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Abstract
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We demonstrate that silver nanoisland film self-assembled on the surface of silver-containing glass in the course of
thermal processing in hydrogen is capable to detect 107’ M concentration of rhodamine 6G in water using surface
enhanced Raman spectroscopy (SERS) technique. The film can be multiply restored on the same glass substrate via
annealing of the glass in hydrogen. We showed that the film can be self-assembled after as much as ten circles of
the substrate cleaning followed by annealing. The proposed technique of the silver nanoisland film formation
enables multiple usage of the same glass substrate in SERS experiments.
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Background

Enormous sensitivity of the surface enhanced Raman spec-
troscopy (SERS) has attracted a lot of interest to the syn-
thesis of metal island films (MIF) which are widely
recognized as key elements of SERS-based sensors [1-5].
MIF are conventionally manufactured by depositing metals
onto dielectric substrates using thermal and e-beam eva-
poration, sputtering, and chemical and plasma-chemical
metal deposition [6]. The MIF performance in the SERS-
based devices is mainly determined by the film morphology
which can vary depending on the metal deposition tech-
nique as well as post-deposition processing.

Here we propose a new technique that enables MIF self-
assembling on a dielectric substrate enriched with metal.
The processing of such substrates in reducing hydrogen
atmosphere results in the formation of the metal nanois-
lands on the substrate surface. This process can be
described in terms of reactive diffusion of hydrogen, i.e.,
in terms of penetration of hydrogen into the substrate and
its ionization via reducing metal ions to neutral atoms
which are hardly soluble in glass and diffuse towards
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substrate surface. The accumulation of the metal atoms at
the surface results in the formation of metal nuclei that
grow and form metal nanoislands. We employed this
technique to form silver island film on the surface of
silver-containing phosphate glasses, and we characterized
the morphology and optical properties of the MIF using
atomic force microscopy, optical absorption, and Raman
spectroscopy. In order to demonstrate the performance of
the created MIF in SERS-based sensors, we showed that it
is capable to detect 107" M concentration of rhodamine
6G (R6G) deposited on the glass surface. The developed
technique does not require external metal source and
enables multiple usages of the same glass substrate in
SERS measurements.

Methods

The phosphate glass with composition of 45P,05-
20Na,0-5K,0-10Ag,0-2Nb,,05-2B,03-5Zn0-1ZrO, and
contains 10 mol% of Ag,O was synthesized in silica cru-
cible at approximately 1,500°C. Island films were formed
on the polished glass surface in the course of thermal pro-
cessing in hydrogen atmosphere at 200°C. The hydrogen
was produced by water electrolysis. The morphology of
the manufactured MIF was characterized using Dimen-
sion 3100 (Veeco Instruments, Inc., Plainview, NY, USA)
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atomic force microscope (AFM) using probes with curva-
ture radii below 10 nm.

In order to perform the SERS experiments, we depo-
sited 10-uL drop of R6G aqueous solution on the sub-
strate. After drying at room temperature, it formed a
film spot with diameter of about 3 mm. The concen-
tration of R6G in the solutions and surface concen-
tration of the created R6G films are listed in Table 1.
Note that the average surface concentration of R6G
which is equal to 6 x 10'* cm™? corresponds to 0.06
of the monolayer.

Optical absorption spectra of the deposited R6G films
were measured with UV-Vis Specord 50 spectrometer
(Analytik Jena AG, Jena, Germany). Raman spectra at
the excitation wavelength of 514.5 nm were obtained in
backscattering geometry using Renishaw spectrometer
(Renishaw PLC, Wotton-under-Edge, Gloucestershire,
UK) with Raman microscope and charge coupled device
detector. In the Raman measurements, the excitation
power at the sample was equal to 700 pW, the diameter
of the laser beam at the sample was approximately 10
um, and the signal accumulation time was 10 s. Since
the excitation wavelength coincides with the electron
resonance transition in R6G molecule, hereafter, we will
refer to this process as the surface enhanced resonant
Raman spectroscopy (SERRS) [1] to emphasize the res-
onant enhancement of the measured SERS signal. The
measurements were performed at room temperature 6
days after the films deposition.

Results and discussion

Island film formation and optical properties

In the experiment, nanoisland films were formed on the
glass surface after processing the sample in hydrogen.
AFM images of the sample surface before and after 20-min
thermal processing in hydrogen at 200°C are presented in
Figure 1a,b. In Figure 1b, one can observe densely packed
nanoparticles with diameters of about 60 nm on the glass
surface. The shape of the nanoparticles is close to
hemispherical or hemiellipsoidal, with longer axis per-
pendicular to the glass surface and wetting angle of
about 90° (see Figure 1c).

Figure 1b,d shows that the centers of nanoparticles are
aligned. Such an alignment is due to the microscratches
created on the surface in the process of glass polishing.
The surface defects associated with these microscratches

Table 1 Samples for SERS experiments

Film name R6G concentration Volume R6G Surface R6G
in the solution (M) concentration concentration
in the solution in the film
(molecules/cm™3) (molecules/cm™2)
R6G 107 M 1077 6x 10" 6x 10"
REG10°M 1072 6 x 10" 6x10'°
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become the nucleation sites giving rise to the long range
order in the created island film [7]. It is worth noting
that this phenomenon can be used to manufacture island
films with prescribed geometry via formation of the
required surface defects pattern on the glass surface.

The island film can be easily removed from the glass
surface with e.g., water-wet cotton. It can be also trans-
ferred from the glass to a flexible substrate (e.g., scotch
tape) that could be of interest for biomedical applica-
tions. After removal of the island film from the glass sur-
face, e.g., by cleaning or transferring to a scotch tape), it
can be easily restored by the thermal treatment of the
sample in hydrogen atmosphere. Figure le shows the
AFM image of the sample surface after 9 removal-anneal
cycles. In this case we used mechanical cleaning of the
glass surface with wet cotton.

Each annealing process at 200°C was 20 min long. Al-
though particle size dispersion and packing density
change after several annealing cycles (compare Figure 1d
and e), our results demonstrate that the same silver-
enriched glass substrate can be used in multiple SERS
experiments. Figure 2 shows optical absorption spectra
after several ‘anneal-removal’ cycles. One can readily ob-
serve from Figure 2 that the surface plasmon resonance
(SPR) in silver nanoparticles [8] in the region of 450 nm
dominates the spectra. The developed technique enables
producing films of different morphology via varying both
processing conditions (temperature and duration of the
annealing) and number of removal-anneal cycles. Detailed
studies of the dependence of the island film morphology
on the processing mode will be presented in our forth-
coming paper.

The process responsible for the formation of the MIF
on the surface of metal-enriched glass is often referred
to as the reactive diffusion. In this process, the diffusion
of hydrogen ions into the glass is followed by the chem-
ical reaction, in which silver ions bonded to non-
bridging oxygen atoms are replaced by hydrogen [9]:

-O™-Ag" + 1/2H, — -O"-H" + Ag’,

where O is non-bridging oxygen atom. This reaction
results in changing of the glass composition in the sub-
surface region. The neutral silver atoms created in this
reaction move towards the glass surface, nucleate, and fi-
nally form nanoislands of metal silver on the surface of
the sample.

Optical absorption spectra of the silver nanoisland
films formed using different number of removal-anneal
cycles are presented in Figure 2. One can observe that
the magnitude of SPR peak decreases with the number
of annealing cycle and that the SPR disappears after
cleaning of the glass surface. This experimental finding
indicates that after the first thermal processing, silver
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Figure 1 AFM images of the samples: (a) initial glass surface; (b) glass surface after the first anneal; (c) the profiles of bigger (1) and
smaller (2) islands measured along lines 1 and 2 in image (b); the widths of maxima correspond to the particles size; (d) another
region of the glass surface; (e) glass surface after 9 cycles of ‘removal-anneal’.

nanoparticles are created on the surface of the substrate
rather than in the bulk.

One can also observe from Figure 2 that the SPR ‘sur-
vives” after 9 removal-anneal cycles (curve 3 in Figure 2).
However, we found that after the final cleaning of this
sample (curve 4 in Figure 2), the SPR peak remains in
the absorption spectrum. This shows that the increasing
reactive diffusion time results in the accumulation of sil-
ver nanoparticles not only on the glass surface, but also
in the subsurface region of the phosphate glass. The
modeling of the mechanism of the island film formation
is presently in progress and it will be presented soon in
our next paper.

It is necessary to note that in silicate glasses, the for-
mation of nanoparticles on the surface was also both
predicted [9] and experimentally observed [10]. How-
ever, in silicate glasses, the silver-sodium ion exchange
and annealing in hydrogen result in silver nanoparticles
growth predominantly in the subsurface layer [8]. In
contrary, our results show that in phosphate glass, the
main sink for neutral silver atoms is the glass surface.
Thus, the formation of nanoisland silver films in the
course of reactive diffusion is more efficient in phos-
phate rather than in silicate glass. Such a difference may
originate from a higher solubility of neutral silver in
phosphate matrixes in comparison with silicate ones.
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Figure 2 Absorption spectra of the samples. Curve 1, after the
first anneal; curves 2 and 3, after 4 and 9 cycles of removal-anneal,
respectively; curve 4, after 9 cycles of removal-anneal and final MIF
removal; curve 5, after the first annealing and film removal.

SERS studies

Figure 3 shows absorption spectra of the silver nanois-
land films before (curve 1) and after the R6G film depo-
sition (curves 2 and 3).

One can see from Figure 3 that at 1077 M concentra-
tion of R6G, the R6G absorption resonance is not ob-
servable, while the SPR peak is red-shifted (compare
curves 1 and 2). At 10> M R6G concentration, the R6G
absorption resonance dominates the spectrum in 500 to
600 nm range, while the SPR peak remains at its initial
position (compare curves 1 and 3). The reverse shift of
the SPR may be due to the change in the R6G film com-
position and hence, the position of the electron reson-
ance when the R6G concentration increases. Specifically,
the detailed investigation of the silver MIF absorption
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Figure 3 Absorption spectra of the samples: curve 1, after the
first anneal; curve 2, after the first anneal and formation of R6G
1077 M film; curve 3, after the first anneal and formation of
R6G 107> M film. The positions of SPR are marked with arrows.
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spectra for different concentrations of deposited R6G
performed by Zhao et al. [11] has shown that the thick-
ness of the deposited R6G layer and its composition
(fraction of monomers, dimers, and more complex
aggregates) influences the shift, width, and amplitude of
the SPR peak.

To study the performance of the manufactured MIF in
SERRS, we performed Raman mapping of the R6G 107’
M film with spatial resolution of 10 pm. Figure 4 shows
the intensity distribution of the 1,651-cm™' Raman line
of R6G (with background subtracted) over 60 x 70 pm2
sample region. One can observe that the intensity of the
SERRS signal is nearly the same over the whole scanned
area except in one point, in which the intensity exceeds
15 times the average value. The regions where signal es-
sentially exceeds the average one are called ‘hot spots’
[1]. The higher signal from the vicinity of the hot spot is
due to the stronger enhancement of the local electro-
magnetic field by closely placed metal nanoparticles in
comparison with an isolated metal nanoparticle. How-
ever, we have no evidence to suggest that the recorded
signal is due to the hot spots because of the large area of
the probing beam (10 um) that should provide the signal
about the same magnitude over the entire area of our
scan [12]. It is more likely that the anomalously high sig-
nal is due to a surface defect where the R6G coating is
thicker than the average. In Figure 4, we present SERRS
spectra of the 10”7 M film measured in the regions of
the scanned area shown in the inset. Curves 1, 2, and 3
represent Raman spectra measured in areas where
1,651-cm™" line intensity was below, above, and anoma-
lously high in comparison with the average value, respect-
ively. One can see here that even without anomalous spot
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Figure 4 SERRS spectra (R6G 1077 M film) measured at different
positions in mapped area. These positions correspond to 1,651 cm™!
line intensity below the average value (curve 1), above the average
value (curve 2), and to ‘anomalous spot’ (curve 3). Inset: the SERRS signal
mapping (at line 1651 cm ™) for R6G 10~ M film. Scan area, 60 X 70 pum?
step, 10 um; vertical axis, intensity of the 1651 cm™' line in counts.
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enhancement (curves 1 and 2), the signal/noise ratio in
the SERRS spectra is high enough to detect 10”7 M R6G
concentration.

Conclusions

Hydrogen/metal ions reactive diffusion in phosphate
glasses followed by transport of neutral metal to the
glass surface enables formation of nanoisland silver films
with the average island size of tens of nanometers. The
dependence of the MIF morphology on the defects dis-
tribution on the glass surface allows one to create
spatially structured island film of prescribed geometry.
The developed technique can be employed to manufac-
ture the films based on copper and other noble metals,
and we believe that it will also find applications in SERS-
based sensors in medicine and biology because it permits
multiple usage of the same substrate in SERS measure-
ments. We demonstrated in particular that MIF manufac-
tured by the silver out-diffusion enables registering of
6 x 10" cm™? surface concentration of R6G molecules
(0.06 of the monolayer) in the SERRS experiment.

Abbreviations

AFM: Atomic force microscope; MIF: Metal island films; R6G: Rhodamine 6G;
SERRS: Surface enhanced resonant Raman spectroscopy; SERS: Surface
enhanced Raman spectroscopy; SPR: Surface plasmon resonance.

Competing interests
The authors declare that they have no competing interests.

Authors’ contributions

VZh searched the regimes of samples processing. PB carried out AFM
measurements. VM performed SERS studies including mapping. TK dealt with
the modification of measurements technique for SERS mapping and with
optical absorption spectra measurements. YuS analyzed the optical
absorption and SERS. VR prepared the samples from ion exchange until their
annealing in hydrogen. AL supervised the whole work starting from sample
preparation to analysis of data and edited the manuscript. All authors read
and approved the final manuscript.

Acknowledgements

This study was supported by the Ministry for Education and Science of the
Russian Federation (project number 14.837.21.1217), Russian Foundation for
Basic Research (project numbers 10-02-91755 and 12-02-91664), Academy of
Finland (project number 135815 and 137859), Joensuu University
Foundation, and EU (FP7 projects ‘Nanocom’ and ‘AN2’). The work was
carried out using AFM facilities of Joint Research Center ‘Material Science
and Characterization in Advanced Technology'.

Author details

'St. Petersburg State Polytechnical University, Polytechnicheskaya 29, St.
Petersburg 195251, Russia. “loffe Physical Technical Institute of the Russian
Academy of Sciences, Polytechnicheskaya 26, St. Petersburg 194021, Russia.
3University of Eastern Finland, Yliopistokatu 7, P. O. Box 111, Joensuu 80101,
Finland. “St. Petersburg Academic University - Nanotechnology Research and
Education Centre of the Russian Academy of Sciences, Khlopina 8/3, St.
Petersburg 195220, Russia.

Received: 21 November 2012 Accepted: 6 December 2012
Published: 17 December 2012

Page 5 of 5

References

1. Kneipp K, Moskowitz M, Kneipp H: Surface enhanced Raman scattering.
Physics and applications. In Springer Topics in Applied Physics. 103rd edition.
New York: Springer; 2006.

2. Nie S, Emory SR: Probing single molecules and single nanoparticles by
surface-enhanced Raman scattering. Science 1997, 275:1102-1106.

3. Jackson JB, Halas NJ: Surface-enhanced Raman scattering on tunable
plasmonic nanoparticle substrates. Proc Natl Acad Sci USA 2004,
101:17930-17935.

4. Aroca R, Martin F: Tuning metal island films for maximum surface-
enhanced Raman scattering. J Raman Spectrosc 1985, 16:156-162.

5. Zhu SQ, Zhang T, Guo XL, Wang QL, Liu X, Zhang XY: Gold nanoparticle
thin films fabricated by electrophoretic deposition method for highly
sensitive SERS application. Nanoscale Res Lett 2012, 7:613.

6. Smith DL: Thin-film Deposition. Principles and Practice. New York:
McGraw-Hill; 1995.

7. Kukushkin SA, Slyozov W: Disperse Systems on the Surface of Solids.
(Evolution Approach): Mechanisms of Thin Film Formation (in Russian).
St. Petersburg: Nauka; 1996.

8. De Marchi G, Caccavale F, Gonella F, Mattei G, Battaglin G, Quaranta A:
Silver nanoclusters formation in ion-exchanged waveguides by
annealing in hydrogen atmosphere. Appl Phys A 1996, 63:403-407.

9. Kaganovskii Y, Lipovskii A, Rosenbluh M, Zhurikhina V: Formation of
nanoclusters through silver reduction in glasses: the model. J Non-Cryst
Solids 2007, 353:2263-2271.

10.  Charkovorty D, Roy D: Conducting films on glass-ceramics by Li+ <= Ag+
exchange and reduction treatments. J Mat Sci Lett 1985, 4:1014-1016.

11. Zhao J, Jensen L, Sung J, Zou S, Scharz GC, Van Duyne RP: Interaction of
plasmon and molecular resonances for rhodamine 6 G adsorbed on
silver nanoparticles. J Am Chem Soc 2007, 129:7647-7656.

12. Otto A: On the significance of Shalaev’s “hot spots” in ensemble and
single-molecule SERS by absorbates on metallic films at the percolation
threshold. J Raman Spectrosc 2006, 37:937-947.

doi:10.1186/1556-276X-7-676

Cite this article as: Zhurikhina et al.: Self-assembled silver nanoislands
formed on glass surface via out-diffusion for multiple usages in SERS
applications. Nanoscale Research Letters 2012 7:676.

Submit your manuscript to a SpringerOpen®
journal and benefit from:

» Convenient online submission

» Rigorous peer review

» Immediate publication on acceptance

» Open access: articles freely available online
» High visibility within the field

» Retaining the copyright to your article

Submit your next manuscript at » springeropen.com




	Abstract
	Background
	Methods
	Results and discussion
	Island film formation and optical properties
	SERS studies

	Conclusions
	Abbreviations
	Competing interests
	Authors’ contributions
	Acknowledgements
	Author details
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /PageByPage
  /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 /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments 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
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /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 (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /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 <>
    /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.)
  >>
  /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 /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.440 793.440]
>> setpagedevice


