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Abstract—Differential scanning calorimetry (DSC) was applied to natural rubber (NR) and NR/recycled natural rubber
(RNR)(NR/RNR) blend to understand and optimize the state of cure, which is based on the value of the exothermic
reaction obtained in process of vulcanization. Swelling and mechanical data were investigated with the increase of cure
time from 15 to 35 minutes with an interval of 5 minutes and compared with the DSC enthalpy data. With the increasing
cure time, cure enthalpy was decreased and a negative, while cure enthalpy was a positive value in 35-NR and 35-
NR/RNR when cure time was over 35 minutes due to the reversion. Swell index (Si) was gradually decreased but in-
creased slightly in the case of both NR and NR/RNR cured for 35 minutes. The study also indicated that cure enthalpy
data was very precise and fast to predict the cure state of the NR and NR/RNR blend.
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INTRODUCTION

The rubber industry began when Goodyear developed the first
useful rubber compound: natural rubber plus sulfur [1,2]. The con-
cept of mixing materials into rubber to improve performance is still
of primary importance today. Without compounding, few rubber
goods would be of any commercial value.

In the process of manufacturing a final product, the cure extent
of rubber compound, with an aim to impart a certain crosslink den-
sity, plays an important role in its performance. It has long been
known that most of the performance properties show a maximum
at a certain degree of cure. Mechanical properties of the material
are strongly dependent on the crosslink density of rubber. Modulus
and hardness increase monotonically with increasing crosslink den-
sity, and the material becomes more elastic, or stated alternatively,
less hysteric. Fracture properties, such as tear and tensile strength,
pass through a maximum as crosslinking is increased. Elastomers
have an optimum crosslink density range for practical use. Crosslink
levels must be high enough to prevent failure by viscous flow, but
low enough to avoid brittle failure [3].

In the same way as for thermosetting resins [4], the process of
curing rubbers is rather complex, since it consists of the stages of
heat transfer through the rubber and internal heat generated by the
overall cure reaction. The cure reaction is highly complex and the
reaction starts at a given temperature depending on the nature of
the vulcanizing agent. Thus, the rubber is heated in the mould at a
temperature for which the reaction takes place. The cure of rubbers
is of great importance from the economic point of view, since a prod-
uct badly cured with poor mechanical properties cannot be recy-
cled and hence should be rejected.

The determination of the kinetics of cure is of great interest, as
this kinetics is the basis for evaluating the operational conditions of
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the cure: temperature and time for a given dimension of the sample.
Rheometers are widely used, especially the moving die rheometer
(MDR) introduced in 1985 [5]. The rheometer is used at various
temperatures, and thus the temperature-dependence of the process
can be obtained [6]. Two experimental limitations, however, can
be considered: (i) The one with the temperature range over which
meaningful data can be obtained. The lower temperature for cure
studies leads to very long times. The higher temperature is deter-
mined by the induction period for the cure reaction to initiate. Thus,
it can be said that a temperature window of around 20-30 °C width
is found, over which meaningful data can be obtained. (ii) Another
problem appears with the temperature of the sample. In isotherm
MBDR, the applied temperature is the set apparatus temperature and
not the true sample temperature, especially in the following cases.
At the beginning, a sample at room temperature is introduced into
the slabs of the MDR kept at the selected temperature and it takes
some time for the equilibrium in the sample to establish. Because
of local heating arising from the exothermic reactions, some gradi-
ents of temperature are developed through the sample, especially
when the cure enthalpy is not very low. Nevertheless, the kinetic
parameters of the overall cure reaction can be determined from the
MDR experiments, such as the energy of activation and the pre-ex-
ponential factor, the order of the reaction (often taken as one), but
the cure enthalpy is not obtained.

Researchers are engaged in the process of optimizing the extent
of cure with an objective to enhance productivity and quality of a
product. An attempt has been made to apply a differential scanning
calorimetry (DSC) technique to understand the state of cure of rubber
compounds. When an uncured compounded rubber is subjected to
a time-temperature program in DSC, an exotherm (AH, enthalpy)
is observed based on the nature of the polymer, curatives and other
additives in the matrix. When the same compound is step cured for
different times at a fixed temperature and then subjected to a similar
temperature scan in DSC, H reduces and tends to zero with the ex-
tent of cure. When the matrix is fully cured, i.e., no more crosslink-
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ing takes place, then instead of exothermic, sometimes we get en-
dothermic behavior, depending on the nature of polymer and its
tendency to reversion.

Various other standard ASTM test methods of measuring state
of cure require evaluation of properties such as tensile, modulus,
elongation, hardness, compression set and, in some cases, cold tem-
perature brittleness.

All tests require either ASTM slabs or buttons. Moreover, all these
processes are very tedious, time consuming and involve huge cost.
Sometimes, many approximations are also required to get the required
results.

In the present study, an attempt has been made to develop and
apply a DSC technique, which is very fast and precise, to under-
stand the state of cure and optimize the cure cycle of a rubber prod-
uct. The method is based on the value of the exotherm obtained in
the temperature region of approximately 100-300 °C at a scan rate
of 20 °C under inert atmosphere.

EXPERIMENTAL

1. Materials and Formulations

The natural rubber used in this study was Standard Malaysian
Rubber (SMR L). The recycled natural rubber powder (RNRP) was
used. All other ingredients, such as sulfur, stearic acid and zinc oxide,
fast extrusion furnace (FEF) and dioctyl phthalate (DOP) were of
commercial grade and were used without further purification. The
formulations and designation are given in Table 1. The samples are
designated as a-NR and a-NR/RNR; a refers to the cure time applied.
2. Mixing and Molding

Two rubber compounds were prepared in a 1.6 liter laboratory
banbury mixer with a fill factor of 0.8. Compounding was carried
out in two stages. In the first stage, rubber was mixed with all other
ingredients except the curing agent, sulfur. The mixing was done at
60 rpm rotor speed for 5 minutes and subsequently sheeted out on
a two-roll mill. The specification of the mill was as follows: length,
0.45 m; radius, 0.10 m, speed of slow mill, 20 rev min™' and gear
ratio, 1.4. The compounded rubber was left for at least 24 hours for
maturation and mixed with the curing agent in the final stage where
final batch mixing was done at 25 rpm for 4 minutes. The rubber
sheets (3 mm thick) were compression molded at 145 °C in various
states of cure by varying cure time from 15 minutes to 35 minutes
with an internal of 5 minutes. The compression-molded samples were
immediately quenched in ice water to prevent them from further
curing.

3. Cure Enthalpy Measurement and Crosslink Density

Cure enthalpy was measured by using a Perkin Elmer DSC 6.
A certain mass of sample in the range of 15-20 mg was encapsu-
lated in a sample pan and scanned from 150-300 °C at a scan rate
of 20 °C/min under nitrogen atmosphere.

The procedure for the determining the crosslinking density (CD)
involves the swelling of a weighted sample of rubber in toluene for
approximately 48 hours. The rubber is removed, blotted quickly
with filter paper and weighed in a weighing bottle. Swelling index
is defined as the ratio of swollen weight to initial weight of the test
sample. After removal of the solvent in a vacuum oven, the weight
of imbibed solvent is obtained as the difference between the weight
of swollen sample and dried sample. The extent of swelling is given
by the volume fraction of the rubber (V,) in the swollen gel and is
calculated by using the method of Ellis and Welding [7].

_ (D-FA)pr—1
" (D-FA)pr—1+A0ps—1

where, D=swollen weight, F=fraction insoluble, A=sample weight,
AO=weight of the absorbed solvent corrected for swelling increment,
r=density of rubber and ps=density of solvent.

The crosslink density is calculated from V, by means of the Flory-
Rehner relationship [8].

[~In(1-V,)+V,+ V]

CD= .
@2PV)V,

where, y=polymer-solvent interaction parameter, p=density of poly-
mer and V=molar volume of solvent.
4. Mechanical Properties

Dumb-bell-shaped samples were cut from the molded sheets ac-
cording to ASTM D 412. Tensile testing of the samples were carried
out using an Instron Universal Testing Machine (4444-C10283) at
a cross-head speed of 50 mm/min and at 25+2 °C. The hardness of
the samples was measured as per ASTM D-2240 with a Mitutoyo
Shore A meter. For hardness measurements, sheets having an ef-
fective thickness of 6 mm were used.

RESULTS AND DISCUSSION

Sulfur vulcanization can be divided into two steps: (a) induction
period when the rubber, sulfur, accelerator, and activator are reacting
to produce the intermediates that will eventually give rise to crosslinks,
and (b) first order exothermic crosslinking reaction, which leads to
an increase of torque or modulus. Because of this exothermicity of

Table 1. Formulations and designation of the NR and NR/RNR blends

Ingredients NR (phr)* NR/RNR (phr)* Sample code

Natural rubber (SMR L) 100 50 15-NR 15-NR/RNR
Recycled natural rubber (RNR) - 50 20-NR 20-NR/RNR
Stearic acid 3 2 25-NR 25-NR/RNR
Zinc oxide 5 4 30-NR 30-NR/RNR
Semi reinforcing furnace (SRF) 60 40 35-NR 35-NR/RNR
Process oil 40 20 a-NR and a-NR/RNR; a refers
Sulfur 0.6 0.4 to cure time

“Parts per hundred rubber
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the vulcanization reaction, true isothermal conditions are never es-
tablished in a vulcanizing elastomer system. Moreover, vulcaniza-
tion processes are extremely complex, involving numerous consec-
utive and simultaneous reactions.

1. Differential Scanning Calorimetry

DSC is a thermal technique capable of detecting endothermic
and exothermic characteristics of elastomeric systems. The observed
enthalpy as obtained by DSC is the mathematical sum of the en-
thalpies of all individual reactions occurring in the temperature range
of measurement.

In a first order reaction like sulfur vulcanization of natural and
synthetic rubber, the following conversion is assumed for a peak
observed on the DSC curve when the sample is subjected to a con-
trolled temperature heating:

A—E—B+AH

where, k=velocity constant or specific reaction rate constant and
AH=heat of reaction or cure enthalpy.
Fractional conversion (X,) is defined as:

AH,-AH,,
X” = U ct
AH,

where, AH,=enthalpy of uncured compound, AH,_=enthalpy of com-
pound cured for time, t.

Residual heat of vulcanization (1-X,) is proportional to the unre-
acted cure system and is a function of time.

DSC characteristics obtained for all step cured samples from NR
and NR/RNR blend are shown in Table 2. It is observed in both
NR and NR/RNR that the absolute value of the enthalpy decreases
as the state of cure expressed in cure time increases. This is because
of the presence of much less rubber matrix, which can participate
in the vulcanization as the state of cure increases. Meanwhile, cure
enthalpy generated from NR is bigger than that from NR/RNR blend
for the same cure time due to the more rubber matrix to show ex-
othermic reaction in the vulcanization. Only one positive value, found
in the case of NR and NR/RNR blend cured for 35 minutes, may
be due to the reversion (endothermic) process, a common phe-
nomenon observed with natural rubber when it is over-cured [9].

Cure enthalpy is greatly affected with amount and/or type of in-

Table 2. DSC characteristics of the NR and NR/RNR blends

Sample Cure enthalpy Fractional cure Residual cure
(AH,J/g)  (Xn=(AH,-AH.)/AH,) ~ (1-X,)
0-NR —-12.45 - -
15-NR —3.327 0.774 0.226
20-NR —2.287 0.824 0.176
25-NR —0913 0.929 0.071
30-NR —0.016 0.968 0.032
35-NR +0.024 1.008 —0.008
0-NR/RNR 732 - -
15-NR/RNR —2.673 0.786 0.214
20-NR/RNR -1.354 0.863 0.137
25-NR/RNR —0.658 0.934 0.066
30-NR/RNR —0.056 0.976 0.024
35-NR/RNR +0.026 1.010 —0.010

gredients. Therefore, the composition of each sample should be con-
sidered for comparison. This is evident when individual cure enthal-
pies from the two samples, NR and NR/RNR, are looked into sep-
arately. A considerably high value of cure enthalpy is observed with
the 100% NR formulation (NR) as compared to that observed with
NR/RNR blend. This AH trend, which is considered to be enough
to support the trend of V, value, crosslink density and other mechani-
cal properties with cure state expressed in time, helps us to predict
the extent of cure accurately.
2. Swelling Behavior

For the purpose of supporting and correlating DSC cure enthalpy
findings, crosslink density by equilibrium swelling measurements
was also performed to judge the state of the degree of vulcanization.
Fig. 1 shows the values of swell index, S, of all step-cured samples,
NR and NR/RNR blend. The swelling index value decreases with
the increasing degree of cure. As the crosslinking of rubber is in-
creased more and more, three-dimensional network structures are
formed that restrict swelling in the solvent. In this way, when the
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Fig. 1. Variation of swelling index of the NR and NR/RNR as a func-
tion of cure time.
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Fig. 2. Variation of volume fraction of the NR and NR/RNR as a
function of cure time.
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Fig. 3. Variation of crosslink density of the NR and NR/RNR as
a function of cure time.

Table 3. Mechanical properties of the NR and NR/RNR blends
100% 200% 300%

Tensile

Sample ~ Modulus Modulus Modulus strength zazi?e:)s
(MPa) ~ (MPa) ~ (MPa)  (MPa)
15-NR 2.5 6.6 12.0 247 61
20-NR 2.8 74 13.1 25.0 62
25-NR 2.8 7.5 13.3 254 63
30-NR 2.7 7.2 129 259 64
35-NR 2.7 7.2 12.8 25.6 64
I15-NR/RNR 2.1 6.2 11.4 223 64
20-NR/RNR 23 6.6 11.7 22.7 65
25-NR/RNR 24 6.8 11.9 232 66
30-NR/RNR 2.6 7.1 122 23.7 68
35-NR/RNR 25 6.9 12.1 23.6 68

crosslinking is increased further, the gel point is eventually reached,
and the whole composition no longer dissolves in the solvent. Com-
pared with NR, the NR/RNR blend gives greater swelling resis-
tance. This is due to the presence of crosslinked precursors and un-
reacted curative in rubber matrix of NR/RNR blend, which might
reduce the penetration of solvent into the NR/RNR compound. Vol-
ume fraction (Fig. 2) and crosslink density (Fig. 3), which can be
expressed as the reciprocal of swelling index value, pass through a
maximum as crosslinking is increased.

3. Mechanical Properties

Mechanical properties, such as tensile strength, modulus and hard-
ness with increasing cure time, are presented in Table 3. The gen-
eral tend is: with increasing cure time, increased hardness as a func-
tion of increased vulcanization is observed in all cases.

The tensile strength gradually increased to a maximum at 30-
minute cure time in both NR and NR/RNR blend. Further increase
of cure time leads to a decrease in tensile strength. This reversion
phenomenon occurring in natural rubbers which are sulfur vulca-
nized and overcured is prominent, i.e., destruction of crosslinks pre-
dominates over the usual bond formation while curing. The main
parameter governing reversion stability is the number of double bonds

January, 2009

along the longitudinal axis of the macromolecule. During vulcani-
zation, the crosslinks initially formed are mainly the thermally unsta-
ble polysulphidic bonds. These are transformed into di- and mono-
sulphidic crosslinks as the cure progresses. Reversion is the loss of
some of the original polysulphides due to the secondary reactions
of the S crosslinks which are initially formed. The liberated sulfur,
or the sulfur which is still present in the vulcanizates, may result
either in post vulcanization or modification to the polymer chain
leading to lower mechanical properties of natural rubber product.
Compared with NR, the NR/RNR blend gives lower tensile strength
due to the weak interaction and bonding between the recycled rub-
ber powder particles and the natural rubber matrix when more than
10 phr is used [10].

Modulus of the samples, NR and NR/RNR increases with cure
time up to 30-NR and 30-NR/RNR and it is found to be decreased
in 35-NR and 35-NR/RNR. With increasing cure time, more and
more crosslinks are formed, attain a maximum and then start de-
creasing when cure time is over 30 minutes. This trend is very similar
to that of tensile strength of NR and NR/RNR. Therefore, maxi-
mum physical properties are attained at 30 minutes cure time. DSC
study also points towards similar findings. This corresponds to about
90% achievement of state of cure. By comparing these two find-
ings, technically one can predict how much time is to be provided
in the process of curing in order to get a quality product.

CONCLUSION

The absolute value of the enthalpy decreases as the state of cure
expressed in cure time increases in both NR and NR/RNR. Mean-
while, cure enthalpy generated from NR is bigger than that from
NR/RNR blend for the same cure time. Only one positive value,
found in the case of NR and NR/RNR blend cured for 30 minutes,
may be due to the reversion (endothermic) process. The swell index
decreases with the increasing cure time. Compared with NR, the
NR/RNR blend gives greater swelling resistance due to the presence
of crosslinked precursors and unreacted curative in rubber matrix of
NR/RNR blend. Volume fraction and crosslink density, which can
be expressed as the reciprocal of swelling index value, pass through
a maximum as crosslinking is increased. With increasing cure time,
increased hardness as a function of increased vulcanization is ob-
served in all cases. The tensile strength gradually increased to a
maximum at 30-minute cure time in both NR and NR/RNR blend.
Further increase of cure time leads to a decrease in tensile strength.
Compared with NR, the NR/RNR blend gives lower tensile strength
due to the weak interaction and bonding between the recycled rub-
ber powder particles and the natural rubber matrix when more than
10 phr is used. Modulus of the samples, NR and NR/RNR increases
with cure time up to 30-NR and 30-NR/RNR and it is found to be
decreased in 35-NR and 35-NR/RNR.

REFERENCES

1. C. Goodyear, U.S. Patent 3,663 (1844).

2. C. Goodyear, Gum elastic, New Heaven (1855).

3. M. Akiba and A. S. Hashim, Prog. Polym. Sci., 22,475 (1997).

4. D. H.Kim, J. O. Beak, Y. S. Choe and W. H. Kim, Korean J. Chem.
Eng., 22,755 (2005).



Enthalpy profile-cure state relationship of compounded rubber by differential scanning calorimetry 299

5.1. D. Rosca and J. M. Vergnaud, Polymer, 43, 195 (2002). 9. Indian Rubber Institue, Rubber engineering, 1st edn., pp. 299-300,
6. E.K. Lee and S. Y. Choi, Korean J. Chem. Eng., 24, 1070 (2007). M. M. Patel et al., eds., McGraw-Hill, New York (1998).

7. B. Ellis and G N. Welding, Rubber Chem. Technol., 37, 563 (1964). 10. H. Ismail, R. Nordin and A. M. Noor, Polymer Testing, 21, 565
8.D. De and A. N. Gent, Rubber Chem. Technol., 69, 834 (1996). (2002).

Korean J. Chem. Eng.(Vol. 26, No. 1)




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts 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
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 200
  /ColorImageDepth 8
  /ColorImageDownsampleThreshold 1.00000
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth 8
  /GrayImageDownsampleThreshold 1.33333
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.00000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /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)
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /DetectCurves 0.000000
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /PreserveDICMYKValues true
  /PreserveFlatness true
  /CropColorImages true
  /ColorImageMinResolution 290
  /ColorImageMinResolutionPolicy /Warning
  /ColorImageMinDownsampleDepth 1
  /CropGrayImages true
  /GrayImageMinResolution 290
  /GrayImageMinResolutionPolicy /Warning
  /GrayImageMinDownsampleDepth 2
  /CropMonoImages true
  /MonoImageMinResolution 800
  /MonoImageMinResolutionPolicy /Warning
  /CheckCompliance [
    /None
  ]
  /PDFXOutputConditionIdentifier ()
  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


