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Elastomers are cross-linked polymers with a low
modulus of elasticity and the capability to reverse
large deformations at their service temperatures. The
low modulus of elastomers, combined with their high
deformation reversibility, allows their use in a wider
range of applications [1]. For more than a century,
elastomer and carbon black (CB) have played a cen-
tral role in tire technology as active filler. At the onset,
the usages of regular industrial soot and natural rub-
ber have opened the way to an industry in the conti-
nuous evolution. The rubber industry began when Go-
odyear developed the first useful rubber compound of
natural rubber with sulphur. The concept of mixing
materials into rubber to improve performance is still of
primary importance today. Without fillers, few rubber
goods would be of any commercial value. The curing
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THE INFLUENCE OF CARBON BLACK ON
CURING KINETICS AND THERMAL AGING
OF ACRYLONITRILE-BUTADIENE RUBBER*

Elastomers based on a copolymer of butadiene and acrylonitrile (NBR) have
excellent oil resistance but are very sensitive for degradation at very high tem-
peratures. The aim of this applicative contribution was to determine the effect
of high abrasion furnace carbon black with primary particle size 46 nm on ag-
ing properties of elastomeric materials based on NBR as network precursor.
The curing kinetics was determined using the rheometer with an oscillating disk,
in which the network formation process is registered by the torque variation
during time. The vulcanizates were obtained in a hydraulic press at 150 °C. The
mechanical properties of elastomeric composites were determined before and
after thermal aging in an air circulating oven. The reinforcing effect of the filler
particles was assessed according to mechanical properties before and after

aging.

Key words: elastomer; active filler; carbon black; curing, elastomer; aging
properties.

process is the final step in the elastomeric material
manufacturing whereby rubber goods are formed to
the desired shape. In press, heat is transferred to the
compounds from the surfaces which are maintained
at high temperatures, inducing the network formation
i.e. obtaining the strong elastic material. The progress
in car industry and tire industry was paralleled by a
substantial progress in carbon black technology and
production facilities as well. As far as CB is concern-
ed, quite a lot of characterizations came from other
industries where this material was used [2]. The incor-
poration of filler into polymer networks based on rub-
ber macromolecules imparts many useful properties
to the particle filled composite material. Nitrile butadi-
ene rubber (NBR) is a copolymer of butadiene and
acrylonitrile and it comes under ,special purpose®
synthetic rubbers. Elastomeric materials based on
NBR as network precursors are used in automobile
industry because of its resistance to fuels, a variety of
oils and other fluids over a wide range of tempera-
tures [3]. However, NBR cannot be used in specific
applications requiring high heat and ozone resistance
[4]. It is widely used in products like oil seals, water
pump seals, blow out preventors, fuel lines, hoses,
fuel pump diaphragms, etc., because of its high oil,
solvent and fuel resistance and gas impermeability.
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Thus the unfilled vulcanizates have very low tensile
strength but when used in combination with reinfor-
cing fillers, vulcanizates with excellent mechanical
properties can be obtained [5]. NBR use is dominant
in the oil field used in blown out preventors packers.
The other major use is in the automotive sector.

The reinforcement with the addition of active fil-
lers has been well-known for a long period of time
[6,7] and it is primarily the enhancement of strength
and strength-related properties, abrasion resistance,
hardness and modulus [8,9]. The recognition of the
role of the main factors influencing interfacial adhe-
sion and proper surface modification may lead to sig-
nificant progress in many fields of research, as well
as in related technologies [10]. As compared to mic-
ron size filler particles the nano-sized filler particles
are able to occupy substantially greater number of
sites in the polymer matrix. The network formation
implies that the rubber molecules are selectively con-
fined into the void of carbon black agglomerates du-
ring mixing. A detailed understanding of the general
mechanism of rubber reinforcement is one key to de-
velop new systems providing the performance enhan-
cement needed [11]. Carbon black is the predominant
reinforcing filler used in rubber compounds. During
the manufacture of carbon black the primary particles
fuse to form aggregates. The shape and degree of
aggregate branching is referred to as structure. The
increasing structure typically increases modulus, hard-
ness, electrical conductivity and compound viscosity.
Typical carbon black primary particle size ranges from
8 nanometers for furnace blacks to 300 nanometers
for thermal blacks. Carbon black surface chemistry is
a function of the manufacturing process and the heat
history of the carbon black. The surface chemistry
can affect the abrasion resistance, tensile strength,
hysteresis and modulus. Higher porosity allows com-
pounders to increase carbon black loading, while
maintaining compound specific gravity. Carbon black,
generally supplied as pellets has to be dispersed du-
ring mixing into smaller entities (such as agglomera-
tes and aggregates). Large particle-particle interact-
tions result in inhomogeneous dispersion and distri-
bution of the filler, processing problems, poor appear-
ance and inferior properties. Highly sophisticated pro-
cess technology was the key to enhance the surface
activity of these carbon black grades. This progress in
the process technology resulting in the nanostruc-
turing of carbon black particles was used to generate
special carbon blacks for different applications. The
effect of added carbon black is directly related to the
properties of the inter phase and due to the specific
interactions between rubber macromolecules and ac-
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tive filler surfaces [12]. It is well known that the pro-
perties mainly depend on the dispersion condition of
filler particles and their principal relevant properties:
particle size, surface area, aggregate structure, sur-
face activity and on rubber-filler interactions [13]. The
surface chemistry of carbon black has a significant
effect only on the vulcanization behavior of com-
pounds. The chemical or physical interaction between
the filler and the rubber is a further important factor in
the reinforcing effect [14,15]. Processability and final
properties of elastomeric products could be obtained
through a series of experiments that vary the ratios of
additives and measure the effects over different tem-
peratures and time. It is obvious that, to obtain as
many interactions as possible, the polymer active
segments must have access to the majority of the car-
bon black active sites. Since the mono-unit of CB is
the aggregate the most possible isolated aggregate
must be made available to be in contact with the po-
lymer chains and their unsaturation domains. Net-
working of fillers depends on its attractive potential
and the distance between aggregates. Since, with re-
gard to surface energy, the attractive potential is al-
most the same for all furnace blacks in hydrocarbon
elastomers, the distance between aggregates beco-
mes the controlling factor for compounds processa-
bility. At elevated temperatures polymer chains pos-
sess a higher thermal energy and are in a mobile con-
dition. The cross-linked networks respond rapidly to
the imposed stress as it go to a new equilibrium po-
sition. Consequently, there is deterioration of physi-
cal properties at elevated temperature. The heat re-
sistance of NBR elastomer is directly related to the
increase in ACN content in rubber macromolecules.
However, the presence of double bond in the polymer
backbone make it more susceptible to resistance to
heat ozon and light. Several strategies have been
adopted recently to improve the aging resistance of
elastomeric materials based on NBR rubber as a net-
work precursor. The most important is the proper
choice of fillers and a cure system in compound for-
mulation. The aim of this contribution was to assess
the effect of high abrasion furnace carbon black on
curing kinetics of acrylonitrile-butadiene rubber and to
compare mechanical properties of original and aged
reinforced elastomeric materials.

EXPERIMENTAL

Materials

The industrial grade of random copolymer acry-
lonitrile and butadiene, NBR (Kraynac 34-50, ,Poly-
sar‘, Canada), with acrylonitrile content 33,2% was
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used. Moony viscosity at 100 °C was 50, specific gra-
vity 1.17 g cm?®, ash content: 0.5%. High abrasion
furnace carbon black: N-330 (,Deggusa“, Germany),
with nominal particle size of 46 nm and density 1.78-
-1.82 gcm™, CTAB surface area 83+6 m?/g, (0, 20, 40,
60 and 80 phr). A:Cyclohexyl-2-benzothiazole sul-
phenamide (CBS): pale grey, non hygroscopic powder;
melting point 95-100 °C and density 1.27-1.31 g cm™
(1.5 phr). Tetramethylthiuram disulfide (TMTD): non-
-hygroscopic white powder, melting point 140 °C, spe-
cific gravity 1.33-1.40 g cm™. Atlsopropyl-A-phenyl-p-
-phenylendiamine (Vulkanox 4010 NA): density, 1.14-
-1.18 g cm™. Sulphur: pale yellow powder, purity 99.9%;
melting point, 112 °C; density, 2.04-2.06 g cm™ (1 phr).
Zinc oxide: fine powder; purity, 99%; density, 5.6 g
cm™ (5 phr). Stearic acid: melting point, 67-69 °C,
density, 0.838 g cm™ (1 phr).

Compound preparation

Rubber ingredients were accurately weighed and
mixed on a laboratory size two-roll mill (dimensions
400x150 mm) at a speed ratio of the rollers n/n, =
= 28/22, at a roller temperature of 40-50 °C. The mix-
ing time was 20 min. The sheeted rubber compounds
were conditioned at 23+2 °C during 24 h before
cross-linking.

Curing assessment

The curing were assessed by using a Monsanto
Oscillating Disc Rheometer R-100, at 160+1 °C, ac-
cording to ASTM D2084-95. The mixing energy of
each compound was recorded. The cure character-
ristics: M/ (minimum torque), Mh (maximum torque),
tgo (Optimum cure time), &, (scorch time) were regis-
trated and CR/ (cure rate index) was calculated ac-
cording Eq. (1) [16,17]:

100

thO _t52

CRI =

(1)

The crosslinking apparent activation energy (£3)
and reversion activation energy (£ar) were calculated
from the torque-time curves taken from experiments
performed using oscillating disk rheometer (Monsanto
Rheometer, model 100C) at two temperatures (180
and 190 °C). The rheometer torque is directly related
to the crosslinking density. If the crosslinking process
is a first-order reaction, the kinetic expression for the
reaction can be shown in terms of torque as Eq. (2).
Eckelmann et al. [18,19] demonstrated that the ob-
tained resistance moment, M, measured during cross-
-linking could be written in the form of the equation:

(M-m,)=

— k(M —M,)i(ky K Jexp( kit)-expl—kyt)] O

M, is the the torque at a given time ¢ preceding
the onset of vulcanisation, and M_ is the maximum
torque providing the cross-linking reaction is the only
ongoing process, k; and k, are the rate constants for
crosslinking and reversion, respectively, and ¢ is the
time. The torque maximum, M., is lower than M
and it is dependent on temperature. Eq. (2) is simple
to solve if w=k,/k,, and thus we can obtain the time
necessary to attain M.

Inw

k1tmax = (3)
w-1

M -M w(1-w)
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—= < -
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The value of M_ evaluated from the curve in
which reversion is not noticeable, and the values of
Max, M, and ¢, are evaluated from the curves regis-
tered at temperatures of 180 and 190 °C. The activa-
tion energy is calculated using of Arrhenius as:
_RTT, | ko

E,=
(m-T)" K

®)

The value of the gas constant, R, is 8.31 J K
mol™.

Elastomeric materials preparation

To perform a systematic study, rubber com-
pounds without and with filler were prepared and
cross-linked under similar experimental conditions. A
cross-linking procedure has been performed in a hyd-
raulic press during earlier determined optimal curing
time (£gp). Compounds were also molded into 2-mm
thick slabs for later determination of mechanical pro-
perties of cross-linked materials. The molded samples
were taken out after cooling them to room tempera-
ture under pressure by circulating cold water through
the platens of the press.

Mechanical properties measurements

For the tensile experiment, dumbbell samples
were cut from a 2-mm thick molded sheet. Dumbbell-
-shaped specimens were cut from the molded sheets
with a width of 6.3£0.1 mm. Mechanical properties:
tensile strength, elongation at break, 200 and 300%
modulus, were measured at room temperature on an
electric tensile testing machine (Zwick 1425) accord-
ing to ASTM D 412. The tensile strength and elonga-
tion at break were recorded. At least, three measure-
ments have been taken and average values were re-
ported. The hardness test of a rubber is the relative
resistance of the surface to indentation by an indenter
of a defined dimension, under a defined load. Hard-
ness of the elastomer samples was determined by the
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standard method using a Shore A type durometer.
Hardness was measured using an indentation hard-
ness tester according to ISO7619.

Thermal aging of elastomeric composites samples

To investigate the influence of thermal aging on
the mechanical properties, the obtained reinforced
elastomeric materials were performed in an air circu-
lating oven operated at 100 °C during 50 h. The re-
tained percentage value of tensile strength and elon-
gation at break were calculated.

RESULTS AND DISSCUSSION

During cross-linking sulphur is forming the
cross-links between rubber macromolecules, while in
the meantime some links decay and this opposite pro-
cess is called reversion. In Fig. 1 the changes of torque
during cross-linking of rubber compounds filled with
different content of carbon black are shown. With the
ever increasing rubber technology development costs

and complexity, it became mandatory to replace the
trial and error development approach with a more ra-
tional way of obtaining competitive products. It then
became obvious that a better and fundamental under-
standing and knowledge of curing process is required.

In Table 1 the obtained curing characteristics,
such as delta torque (difference between the maximum
and minimum torques), scorch time (£,), and optimum
cure time (4qo), for the compounds with different car-
bon black loading are summarized. The maximum
and minimum torque (Mh and M) and delta torque
(M) increases with the increase of the carbon black
loading for all samples. The difference between Mh
and M/ could be used as an indirect indication of the
network formation in the crosslinking system. Both
scorch time and optimum curing time are decreasing
noticeable with increasing the active filler content. The
kinetic parameters, activation energies of cross-link-
ing (Eac) and the reversion (£ar), are given in Table
2, and they were calculated by applying Egs. (3)-(5).
Thresholds for the cure activation energy and rever-
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Figure 1. Torque vs. time during cross-linking of rubber compounds filled with different content
of carbon black (CB) (0; 20; 40; 60; 80 phr) at 150 °C.

Table 1. Curing characteristics of NBR compounds filled with carbon black

Compound NBRI CB (phr) Mh (N m) M/ (N m) M (N m) fs2 (S) feoo (S) CRI(s™)
1c 100/0 6.55 0.68 5.87 156 270 0.88
2c 100/20 7.23 0.90 6.33 120 210 1.11
3c 100/40 9.54 1.18 8.36 90 180 1.11
4c 100/60 10.28 1.41 8.87 66 168 0.98
5c 100/80 11.18 2.59 8.59 54 150 1.04
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sion activation energy are the important parameters
for a rubber compounds. Fig. 2 shows the determined
values of Eac, Earand Earl Eacfor samples with diffe-
rent filler content. E£ac increases with increasing car-
bon black loadings up to 40 phr (267.8 kJ/mol), above
which it tends to decrease. Minimum value of Eac
(16.8 kd/mol) and maximum value of relation EarEac
(10.26) was obtained for the sample with 80 phr car-
bon black.

Not so long ago, the compounder had a mul-
titude of tests to do in order to decide which com-
pound would be best suitable for a given elastomers
application. To mention only a few: the 300% modu-
lus, tensile, elongation at break, multiple tear tests,
rebound, abrasion etc., are tests not based on rele-
vant elastomer operating conditions but often on the
past history and approximate guesses. Optimal filler

reinforcing power can be achieved only if the particles
are well dispersed in the rubber matrix. Since no me-
thodologies exist today to quantify that “ultimate” dis-
persion, one rough approach is to suppose that by
increasing the compound mixing time the number of
interactions between the filler and the macromole-
cules are increasing [19]. Of course, this is easy to do
in a laboratory but may not be so easy in a production
facility. In Table 3 the values of tensile properties and
hardness for obtained elastomeric materials with
different filler loading are summarised. It is obvious
that the tensile strength increases with increasing
carbon black loading. The resistance of the rubber
vulcanizate to thermal aging is considered as an es-
sential requirement for the long service life of pro-
ducts. The percentages of decrease in tensile strength
and elongation at break due to aging at 100 °C during

Table 2. The data for calculated kinetic parameters for the crosslinking activation energy (Eac) and the reversion activation energy (Ear)

Activation energy (kJ mol™)

Compound NBRI CB(phr) EarlEac
Eac Ear
1 100/0 1735 383.0 2.21
2 100/20 124.6 4331 3.46
3 100/40 267.8 4171 1.56
4 100/60 81.0 197.0 2.43
5 100/80 16.8 172.3 10.26
© 450+ e = Eac ®
£ o - B o . ;
3 1 o o Ear = /
~ 350 w /
c c 81 /
S 3001 o /
© u. = /
> 250 AN o
= // NN o B /
S 200 N o 14 /
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Figure 2. The values a) of curing and reversion activation energy and b) its ratio, Ear/Eac.

Table 3. Mechanical properties of NBR elastomers reinforced with different carbon black content

Sample NBRICB (phr) Mod:J'\I/LIJ;aZ)OO% Mod:J'\I/LIJ;aS)OO% Tens;l;;:;ength EIongatlz/:)at break HSaI:g:\:ZS
1 100/0 0.64 0.78 0.98 420 48
2 100/20 1.08 2.06 6.28 485 57
3 100/40 3.83 8.20 15.70 440 67
4 100/60 6.87 13.73 18.88 375 75
5 100/80 10.79 18.64 20.16 340 85
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50 h are presented in Table 4. It can be seen that after
aging, the tensile strength and elongation at break are
decreased with increasing of CB loading. The values
of hardness increase with increasing the CB content.
Thus the poor heat aging resistance of NBR rubber is
the result of unsaturations in the macromolecule back-

bone which permits scission of the chains to occur
under certain adverse conditions.

In Figs. 3 and 4 the data of mechanical proper-
ties for filled elastomers (hardness, tensile strength,
and elongation at break) before and after thermal
aging at 100 °C during 50 h are summarised. The

Table 4. Mechanical properties of NBR elastomers filled with carbon black after aging

Sample NBRICB (phr) Tensile strength (%) Elongation at break (%) H;;g::is
1a 100/0 79.59 69.04 +7
2a 100/20 79.61 70.10 +9
3a 100/40 80.00 70.45 +10
4a 100/60 78.97 72.00 +9
5a 100/80 83.68 70.59 +8
_ -
$ 20] | EEE before aging .
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Figure 3. Mechanical properties before and after aging for elastomers with different carbon black content,
a) the tensile strength and b) elongation at break.
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Figure 4. The influence of carbon black content on elastomeric material hardness before and after aging.
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hardness of the samples increases with increasing
the filler content, as it is shown in Fig. 4. This state-
ment can be attributed to the increase of cross-linking
density after thermal aging. The tensile strength after
aging is a function of the crosslink’s type, cross-link-
ing density, the chemical structure of the rubber mac-
romolecule and a chain scission associated with de-
gradation. A sample with 80 phr carbon black has the
maximum value of tensile strength, before and after
aging (Fig. 3). The values of elongation at break de-
creases with the carbon black loading increase.

CONCLUSION

The unfilled NBR vulcanizates have a very low
tensile strength because of no self-reinforcing effect
but when used in combination with reinforcing carbon
black nanoparticles the elastomeric materials with ex-
cellent mechanical properties were obtained. The hard-
ness of the samples increases with increasing the fil-
ler content. Our investigation indicated that the con-
tent of carbon black nanosized particles has a signifi-
cant influence on the aging properties of the obtained
composite materials. The vulcanizates filled with 80
phr of carbon black have the best aging resistance.
The poor thermal aging properties of random copoly-
mer of acrylonitrile and butadiene are the result of un-
saturations in the rubber macromolecules backbone
which permits a chain scission to occur under certain
adverse conditions.

REFERENCES

[11 Y. Coran, J. Appl. Polym. Sci. 87 (1) (2003) 24-30

[2]  A. Schroeder, M. Klippel, R. H.Schuster, Macromol. Ma-
ter. Eng. 292 (8) (2007) 885-916

[3] S.H. Botros, M.L. Tawfic, J. Elastomers, Plastics 37
(2005) 299-317

[4] S. Hanafi, B.Tan, B.T. Poh, J. Elastomers, Plastics 33
(2001) 251-262

[5] J.L.Leblanc, Prog. Polym. Sci. 27 (2002) 627-687

[6] T.A.Vilgis, Polymer 46 (2005) 4223-4229

[7] B.L. Lopez, L.D. Pérez, M. Mesa, L. Sierra, E. Devaux, M.
Camargo, C. Campagne, S. Giraud, e-Polymers 018
(2005) 1-13

[8] S. Wolf, Rubber Chem. Technol. 69 (1996) 325-346

9] M. Zaborski, J.B. Donnet, Macromol. Symp. 194 (2003) 87-
-100.

[10] R.S. Rajeev, S.K. De, Rubber Chem. Technol. 75 (3)
(2002) 475-509

[11] V. Arrighi, S. Gagliardi, J.S. Higgins, A. Triolo, J.M.
Zanotti, E-MRS Spring Meeting 2002, Strasbourg (Fran-
ce) (2000), N-15

[12] G. Allegra, G. Raos, M. Vacatello, Prog. Polym. Sci. 33
(2008) 683-731

[13] J.B. Donnet, Kautsch. Gummi Kunstst. 47 (1994) 628

[14] J. Frohlich, W. Niedermeier, H.-D. Luginsland, Composi-
tes Part A 36 (2005) 449-460

[15] G. Markovic, B. Radovanovic, M. Marinovic-Cincovic, J.
Budinski-Simendic, Mater. Manufact. Proc. 24 (2009)
1224-1228

[16] G. Markovi¢, B. Radovanovi¢, M.Marinovi¢-Cincovi¢, J.
Budinski-Simendi¢, CI&CEQ 13(4) (2007) 186-191

[17] W. Eckelmann, D. Reichenbach, H. Sempf, Kautsch.
Gummi Kunstst. 20 (1967) 347-348

[18] W. Eckelmann, D. Reichenbach, H. Sempf, Kautsch.
Gummi Kunstst. 22 (1969) 5

[19] M. Gerspacher, Kautsch. Gummi Kunstst. 5 (2009) 233-
-239.

289




<<
  /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


