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Abstract

Preparation of colloidal silver nanoparticles has been carried out by salt reduction method and
confirmed by the appearance of plasmon band in the visible region. The prepared nanoparticles were
subjected to acidic and basic environments. The plasmon band was studied as a function of time under the
described conditions and hence used as a stability check of silver nanoparticles in different media. The
mechanism of plasmon band disappearance of silver colloids was found to depend strongly on the pH of

the medium.
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Introduction

The excellent conductivity of coinage metals
has attracted the attention of many scientists [1].
Silver being one of the most conductive elements
in the periodic table, an effective antifungal agent,
easily affordable and having excellent antibacterial
activity has been the focus of particular interest [2-
4]. Silver nanoparticles are wused in the
manufacturing of odor resistant fabrics [5],
surgical instruments, dressings, catalysis [6],
optoelectronics and home appliances [6].
Moreover, it finds use in water treatment and
power cells [7,8]. Recently, scientists have focused
on the commercial use of silver nanoparticles such
as the manufacturing of cheap and effective
antibacterial paints, water filters, antibacterial
surface coatings [9], superior electrodic materials
with piezo-electrics and many other advanced and
sophisticated applications [10]. This requires an
extensive study of the stabilities of silver
nanoparticles under different possible conditions
[11]. Various studies have revealed that silver
nanoparticles are sensitive to acidic and basic

media but none of them reveal the limits up to
which they are sensitive to the concentration of
acids and bases and how they lose their stability as
a function of time in extreme environments [3,4].
This study tries to explain the effect of such
conditions on the stability of silver nanoparticles
when prepared by citrate reduction.

Materials and methods

Colloidal silver nanoparticles were prepared
by the salt reduction [12] in which silver nitrate
was reduced by trisodium citrate.

41AgJr + C6H5O7Na3 + 2H20 i 4Ag0 + C6H507H3
+Na"+H" +0,1

A 200 ml solution of 0.01 M silver nitrate
was magnetically stirred and heated until the
temperature reached 368 K. 2 ml of 0.34 M
trisodium citrate (TSC) was added which resulted
in the appearance of a golden yellow color due to
the formation of nanoparticles. The colloidal
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solution of silver nanoparticles was removed from
the hot plate just after the color change. The
colloidal solution of the Ag-NPs was equally
distributed among 15 test tubes (each test tube
contained 15 ml of the NPs solution) and further
divided into 3 groups i.e. group A, group R and
group S for which the molarities of the base
(NaOH) were 0.1 M (Table 1), 0.075 M (Table 2),
0.05 M (Table 3) respectively. As each group of
NPs solution contained 5 members they were
named according to the amount of base added as
given in Tables 1 - 3.

A Cary WinUV spectrophotometer (model
50 conc serial: ACN-004 559 540) was used to
study the plasmon band. After adding base to all
the solutions their plasmon band was observed

Table 1 Group A (0.1 M acid/base stock solution).

periodically using UV-Vis spectrometer. Another
experiment was performed using acidic
concentrations, accordingly labeled and measured.

UV-Visible spectroscopy is extensively used
for the studies of the metal nanoparticles showing
plasmon bands. UV-Vis absorption spectra have
proved their importance in order to confirm the
existence of nano sized metal particles due to the
surface plasmon resonance phenomenon in the
metals. Ag-metal nanoparticles exhibit a plasmon
band in the range of 350 nm to 550 nm. Samples
were checked using UV-Visible spectroscopy for
the study of changes in their plasmon band. All
experiments were performed under normal
laboratory conditions.

Sample name

Amount of base/acid added (ml)

Final concentration of acid/base (M) x 10

Al 0.1
A2 0.2
A3 0.3
A4 0.4
AS 0.5

0.66
1.3
2.0
2.6
3.2

Table 2 Group R (0.075 M acid/base stock solution).

Sample name

Amount of base/acid added (ml)

Final concentration of acid/base (M) x 103

R1 0.1
R2 0.2
R3 0.3
R4 0.4
RS 0.5

0.50
1.0
1.5
2.0
2.5

Table 3 Group S (0.05 M acid/base stock solution).

Sample name

Amount of base/acid added (ml)

Final concentration of acid/base (M) x 103

S1 0.1 0.33

S2 0.2 0.66

S3 0.3 0.98

S4 04 1.3

S5 0.5 1.6
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Results and discussion

Appearance of plasmon band

Figure 1 shows the UV-Visible spectrum of
0.1 M AgNOj;(,q solution where 0.34 M TSC is
used as a solvent. The appearance of the plasmon

band is consistent with the formation of colloidal
silver nanoparticles. The A, value of 437 nm
corresponds to the average size of 45 nm which is
already established in literature.
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Figure 1 UV-Visible spectra of aqueous silver nitrate solution of known molarity (0.1 M) and of TSC

0.34 M and the plasmon band.

Effect of base on the plasmon band of Ag-NPs
in solution

When a basic solution of NaOH was added to
the NPs solution, the first observation was an
immediate color change of solutions i.e., solutions
became blackish and there was an abrupt increase
in the absorbance values (color of Ag-NPs solution
turned blackish from greenish yellow). It was

observed that the higher the concentration of base
in the solution the darker the color of the solution
and the rate of color change was also faster. This
may indicate a faster structural change in the
nanoparticles. There is a very small blue shift (8
nm) in the wavelength of the maximum
absorbance.
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Figure 2 UV-Visible spectra of Ag-NPs before and after adding the base.
In Figure 2, increase in the absorbance value the second stage of the process. This

corresponds to the formation of new nucleation
sites. In the presence of base an increase in the
width of the peak was observed which may be due
to an increase in the range of particle sizes.

The addition of base has two peculiar effects
on the spectra of Ag-NPs i.e., (i) an initial dip in
the absorbance value (ii) the unevenness of the
spectrum. Overall there is a gradual decrease in the
absorbance which can be clearly seen in Figures
3a - 3c. The initial dip in the spectra can be
correlated to the dissolution of silver nanoparticles
into Ag" ions in the form of Ag"OH(aq) which
ultimately deposit on the glass wall of the test
tubes forming a mirror. In the mean time a
restructuring follows which actually resists the
dissolution of more nanoparticles. There might be
a formation of AgOH layer on the surface of the
silver nanoparticle which slowly dissolves with the
passage of time resulting in slow degradation in

rearrangement is depicted from the regain of the
high absorbance in the case of a basic medium.
After this regain, the absorbance starts to fall
gradually with time in a very regular fashion. Such
a behavior is clearly pictured in Figure 3. This can
be correlated to the preferential formation of
AgOH(aq) as compared to the citrate caped
colloids of silver. Moreover, the higher
concentration of base resulted in a darker solution
and the rate of color change was faster too which is
due to the fast transformation of Ag-NPs to
AgOH(aq). This also indicated more rapid
structural changes in the nanoparticles surface.

This can be further explained chemically as
the preferential affinity of Ag-NPs for the
formation of hydroxide instead of remaining caped
by the citrate which again has a tendency to take
on the more readily available cations of the strong
alkali.
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Figure 3 Summary of the results of addition of base to the as-prepared Ag-NPs solutions.

Initially this results in the development of
nucleation sites along with the instability that
causes the nanoparticles to combine and form
larger agglomerates. This is evident from the
elevation of the baseline of the UV-Vis spectrum
and the reduction in the plasmon band absorbance
value. However, samples Al, S1, S2, R1 Ag-NPs

remained relatively stable for longer than 24 h and
the plasmon band was present although the peak
height revealed low  concentrations  of
nanoparticles. The concluding observation was the
presence of a clear solution and the formation of
mirror on the glass walls of the test tube.
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Figure 4 Plasmon band of the as-prepared Ag-NPs and effect of adding acid. Spectra were recorded just

after the addition of acid.

Effect of acid on the surface plasmon band of
Ag-NPs

After adding the acid to the as-prepared Ag-
NPs solution, a small red shift (10 nm) is seen in
the spectra shown in Figure 4. This indicates an
increase in the size of the nanoparticles and the
increase in the absorbance value represents the
formation of new nucleation sites i.e. an increase
in the concentration of the NPs. Another visible
change in the plasmon resonance band is the
second maximum which is due to the presence of
two main particle sizes.

After adding different concentrations of acid
the response of the solutions was different. The
visible spectra showed a decrease in the
concentration of the nanoparticles and ultimately a
change in size due to accelerated growth of the
particles. The growth of the particle is proved by
ultrasonification of the resulting precipitate which
could not be re-dispersed even when put to the
process for long time in the same medium initially
used for the dispersion of Ag-NPs. The sample S1
has the lowest concentration of acid so it did not
show any appreciable disappearance  of
nanoparticles even after 24 h. Similarly samples
Al, R1, S1, S2 i.e., concentration of acid < 10° M

retained their plasmon band for significant lengths
of time i.e., even after 24 h which shows that Ag-
NPs were stable in low acid concentrations as
depicted in Figure 5. The calculation of acid
concentration in  solutions  showed that
nanoparticles became unstable in acidic medium
when the concentration of acid is > 10° M. Any
lower concentration of acid will be unable to
completely destabilize the Ag-NPs before 24 h.
However, higher concentrations clearly changed
the nano domains of the Ag-NPs.

According to Murali et al. [13] electrostatic
repulsive interactions between flocculated clusters
are responsible for the stability of Ag-NPs, and the
capping agent enhances these forces and hence,
stabilizes the nanoparticles. With the addition of
acid, the pH value of capped Ag-colloidal solution
decreases and creates holes (for electrons due to
addition of H' ions to the solution) in hydrosol.
This decrease in electrostatic repulsion produces
appreciable damping and red shift in the
absorption spectra. Increase in size distribution is
also evident from spectra in Figure 4. All the plots
of absorbances at different concentrations vs. time
other than < 10 M are able to rapidly increase the
size of Ag-NPs.
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Figure S Plot of absorbances of Ag-NPs plasmon band subjected to different acidic environments.

Increasing concentrations of acid results in
rapidly decreasing plasmon band, unstable Ag-
NPs

After complete disappearance of the plasmon
band in visible spectra the solutions became clear
and black residues were there in the bottom of the
test tubes. The clearness of the solutions and that
residue can be explained as follows. When acid
was introduced into the Ag-NPs solutions they
started to grow in their sizes which are evident
from the red shift in the visible spectra and after
some time they grew large enough to cross the
lower limit of 10” m and entered larger sizes. As
the plasmon band represents the existence of nano
sized silver particles so with the extinction of nano
size silver particles the plasmon band also
disappeared and particles settled down in the
bottom of the test tubes.

While disappearing, the acidic and basic
samples followed different mechanism. In the
basic medium, particles decrease their size and
form Ag' ions while in acidic medium, particles
grow in size to cross this limit. In the basic
medium, particles decreased their size and stabilize
themselves by sticking to the walls of test tubes
and the end product was a clear solution with a
silvering of the walls of the test tubes. In the case
of acidic medium particles grow in size and
became larger and thus settle at the bottom of the
test tube.

Conclusions

Ag-NPs are unstable in both acidic and basic
media however the mechanism which leads to this
instability is very much different in the two
mediums.
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Mat

Scheme 1

Ag-NPs (Scheme 1) spontaneously convert
to Ag’ ions i.e., shown by small blue dots in
Scheme 1 under basic conditions i.e., in the form
of Ag'OH'(aq) which ultimately deposits on the
wall of test tube. In acids (Scheme 1) the
nanoparticles aggregate and grow in size resulting
in precipitates at the bottom of the test tube. In
acidic conditions we conclude that “Stable Ag-NPs
< concentration of acid 10° M < Unstable Ag-
NPs”.

Acknowledgements

The authors appreciate the help extended by
the supporting staff of the Department of
Chemistry, Forman Christian College during the
course of this project.

References

[1] O Tzhayik, P Sawant, S Efrima, E Kovalev
and JT Klug. Xanthate capping of silver,
copper and gold colloids. Langmuir 2002;
18, 3364-9.

[2] KG Scheckel, TP Luxton, AM El Badawy,
CA Impellitteri and TM Tolaymat.
Synchrotron speciation of silver and zinc
oxide nanoparticles aged in a Kaolin
suspension. Environ. Sci. Tech. 2010; 44,
1307-12.

[3] AM El Badawy, RG Silva, B Morris, KG
Scheckel, MT Suidan and TM Tolaymat.
Surface charge-dependent toxicity of silver

(3]

(7]

nanoparticles. Environ. Sci. Tech. 2010; 485,
283-7.

KG Scheckel, TP Luxton, AM El Badawy,
CA  Impellitteri and TM Tolaymat.
Synchrotron speciation of silver and zinc
oxide nanoparticles aged in a kaolin
suspension. Environ. Sci. Technol. 2010; 44,
1307-12.

FM Kelly and JH Johnston. Colored and
functional silver nanoparticle-wool fiber
composites. ACS Appl. Mater. Interfaces
2011; 3, 1083-92.

D Wodka, Eb Biclanska, RP Socha, M
Elzbieciak-Wodka, J Gurgul, P Nowak, P
Warszynski and 1 Kumakiri. Photocatalytic
activity of titanium dioxide modified by
silver nanoparticles. ACS Appl. Mater.
Interfaces 2006; 2, 1945-53.

J Jain, S Arora, JM Rajwade, P Omray, S
Khandelwal and KM Paknikar. Silver
nanoparticles in therapeutics: development of
an antimicrobial gel formulation for topical
use. Mol. Pharm. 2006; 6, 1388-401.

PS Vijayakumar and BLV  Prasad.
Intracellular biogenic silver nanoparticles for
the generation of carbon supported antiviral
and sustained bactericidal agents. Langmuir
2009; 25, 11741-7.

C Tiller Jorg. Silver-Based Antimicrobial
Coatings, Polymeric Drug Delivery II,
American Chemical Society, Washington
DC, 2006, p. 215-31.

236

Walailak J Sci & Tech 2012; 9(3)



pH Stability of Silver Nanoparticles

Hafiza SHABBEER et al

http://wjst.wu.ac.th

[10]

[11]

[12]

DJ Anderson and M Moskovits. A SERS-
active system based on silver nanoparticles
tethered to a deposited silver film. J. Phys.
Chem. B 2006; 110, 13722-7.

RM El-Shishtawy, AM Asiri and MM Al-
Otaibi. Synthesis and spectroscopic studies
of stable aqueous dispersion of silver
nanoparticles. Spectrochim. Acta 4 2011; 79,
1505-10.

A Sileikaite, I Prosycevas, J Puiso, A Juraitis
and A Guobiene. Analysis of silver
nanoparticles  produced by  chemical

reduction of silver salt solution. Mater. Sci.
2006; 12, 287-91.

P Mukherjee, A Ahmad, D Mandal, S
Senapati, SR Sainkar, MI Khan, R Parishcha,
PV Ajaykumar, M Alam, R Kumar and M
Sastry. Fungus-mediated synthesis of silver
nanoparticles and their immobilization in the
mycelial matrix: a novel biological approach
to nanoparticle synthesis. Nano Letters 2001;
1,515-9.

Walailak J Sci & Tech 2012; 9(3)

237




<<
  /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 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /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 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 ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /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 <>
    /PTB <>
    /SUO <>
    /SVE <>
    /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 [612.000 792.000]
>> setpagedevice


