymers), Moscow:
Fizmatlit, 2001, p. 656.

Kazitsina, L.A. and Kupletskaya, N.B., Primenenie UF-,
IK-, YaMR-spektroskopii v organicheskoi khimii (UV,
IR, and NMR Spectroscopy in Organic Chemistry),
Moscow: Vysshaya Shkola, 1971, p. 264.

Nakamoto, K., Infrared and Raman Spectra of Inor-

ganic and Coordination Compounds, New York: Wiley,
1963.

Trulove, PC. and Osteryoung, R.A., [norg. Chem.,
1992, vol. 31, no. 19, p. 3980.

Ponomarenko, S.M., Demakhin, A.G., and
Zavel’skii, V.O., Izv. Vyssh. Uchebn. Zaved., Khim.
Khim. Tekhnol., 1999, vol. 42, no. 3, p. 122.
Ponomarenko, S.M., Demakhin, A.G., and
Zavel’skii, V.O., Izv. Vyssh. Uchebn. Zaved., Khim.
Khim. Tekhnol., 1999, vol. 42, no. 1, p. 66.

Thomas, C.A., Anrhydrous Aluminum Chloride in
Organic Chemistry, New York: Reinhold, 1941.

Shilina, M.I., Bakharev, R.V., Petukhova, A.V., and
Smirnov, V.V., Izv. Akad. Nauk, Ser. Khim., 2005, no. 1,
p. 147.

Domen, K. and Chuang, T.J., J. Am. Chem. Soc., 1987,
vol. 109, no. 17, p. 5288.

Kazansky, V.B., Appl. Catal., A, 1999, vol. 188, no. 1,
p. 121.

Lavrenov, A.V., Bogdanets, E.N., and Duplyakin, V.K.,
Katal. Prom—sti., 2009, no. 1, p. 28.

INETICS AND CATALYSIS Vol. 51 No. 3 2010




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /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 149
  /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 0.40
    /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 149
  /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 0.40
    /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 599
  /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

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /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.)
    /DEU <>
  >>
  /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


