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The effect of nitrogen on
the co-segregation with
molybdenum in a
Fe-3.5wt%Mo-N(100)
single crystal

W.A. Jordaan®’, J.J. Terblans® and H.C. Swart®

In this study, the co-segregation of molybdenum and nitrogen to the
(100) surface of an iron single crystal was investigated by studying
a Fe-3.5wt%Mo-N single crystal. Ternary segregation systems are
considerably more complex than binary systems in the sense that
there are seven unknown segregation parameters to determine, as
opposed to three for a binary system. A novel approach was under-
taken to minimize the number of unknown variables and thus
reduce the calculation time needed for the ternary system, by first
analysing the segregation behaviour of molybdenum in a binary
system [Fe-3.5 wt%Mo(100)] that was exposed to a nitrogen ambient.
Exposing the binary crystal to nitrogen at high temperatures, the
molybdenum segregated to the surface. The segregation profiles of
the two systems were acquired at constant temperatures in the
range 797-888 K using Auger electron spectroscopy (AES). The
segregation profiles were fitted with the modified Darken model
and the segregation parameters, namely, the pre-exponential factor
(D,), activation energy (E), segregation energy (AG) and the inter-
action energies (2.0 2re.n» @and €2,,..) for molybdenum and nitro-
gen, were determined. For the binary system the segregation
parameters for molybdenum were: D, = 2.4 x10°*" m?s™, E,,, =
323 + 16 kd mol™, and AG,,, = -38 * 5 kJ mol™'. These segregation
parameters were then used as initial values to fit the experimental
data of the ternary system. The segregation parameters for molyb-
denum in the ternary system were determined as: D,,,, = 1.9 X
10**'m?s™, E,,, = 271 = 11 kd mol™ and AG,,, =-32 £ 5 kJ mol™".
The segregation parameters for nitrogen in the ternary system were
D,y =2.8 x 10°** m?s™, E, = 323 + 43 kd mol™ and AG, =-19 *
3 kd mol™. The interaction energy between molybdenum and nitro-
gen was A2, = -19 £3 kd mol™.
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Introduction

During the manufacturing process of automotive components,
metallic alloys are often heated for prolonged periods. At such
high temperatures, elements of low bulk concentration (even a
few ppm) have high mobilities and tend to diffuse to the surface
and grain boundaries. This phenomenon is known as segregation
and it may be a significant hurdle for manufacturers, as it
can cause failure of components that were heated, welded or
operating at elevated temperatures, to name a few examples.'”
Segregation studies thus had their origin in finding solutions to
temper embrittlement caused by grain boundary segregation
and it has been extensively investigated by pioneers such as
McLean.* With the advent of surface analysis techniques, these
studies became experimentally viable and indispensable.

Segregation is defined as the exchange of atoms between the
surface layer and bulk solid until equilibrium is reached. Tradi-
tionally, the concentration gradient was seen as the driving force
behind segregation and diffusion equations such as that of Fick
were used to derive segregation models.” However, the only
parameters that can be determined via Fick’s equation are the
pre-exponential factor (D) and the activation energy (E). Today,
an all-encompassing thermodynamic view of segregation
demands that the excess energy of the system is rather viewed as
the driving force behind segregation. From this premise, the set
of modified Darken differential equations can be derived. Using
the Darken approach, additional parameters, namely the segre-
gation energy and the interaction coefficients, can be calculated.
One of the main advantages of the Darken model is that it
describes both the kinetic and equilibrium parts of the segrega-
tion profile unlike other theories, which describe only one or the
other.

In recent years, there has been an increased interest in
multicomponent- and co-segregation. Often, it is found that
non-metallic strong segregants, such as carbon and nitrogen,
segregate with metals such as titanium, molybdenum and
chromium which themselves are weak or non-segregating
species. This behaviour can be explained by an attractive interac-
tion between the segregants. The formation of epitaxially stable,
two-dimensional, surface compounds often takes place during
co-segregation.

Theory

One of the earliest theories to explain and predict equilibrium
segregation for binary system was that of McLean* and for
ternary systems it was Guttman’s equation.’ The Guttman equa-
tion includes the interaction (€2, ) between the segregating spe-
cies as well as the interaction between segregating species and
the matrix element (Q_,;, Q ,,...). This study focused on both
segregation kinetics and segregation equilibrium. The Darken
model has proved to be quite successful and easy to apply to
binary systems, but for ternary systems the number of unknown
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variables and the computing power required to resolve the
segregation profiles to extract the segregation parameters can be
daunting. To shorten the calculation time, Fick’s equation was
used to determine diffusion parameters D;and E, which in turn
were used as initial estimates in the Darken calculations.

Fick's equation

During segregation, atoms move to the surface via diffusion.
One can therefore use Fick’s second law’ to describe the kinetics
of segregation. If it is assumed that there is no interaction
between the atoms that segregate to the surface, then the rate at
which atoms are transferred from the bulk layer to the surface
will be independent of the surface concentration of the segre-
gated atoms at the surface. It can be seen as if the atoms are
removed from the surface as soon as the atoms arrive there.
Mathematically, it means that the surface concentration is kept
zero at all times. It is also assumed that the bulk concentration of
the segregating species is constant throughout the crystal at time
t=0.

Solving Fick’s equation for the boundary conditions
C=CPforx>0andt=0
C=0forx=0andt=0

the following equation can be derived:"

ool (oY
cl=C {Hd(”” 1)

where C? is the surface concentration, C? is the bulk concentra-
tion, x is the distance from the surface, t is time, D is the diffusion
coefficient, and d is the thickness of the segregated layer.

Modified Darken theory

Most other theories, such as the Fick equation, consider the
concentration gradient to be the driving force behind segregation.
However, thisis contradictory to physical reality, as the diffusion
of atoms takes place from a low concentration in the bulk to
a high concentration on the surface. Segregation takes place
because the total energy of the system is not a minimum when
the surface and bulk have the same concentration values. It can
be shown that only the Gibbs free energy needs to be considered
in this case and that the change in concentration for each atomic
layer can be expressed as’
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where d is the thickness of the segregated layer,  is time, C? is the
fractional concentration of species i in the surface layer, C}” is
the fractional concentration of species 7 in bulk layer j, M; is the
mobility of the atoms. For an ideal solution the mobility is related
to the diffusion coefficient D; by D, = M,RT, Au’*"" is the
difference in chemical potential of species i in layers Bj;; and
B;. This system of differential equations can be solved numeri-
cally, by using the variable step size Gear method.®

Experimental setup
The crystals used in this study were acquired from the
Max-Plank-Institut fiir Eisenforschung. The crystals were made
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according to the Bridgman method and contained 96.5 wt% Fe
and 3.5 wt% Mo. The ternary crystal contained 10 wt.ppm N
determined via atomic absorption. The samples (5mm X 5 mm X
1.5 mm) were cut with spark-erosion to +1° of the desired
crystallographic orientation. Prior to analysis, the crystals were
mechanically polished to 0.05 um using alumina paste until a
mirror-like finish was obtained. The crystals were placed in an
Auger UHV-system for analysis.

The Auger UHV-system, equipped with a Physical Electronics
PHI 25-110 single pass cylindrical mirror analyser (CMA), a
PHI 18-085 electron gun and a Perkin Elmer 04-303 ion gun was
used for the measurements reported in this paper. The Auger
measurements on each crystal were performed with the follow-
ing instrumental settings: base pressure 5.1 X10~ torr, primary
electron beam of energy 3 keV with a beam current of 15 uA,
modulation energy of 4 eV and a scan rate of 2 eV/s. Segregation
profiles of the two segregating systems were recorded at
constant temperatures ranging from 797-888 K using Auger
electron spectroscopy (AES). AES was used to monitor the
surface concentration of Fe, Mo and N as a function of time at
different temperatures. All these measurements were performed
by computer using VisiScan software.’

A calibrated infrared (IR) thermometer was used to measure
the true surface temperature of the crystals in the UHV-system.
The IR thermometer could be calibrated by using a substitute Fe
single crystal and a calibrated type K thermocouple that was
mounted on the surface of the dummy Fe single crystal. To
ensure that the emission characteristics were the same for all
the samples, the substitute crystal, used to calibrate the IR
thermometer, was also mechanically polished to 0.05 um.

The samples inside the UHV-system were first cleaned of
contaminants (C, S, O) using the following procedure: 1) The
sample was sputtered using 2-keV Ar* ion bombardment and
rastered over an area of 5 mm X 5 mm at room temperature for
10 minutes. 2) It was then annealed at 1100 K and sputtered
again for ~10 minutes. 3) It was further annealed at 1100 K for
~20 minutes without sputtering to level off any concentration
gradients of the bulk dopants and to restore the crystalline struc-
ture. Steps 1, 2 and 3 were repeated several times to ensure a
clean sample for the remainder of the investigation.

The segregation profiles were recorded by using the following
procedure: In the case of the binary alloy, nitrogen was leaked
into the system until the pressure in the chamber was 5.0 x 107
torr. First, the sample was heated to the required temperature.
This was done automatically by the computer, using the IR
thermometer as reference. Once the temperature was stable
(~10 minutes), the sample was sputter cleaned for 400 seconds
and data acquisition started immediately after the sputtering.
The Auger peaks for Fe (701 eV), Mo (221 eV) and N (380 eV) were
recorded as a function of time. The data recording was stopped
once equilibrium was reached and then a full Auger spectrum
was acquired to ensure that no other species segregated or that
oxidation had occurred. A large number of Auger peak shapes
were collected, which decreased the scattering in the data and
therefore increased the accuracy of the fits.

Results

The Auger peak-to-peak heights were converted to surface
concentration using the Tanuma, Powell and Penn (TPP-2)"
approximation for the inelastic mean free path and the backscat-
tering of Shimizu'" for electrons. It was also assumed that the Mo
and N layer that formed on the surface was a monolayer.

Binary system
When the Fe-3.5 wt%Mo(100) single crystal was exposed to a
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Fig. 1. The segregation data measured with AES for the temperature range from
797 K to 843 K. Mo segregated from the binary crystal to the surface whereas the N
was absorbed at the surface.

nitrogen ambient of 5 X107 torr at temperatures ranging from
797-871 K, it was observed that Mo segregated to the surface
(Fig. 1). (The Mo segregated only in the presence of nitrogen on
the surface.) As can be seen, the Mo concentration is dependent
on the N concentration and during the initial segregation up to
1000 seconds, it was observed that the Mo segregation rate (the
slope of the curve) was temperature dependent, but that the
nitrogen adsorption rate was almost constant for all temperatures.
At equilibrium, the Mo concentration was approximately four
times that of N (40 at% and 10 at%, respectively).

The experimental data were fitted with the Fick Constant
Temperature software package as shown in Fig. 2. The values of all
fitting parameters (Mo bulk concentration 2.2 at%, and the
distance between the atomic layers 2.886 A) were left un-
changed, except the period over which the curve fits were done.
From the curve fits, the diffusion coefficients of Mo in Fe were
calculated for the temperature range 813-871 K (as shown in
Table 1). The calculated diffusion coefficients were then
plotted on an Arrhenius graph and fitted with the Arrhenius

-E

equation (D = D,eX7) as shown in Fig. 3. From the intercept, the

pre-exponential factor D; was calculated tobe 1.2 X 10***m’s™

and from the slope the activation energy E was calculated to be
258 + 33 k] mol™.
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Fig. 3. The measured segregation data fitted using the Darken model, which
describes the entire profile (equilibrium state as well as kinetics).
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Fig. 2. The measured segregation data fitted using Fick's equation. Fick’s model
cannot describe the equilibrium concentrations.

Table 1. The parameters obtained by fitting experimental data for the binary system
using Fick’s equation and the Darken model. D, is the diffusion coefficient of
Mo andAG,,, is the segregation energy of Mo. The bulk concentration of Mo (X,

was 2.2 at%, and the distance between the atomic layers (d) was 2.886 A

The Fick model The Darken model

Temperature Dy, D, AG,,
K) (x10”* m*s™) (x10”' m’s™) (kJ mol™)
797 13 17 -31.5
813 2.8 3.7 -35.0
828 8.9 12 -35.0
843 14 22 —-40.0
859 19 55 —43.0
871 17 50 —43.0

The experimental data were also fitted with the binary Darken
model using the Darken 2C software package.” The diffusion
coefficients determined with the Fick curve fits were used as
starting values for the Darken curve fits. The latter are shown in
Fig. 4. From the graph itis clear that the Darken model describes
both the equilibrium and kinetic parts of the segregating profile.
In addition to the segregation parameters that were determined
using the Fick curve fits, the Darken model has the advantage of
providing the segregation energy AG as well. The value was

-44.00

D, = 2.38 m/s’
E = 323 kJ/mol
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Fig. 4. The Arrhenius plot of the Mo diffusion coefficient values determined for the
binary system via Fick’s equation and the Darken model.
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Fig. 5. The segregation data measured at 828 K for the ternary system. The data
were fitted using the Darken model.

found to be in the range of -31.5 k] mol™ to —43.0 k] mol™ and
compares favourably with the value of -15 k] mol™ determined
by Uebing et al.” Figure 3 shows the Arrhenius plot of the
diffusion coefficients that were determined (Table 1). From the
regression line, the pre-exponential factor D, was determined to
be2.4x10°*'ms™ and the activation energy E as 323 + 16 k] mol ™.
These values are in good agreement with those determined via
radioactive tracer methods," which are 7.8 x10™" m?s™and 306 kJ
mol™, respectively.

Ternary system

The ternary system analysed in this study was a Fe-3.5 wt%
Mo(100)-N single crystal. When exposed to high temperatures
ranging from 828 K to 888 K, it was observed that Mo and N
co-segregated to the surface. The segregation data measured at
828 K are shown in Fig. 5. The experimental data for the ternary
system were also fitted using the modified Darken approach
with the Darken 3C software package." For the sake of concise-
ness, only the curve fits for the highest temperatures are shown
(see Figs 5 and 6). While the segregation of the two elements de-
pends on each other, it was observed that the segregation rate of
N was considerably higher than that of Mo. At equilibrium, the
Mo concentration was 50 at% and the N concentration was
25 at%, corresponding to a Mo:N ratio of 2:1.

Fick’s equation does not describe co-segregation as it is
assumed that surface species do not interact with each other, yet
it is still useful in determining the diffusion coefficients of the
segregating species. The D values of Mo and N are summarized
in Table 2. The Arrhenius plots of the two species are shown in
Fig. 7. From the linear regressions the pre-exponential factor for
Mo was calculated as 3.6 x 10**' m*s™ and for N it was found to be
4.1 x 10"**m’s™. The activation energies were calculated as 308
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Fig. 6. The segregation data measured at 888 K for the ternary system. The data
were fitted using the Darken model.
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Fig. 7. The Arrhenius plot for Mo and N. The diffusion coefficients were calculated
by fitting the segregation data for the ternary system using the Darken model.

+ 20 kJ mol™ and 210 = 40 kJ mol™ for Mo and N, respectively.

The segregation parameters determined using the Darken model
are listed in Table 2. The model describes both the kinetics and
equilibrium state and, in the case of the ternary system, addi-
tional information is acquired, namely the segregation energies
of Moand N, AG,,, and AG,, as well as the interaction coefficient
between the two elements, Q,, . The average AG,,, value was
determined to be —32 k] mol™ and the average value of AG,, was
-19 k] mol™. The average interaction coefficient, Q,,,, was
determined to be -19 k] mol™. A summary of the effect of the
different parameters involved in the segregation process can be
found in Swart ef al.” Simulations were conducted for different

Table 2. The parameters used for fitting the ternary Darken model to the experimental data, where AG, is the segregation energy of species i, D,
is the calculated diffusion coefficient of species /, and Q,,,  is the interaction coefficient between Mo and N.

The Fick model

The Darken model

DMO DN DMO DN AGMO A(;N QMD-N
Temperature (K) (x107 m’s™)  (x10*m’s™) (x107m’s™)  (x107' m’s™) (kJ mol™) (kJ mol™) (kJ mol™)
828 15 2.4 1.5 1.0 -31.0 -18.0 -18.0
843 2.5 3.9 3.0 3.0 -32.0 -19.0 -18.0
858 5.6 53 6.0 7.0 -32.0 -19.0 -18.0
871 15.0 17.0 13.0 20.0 -34.0 -20.0 -20.0
888 28.0 15.0 20.0 20.0 -33.0 -20.0 -20.0
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interaction parameters, different bulk concentrations of the
species, different segregation energies of the species and different
mobilities (diffusion coefficient and activation energy).

The Arrhenius plots for the Mo and N diffusion coefficients
are shown in Fig. 7. From the linear regressions, the activation
energies for Mo and N in Fe were calculated to be 271 + 11 kJ
mol™ and 323 * 43 kJ mol”, respectively. The pre-exponential
factors were calculated to be 1.9 X 10**' m* s and 2.8 x 10°*°

m*s™, respectively.

Conclusions

The number of unknown variables for the ternary system was
minimized by analysing the segregation behaviour of molybde-
num in a binary system [Fe-3.5 wt%Mo(100)] that was exposed
to a nitrogen ambient. From the binary system the pre-exponential
factor D, and activation energy E were calculated for molybdenum
diffusing in an iron matrix. It was assumed that the diffusion
behaviour of molybdenum in the ternary system would be
nearly the same as in the binary system. The segregation values
of the binary system were therefore used as starting values for
the ternary Darken fits. It should be mentioned, however, that
for the binary system the diffusion coefficient at high tempera-
ture deviated from the expected values due to nitrogen
desorption (see Fig. 3). Though the Darken method could not
exactly model the ternary system, the results were encouraging.

For comparison, the Mo Arrhenius plots for both systems are
shown in Fig. 3. The D, values of Mo vary between 1.2 x 10*
m?s'and 5.5 X 10° m?s™ and the E values between 258 k] mol™
and 345 kJ mol™. These values are comparable to 7.8 X10" m*s™
and 306 k] mol™, determined using radioactive tracer methods.
The segregation energy of Mo was also determined for the
binary system and was found to be =38 k] mol™". Maruyamaet al."”
found it to be —28 k] mol™ using the Langmuir-McLean equilib-
rium method. For the ternary system, it was calculated as
-32 kJ mol™ and Uebing et al."”® found it to be —15 k] mol™, also
using equilibrium methods.

For nitrogen, the pre-exponential factors were in the range
4.1 x 10" m*s™ t02.82 x 10°m’s™. The activation energies (E), in
these cases, were found to be between 210 k] mol™ and 323 kJ
mol™. The segregation energy of N was determined by the

16
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Darken model as -19 k] mol™. The interaction coefficient
between Mo and N was determined as —19 kJ mol™. This value
compares favourably with the value of -35 k] mol™ determined
by Uebing et al.”®

This new fitting procedure has greatly shortened the calculation
time to fit the ternary segregation data.
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Received 4 August. Accepted 20 October 2008.

1. Samson Y., Rousset J.L., Bergeret G., Tardy B., Bertolini J.G. and Laroze G.
(1993). On the surface segregation of silicon in Cu,Si. Appl. Surf. Sci. 72,373-379.

2. Guy A.G. (1972). Introduction to Materials Science. McGraw-Hill Kogokusha,
Tokyo.

3. GuyA.G.(1976). Essentials of Materials Science. McGraw-Hill Kogokusha, Tokyo.

4. McLeanD. (1957). Grain Boundaries in Metals. Oxford University Press, Oxford.

5. Crank]. (1975). The Mathematics of Diffusion, 2nd edn. Oxford University Press,
Oxford.

6. Guttman M. (1975). Equilibrium segregation in a ternary solution: A model for
temper embrittlement. Surf. Sci. 53, 213-227.

7. du Plessis J. (1990). Diffusion and defect data — Surface segregation. Solid State
Phenomena 11, 74.

8. NAG Routines Mark 11. Numerical Algorithm Group, Oxford.

9. Terblans].J. (1997). Die ontwikkeling van ‘n sagtewarepakket vir die beheer van en die
dataverwerking vanaf n skandeeraugermikroskoop. M.Sc. thesis, University of the
Free State, Bloemfontein.

10. Tanuma S., Powell C.J. and Penn D.R. (1991). Calculations of electron inelastic
mean free paths. II. Data for 27 elements over the 50-2000 eV range. Surf. Interf.
Anal. 17(13), 911-926.

11. Shimizu R, (1983). Quantitative analysis by Auger electron spectroscopy. Jpn.
Appl. Phys. 22, 1631-1642.

12. Terblans J.J. (2003). Darken 2C fitting software. University of the Free State,
Bloemfontein.

13. Eltester B. and Uebing C. (1996). Surface segregation phenomena on
Fe-3.5%Mo-N(100): the formation of a MoN surface compound. Surf. Sci.
347(1-2), 39-45.

14. Terblans J.J. (2004). Darken 3C fitting software. University of the Free State,
Bloemfontein.

15. Swart H.C., Roos WD. and Terblans J.J. (2004). Surface segregating kinetics in a
ternary system. Surf. Interf. Anal. 36(4), 285-289.

16. Lide D.R. (1997). Handbook of Chemistry and Physics, pp. F48-F50. CRC Press,
New York.

17. Maruyama N., Smith G.D.W. and Cerezo A. (2003). Interaction of the solute
niobium or molybdenum with grain boundaries in a-iron. Mat. Sci. Eng. A
353(1-2), 126-132.

18. Uebing C. and Viljoen E.C. (1998). Effect of nitrogen and sulphur on the
segregation of molybdenum on single crystalline Fe-3.5%Mo-N,S alloys. Surf.
Sci. 410(1), 123-131.




<<
  /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
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts 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
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
    /AmazoneBT-Regular
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.00667
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /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
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 200
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.01000
  /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
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 800
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 2.00500
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /SyntheticBoldness 1.000000
  /Description <<
    /FRA <>
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308000200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e30593002537052376642306e753b8cea3092670059279650306b4fdd306430533068304c3067304d307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e30593002>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [1200 1200]
  /PageSize [612.000 792.000]
>> setpagedevice




