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 In the present work, the polymerization of limonene oxide (LO) catalyzed by Maghnite H+ 

(Mag- H+) is investigated. Mag-H+ is Algerian montmorillonite sheet silicate clay exchanged 
with protons. The poly limonene oxide (PLO) is obtained by cationic ring opening 
polymerization in bulk and with solvent. The effect of the reaction time, the temperature and 
the amount of catalyst are studied and discussed in order to find the optimal reactions 
conditions. The polymerization in solution at 0 °C with 5% by weight of catalyst leads to the 
best yield 61.34% for a reaction time of 1h. The structure of the obtained products is 
characterized by XRD, 1H-NMR, 13C-RMN, ATR-FTIR, DSC and TGA.  
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1. Introduction 
      

 

      The preparation of bio-based polymers by using renewable monomers; which respects the 
principles of green chemistry; is currently an important alternative solution to petroleum derived 
polymers.1 Several products derived from natural resources; which are produced from renewable 
agricultural and biomass feedstock; have become commercially available. Among these products, is 
LO. Limonene oxide C10H16O; which is derived from monoterpene natural cyclic limonene; is produced 
by more than 300 plants.2 Limonene oils are obtained industrially as a by-product of the citric fruit 
juice processing and are then oxidized to form mono and di-functional epoxides.3,4 The low cost of LO 
makes them attractive organic renewable monomers for the synthesis of the PLO.5 The ring opening 
polymerization of LO was first reported in 1985 by Aikins and al work.6 They found that the cationic 
polymerization induced radiation gives high conversion of LO into the PLO, which can reach a high 
yield of 80%. In Han Jin Park et al work, the photoinitiated cationic ring-opening polymerization of 
LO is studied using diarylidonium salt and triarylsulfonium salt as a photoinitiators. However, this type 
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of reaction leads to side reactions with nonpolymeric products.1 Hisatoyo Morinaga and al, studied the 
polymerization of LO based on radical reaction, through the double bonds with branched 
polyethyleneimine. This leads to a network polymer leading to a high thermal resistance in high yields.2 
LO represents an excellent choice for copolymerization reactions with other monomers. One of the 
most known reaction is with the carbon dioxide using zinc-based catalysts to obtain polylimonene 
carbonate, which many functional materials can be derived.7-10 

     Among the principles of green chemistry is the use of renewable material feedstock and the 
environmentally benign substances, including solvents and catalysts. The existing literature related to 
the research work based on the homopolymerization of LO through the epoxide function is in fact very 
modest, one of the reasons for which this paperwork is proposed. The objective of this present paper is 
to extend the scope of other promising new domain of polymer synthesis by using another catalyst 
system, which has been shown to exhibit a higher efficiency. The novelty in this paper is the synthesis 
of PLO by a simple method respecting the principles of green chemistry using a green catalyst called 
Maghnite-H+. The polymerization of LO is prepared in bulk and in the presence of dichloromethane as 
solvent. The best yield is obtained in the reaction with solvent. The structure obtained of the PLO is 
confirmed by the FTIR, 1H-NMR and 13C-NMR analysis. The thermal properties of the prepared 
polymers are given by TGA and DSC analysis. The effects of the different synthesis parameters, such 
as the amount of Mag-H+, the temperature and the polymerization time, are also investigated.  
 
1.1. Green catalyst Maghnite 

       The Maghnite is an Algerian layered montmotmorillonite, which has a high ratio of aluminium and 
silicium.11 Maghnite sheets are made up of octahedral layers, which lie between two octahedral layers, 
and between the octahedral layers are exchangeable cations and water molecules as shown in Fig. 1, 
depicting the structure of Maghnite confirmed by XRD analysis and ATR-FTIR. In its acid activated 
form, the Maghnite is used as a catalyst for cationic polymerization of vinylic and heterocyclic 
monomers. The activation of Maghnite; which has a typical composition as reported in Table 1;11 can 
cause some changes in its elementary composition. It can be observed in this table that the acid 
treatment leads to a decrease in Al2O3 concentration and silica enrichment. By examining the literature, 
it is found that the studies of the catalytic properties used in cationic polymerization are investigated in 
several international papers.12-19 

 

 
 

Fig. 1. Maghnite structure11 
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11.+. Chemical composition of raw Maghnite and Maghnite HTable 1 

Species  Raw Maghnite Maghnite H+ (%) 
SiO2 69.3 71.7 
Al2O3 1.16 0.71 
Fe2O3 0.30 0.28 
MgO 0.50 0.21 
CaO 1.07 0.80 
Na2O 0.79 0.77 
K2O 0.16 0.15 
YiO2 0.91 0.34 

 
 

2. Results and Discussion  

2.1. Results of catalyst 

2.1.1 XRD Analysis 

       The Montmorillonites have both bronsted and Lewis acid sites and when exchanged with cations 
having high charges density, as protons, they produce highly active catalysts for acid catalysed 
reactions.20 The difractogram of raw Maghnite and Mag-H+ showed a shifting of a peak (d001) from 
2=7.5° to 2=5°, which corresponds to an interlayer spacing change from 11.20A° to 15A° in Figure 
2. This increase in basal spacing is explained by the substitution of single water between the sheets of 
raw Maghnite by two interlamellar water layers in Mag-H+.21  
 
2.1.2 Infrared Spectroscopy (IR)  
        
       Infrared analysis of Mag-H+ compared to raw Maghnite in Fig. 3 shows the appearance of a large 
band at 3400-3600cm-1 which indicates the hydrated structure of Mag-H+. The infrared analysis 
spectrum of raw Maghnite and Maghnite-H+ indicates that the band observed at 3400-3600 cm-1 
corresponds to OH groups bonded to octahedral aluminum. The intense band at 1004 cm-1 corresponds 
to the valence vibration of Si-O in the tetrahedral layer. A low intensity band at 780 cm-1 is attributed 
to tetravalent silicon due to the presence of amorphous silica. The comparison of the intensities of this 
band in the spectra of the treated and untreated Maghnite makes it possible to deduce that there is an 
alteration of the structure. This is reflected by the increase of this intensity during the acid treatment.22 
 

 
 

Fig. 2. X Ray diffractogram of Raw-Maghnite (A) and Maghnite-H+ 0.25 M (B) 
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Fig. 3. FTIR spectrum of Raw-Maghnite (A) Maghnite-H+ 0.25 M (B) 

 
2.2. Results of PLO 

2.2.1 Infrared Spectroscopy (IR)  

The IR spectra in Fig. 4 depicts the superposition of the monomer LO (A) and the PLO (B) obtained in 
solution using dichloromethane as solvent. LO and PLO have shared characteristic bands at 1450 cm-

1, 2933 cm-1 and 1640 cm-1 corresponding to the bond of CH3 and C=C respectively. For PLO, new 
bands appear in the spectrum at 1700 cm-1, 1034 cm-1 and 3399 cm-1 that can be attributed to C-O, C-
O-C and OH bonding respectively. These results confirm the opening of the epoxide ring and the 
formation of the PLO with hydroxyl ends. If these results are compared with the results of alpha pinene 
oxide; which is part of the monoterpenes; it can be seen that the same results are provided, namely the 
bonds (OH, CH ethylenic, CH of group CH3, (R) 3 CH, C = C, CO).23 

 

Fig. 4. FTIR spectra of limonene oxide, poly limonene oxide 
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2.2.2 NMR Analysis 

        The chemical displacement of the protons 1H-NMR of the PLO is shown in Fig. 5. There are 
appearances of peaks at 1.68-1.73 ppm and 4.62-4.66 ppm attributed to the methyl protons and 
vinylidene protons respectively of the pendant isopropenyl (CH3-C=CH2) groups. A peak at 1.31 ppm 
in the polymer spectrum also appears and is assigned to the methyl protons at C1 carbon (CH3-C1) of 
cyclohexane rings. The conservation of the vinylidene double bond peak in the spectrum of PLO can 
confirm that the polymerization does not occur through the double bond but by ring opening of the 
epoxide function.  
         
       The PLO 13C-NMR spectrum shown in Fig. 6 represents the characteristic peaks of the PLO. If the 
polymerization takes place through the epoxide group as expected in the 1H-NMR and IR spectra, the 
repeating unit will be as indicated Scheme 1 with the retention of the isopropenyl group in C4. In our 
case, the 13C-NMR peaks of C8, C9 and C10 of the isopropenyl group have chemical shifts located at 
149.12 ppm, 109.10 ppm and 20.19 ppm respectively. These results reinforce the conclusion drawn 
previously from the studies of 1H-NMR and IR of the PLO. The same results are obtained by Aikins 
and al.6 
 

 
Fig. 5. 1H-NMR spectrum of PLO prepared in solution at 0 °C for 1h 

 

 
Fig. 6. 13C-NMR spectrum of PLO prepared in solution at 0 °C for 1h 

 
2.2.3 TGA Analysis 

         The thermal stability of the obtained PLO is illustrated in Fig. 7. The TGA curve obtained is the 
representation of the relative mass loss as a function of the heating temperature. It can be observed that 
the PLO is thermally stable with a degradation start temperature greater than 130 °C. After this 
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temperature, it begins to degrade in one major step due to the decomposition of its polymeric 
chains.  The degradation rate of the PLO is increased with increasing temperature and it reaches the 
maximum at 400 °C. This degradation in a single major step also indicates that the product obtained 
does not keep any trace of solvent or LO starting product knowing that the boiling point of LO is 113 
°C and that the evaporation temperature of the solvent dichloromethane is of 40 °C.These two 
temperatures are different from those shown on the curve, hence confirming the formation of a new 
PLO product more stable than LO.13 

 

2.2.4 DSC Analysis 

      Fig. 8 shows the result of the differential scanning calorimetry (DSC) measurement carried for the 
sample obtained in dichloromethane at 0 °C using 5% of Mag-H+ for 1h. The glass transition 
temperature (Tg) of the PLO is observed at the range temperature of -17.03 °C. The DSC study of the 
PLO sample made it possible to demonstrate its flexible nature at low temperature. 
 

  
Fig. 7. TGA curves of PLO prepared in solution 

at 0 °C for 1h 
Fig. 8. DSC curves of PLO prepared in solution 

at 0 °C for 1h 
  
2.3. Kinetic study 

2.3.1 Effect of reaction time 

        Fig. 9 shows the variation in the polymerization yield as a function of the reaction time, which is 
defined as: (amount of polymer/initial amount of monomer) x100%. In the first step during 60 min of 
the reaction, the polymerization is accelerated and the yield is reached at a maximum of 60%, and then 
it decreases to 43% until 90min. In the last step, the evolution of the reaction remains almost constant 
with a yield of around 40%. The decrease in the yield over time can be explained by chain transfer 
reactions or by depolymerization reactions. 
  

2.3.2 Effect of Mag-H+ content 

        According to Fig. 10, it has been observed that the variation of the yield as a function of the Mag-
H+ amount proceeds through two states: an increase then a decrease of the yield. When the catalyst 
amount is between the interval 1% and 5%, the highest yield observed is around 60%. The use of a 
higher amount of Mag-H+ beyond 5% causes a lowering of the yield because the catalyst may cause 
secondary reactions other than the LO polymerization. Otherwise, Aikins found almost the same 
evolution in the yield of the LO polymerization as a function of the irradiation dose, where a maximum 
yield of 80% at 1.355 Mrad is obtained.6 
  

2.3.3 Effect of reaction temperature 

        Fig. 11 shows the yield variation as a function of the temperature varying from -10 °C to +25 °C. 
The influence of temperature on the yield of LO polymerization is studied in solution with 5% Mag-
H+ for 1h. The yield reaches its maximum of 61% at 0 °C. This temperature is considered as the ceiling 
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temperature (Tc) of cationic polymerization by opening the LO cycle beyond which the yield begins to 
decrease by up to 44% at 25 °C. It should be noted that at -10 °C, the yield is low 32%, which can be 
explained by the very viscous state of the monomer at very low temperatures. This condition can hinder 
the LO polymerization process. On the other hand, Aikins6 found that during the polymerization of LO 
by process irradiation at (-78 °C and -196 °C), that the yield is very low, between 2% and 12%. This 
has been explained by the glassy state of the monomer at these temperatures, thus preventing 
polymerization. 
 

 
  

Fig. 9. Effect of reaction time on the 
yield of PLO 

Fig. 10. Effect of catalyst percentage on the 
yield of PLO 

Fig. 11. Effect of temperature on yield 
of PLO 

 
3.  Conclusions  
        In this paper, the polymerization of limonene oxide based on the use of a natural catalyst called 
Maghnite is described. By using an activated Maghnite with sulfuric acid, a good catalyst for cationic 
polymerization is obtained. It has the advantage of being ecological, economical, regenerable by simple 
filtration. The results of this work demonstrate that a simple method of polymerization with this green 
catalyst is successfully synthesized in mild conditions. The optimal conditions of the PLO synthesis to 
obtain the best yield around 61% are 5% of mag-H+ during 1h using dichloromethane as solvent at 0 
°C. It is noted that a synthesis of the PLO is also carried out in bulk with 5% of Mag-H+ during 1h at 
ambient temperature, giving a yield of 50%. The structure of the obtained bio-based polymer is 
perfectly confirmed by FTIR, 1H-NMR, 13C-NMR. It is shown that the polymerization occurs by 
opening the epoxy function of the LO without touching the double bond. The thermal properties are 
given by DSC and TGA analysis. The PLO presents a glass transition temperature Tg of -17.03 °C and 
a degradation temperature start of 130 °C. The study of the influence of the synthesis parameters such 
as the amount of catalyst, the reaction time and the temperature have shown that the yield decreases 
when the amount of catalyst exceeds 5% and the reaction time exceeds 1h. As for the temperature, the 
yield is important at 0 °C. 

4.  Experimental 
 
4.1. Materials and Methods 
 
        LO, methanol and dichloromethane are purchased from sigma-aldrich and are used as received. 
Raw Maghnite Algerian montmorillonite clay comes from a quarry located in Maghnia; north-west of 
Algeria; and it is supplied by ENOF; the Algerian factory specialized in the production of non-ferric 
products and useful substances. 
  
4.2. General procedure 
 
4.2.1. Preparation of Maghnite H+ 

 
        The preparation of the Mag-H+ is carried out using a method similar to that described by Belbachir 
and al.11 A mass of 30g of raw Maghnite is dispersed in 500ml of distilled water. The mixture is stirred 
using a magnetic stirrer for 2h at room temperature, then 14ml of a solution of sulfuric acid is added 
and made up to 1000ml. The stirring is continued for 48h and then the mineral is filtered off and washed 
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several times with distilled water up to pH 7. After filtration, Mag-H+ is dried in an oven for 24h at 105 
°C and is then crushed. 
  
4.2.2. Synthesis of Poly limonene oxide 
        Cationic ring opening polymerization of limonene oxide in the presence of Maghnite-H+ (Mag-
H+) as a catalyst is carried out in bulk and in dichloromethane solvent under different conditions to 
study the effects of different synthesis parameters. In bulk, 1g of LO and 0.05g of Mag-H+ are mixed 
and kept under stirring for 1h. In solution, three series of PLO are prepared by dissolving 1g of LO in 
10ml of dichloromethane. For each series, the quantity of the catalyst is varied as well as the 
temperature and the reaction time respectively as shown in Table 2. At the end of each reaction, the 
Mag-H+ is recovered by filtration and then the sample dissolved in dichloromethane is precipitated in 
cold methanol. The precipitated polymer is separated by the evaporation of solvents. The obtained 
polymer is a yellow viscous liquid as in Scheme 1. 
 

O
H3C

CH2

5¨% mag H+, 1h, CH2CL2, RT

CH3

O
O H

CH2

H

n

 
 

Scheme 1. Polymerization reaction of LO 
 
Table 2. Experimental conditions of the PLO in solution 

Mag-H+(wt %) Time (min) T (°C) Yield(%) 
1 60 20 7.89 
3 60 20 19.47 
4 60 20 39.7 
5 60 20 59.7 
8 60 20 43.09 
5 30 20 21.4 
5 90 20 43 
5 120 20 41.11 
5 150 20 39.18 
5 60 -10 32 
5 60 -5 57 
5 60 0 61 
5 60 5 55 
5 60 10 52 
5 60 25 44 

 
4.3 Physical and Spectral Data 

      The X-ray diffraction (XRD) patterns of the samples are carried out at room temperature on a 
Bruker D8 Advance X-ray diffractometer (40kV, 30mA) with a graphite monochromator using CuKα 
radiation (λ = 0.154 nm) at a rate of 5° min−1 in the range of 2θ = 2 °C–80 °C. The Infrared (IR) analysis 
of the polymers obtained is conducted using a Bruker Alpha FT-IR spectrometer equipped with an 
attenuated total reflection (ATR) Diamond accessory. The 1H and 13C nuclear magnetic resonance 
(NMR) measurements are carried on a 300MHz Bruker NMR spectrometer; It is to note that the CDCL3 
tetramethylsilane (TMS) is used as the internal standard in these cases. The therrmogravimetry (TGA) 
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analysis is conducted by TGA 500 V 20.10 Build 36, for the PLO starting with the temperature of 0 °C 
up to 800 °C. The mass of the sample to be analyzed is 9.9780mg. The polymer thermal stability is 
evaluated using the calorimetric analysis (DSC) Q200 V 24.4 Build 116. The heating rate is 10 °C/min 
from (- 100 °C) under N2 and the sample weighed about 5mg. 
 
Acknowledgements  
   

     We thank Dr. Azeddine Bendiabdellah, Professor Lecturer & Researcher in Electrical Engineering 
and the Director of both the LDEE laboratory and the Diagnostic Group at the University of Sciences 
and Technology of Oran Mohamed Boudiaf (USTO-MB), Algeria, for his cooperation. 

References 
 

   
1. Park, H. J., Ryu, C. Y., & Crivello, J. V. (2013). Photoinitiated cationic polymerization of 

limonene 1, 2‐oxide and α‐pinene oxide. J. Polym. Sci. Part A: Polym. Chem., 51 (1) 109-117. 
2. Morinaga, H., & Sakamoto, M. (2017). Synthesis of multi-functional epoxides derived from 

limonene oxide and its application to the network polymers. J. Tetrahedron Lett., 58 (25) 2438-
2440.  

3. Bonon, A. J., Kozlov, Y. N., Bahú, J. O., Maciel Filho, R., Mandelli, D., & Shul’pin, G. B. (2014). 
Limonene epoxidation with H2O2 promoted by Al2O3: Kinetic study, experimental design. J.  
Catalysis., 319 71-86. 

4. Nejad, E. H., Paoniasari, A., van Melis, C. G., Koning, C. E., & Duchateau, R. (2013). Catalytic 
ring-opening copolymerization of limonene oxide and phthalic anhydride: Toward partially 
renewable polyesters. Macromolecules, 46 (3) 631-637.  

 
5. Martín, C., & Kleij, A. W. (2016). Terpolymers derived from limonene oxide and carbon dioxide: 

access to cross-linked polycarbonates with improved thermal properties. Macromolecules, 49 
(17) 6285-6295. 

6. Aikins, J. A., & Williams, F. (1985). Radiation-induced cationic polymerization of limonene 
oxide, α-pinene oxide, and β-pinene oxide. J American Chemical Society 

7. Byrne, C. M., Allen, S. D., Lobkovsky, E. B., & Coates, G. W. (2004). Alternating 
copolymerization of limonene oxide and carbon dioxide. Journal of the American Chemical 
Society, 126 (37) 11404-11405. 

8. Li, C., van Berkel, S., Sablong, R. J., & Koning, C. E. (2016). Post-functionalization of fully 
biobased poly (limonene carbonate): Synthesis, characterization and coating evaluation. J. Eur. 
Polym. , 85 466-477. 

9. Li, C., Sablong, R. J., & Koning, C. E. (2015). Synthesis and characterization of fully-biobased 
α, ω-dihydroxyl poly (limonene carbonate) s and their initial evaluation in coating 
applications. J. Eur. Polym, 67 449-458. 

10. Hauenstein, O., Reiter, M., Agarwal, S., Rieger, B., & Greiner, A. (2016). Bio-based 
polycarbonate from limonene oxide and CO2 with high molecular weight, excellent thermal 
resistance, hardness and transparency. J. Green. Chem, 18 (3) 760-770. 

11. Belbachir, M., & Bensaoula, A. (2006). U.S. Patent No. 7,094,823. Washington, DC: U.S. Patent 
and Trademark Office. 

12. Derdar, H., Belbachir, M., & Harrane, A. (2019). A Green Synthesis of Polylimonene Using 
Maghnite-H+, an Exchanged Montmorillonite Clay, as Eco-Catalyst. J. Bull of Chem. React. 
Eng. Catal, 14 (1) 69-78. 

13. Embarek, N., & Sahli, N. (2020). A Novel Green Synthesis Method of Poly (3-
Glycidoxypropyltrimethoxysilane) Catalyzed by Treated Bentonite. J. Bull of Chem. React. Eng. 
Catal, 15 (2) 290-303. 



 280

14. Seghier, S., & Belbachir, M. (2016). Green Polymerization of 4-(Oxiran-2-ylmethyl) 
morpholine. J. Arab. Sci and Eng,  41 (6) 2171-2177. 

15. Kherroub, D. E., Belbachir, M., & Lamouri, S. (2014). Cationic ring opening polymerization of 
ε-caprolactam by a montmorillonite clay catalyst. Bull. Chem. React. Eng. Catal, 9 (1) 74-80. 

16. Derkaoui, S., Belbachir, M., & Haoue, S. (2021). A Green Synthesis and Polymerization of N-
Alkyl Methacrylamide Monomers with New Chemical Approach. In Mater. Resea. and Appl (pp. 
189-205). Springer, Singapore. 

17. Benachour, M., El-Kebir, A., Harrane, A., Meghabar, R., & Belbachir, M. (2020) Direct synthesis 
and characterization of photo-crоsslinkable biodegradable pla-peg-pla triblock copolymer with 
methacrylates functions by green montmorillonite clay catalyst. Chemistry, 14 (4) 474-480. 

18. Haoue, S., Derdar, H., Belbachir, M., & Harrane, A. (2020) A New Green Catalyst for Synthesis 
of bis-Macromonomers of Polyethylene Glycol (PEG). Chemistry, 14 (4) 468-473. 

19. Derdar, H., Mitchell, G. R., Cherifi, Z., Belbachir, M., Benachour, M., Meghabar, R., & Harrane, 
A. (2020). Ultrasound Assisted Synthesis of Polylimonene and Organomodified-clay 
Nanocomposites: A Structural, Morphological and Thermal Properties. Bull. Chem. React. Eng. 
Catal, 15 (3) 798-807. 

20. Derkaoui S, Belbachir M. (2019) A new approach to synthesis methacrylic monomers n-
alkylmethacrylamide using an ecologic and friendly catalyst maghnite H+. J. Fundam. Appl. Sci., 
11 (1) 142-153. 

21. Derdar, H., Belbachir, M., Hennaoui, F., Akeb, M., & Harrane, A. (2018). Green 
Copolymerization of Limonene with β-Pinene Catalyzed by an Eco-Catalyst Maghnite-H+. J. 
Polym. Sci. Series B: Polym , 60 (5) 555-562.  

22. Bennabi, S., Sahli, N., Belbachir, M., Brachais, C. H., Boni, G., & Couvercelle, J. P. (2017). New 
approach for synthesis of poly (ethylglyoxylate) using Maghnite-H+, an Algerian proton 
exchanged montmorillonite clay, as an eco-catalyst. J Macrom Sci, Part A, 54 (11) 843-852. 

23. Bekhemas, K., Hachemaoui, A., Yahiaoui, A. (2015). Polymerization of alpha pinene oxide 
catalyzed by maghnite H+.Chemi. and Pharma Research, 7 (10) 988-993. 

 
 
   

 

 
 
© 2021 by the authors; licensee Growing Science, Canada. This is an open access article 
distributed under the terms and conditions of the Creative Commons Attribution (CC-BY) 
license (http://creativecommons.org/licenses/by/4.0/). 

 



<<
  /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


