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Abstract The flammability and the thermo-oxidative deg-
radation kinetics of zinc borate (ZB) and microcapsulated
red phosphorus (MRP) with magnesium hydroxide (MH) in
flame-retardant polypropylene (PP) composites were stud-
ied by limiting oxygen index (LOI), TGA, and FTIR
spectroscopy. The results show that ZB/MRP is a good
synergist for improving the flame retardancy of the PP
composites. The Kissinger and Flynn-Wall-Ozawa methods
were used to determine the activation energy (E) for
degradation of PP composites. The results from the TGA
curves indicate that the thermal stability of PP/MH/ZB and
PP/MH/ZB/MRP composites is better than that of PP/MH
composites. The kinetic results show that the values of E
for degradation of PP/MH/ZB/MRP composites is much
higher than those of PP/MH and PP/MH/ZB composites.
The FTIR spectra data show that the incorporation of MH
improves the thermo-oxidative stability of PP, especially for
PP/MH composites with suitable content of MRP at higher
temperatures. These data indicate that the synergistic flame
retardants used in this work have a great effect on the

mechanisms of pyrolysis and combustion of PP/MH
composites.
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Introduction

The degradation of polymer materials is the focus of a lot of
research into the management of plastic waste. The analysis
of the degradation kinetics of polymeric materials is
important for modeling the degradation process. The
process of molecule chain scission is very complex and
causes various products [1]. Polypropylene (PP) is the
major synthetic polymer to achieve industrial importance.
However, the relatively low thermal resistance and the
flammability of PP matrix limit its usage in many fields of
applications. Pyrolysis is the standard technique used for
thermally degrading polymer, and much interest has been
devoted to the investigation of PP thermal degradation
[2–8]. Earlier studies showed that the thermal depolymer-
ization of PP was considered as a radical process, which
included initiation, propagation and termination, and which
was analogous to the mechanism of polyethylene degrada-
tion [1, 4, 9]. After the bond scission into primary and
secondary radicals, tertiary radicals are formed via rear-
rangement reactions.

The pyrolysis and combustion of PP and its composites has
a close relationship with their thermo-oxidative degradation
process. Therefore, it is very important to evaluate the thermal
stability and thermo-oxidative degradation of PP and the
flame retarded PP composites so as to ascertain the application
and processing window of PP composites. The pyrolysis and
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combustion of polymeric materials is a subject of concern in
the research field of flame retardancy and smoke suppression
[10–13]. Several ways have been developed to evaluate the
pyrolysis behaviors of polymer composites [14–16]. The
methods of kinetic analysis are based on thermogravimetric
analysis. Some valuable parameters, such as pre-exponential
factor, reaction order, and apparent activation energy can be
calculated from the thermogravimetric curve of polymer
through differential and integral methods. The distinction of
the two methods depends on whether they are based on only
one heating rate or on more than one heating rate [17]. The
apparent kinetic parameters for the overall thermal degrada-
tion of PP were determined under isothermal conditions
using a gradient free reactor with on-line mass spectrometry.
For pure PP, different investigators have reported different
values of activation energy [4, 8].

However, there is lack of information on the thermal deg-
radation of halogen-free flame retarded PP composites,
especially for PP/MH composites with synergistic additives,
such as ZB, MRP etc. In our previous work [18–21], we
studied the mechanical properties, crystallization behavior,
and combustion characteristics of MH flame retarded PP
composites. It was found that incorporation of a suitable
amount of MRP had good synergistic effect with MH in
flame retardant PP composites. In this paper, the flammabil-
ity and thermo-oxidative degradation of ZB or/and MRP
with MH flame retarded PP composites were investigated by
limiting oxygen index (LOI), thermogravimetric analysis
(TGA), and fourier transform infrared (FTIR) spectra. The
thermal stability and thermo-oxidative degradation kinetics
of PP/MH, PP/MH/ZB, and PP/MH/ZB/MRP composites
were characterized by a series of methods, apparent
activation energies of these processes have been determined,
and the mechanism of each process has also been discussed
in detail.

Experimental

Materials

PP used in this work was a commercial polymer PP-140,
supplied by Baling Petrochemical Ltd (Hunan, China). zinc
borate (ZB) was supplied by Shandong Zibo Zichuan
Chemical CO., LTD. Microcapsulated red phosphorus
(MRP) was provided by National Engineering Research
Center for Compounding and Modification of Polymeric
Materials (Guizhou, China). Magnesium hydroxide, Mg
(OH)2, with an average particle size of 2.0–2.5μm, was
provided by Qindao Haida Chemical Ltd (Shandong,
China). The surface of MH particles was treated with
stearate according to our previous report [18].

Preparation of samples

The PP composites filled with the desired amounts of MH,
ZB or/and MRP were blended in a twin-screw extruder
(Type TSE-40A/400-44-22, L/D=40, made in Nanjing,
China) at 175–215°C and screw speed is 160 rpm. The
extrudate was cut into pellets and injection molded (Type
J80M3V, made in China) at 210°C into various specimens
for tests and characterization. The samples for FTIR
measurements were obtained from the residue left after
the corresponding composites degraded in a muffle oven
under different temperatures.

Measurements and characterization

Limiting oxygen index (LOI)

The LOI value was measured using a limiting oxygen index
instrument (Type JF-3, manufactured by Jiangning Analysis
Instrument Factory, Nanjing, China) on sheets 100×10×
4 mm according to the standard oxygen index test ASTM
D2863-77.

Thermogravimetric analysis (TGA)

Thermogravimetric analysis (TGA) was carried out with
samples of about 8 mg in air atmosphere with a flow rate of
30 ml/min in a temperature range from 30°C to 600°C at
scanning rates of 5°C/min, 10°C/min, 20°C/min and 30°C/
min by a Perkin-Elmer Q 50 thermogravimetric analyzer.
Experimental error was about ±5°C and ±1 wt.% for
thermo-oxidative degradation temperature and char yield,
respectively.

FTIR spectroscopy

The Fourier transform infrared (FTIR) spectra were
recorded using a Nicolet MAGNA-IR 750 spectrophotom-
eter. The residues left after degradation of PP/MH, PP/MH/
ZB and PP/MH/ZB/MRP composites degraded at different
temperatures were mixed with KBr powders, and then the
mixture was compressed into plates for FTIR spectra
analysis.

Kinetic analysis

The application of dynamic TGA methods holds great
promise as a tool for unraveling the mechanisms of physical
and chemical processes that occur during degradation of a
polymer and its composites. For instance, the thermo-
oxidative degradation kinetics of PP and flame retarded PP
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composites can be based on TGA results. In TGA measure-
ments, conversion α has been defined as:

a ¼ wi � wa

wi � wf
ð1Þ

where wα, wi and wf are the actual, initial and final sample
weights, respectively. The kinetic information can be
extracted from dynamic experiments by means of various
methods. All kinetic investigations assume that the isother-
mal rate of conversion, dα/dt, is a linear function of the
reactant concentration loss and of the temperature-
independent rate constant, k, and a temperature-independent
function of the conversion, α, that is:

da=dt ¼ b da=dTð Þ ¼ k Tð Þf að Þ ð2Þ
where f(α) and k(T) are the functions of conversion and
temperature, respectively. b ¼ dT=dt.

The temperature dependence of the kinetic constant (k)
can generally be given by the Arrhenius equation:

k Tð Þ ¼ Ae�
E
RT ð3Þ

where E is the activation energy of the reaction, A is the
frequency factor, T is the reaction temperature, and R is the
gas constant.

f(α) depends on the particular decomposition mecha-
nism. The simplest and most frequently given model for f
(α) in TGA data is

f að Þ ¼ 1� að Þn ð4Þ
where (1-α) is the dimensionless amount of reactive
remaining and n is the reaction order. The combination of
Eqs. 2, 3 and 4 gives the following equation:

da=dt ¼ b da=dTð Þ ¼ Ae�
E
RT 1� að Þn ð5Þ

Equation 5 is normally the fundamental base for the
kinetic analysis of a solid material from nonisothermal
TGA experimental data. In present paper, the Kissinger and
Flynn-Wall-Ozawa methods [22–25] were used to calculate
the activation energy (E) of the PP matrix and flame
retarded PP composites.

Results and discussion

Flammability

Figure 1 presents the changes of LOI values for the PP/MH
composites with different synergistic additives. On the one
hand, the LOI values of PP/MH/ZB composites increase

Fig. 1 Effect of ZB and MRP on LOI values of the flame retarded PP composites: a PP/MH/ZB composites (PP=100 phr, MH + ZB=100 phr); b
PP/MH/ZB/MRP composites (PP=100 phr, MH=90 phr, ZB + MRP=10 phr)

Fig. 2 The TGA curves of the flame retarded PP composites in air: a
neat-PP; b PP/MH (100/100); c PP/MH/ZB (100/90/10); d PP/MH/
ZB/MRP (100/90/4/6)
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with increasing the loading of ZB and then level off after
10 phr ZB, indicating that ZB can improve the flame
retardancy of the PP/MH composites. On the other hand, it
is clearly seen that the values of LOI of PP/MH/ZB/MRP
composites increase gradually with increasing the concen-
tration of MRP. With the addition of 4 phr MRP instead of
partial ZB in the composites, the LOI values of the
composites increase from 30.2 to 31.2. These data show
that the addition of MRP can greatly improve the LOI
values of flame retarded PP composites due to its better
synergistic effect with MH. Moreover, the flame retardant
mechanism of the system has changed due to the addition
of MRP.

Thermal stability

TGA curves of the PP composites under a flow of air at a
heating rate of 10°C/min are shown in Fig. 2. In our
previous studies [8, 18] showed that the addition of MH

greatly improved the thermo-oxidative stability. In this
work, the PP/MH/ZB composites with and without MRP
both show only one decomposition process as that of PP/
MH composites. The thermogravimetric curves of these
composites are very similar at whole degradation process
and the procedural decomposition temperatures of the
composites with MRP are slightly higher than those of the
composites without MRP. For example, the decomposition
temperatures of neat PP and PP/MH compsites at 5% loss
weight are 248.3°C and 328.2°C, respectively, whereas
those of PP/MH/ZB and PP/MH/ZB/MRP composites are
337°C and 347.1°C, respectively. These results indicate that
the thermal stability of the PP/MH/ZB and PP/MH/ZB/
MRP composites is greatly superior to that of the PP/MH
composites by the increase of pyrolysis temperature. On the
other hand, the residue left after degradation of PP/MH
composites at 550°C is 35.5 wt.% and those of PP/MH/ZB
and PP/MH/ZB/MRP composites are 37.6 wt.% and
38.0 wt.%, respectively, indicating more residue for the

Fig. 3 TGA curves of PP and PP composites in air at different heating rates: a PP; b PP/MH (100/100); c PP/MH/ZB (100/90/10); d PP/MH/ZB/
MRP(100/90/4/6)
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Fig. 4 DTG curves of PP and PP composites in air at different heating rates: a PP; b PP/MH (100/100); c PP/MH/ZB (100/90/10); d PP/MH/ZB/
MRP(100/90/4/6)

Table 1 Activation energy of PP and its composites obtained by the Kissinger method

Sample Heating rate (°C/min) Tp (°C) Degradation stage Activation energy, E(KJ/mol) Correlation coefficient, γ

Neat-PP 5 287.2 Whole process 69.1 0.9938
10 316.0

20 341.1

30 352.3

5 384.9

PP/MH composite 10 396.1 Whole process 111.4 0.9639
20 421.2

30 439.3

5 389.8

PP/MH/ZB composite 10 413.7 Whole process 168.6 0.9419
20 416.8

30 427.4

5 391.2

PP/MH/ZB/MRP
composite

10 412.7 Whole process 172.2 0.9553
20 416.3

30 425.7
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composites with ZB/MRP after degradation at high tem-
perature. Higher residue enhances the flame retardancy,
reflecting the increase of LOI (Fig. 1).

Figure 3 showed the TGA curves of PP and its
composites heated in air at several heating rates from 5°C/
min to 30°C/min. Figure 4 was the corresponding DTG
curves of the composites. It is clearly found from Figs. 3
and 4 that the thermo-oxidative degradation curves of the
above composites are shifted to higher temperatures with
increasing heating rate.

Thermo-oxidative degradation kinetics

In this work, the activation energy (E) values of PP and its
composites were calculated using the Kissinger and Flynn-
Wall-Ozawa methods. According to the Kissinger method,
the values of E are obtained from the slope of the straight
line of ln b

�
T2
max

� �
versus 1/Tmax. The peak temperature

(Tp) obtained from the DTG curves and E values for the

degradation of the above samples were listed in Table 1.
The results show that Tp is shifted to higher temperatures
with increasing heating rate. The value of E of the thermo-
oxidative degradation of neat PP in air is only 69.1 kJ/mol.
However, the E values of PP containing various flame
retardant additives (Table 1) are much higher than that of
neat PP, and the E values further increase with the
incorporation of MRP, indicating the reaction mechanism
has changed.

Another kinetic method used in this paper is Flynn-Wall-
Ozawa method, which is probably the most general derivative
technique [26]. The plot of log β against 1,000/T at a fixed
degree of conversion α should give a straight whose slope is
proportional to E. From the Doyle approximation, we used
the conversion values in the range of 5–60% in this method,
so α=0.05, 0.1, 0.2, 0.3, 0.5 and 0.6 were used. The results
of the Flynn-Wall-Ozawa method were shown in Figs. 5, 6, 7
and 8, which illustrated the plots of log β versus 1,000/T at
varying conversions in air. And the values of E corresponding

Fig. 5 Ozawa plots of PP at different conversion

Fig. 6 Ozawa plots of PP/MH (100/100) composite at different
conversion

Fig. 7 Ozawa plots of PP/MH/ZB (100/90/10) composite at different
conversion

Fig. 8 Ozawa plots of PP/MH/ZB/MRP (100/90/4/6) composite at
different conversion
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Conversion, α Activation energy, E(KJ/mol) Correlation coefficient, γ

0.05 40.2 0.9999

0.1 37.6 0.9979

0.2 37.7 0.9977

0.3 37.4 0.9962

0.5 37.3 0.9946

0.6 37.6 0.9868

Table 2 Activation energy
of PP obtained by the Ozawa
method

Conversion, α Activation energy, E(KJ/mol) Correlation coefficient, γ

0.05 81.3 0.9960

0.1 67.6 0.9978

0.2 58.8 0.9991

0.3 58.1 0.9996

0.5 55.5 0.9918

0.6 53.4 0.9976

Table 3 Activation energy
of PP/MH composite obtained
by the Ozawa method

Conversion, α Activation energy, E (KJ/mol) Correlation coefficient, γ

0.05 80.9 0.9948

0.1 80.3 0.9975

0.2 85.7 0.9959

0.3 79.4 0.9967

0.5 80.1 0.9997

0.6 86.5 0.9879

Table 4 Activation energy
of PP/MH/ZB composite
obtained by the Ozawa method

Conversion, α Activation energy, E(KJ/mol) Correlation coefficient, γ

0.05 94.2 0.9425

0.1 103.4 0.9701

0.2 115.1 0.9833

0.3 104.5 0.9943

0.5 88.2 0.9985

0.6 87.3 0.9985

Table 5 Activation energy
of PP/MH/ZB/MRP composite
obtained by the Ozawa method
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to the different conversions were listed in Tables 2, 3, 4 and 5.
The average values of E of neat PP, PP/MH, PP/MH/ZB, and
PP/MH/ZB/MRP composites are 37.9 kJ/mol, 62.5 kJ/mol,
82.2 kJ/mol, and 98.7 kJ/mol, respectively. The E values
of these composites obtained by Kissinger method are
69.1 kJ/mol, 111.4 kJ/mol, 168.6 kJ/mol, and 172.2 kJ/mol,
respectively. It is clearly observed that the same trend of the
E values of neat PP and its composites calculated using the
two methods follows the order PP/MH/ZB/MRP > PP/MH/
ZB > PP/MH > neat PP, even if there is a discrepancy for the
E values obtained by the Kissinger and Flynn-Wall-Ozawa
methods. In addition, it is clearly seen from Table 5 that the
E values of PP/MH/ZB/MRP composites increases with
increasing α, and then decreases. This indicates that the E
values depend on the degree of conversion due to the addition
of MRP.

Through analyzing the activation energies obtained by
the Kissinger and Flynn-Wall-Ozawa methods, It is found
that the E values of the PP/MH/MRP composites is higher
than those of the composites without MRP. In other words,
the addition of MRP can improve the thermo-oxidative
degradation temperature of the PP composites. The increase
of E value of the PP composites can be explained by the
fact that the decomposition of MH does not complete
before the polypropylene degradation. And there are some
influences of MRP on the value of E of PP/MH composite.
It is generally accepted that MRP exerts its flame
retardancy in polymer in the condensed phase. In MRP
flame retarded PP, it is oxidized to coherent and dense
intumescent char, which can promote forming a protective
carbonaceous char on the burning substrate.

FTIR analysis of the residue

In general the changes of C-H absorption intensities of
aliphatic groups in the 2,400–3,200 cm−1 region are used to

evaluate the thermal stability of polymer materials during
thermo-oxidative degradation investigations [27–29]. The
changes of FTIR spectra of the PP/MH, PP/MH/ZB, and PP/
MH/ZB/MRP composites with increasing the pyrolysis tem-
perature are given in Figs. 9, 10 and 11, respectively. Clearly
the relative intensities of characteristic peaks of PP/MH
composites almost change below 200°C, but decrease greatly
with increase of pyrolysis temperature above 300°C. All
peaks nearly disappear at 600°C, indicating that PP in PP/
MH composites decomposes completely. Compared with the
PP/MH composites, the thermo-oxidative degradation pro-
cesses of PP/MH/ZB/MRP composites (Fig. 11) are much
more complicated. The peaks for PP/MH composites at
2,924, 2,863 and 1,075 cm−1 disappear at about 350°C,
whereas the relative intensities of the peaks for PP/MH/ZB/
MRP composites still exist when the temperature arrives at
400°C. The intensities of the absorption peaks of the PP/
MH/ZB/MRP composites are higher than those of PP/MH
composites at the same pyrolysis temperature, which

Fig. 9 Changes in residue left FTIR spectra of PP/MH composite at
different pyrolysis temperatures

Fig. 10 Changes in residue left FTIR spectra of PP/MH/ZB
composite at different pyrolysis temperatures

Fig. 11 Changes in residue left FTIR spectra of PP/MH/ZB/MRP
composite at different pyrolysis temperatures
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indicates that the incorporation of MRP increases the
thermo-oxidative stability of the PP/MH composites.

There are also some absorption bands in the 1,600–
900 cm−1 region. For the PP/MH composites, the intensities
of the absorption peaks at 1,460 cm−1, 1,376 cm−1 and
973 cm−1 decrease with increasing the pyrolysis tempera-
ture and even disappear when the temperature increases
about over 400°C, however, the relative intensity of the
peaks for PP/MH/ZB/MRP composites still exists up to
400°C. The intensity of the carbonyl absorption bands first
increases, then decreases, and finally disappears as the
pyrolysis temperature increases further. The absorption
peaks at 1,462 cm−1, 1,380 cm−1, and 970 cm−1 are
assigned to −CH2, −CH3 and carbonate, respectively [30,
31]. The peaks at 1,300 cm−1 and 970 cm−1 in Fig. 11 are
assigned to the P-O-C and P-O groups [31]. Some studies
are focused on the thermo-oxidative degradation of PP [7,
9], which is believed to proceed by a free radical
mechanism [32]. When PP is exposed to high temperature,
alkyl macroradicals are formed, which reacts with oxygen
to form alkyl peroxide radicals.

On the other hand, it can clearly be observed from
Figs. 9–11 that the intensity of the absorption peak at
3,696 cm−1 decreases gradually during the thermo-oxidative
degradation. This reason is due to the thermal decomposition
of Mg(OH)2, resulting in a decrease of −OH content.

Conclusions

The flame retardancy and degradation kinetics of PP
formulations containing MH in the absence and presence
of ZB or/and MRP were investigated using LOI, TGA, and
FTIR. The LOI data indicate that ZB or/and MRP has a
good synergistic effect with MH in PP/MH composites. The
addition of ZB or/and MRP greatly improves the thermal
stability of PP/MH/ZB and PP/MH/ZB/MRP composites by
increasing the pyrolysis temperature. The E values of the
degradation of the flame retarded PP composites calculated
using the Kissinger and Flynn-Wall-Ozawa methods based
on TGA curves are higher than those of neat PP, especially
for PP/MH composites with suitable amount of MRP,
which indicates that the degradation of the flame retarded
PP composites is more difficult than that of neat PP. The
FTIR studies show the addition of MRP into PP/MH
composites greatly improves the thermal oxidative stability.

Acknowledgements The authors are grateful to Science and
Technology Foundation of Guizhou province [(2008)7001], Hope
Stars Foundation of Southwest Jiaotong University (2008–12),
National 863 Project Foundation of China (2003AA32X230), and
National Science and Technology Supporting Project Foundation of
China (2007BAB08B05) for financial supports of this work.

References

1. Ravi K, Giridhar M (2003) J Appl Polym Sci 90:2206
2. Decker C, Mayo FR (1973) J Polym Sci Polym Chem Ed 11:2847
3. Chan JH, Balke ST (1997) Polym Degrad Stab 57:135
4. Bockhorn HA, Hornung A, Hornung U, Schawaller D (1999) J

Anal Appl Pyrolysis 48:93
5. Ballice L, Reimert R (2002) Chem Eng Process 41:289
6. Gao Z, Kaneko T, Amasaki I, Nakada M (2003) Polym Degrad

Stab 80:269
7. Sergei ML, Irina LD, Svetlana MB, Gennadi EZ (2005) Polym Int

54:999
8. Chen XL, Yu J, Guo SY (2007) J App Polym Sci 103:1978
9. Jeffery DP, Sergey V, Charles AW (2001) Macromol Chem Phys

202:775
10. Fukatsu K (2002) Polym Degrad Stab 75:479
11. Sivalingam G, Priyadarsi D, Karthik R, Giridhar M (2004) Polym

Degrad Stab 84:173
12. Wang HH, Wu SP (2005) J Polym Res 12:37
13. Al Ani KE (2007) J Polym Res 14:83
14. Núńez L, Fraga F, Rúńez NM, Villanueva M (2000) Polymer

41:4634
15. Budrugeac P (2001) Polym Degrad Stab 71:185
16. Chen XL, Yu J, Guo SY, Luo Z (2008) J Macromo Sci Part A

Pure and App Chem 45:712
17. Wang HD, Yang J, Long SR (2004) Polym Degrad Stab 83:229
18. Chen XL, Yu J, Guo SY (2006) J Appl Polym Sci 102:4943
19. Chen XL, Wu H, Luo Z, Yang B, Guo SY, Yu J (2007) Polym Eng

Sci 47:17560
20. Chen XL, Yu J, Guo SY, Luo Z, He M (2008) Polym Compos.

doi:10.1002/pc.20638
21. Chen XL, Yu J, He M, Guo SY, Luo Z, Lu SJ. (2008) J Polym

Res. doi:10.1007/s10965-008-9236-9
22. Kissinger H (1957) Anal Chem 29:1072
23. Flynn JH, Wall LA (1966) Polym Lett 4:323
24. Cho YS, Shim MJ, Kim SW (1998) Mater Chem Phys 52:94
25. Park JW, Oh SC, Lee HP, Kim HT, Yoo KO (2000) Polym Degrad

Stab 67:535
26. Yang KK, Wang XL, Wang YZ (2003) Eur Poly J 39:1567
27. Wang Z, Hu K, Hu Y, Gui Z (2003) Polym Int 52:1016
28. Xie RC, Costa QL (2001) Polym Degrad Stab 72:313
29. Lv P, Wang ZZ, Hu K, Fan WC (2005) Polym Degrad Stab

90:523
30. Costa L, Luda MP, Trossarelli L (1997) Polym Degrad Stab

58:41
31. Bugajny Bourbigot MS, Bras ML, Delobel R (1999) Polym Int

48:264
32. Gugumus F (2002) Polym Degrad Stab 77:147

Kinetics of thermo-oxidative degradation of zinc borate 753

http://dx.doi.org/10.1002/pc.20638
http://dx.doi.org/10.1007/s10965-008-9236-9

	Kinetics...
	Abstract
	Introduction
	Experimental
	Materials
	Preparation of samples
	Measurements and characterization
	Limiting oxygen index (LOI)
	Thermogravimetric analysis (TGA)
	FTIR spectroscopy


	Kinetic analysis
	Results and discussion
	Flammability
	Thermal stability
	Thermo-oxidative degradation kinetics
	FTIR analysis of the residue

	Conclusions
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (None)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /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 /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /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 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /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 (http://www.color.org?)
  /PDFXTrapped /False

  /SyntheticBoldness 1.000000
  /Description <<
    /ENU <>
    /DEU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [5952.756 8418.897]
>> setpagedevice


