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A KINETIC STUDY OF THE THERMAL DEGRADATION OF
3-METHYLAMINOPROPYLAMINE INSIDE AIPO,-21

D. Stojakovic'", Nevenka Rajic', Sanja Sajic', Natasa Zabukovec Logar* and V. Kaucic®
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Kinetics of the thermal decomposition of 3-methylaminopropylamine which was used as a structure-directing agent in the synthesis
of AIPO4-21 has been studied under isothermal and non-isothermal conditions. The decomposition is a single-step reaction occur-
ring in the 573-663 K range. It is a phase-boundary-controlled process, described by the ‘F2/3, R3’ kinetic model. The activation

energy values obtained under the non-isothermal and isothermal conditions lie in the 173-151 kJ mol ' range.
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Introduction

Synthesis of materials which exhibit desired physical
and chemical properties is a great challenge in current
chemistry. During the recent years much effort has been
directed towards open-framework materials. One of the
main reasons lies in the fact that these structures can be
tailored. Several approaches can be recognized in the
design of the open-framework solids. In a frequently ap-
plied method, organics (such as amines or quaternary
ammonium ions) are used as structure-directing agents,
which help the building units to organize themselves in
an open-framework host/guest structure. This method is
widely used in the synthesis of open-framework phos-
phates [1]. There is strong evidence that some organics
have the structure-directing role in the formation of a
certain type of channels. As an example, n-diamino-
propane directs the formation of one-dimensional chan-
nel system in different aluminophosphate topolo-
gies [2, 3]. In this manner, by an appropriate choice of
organics it is possible to tailor the shape, size and
dimensionality of channels and cages in the networks.
The guest species typically remain in the voids of
inorganic host and are held to it by hydrogen-bonding
interactions. Sometimes the interactions are so strong
that thermal degradation of the guest species (at-
tempted with the aim of achieving porosity) causes the
collapse of the crystal structure. Fortunately, in many
cases the network remains intact after the removal of
guest species, becoming ready for further applications.
Although many amines and ammonium salts
have been investigated as templates for the formation
of open-framework structures [1], information on
their thermal degradation and the degradation kinetics
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is still rare. A major reason is probably the fact that
the thermal degradation usually proceeds in several
steps involving more than a single reaction.

In this paper we investigate kinetics of thermal
degradation of 3-methylaminopropylamine (MAPA)
which was used as a possible template in the synthesis
of open-framework aluminophosphates (AIPOy4-n; n
denotes a specific framework topology). Until now
this amine has not been used as a structure-directing
agent. Also, to our knowledge this is the first kinetic
study of thermal degradation of a template species in-
side the porous framework.

Experimental
Materials

The reaction gel was prepared by mixing of alu-
minium oxide (Captal, 70 mass% AL,Os), ortho-
phosphoric acid (Fluka, 85 mass% H;PO,), water and
MAPA (Fluka, 98 mass%) using the following molar
ratio: Al,O;:2H;P0O4:2MAPA:100H,0. The gel was
obtained by successive additions of phosphoric acid
and MAPA to the suspension of Al,O3 in water under
vigorous stirring. Crystallization was performed hy-
drothermally at 160 and 190°C for 2—7 days. The
white crystalline solid was filtered and washed with
distilled water, then ultrasonically treated in order to
remove amorphous impurities, and air-dried. The
product mainly consisted of colorless plate-like crys-
tals and careful examination under a polarizing mi-
croscope showed them to be single crystals. Elemen-
tal analysis of the crystals is consistent with the
following formula: (AIPO4);-H,0-0.65MAPA.
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Methods

The single crystal data were collected on a Nonius
Kappa CCD diffractometer with MoK, radiation us-
ing a transparent crystal of 0.05x0.02x0.15 mm” size.
Unit cell parameters were determined by least-square
refinement on the basis of 2941 reflections.

Thermal decomposition was performed using a
SDT Q-600 simultaneous DSC-TG instrument (TA In-
struments). The samples (mass app. 6 mg) were heated
in a standard alumina sample pan. All experiments
were carried out under nitrogen at a flow rate of
0.1 dm’ min"'. Non-isothermal measurements were
conducted at heating rates of 2, 5,7, 10 and 15 K min .
Five experiments were done at each heating rate. Iso-
thermal experiments were carried out at temperatures
in the range of 610-650 K. A special heating program
was used for isothermal measurements. The sample
was isothermally heated at 573 K for 30 min to com-
plete dehydration and then the temperature was in-
creased at a heating rate of 20 K min™' to the tempera-
ture at which the experiment was performed. Five ex-
periments were done at each chosen temperature.

Results and discussion

The single-crystal X-ray structural analysis shows that
the obtained product is AIPO4-21 (Fig. 1). AIPO4-21 has
usually been obtained in the presence of 1,2-diamino-
propane, pyrrolidine [4] and N,N’,N’-tetramethyl-1,3-
diaminopropane [5]. The latter decomposes under hy-
drothermal crystallization and the decomposition prod-
ucts exert the template role. Also, dimethylamine has
been reported as a possible template [6].

The AIPO4-21 framework is built of corrugated
aluminophosphates sheets which are cross-linked by
the Al-O-P chains to form a network of straight
eight-membered-ring channels extending along the ¢
crystallographic axis (Fig. 1). The MAPA appears to
be disordered. The MAPA molecules are positioned in
the eight-membered ring channels and are held within
them through hydrogen bonds with the framework ox-
ygen atoms. Each template molecule forms two such
bonds, the N...O distances being 2.914 and 2.985 A.

TG and DTG curves are shown in Fig. 2. There
are two major clearly separated mass losses. The first
one of about 4 mass% corresponds to dehydration
which occurs up to about 300°C. Namely, in the
AIPO,4-21 structure there are three distinct crystallo-
graphic phosphorous sites, which are all regular
P(OAl), tetrahedra and also three aluminium sites: an
AI(OP), tetrahedron [Al(1), Fig. 1] and two distorted
five-coordinate Al(OP);(OH,) environments [Al(2)
and Al(3)]. The oxygen atom of the water molecule
[O(7) in Fig. 1] bridges the two five-coordinated Al
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Fig. 1 The view down the ¢ crystallographic axis showing
MAPA inside the eight-membered-ring channels. The
hydrogen atoms are omitted for clarity
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Fig. 2 TG and DTG curves for (AIPO,4);-H,0-0.65MAPA

atoms. The second mass loss of about 13% corre-
sponds to the MAPA decomposition. The MAPA de-
composes in a single step over 573—663 K. This event
is accompanied by a structural transformation of
AlIPO4-21 to AIPO4-25 [7].

Thermal decomposition of MAPA in AIPO-21
has been studied in nitrogen atmosphere under
non-isothermal and isothermal conditions.

Kinetics of the reaction under non-isothermal
conditions

The reaction has been studied by the interpolation
method of Orfao and Martins [8] which is applicable
in thermogravimetry under linear temperature pro-
gramming. It is based on the Eq. (1):

—logg(a)=—logB+[-log/(y,0)] (1
where a is the degree of decomposition; g(a) — integrated
form of the appropriate kinetic law; B=ATy/b
(4 — Arrhenius pre-exponential constant; 7, — starting
temperature; b — heating rate); /(y,0) is defined as follows:
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Fig. 3 Plots of the conversion degree (o) of MAPA vs. normalized temperature (0) at different heating rates

(- — experimental data, — — fitted values)
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where y=FE,/RT, (E, — activation energy, R — gas con-
stant), and 0=T7/T,,.

Equation (1) shows that for the correct kinetic
law and the appropriate y value a linear relationship
with slope 1 is obtained when —logg(a) is plotted vs.
[-logl(y,0)]. The interpolation method starts from a
normalized thermogravimetric curve o vs. 8 and then
successively determines for various kinetic functions
the values of y that yield such slope. The most satis-
factory kinetic function is chosen in the end on the ba-
sis of the linear regression quality.

The decomposition of MAPA has been studied at
five different heating rates: 2, 5,7, 10 and 15 K min . In
all cases the interpolation method showed that the ex-
perimental data can be fitted to more than one kinetic
model. Thus it is practically impossible to select the
proper model on the basis of the non-isothermal mea-
surements alone. Following the usual practice in such
cases [9] we also studied the MAPA decomposition un-
der isothermal conditions. These studies (next section)
showed that the reaction follows the two-thirds order ki-
netics (kinetic model F2/3, R3). Therefore, we now
present the detailed results of the kinetic analysis of the
non-isothermal measurements by the interpolation
method only for the F2/3, R3 model.

Table 1 lists the activation energy (£,) and the
Arrhenius pre-exponential constant (4) obtained at
different heating rates, together with the reaction rate
constant & calculated at 643 K from these £, and 4
values, and the correlation coefficient 7* of the linear
regression. Figure 3 shows the part of the TG curves
in the region of the MAPA decomposition. The exper-
imental points considered in the kinetic analysis are
shown as well as the lines corresponding to the y and
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Table 1 The activation energy (£,) and the Arrhenius pre-ex-
ponential constant (4) obtained at different heating
rates (b). The reaction rate constant & is calculated at
643 K* from these E, and 4 values; /* is the correla-
tion coefficient of the linear regression

b/ E,/ Al k 2
°C min™ kJ mol™ min”" min”"
2 173 2.59-10" 0.200 0.990
5 174 2.42-10° 0.188 0.995
7 170 1.24-10" 0.177 0.993
10 160 1.98-10" 0.180 0.993
15 159 1.48-10" 0.187 0.995

*This is an arbitrarily chosen value lying within the
MAPA decomposition temperature range.

B values from which the results in the Table 1 have
been calculated.

The data in Table 1 show the compensation ef-
fect (CE), i.e. the following relationship between the
activation energy and the Arrhenius pre-exponential
constant [10—12]:

InA=c+E,/RT}

where T} — isokinetic temperature and ¢ — constant. The
plot of In4 vs. E, for the data in Table 1 gives a straight
line; from the slope of the line the value 7;=631 K is ob-
tained. The CE is quite often found for heterogenous re-
actions [13]. It has been a source of continuous de-
bate [14, 15] in which the reality of this effect had been
sometimes doubted. However, recent work has shown
[10] that CE can be a real phenomenon.

Kinetics of the reaction under isothermal conditions

The measurements have been performed in the
618—-648 K temperature range. It has been found that
the data obtained can be satisfactorily treated only by
the kinetic model F2/3, R3.
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Fig. 4 Plots of the conversion degree (o) of MAPA vs. time
for several temperatures (- — experimental data,
— — plots of Eq. (2) using the obtained parameter k)

The equation describing the model F2/3, R3 in
the integrated form has been used to calculate the rate
constant &:

a=1-(1-kt/3)’ )

where 7 — time.

Equation (2) has been fitted to the experimental
data in the a range a=0.15-0.90 using a non-linear re-
gression procedure. The estimated values of %, to-
gether with their confidence intervals (at a level of
confidence of 95%) are given in Table 2 (the correla-
tion coefficients of the non-linear regression were
r*=0.999 in all cases). Figure 4 shows the experimen-
tal data for the isothermal MAPA decomposition and
the plots of Eq. (2) with the obtained parameter k for
several temperatures.

The plot of Ink vs. 1/T (Fig. 5) is a straight line
(correlation coefficient of the fit is *=0.988). The acti-
vation energy calculated from the slope is
E=151 kJ mol' (95% confidence interval:
138-164 kJ mol ). The Arrhenius pre-exponential con-
stant calculated from the intercept is 4=3.68-10"" min '
(95% confidence interval: 3.01-10'°-4.50-10"> min™").
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Fig. 5 Plot of Ink vs. inverse temperature for the isothermal
MAPA decomposition
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Dependence of the activation energy on the degree of
conversion

The dependence of £, upon o for both non-isothermal
and isothermal conditions has been examined in order
to obtain the definite proof that the thermal decompo-
sition of MAPA can indeed be described as a sin-
gle-step kinetic process. If £, does not depend upon
a, the kinetic process is simple and can be described
by a unique ‘kinetic triplet’ [E, 4, Aa)] [13, 16—-18].
However, if E, significantly changes with o, the pro-
cess is complex (multi-step reaction).

In accord with the recommendations of the
‘ICTAC 2000 Project’ [19], the variation of £, with o
has been studied by the model-free isoconversional
method of Friedman [20]. The non-isothermal data
have been analysed using the following form of the
Friedman’s expression:

ln( do j=1nA+1nf(oc )—

b— £,
dr

RT

for a=const., and using various heating rates (b), the
plot of In[A(da/dT)] vs. 1/T should be linear and from
the slope of the straight line the value of £, can be ob-
tained. The results are shown in Table 3.

For the isothermal data the alternative form of
the Friedman’s expression has been used:

da E
In| — |=InA4+In f (o )—=
(dt j (@) RT

for a=const., the plot of In(da/df) vs. 1/T should be
linear and the slope of the straight line leads to the
value of E,. The results are shown in Table 4.

It is seen from Tables 3 and 4 that the value of £,
varies with the extent of conversion by no more
than ~6 and ~7% for non-isothermal and isothermal
data, respectively. These comparatively small varia-
tions seem to justify the assumption that the thermal
decomposition of MAPA can be interpreted in terms
of a single-step reaction mechanism.

Table 2 Values of £ and their confidence intervals (at a level

of confidence of 95%)

Temperature/K k/min”! Confidence interval for &
618 0.0702 0.0701-0.0703
622 0.0771 0.0769-0.0773
623 0.0851 0.0849-0.0853
625 0.0894 0.0891-0.0897
628 0.0975 0.0971-0.0978
633 0.144 0.1442-0.1448
638 0.166 0.165-0.167
643 0.214 0.213-0.215
648 0.252 0.251-0.253
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Table 3 The activation energy (E,/kJ mol ') obtained by Friedman’s method for the non-isothermal data

o 020 025 030 035 040 045 050 055 060 0.65 0.70
E, 164 160 158 158 157 157 155 155 156 157 157

0.75 0.80  0.85
159 159 161

Table 4 The activation energy (E,/kJ mol™") obtained by Friedman’s method for the isothermal data

a 020 025 030 035 040 045 050 055 060 065 070 075 080 085
E, 155 158 160 160 159 160 158 158 157 158 157 156 155 150
Conclusions 4 J.B. Parise and C. S. Day, Acta Cryst., C41 (1985) 515.

In order to obtain porous materials, thermal decompo-
sition of the template species that remains occluded
inside the porous matrix after crystallization is a man-
datory step. In spite of the importance of this process
there is a lack of the relevant kinetic information. This
lack is partly due to the fact that kinetic analysis in
many cases is rather unfeasible because of the
multistep character of the decomposition.

The kinetic analysis of the thermal decomposi-
tion of MAPA, which is immobilized as the template
species inside the aluminophosphate framework, has
shown that the decomposition occurs as a single step
process. The decomposition is a phase-boundary-con-
trolled reaction, i.e. the reaction controlled by the
movement of an interface at constant velocity, the nu-
cleation occurring practically instantaneously. The
F2/3, R3 kinetic model implies a sphere reacting from
its surface inward.

The activation energy values obtained for the
F2/3, R3 model under the non-isothermal and isother-
mal conditions thus lie in the 173-151 kJ mol ™ range,
i.e. they vary by about 14%. These variations are
comparable to those encountered in the kinetic analy-
ses combining non-isothermal and isothermal mea-
surements [8, 21, 22].

Acknowledgements

This work was in part financially supported by Serbian Minis-
try of Science (Project number: OI-1603).

References

1 N. Rajic and V. Kaucic, Molecular sieves: Alumino-
phosphates, in Encyclopedia of Catalysis, Vol. 5,
Ed. I. T. Horvath, John Wiley & Sons, Inc., Hoboken 2003,
p. 188.

2 A.F.Ojo and L. B. McCusker, Zeolites, 11 (1991) 460.

3 A. K. Sinha, S. Sainkar and S. Sivasanker,
Microporous Mesoporous Mater., 31 (1999) 321.

J. Therm. Anal. Cal., 87, 2007

5 J. M. Bennett, J. M. Cohen, G. Artioli, J. J. Pluth and
J. V. Smith, Inorg. Chem., 24 (1985) 188.
6 Z.Liu, W. Xu, G. Yang and R. Xu,
Microporous Mesoporous Mater., 22 (1998) 33.
7 R. Jelinek, B. F. Chmelka, Y. Wu, P. J. Grandinetti,
A. Pines, P. J. Barrie and K. Klinowski, J. Am. Chem. Soc.,
113 (1991) 4097.
8 J.J. M. Orfao and F. G. Martins, Thermochim. Acta,
390 (2002) 195.
9 R. M. Mahfouz, M. A. S. Monshi and N. M. Abd El-Salam,
Thermochim. Acta, 383 (2002) 95.
10 T. Vlase, G. Vlase, A. Chiriac and N. Doca,
J. Therm. Anal. Cal., 80 (2005) 87.
11 T. Vlase, G. Vlase and N. Doca, J. Therm. Anal. Cal.,
80 (2005) 207.
12 T. Vlase, G. Vlase, N. Doca and C. Bolcu,
J. Therm. Anal. Cal., 80 (2005) 59.
13 P. Budrugeac, C. Popescu and E. Segal, J. Therm. Anal. Cal.,
64 (2001) 821.
14 G. Pokol and G. Varhegyi, CRC Critical Reviews in Analyti-
cal Chemistry, 19 (1988) 65.
15 A. Corma, F. L. Copis, 1. B. Monton and S. Waller,
J. Catal., 142 (1993) 97.
16 P. Budrugeac, Polym. Degrad. Stab., 89 (2005) 265.
17 T. Vlase, G. Vlase and N. Doca, J. Therm. Anal. Cal.,
80 (2005) 425.
18 P. Budrugeac, D. Homentcovschi and E. Segal,
J. Therm. Anal. Cal., 63 (2001) 457.
19 M. E. Brown, M. Maciejewski, S. Vyazovkin, R. Nomen,
J. Sempere, A. Burnham, J. Opfermann, R. Strey,
H. L. Anderson, A. Kemmler, R. Keuleers, J. Janssens,
H. O. Desseyn, C.-R. Li, T. B. Tang, B. Roduit, J. Malek
and T. Mitsuhashi, Thermochim. Acta, 355 (2000) 125.
20 H. L. Friedman, J. Polym. Sci., 6C (1965) 183.
21 J. Guo and A.C. Lua, J. Therm. Anal. Cal., 59 (2000) 763.
22 E. Tomaszewicz and M. Kotfica, J. Therm. Anal. Cal.,
77 (2004) 25.

Received: October 4, 2005
Accepted: January 10, 2006
OnlineFirst: May 23, 2006

DOI: 10.1007/s10973-005-7382-4

341




<<
  /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
  /CreateJDFFile false
  /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

  /SyntheticBoldness 1.000000
  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002000d>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002000d>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /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 <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002000d>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e000d>
    /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 <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /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


