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Temperature dependent poly(L-lactide) crystallization
investigated by Fourier transform terahertz spectroscopy

Temperature dependent poly(L-lactide) (PLLA)
crystallization was investigated by Fourier transform THz
spectroscopy. Characteristic PLLA absorption peaks were
identified at 1.8, 4.0, 4.7, and 7.1 THz for 80 °C sample. The
higher two peaks (4.7 and 7.1 THz) were attributed to the
intermolecular vibration of the PLLA chain. The 4.0 THz
peak was attributed to a novel intramolecular vibration and
intrinsically in a-form. Broadband THz spectroscopy is a
powerful tool for biodegradable polymers.
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Poly(L-lactide) (PLLA) was investigated by Fourier transform terahertz (THz) spectroscopy over the

frequency range of 1.0-8.5 THz. THz absorption spectra were acquired for PLLA samples isothermally

crystallized at the temperature of 80-140 °C after melt-quenching. Characteristic PLLA absorption
peaks were identified at 1.8, 4.0, 4.7, and 7.1 THz for the 80 °C sample; higher crystallization
temperature resulted in a blue shift of the absorption peak frequency. The higher two peaks (4.7 and
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7.1 THz), which are present not only in a-form but also in 8-form, were attributed to the intermolecular
vibration of the PLLA chain, depending on the lattice spacing and crystallinity. In contrast, the 4.0 THz
peak was intrinsically in a-form, thus enabling its use as an indicator in the optimization of PLLA

polymorphism. Broadband THz spectroscopy is a nondestructive and noninvasive evaluation technique

rsc.li/materials-advances for biodegradable polymers.

Introduction

Recent advances in the mass-production of polylactide (PLA)
from a biomass feedstock have opened the possibility for its role as
a renewable resource, specifically as an alternative to petroleum
derived polymers."™ PLAs have fascinating characteristics such as
piezoelectric properties and biodegradability for applications in
flexible electronics.” The piezoelectric constant d of PLA is
approximately 7 to 12 pC N~ ', which is low compared to that
of lead zirconium titanate (PZT). However, PLA exhibits a very
low relative dielectric constant of ¢, (ca. 2.5) compared to that of
PZT and polyvinylidene fluoride (PVDF).*” Therefore, the piezo-
electric output constant g (g = d/e,) is large when compared with
that of PZT and PVDF; this reasonable sensitivity makes it a
promising piezoelectric polymer material. Since the piezoelectric
properties of PLA are governed by its higher-order structure, it is
important to clarify the higher-order structure for the development
of materials with new functions.

Recently, terahertz (THz) spectroscopy has been recognized
as an attractive technique for identifying and characterizing the
electrical properties and higher-order structure in polymer
science. In particular, bulk properties such as intermolecular
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vibration and electromagnetic interactions of photons and
phonons have been investigated using boson peak analysis in
the THz range that are caused by low energy excitation.® In
addition, THz band peak analysis is a powerful method for
studying collective excited vibrations along the long polymer
chain structure and entanglement.’** For instance, H. Li et al.
reported the crystal transition of PLA. Their results indicated
that the o to o’ form (8 form) transformation is strongly related
to a lattice vibration peak located around 2.0 THz, and the peak
frequency was related to the lattice spacing derived from the
X-ray diffraction (XRD) spectra.”®> Most of their measurements
used THz time-domain spectroscopy (THz-TDS) to coherently
detect the THz electric field. However, this technique has a high
dynamic range at low frequencies below ca. 3 THz,'* and the
systematic analysis in the region beyond 3 THz is still limited.
Fourier transform THz spectroscopy (FT-TS) is an excellent
alternative for acquiring data beyond the upper frequency limit.
To develop guidelines for the functional development and optimiza-
tion of the piezoelectric properties of PLA materials, broadband THz
analysis will also be crucial, as it reveals the relationship between
higher-order structures and functional properties.

In this paper, we first explain the fabrication of poly(i-lactide)
(PLLA) samples with various thermal annealing conditions for
isothermal crystallization. Next, we introduce the use of broad-
band THz spectroscopy, which unveils the correlation between
PLLA crystalline phase constitution and spectral changes. Finally,
we discuss the origin of characteristic THz peaks and the useful-
ness of broadband THz spectroscopy.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Experimental

Sample preparation

PLA is known to form the PLLA, poly(D-lactide), and their blend
(or stereocomplex formation). In this experiment, PLLA samples
were fabricated from pellets kindly supplied by commercial com-
panies (UNITIKA Ltd, Japan). The pellets (product ID: 4031DK,
number average molecular weight = 1.10 x 10°, and polydispersity
index = 1.55, and r-lactic acid unit content = 95.2%) were first
heated above the melting temperature (ca. 170 °C) and then
pressed into a discoid shape with 0.1 mm thickness and ca.
20 mm diameter. After the pellets were completely melted for 90
min (200 °C), the samples were then abruptly immersed in liquid
nitrogen (—196 °C) to initialize their thermal history and ensure
amorphous structure. The samples were then transferred onto a
hot stage pre-set at the required crystallization temperatures
(T. = 80-140 °C) with a 10 °C step. The temperature was
maintained for 240 min to complete the isothermal crystal-
lization process, and the samples were again immersed in liquid
nitrogen to stop further crystallization.

X-Ray diffraction spectroscopy

XRD profiles were obtained using the conventional 20-0 scan
method with an X-ray source (Cu-Ko = 0.154 nm) using a RINT-2500
diffractometer (Rigaku Corporation, Japan) in a range of 14-22°
with a 0.02° step, scan speed of 4° min~*, and a 40 kV, 200 mA
source power.

Terahertz spectroscopy

Broadband (1.0-8.5 THz) THz spectra of the samples were measured
using an FI-TS with a frequency resolution of 0.015 THz (0.5 cm ™ %).
The measurements were conducted at room temperature using a
FARIS-S spectrometer (JASCO Corporation, Japan) equipped with a
deuterated triglycine sulfate detector and a Martin-Puplett inter-
ferometer system including two pieces of half-mirrors, which
enables a signal that is twice as strong as that obtained using
conventional systems with only one half-mirror, see ESIf for
further details. The samples were placed horizontally and
perpendicular to the THz-wave propagation during the measure-
ments, and the sample and interferometer spaces were evacuated
to a pressure of less than 100 Pa to minimize absorption of the
THz waves by oxygen gas or water vapor in the atmosphere.

Results and discussion
Absorption spectra

To investigate the relationship between the crystalline process and
THz spectral features, spectral measurements were conducted on
PLLA samples with different 7. from 80 °C to 140 °C. As a
reference, the 80 °C sample was identified with peaks A
(1.8 THz), B (4.0 THz), C (4.7 THz), and D (7.1 THz) in the relatively
broad frequency range of 1.0-8.5 THz (Fig. 1(a)). A weak and broad
peak appeared around 3.2 THz was not analyzed due to the
mixture of multiple components. Although peaks B and C were
close together, the higher T, samples seemed to be blue-shifted, as
shown in Fig. 1(b). The denser chain packing causes the higher

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig.1 (a) THz absorption spectra of PLLA for different crystallization

temperature. (b) Frequency shifts of the four peaks labeled in (a).

intermolecular vibration frequency. The main origin of the blue-
shift from 80 °C to 140 °C is thought to be attributed to the
transition of the PLLA crystalline structure (lattice spacing) from
d-form (0.540 nm) to o-form (0.532 nm).">'® A similar absorption
peak around 1.8 THz only was also identified by previous researchers
using THz-TDS.” Our FT-TS measurements expanded the
observable range and found new three peaks until 8.5 THz.
The frequency shifts of peaks A and B were saturated at higher
T., while those of peaks C and D gradually increased and did
not appear to be saturated even at 140 °C. Especially, peak B
seemed to be saturated at lower T, than the other three peaks.
However, no obvious difference was confirmed in peak shift
behavior; therefore, further studies were required.

Spectral analysis

To quantitatively analyze the spectral change, the peak height
and width (full width at half-maximum, FWHM) calculations
were conducted on peaks B, C, and D. As peak A was complex by
the mixture of multiple components, it was not analyzed.
However, the three higher-frequency peaks had relatively simple
profiles throughout the isothermal crystallization process. As an
example, the peak analysis of the 80 °C sample is shown in Fig. 2.
The close peaks B and C were separated by using two Gaussian
fitting functions. Before this calculation, a linear baseline was

Mater. Adv,, 2021, 2, 4630-4633 | 4631
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Fig. 2 Peak separation using Gaussian approximation; peaks B and C are
separated to obtain the height and width for each spectrum.

adopted from 3.8 THz (the left edge of the peak B) and 5.5 THz
(the valley between peaks C and D). For the single peak D,
another linear baseline was employed from 6 THz (the valley
between peaks C and D) and 8 THz (the right edge of peak D).

Fig. 3 shows the relative peak height and width, normalized
at 80 °C, as a function of T.. This provided a clearer and
detailed description of the spectral changes in the three peaks
(B, C and D). Peak C (4.7 THz) had a similar tendency as that of
peak D (7.1 THz), and their relative heights and widths gradually
increased and decreased with increasing T, respectively, indicating
that higher T. samples have higher crystallinity. On the other
hand, the relative height of peak B (4.0 THz) increased remarkably
as the peak width slightly decreased. This tendency is consistent
with XRD profiles, indicating that the sharp phase transition from
d-form to o-form was occurred around 110 °C (Fig. 4). Therefore,
the relative peak intensity in THz range is an effective parameter
to quantitatively evaluate the ratio of §-form to a-form in
PLLA samples. Peak B is an indicator for the optimization of
polymorphism in PLLA, which would eventually influence the
piezoelectric and/or biodegradable properties.
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Fig. 3 Relative height and width of peaks B, C, and D plotted against the
crystallization temperature, normalized at 80 °C. Absolute height (width) of
peak B, C, and D at 80 °C are 478 cm ™" (0.36 THz), 9.38 cm ™" (0.56 THz),
and 25.13 cm™ (0.46 THz), respectively.
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Fig. 4 (a) XRD profiles of PLLA for different crystallization temperature,
and standard XRD data of polylactide (JCPDS card no. 64-1623 for §-form
and 64-1624 for a-form). (b) Diffraction angle 20 of the two peaks labeled
in (a). The lattice spacing dny values with the Miller indices, calculated by
the Bragg equation, are superimposed.

To further optimize the above properties of PLLA, it is
important to elucidate the origin of peak B. The remarkable
increase of the relative height suggests that probable origin is
found not in §-form but in a-form. According to the literature of
PLLA crystalline phases reported by K. Wasanasuk and K.
Tashiro’s group,'” the §-form is not simply the disordered state
of the o-form taking the 10; helix with 2, screw symmetry (the
periodic inclusion of 10 monomeric units and the asymmetric
inclusion of 5 monomeric units) along the C(CH3)-C(—0)-O
chain axis. Such 2, screw symmetry disappears in the d-form.
Therefore, it is natural to consider that the origin of peak B is
not due to simply the intermolecular vibration of the PLLA
chain but due to a novel intramolecular vibration caused by the
2, screw symmetry inside of the helical chain. In contrast, the
higher two peaks (C and D), which are existent not only in
a-form but also in é-form, are thought to be the intermolecular
vibration of the PLLA chain depending on the lattice spacing
and crystallinity. In our future work, the expansion of the observable
THz range and detailed structural analysis will deepen our under-
standing of the PLLA structures and its functions.

Conclusions

Elucidating the optical properties of PLLA is an important issue
for predicting its crystal structure and the degree of disorder non-
destructively. We prepared, measured, and analyzed PLLA samples
with different crystallization temperatures (7. = 80-140 °C). We
introduced the Fourier transform THz spectroscopy to identify
differences in the crystal structure among the samples. For the

© 2021 The Author(s). Published by the Royal Society of Chemistry
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80 °C samples, four absorption peaks (A, B, C, and D = 1.8, 4.0, 4.7,
and 7.1 THz, respectively) were identified in the frequency range of
1.0-8.5 THz, with the peaks of higher 7. samples undergoing blue-
shifts. The peak height and width calculations revealed similar
temperature dependence for peaks C and D, whereas the peak B
height grew remarkably with increasing 7. and could be used as an
indicator for PLLA polymorphism optimization. Broadband THz
spectroscopy is a powerful tool for various biodegradable polymer
materials.

Author contributions

Seiichiro Ariyoshi: conceptualization, methodology, investigation,
formal analysis, project administration, writing - original draft.
Satoshi Ohnishi: investigation, data curation, formal analysis,
writing - review & editing. Hikaru Mikami: investigation, writing -
review & editing. Hideto Tsuji: resources, writing — review & editing.
Yuki Arakawa: resources, writing - review & editing. Saburo Tanaka:
supervision, writing - review & editing. Nobuya Hiroshiba:
conceptualization, methodology, investigation,
original draft.

writing -

Conflicts of interest

There are no conflicts of interest to declare.

Acknowledgements

This work was partly supported by a Grant-in-Aid for Scientific
Research (B) [grant number 17H02809] from the Ministry of
Education, Culture, Sports, Science and Technology of Japan.
The authors would like to thank Mr Kazunobu Yamada from
Research and Development Center, Unitika Ltd, for supplying
PLLA used in the present study.

© 2021 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Materials Advances

References

1 B. Zunar, A. Trontel, M. S. Mikleni¢, J. L. Prah, A. Stafa,
N. Mardetko, M. Novak, B. Santek and I. K. Svetec, World
J. Microbiol. Biotechnol., 2020, 36, 8.

2 S. Hama, S. Mizuno, M. Kihara, T. Tanaka, C. Ogino,
H. Noda and A. Kondo, Bioresour. Technol., 2015, 187, 167.

3 K. Okano, S. Hama, M. Kihara, H. Noda, T. Tanaka and
A. Kondo, Appl. Microbiol. Biotechnol., 2017, 101, 1869.

4 P. Emmanuel Vijay Paul and B. Viswanath, Recent Developments
in Applied Microbiology and Biochemistry, Academic Press, 2020,
ch. 22, 241

5 Y. Tajitsu, IEEE Trans. Ultrason. Ferroelectr. Freq. Control,
2008, 55, 1000.

6 E. Fukada, Rept. Prog. Polym. Phys. Jpn., 1991, 34, 269.

7 K. Imoto, M. Date, E. Fukada, K. Tahara, Y. Kamaiyama,
T. Yamakita and Y. Tajitsu, jpn. J. Appl. Phys., 2009, 48, 09KEO06.

8 N. Tomoshige, H. Mizuno, T. Mori, K. Kim and
N. Matubayasi, Sci. Rep., 2019, 9, 19514.

9 L. Wang, K. Okada, Y. Hikima, M. Ohshima, T. Sekiguchi
and H. Yano, Polymers, 2019, 11, 249.

10 S. Yamamoto, E. Ohnishi, H. Sato, H. Hoshina, D. Ishikawa
and Y. Ozaki, J. Phys. Chem. B, 2019, 123, 5368.

11 S. Ariyoshi, B. Setyawan, S. Hashimoto, S. Negishi,
H. Mikami and N. Hiroshiba, RSC Adv., 2020, 10, 8800.

12 H. Hoshina, Y. Morisawa, H. Sato, H. Minamide, 1. Noda,
Y. Ozaki and C. Otani, Phys. Chem. Chem. Phys., 2011,
13, 9173.

13 H. Li, H.-M. Ye and Y. Yang, Polym. Test., 2017, 57, 52.

14 P. Y. Han, M. Tani, M. Usami, S. Kono, R. Kersting and
X.-C. Zhang, J. Appl. Phys., 2001, 89, 2357.

15 P. Song, L. Sang, C. Jin and Z. Wei, Polymer, 2018, 134, 163.

16 J. Zhang, Y. Duan, H. Sato, H. Tsuji, I. Noda, S. Yan and
Y. Ozaki, Macromolecules, 2005, 38, 8012.

17 K. Wasanasuk and K. Tashiro, Polymer, 2011, 52, 6097.

Mater. Adv,, 2021, 2, 4630-4633 | 4633


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ma00195g

	D1MA90073K
	D1MA00195G


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /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 /Warning
  /CompatibilityLevel 1.3
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /sRGB
  /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 false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages false
  /ColorImageDownsampleType /None
  /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 false
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages false
  /GrayImageDownsampleType /None
  /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 false
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /None
  /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 (U.S. Web Coated \050SWOP\051 v2)
  /PDFXOutputConditionIdentifier (CGATS TR 001)
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV <>
    /HUN <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. 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 <>
  >>
  /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
      /BleedOffset [
        0
        0
        0
        0
      ]
      /ConvertColors /ConvertToRGB
      /DestinationProfileName (sRGB IEC61966-2.1)
      /DestinationProfileSelector /WorkingRGB
      /Downsample16BitImages true
      /FlattenerPreset <<
        /ClipComplexRegions true
        /ConvertStrokesToOutlines false
        /ConvertTextToOutlines false
        /GradientResolution 300
        /LineArtTextResolution 1200
        /PresetName ([High Resolution])
        /PresetSelector /HighResolution
        /RasterVectorBalance 1
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MarksOffset 12.047240
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /UseName
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /UseDocumentProfile
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 779.528]
>> setpagedevice


	CrossMarkLinkButton: 


