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Abstract—The preparation of electrostatic complexes between a cationic polymer, poly(diallyldimethylam-
monium chloride), and natural polyanions, potassium humates, is described. The polycomplexes remain sta-
ble in the aqueous solution for a long time (up to 3 months) or form precipitates that can be easily resuspended
when the sample is shaken. When aqueous solutions/suspensions of polycomplexes are applied on the sand
surface, polymer-sand coatings (crusts) are formed, the mechanical strength of which increases with increas-
ing content of poly(diallyldimethylammonium chloride) in the polycomplex. The greatest resistance to water
(water resistance) is exhibited by crusts with a high proportion of mutually neutralized sections of both poly-
mers. For such crusts, sand loss during watering is in the range from 0 to 2%. The developed multicomplex
formulations can be used to stabilize soil and ground against water and wind erosion.

DOI: 10.1134/S1560090419060101

INTRODUCTION
Land degradation processes are taking place all

over the world. These are global social, economic, and
environmental problems of our time caused by climate
change and anthropogenic activities [1, 2]. The main
cause of degradation is the destruction of the upper
fertile layer of the earth (soil layer) under the influence
of water and wind, in other words, water and wind ero-
sion [3, 4]. Various approaches are used to stabilize the
soil, including mechanical [5, 6], biological [7, 8], and
chemical [9, 10]. The latter are of particular interest
owing to the commercial availability of the compo-
nents used to obtain stabilizing formulations, their low
cost, and the relatively simple technology of applying
formulations on the soil surface [10].

Polymers with ionic groups (cationic, anionic, or
both) that can efficiently adsorb on the surface of bulk
objects often act as chemical soil stabilizers [11, 12].
The experience accumulated to date for polymer bind-
ers shows that an optimal result can be achieved if the
polymers contain extended hydrophilic and hydro-
phobic sections [13, 14]. The former interact with
hydrophilic regions on the surface of soil and ground
particles and stick them together. The latter cause the
same effect in relation to hydrophobic sections. This
leads to a sharp increase in binding efficiency and, at
the same time, ensures uniform distribution of the
binder in the soil/ground layer. This condition is ide-
ally satisfied by interpolyelectrolyte complexes

(PECs)—products of the cooperative interaction of
oppositely charged polymers, cationic and anionic
[14–16]. Depending on the charge-to-charge ratio of
the components, two types of PEC can be obtained:
water insoluble stoichiometric polycomplexes and non-
stoichiometric polycomplexes bearing an excess positive
or negative charge which are soluble in water and
water-salt solutions [17, 18].

This work describes the formation and properties
of polycomplexes formed by a cationic polymer,
poly(diallyldimethammonium chloride) (CAT), and
polyanions, potassium humates (ANI). Synthetic CAT
is widely used as a f locculant for wastewater treatment
[19]; natural ANI is used as fertilizers for soils with a
low content of organic substances and immunostimu-
lants for plants [20, 21]. The macromolecule of quat-
ernized polyamine CAT is positively charged at all pH
values of the aqueous solution. ANIs contain several
types of functional groups, including carboxyl (the
main component), phenolic, and primary/secondary
amino groups; the total charge of the ANI depends on
the pH of the solution and becomes more and more
negative upon transition from the acidic to neutral and
then to alkaline region [21, 22]. Particular attention is
paid to the use of CAT–ANI polycomplexes of various
compositions for creating protective (anti-erosion)
coatings on unstructured loose ground, quartz sand.
Varying the composition of the polycomplex allowed
one to optimize the ratio of the polymer components
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of the formulation for fixing the soil. In earlier works
[12, 14], the authors were limited, as a rule, to stoi-
chiometric complexes; only the chemical nature of the
polymers forming the complex changed.

EXPERIMENTAL

CAT with Mw = (400–500) × 103 (Sigma-Aldrich),
ANI with Mw = 9.9 × 103 [23] (Humintech, Ger-
many), and crystal hydrates of sodium hydrogen phos-
phate and dihydrogen phosphate (Himmed, Russia)
were used without preliminary purification. The con-
centration of CAT was expressed in terms of the num-
ber of moles of cationic groups per liter of solution
[CAT]. The molar concentration of anionic groups of
potassium humates was previously determined [23]
and corresponded to [СOO–] = 2.6 × 10-4 mol/L in a
0.01% aqueous solution of ANI (pH 7). Quartz sand
with a rounded grain size of 0.1–0.2 mm was purified
from impurities by numerous washes in double-dis-
tilled water.

PEC compositions for sand processing were pre-
pared by simple mixing of the corresponding volumes
of 1% CAT and ANI in weakly saline buffer solutions
with pH 7. The composition of the polycomplexes Q
was expressed in terms of the ratio of the molar con-
centrations of the blocking polyelectrolyte ionized at
pH 7 taken in deficiency to the ionized groups of the
lyophilizing polyelectrolyte taken in excess.

The hydrodynamic diameter of particles was mea-
sured by dynamic light scattering on a ZetaPlus instru-
ment (Brookhaven, United States), and their electro-
phoretic mobility (EPM) was studied by laser micro-
electrophoresis on a ZetaPlus instrument
(Brookhaven, United States). To process the results,
software provided by the manufacturer of the device
was used.

X-ray diffraction studies were performed on an
URD-6 diffractometer (Germany) using nickel-fil-
tered CuKα radiation. Microphotographs were taken
on a JEOL JSM-6380LA scanning analytical electron
microscope, Japan) at an accelerating voltage of 20 kV)
at the Interfaculty Laboratory of Electron Microscopy,
Faculty of Biology, Moscow State University.

The strength characteristics of the polymer-sand
crust were measured by the penetration method (cone
immersion) using a Rehbinder conical plastometer,
Russia [24]. Sandy soil samples with a protective layer
on the surface were prepared as follows. Quartz sand
(60 g) was placed in plastic containers, the height of
the soil layer was 5 cm, and the surface area was
~16 cm2. Using a spray gun, a 1% solution/suspension
of the polycomplex with a f low rate of 3 L/m2 was
applied on the surface. The samples were dried to a
constant weight in air.

All the results presented are average values
obtained by three repetitions of each experiment.

RESULTS AND DISCUSSION
The formation of polycomplexes was monitored by

recording the charge of particles in the system. The
experiments were carried out in phosphate buffer with
pH 7. Under these conditions, the size (hydrodynamic
diameter) of the ANI particles was 130 nm with an elec-
tron phase transition (EPT) of –3.9 × 108 m2/(V s). The
addition of the KAT solution to the ANI solution led
to the neutralization of the polyanion, and the EPT
equal to zero was achieved at [CAT] : [ANI] = 1
(Fig. 1, curve 1), that is, upon the mutual neutraliza-
tion of all charged groups of CAT and ANI in solution.
A subsequent increase in the concentration of CAT
gave the particles of the complex a positive charge; the
limiting value of EFT = +4 × 108 m2/V s) was achieved
at [CAT] : [ANI] = 2.1; pH 7.

Curve 2 (Fig. 1) reflects a change in the EPT of
PEC particles during back titration, when the ANI
solution is added to the CAT solution. When [ANI] :
[CAT] < 1, particles of the polycomplex carried a neg-
ative charge, the neutralization of the complex was
achieved at [ANI] : [CAT] = 1, and the region of
[ANI] : [CAT] > 1 corresponded to a polycomplex
with an excess negative charge. Thus, the formation of
an electrically neutral stoichiometric polycomplex
with [ANI] : [CAT] = 1 did not depend on the mixing
order of the initial components of the complex.

The electrostatic nature of the interaction was con-
firmed by scanning electron microscopy and X-ray
phase analysis. Figure 2a shows a micrograph of the
film obtained by applying a suspension of stoichio-
metric PEC with Q = 1 on the glass plate, followed by
drying for 3 days. The photograph clearly shows
numerous microsized objects that are removed when
the resulting film is washed with water (Fig. 2b).

On the diffraction pattern of the sample PEC with
Q = 1 (Fig. 3, curve 1), along with the amorphous halo
of the polycomplex, narrow reflections are present at
2Θ = 28.4 and 40.6 A. The same reflections are
observed on the diffraction pattern of KCl salt crystals
(Fig. 3, curve 2).

Thus, the formation of polycomplexes of potas-
sium humates and poly(diallyldimethylammonium
chloride) is accompanied by the release of a significant
amount of small counterions into the solution (K+ and
Cl-) and the formation of potassium chloride crystals
during drying of the sample. These crystals easily dis-
solve in water and are removed from the surface of the
polymer film when it is washed with water.

The dispersion stability of the polycomplexes was
monitored by dynamic light scattering. Table 1 shows
the values of the hydrodynamic diameter and the val-
ues of the EPT of the PEC particles 15 min and
3 months after preparation. The composition of the
polycomplexes is presented as the ratio Q(+) =
[ANI] : [CAT] for negatively charged polycomplexes
with excess anionic ANI and Q(–) = [CAT] : [ANI]
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for positively charged PEC with excess cationic CAT.
Composition Q = 1 corresponds to a stoichiometric
polycomplex with an equimolar charge-to-charge
ratio of components.

Before measuring the size and charge, the stratified
samples with Q(–) = 0.6 and 0.8 and Q(+) = 0.6 and
0.8 were shaken manually for three to four minutes.
After shaking, the sample with Q = 1 formed a suspen-
sion with a particle size beyond the technical capabil-
ities of the photometer. Other samples were homoge-
neous light brown solutions that did not require addi-
tional dispersion. As follows from Table 1, the size of
the PEC particles increased with decreasing absolute

value of their charge. However, in all cases (except the
sample with Q = 1), their size did not exceed 500 nm.
After 3 months, the picture was preserved: during this
time, the particle size in homogeneous solutions and
solutions subjected to dispersion practically hardly
changed.

The following procedure was used to study the sta-
bilizing properties of PEC. The sand (100 g) was
placed in a Petri dish, and 25 mL of a 1% aqueous
solution/suspension of the starting polymers, CAT or
ANI, or polycomplexes of different composition was
applied on top. The resulting samples were air-dried
for 3 days. Figure 4 shows the initial sand and the sand

Fig. 1. Dependence of the EPT of particles in (1) 0.01% ANI solution on the ratio of functional groups Q(–) = [CAT]/[ANI] and
(2) in 5 × 10–3 M CAT solution on the ratio of functional groups Q(–) = [CAT]/[ANI]. Phosphate buffer, 2 × 10–3 M, and pH 7. 
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Fig. 2. Microphotographs of the films cast from 1% dispersions/suspension of (a) the equimolar mixture ANI/CAT with Q = 1
and (b) the equimolar mixture ANI/CAT after washing in water.
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treated with PEC Q(+) = 0.6. After the Petri dish was
lifted at one edge by an angle of 25°, the untreated
sand moved to the opposite edge of the cup (Fig. 4a).
The sand treated with the polymer formulation did not
move and did not spill out of the cup even after it was
moved to the vertical position (Fig. 4b) owing to for-
mation of a surface polymer-sand crust. A photograph
of the crust taken from the sand surface is shown in
Fig. 4c.

The strength of the polymer-sand crust was mea-
sured by the penetration method using a Rehbinder

conical plastometer. It was shown that such a charac-
teristic of composite coatings (penetration strength)
reflects well the effectiveness of their use as anti-ero-
sion screens [25, 26]. The strength of the crust com-
posed of sand and ANI was 1.5 ± 0.3 kg/cm2 (Table 2).
Crusts formed from the sand and polycomplexes had a
significantly higher strength, which progressively
increased with an increase in the fraction of CAT in
the polycomplex and reached a maximum value of
730 ± 40 kg/cm2 for the crust formed from the sand
and individual CAT. This behavior of the crusts is due
to the fact that the surface of the sand carries a nega-
tive charge [27], and for their binding to large and
strong aggregates (crusts), a polymer with a high den-
sity of cationic groups is required.

Another important parameter of crusts is water
resistance, which reflects their capacity for long-term
protection of the soil in the case of possible rainfall.
During the experiments, Petri dishes filled with 100 g
of sand and treated with ANI, CAT, or polycomplexes
were tilted by 45° and poured with water for 15 min in
a pulsed mode (simulating sprinkling) from a distance
of 20 cm. The total amount of applied water was
200 mL per sample.

The initial unstructured sand (before treatment
with a polymer formulation) after sprinkling lost
55 ± 3 g of sand (Table 2). After ANI treatment, the
amount of washed sand increased to 58 ± 5 g; after
CAT treatment, it increased to 80 ± 6 g. Probably, this
behavior of the polymer-sand crust based on individ-
ual polymers is associated, on one hand, with the high
solubility of ANI and CAT in water and the rapid
leaching of polymers from the interparticle space and,
on the other hand, with the hydrophilization of the

Fig. 3. X-ray diffraction patterns of (1) the dry polycomplex with Q = 1 and (2) potassium chloride. 
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Table 1. The hydrodynamic diameter and electron phase
transition of particles in 0.01% dispersions/suspensions of
polycomplexes in 2 × 10–3 M phosphate buffer (pH 7)

In the numerator, after 15 min; in the denominator, after 3
months. p.s. implies phase separation (particle size after shaking).

PEC
composition

Diameter,
nm

EPT × 108,
m2/ (V s)

Q(–) = 0.2 135/140 –3.5/–3.5

Q(–) = 0.4 140/150 –2.9/–3.0

Q(–) = 0.6 190 (p.s.)/200 (p.s.) –2.2/–2.1

Q(–) = 0.8 480 (p.s.)/470 (p.s.) –1.3/–1.3

Q = 1 p.s./p.s. 0/0

Q(+) = 0.8 510 (p.s.)/500 (p.s.) 0.9/1.0

Q(+) = 0.6 340 (p.s.)/350 (p.s.) 2.4/2.5

Q(+) = 0.4 220/230 3.1/3.2

Q(+) = 0.2 205/200 3.9/3.9
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surface of particles by adsorbed polymers and the
improved slip of modified particles relative to each
other. Processing of the sand with multicomplex for-
mulations led to the formation of protective coatings
significantly reducing or completely blocking soil
washout. The water resistance of the polymer-sand
crust strongly depended on the composition of the
polymer formulation. The crusts formed from poly-
complexes with a high proportion of mutually neutral-
ized sections of both polymers turned out to be the
most resistant to sprinkling: from Q(–) = 0.6 through
Q = 1 and further to Q(+) = 0.4. For such polymer-
sand crusts, sand loss during sprinkling ranged from 0
to 2%. Polymer-sand crusts with a high proportion of
uncompensated charge Q(–) ≤ 0.4 and Q(+) ≤ 0.2 lost
noticeably more sand. Obviously, the stability of the
films in the presence of water was associated with the
presence of extended hydrophobic blocks in the PEC
represented by sequences of mutually neutralized frag-
ments of the chains of both polymers. Such PECs were
bound to sand particles owing to ionic and hydropho-
bic contacts that stabilized polymer-sand crusts in an
aqueous environment. Reduction in the proportion of

hydrophobic blocks in the PEC (decrease in Q) gave
the polycomplexes solubility in water and led to the
destruction of polymer-sand crusts upon sprinkling.

Thus, water-resistant composite coatings on the
surface of bulk material, quartz sand, can be formed
using a combination of water-soluble macromole-
cules: natural polyanions, potassium humates, and
synthetic polycations, poly (diallyldimethylammo-
nium chloride). The mechanical strength of the poly-
mer-sand crusts reflecting the efficiency of sand bind-
ing with polymers increases with increasing polycation
content in the complex. Protective coatings based on
the majority of PEC, unlike individual polyelectro-
lytes, prevented 90–100% of the sand from being
washed away from an inclined surface during heavy
sprinkling. The greatest water resistance was shown by
the polymer-sand crusts based on positively charged
compositions with an average and high degree of
charge compensation.

ACKNOWLEDGMENTS

We are grateful to A G. Bogdanov for his help in electron
microscopy studies.

FUNDING

This study was supported by the Russian Foundation for
Basic Research (project no. 18-29-25017-a).

REFERENCES
1. R. Lal, Land Degrad. Dev. 12, 519 (2001).
2. A. G. Brown, S. Tooth, J. E. Bullard, D. S. Thomas,

R. C. Chiverrell, A. J. Plater, and J. Wainwright, Earth
Surf. Processes Landforms 42, 71 (2017).

3. J. C. Colazo and D. Buschiazzo, Land Degrad. Dev.
26, 62 (2015).

4. T. Guillaume, M. Damris, and Y. Kuzyakov, Global
Change Biol. 21, 3548 (2015).

5. H. Afrin, Int. J. Transp. Eng. Technol. 3 (2), 19 (2017).
6. M. Prosdocimi, P. Tarolli, and A. Cerdà, Earth-Sci.

Rev. 161, 191 (2016).

Fig. 4. Photos of (a) the initial sand, (b) the sand treated with PEC with Q(+) = 0.6, and (c) the surface of the polymer-sand crust.

(а) (b) (c)

Table 2. Strength and water resistance characteristics of
protective coatings

Composition
Strength of the 

polymer-sand crust, 
kg/cm2

Amount of washed 
sand, g

ANI 1503 58 ± 5
Q(–) = 0.2 25 ± 3 21 ± 3
Q(–) = 0.4 40 ± 10 7 ± 2
Q(–) = 0.6 55 ± 15 1 ± 0.5
Q(–) = 0.8 140 ± 15 0

Q = 1 180 ± 20 0
Q(+) = 0.8 220 ± 21 0
Q(+) = 0.6 300 ± 27 0
Q(+) = 0.4 360 ± 30 2 ± 1
Q(+) = 0.2 570 ± 40 14 ± 2

CAT 730 ± 40 80 ± 6



POLYMER SCIENCE, SERIES B  Vol. 61  No. 6  2019

POLYELECTROLYTE COMPLEXES OF POTASSIUM HUMATES 703

7. L. Zhang, J. Wang, Z. Bai, and C. Lv, Catena 128, 44
(2015).

8. W. Vannoppen, M. Vanmaercke, S. De Baets, and
J. Poesen, Earth-Sci. Rev. 150, 665 (2015).

9. K. Tian, Y. Wu, H. Zhang, D. Li, K. Nie, and S. Zhang,
Land Degrad. Dev. 29, 4271 (2018).

10. L. Yan and J. Yang, Mater. Rev. 23 (3), 51 (2009).
11. G. Shulga, T. Betkers, S. Vitolina, B. Neiberte,

A. Verovkins, O. Anne, and A. Žukauskaitė, J. Environ.
Eng. Landscape Manage. 23, 279 (2015).

12. I. G. Panova, A. V. Sybachin, V. V. Spiridonov, K. Ky-
dralieva, S. Jorobekova, A. B. Zezin, and A. A. Yarosla-
vov, Geoderma 307, 91 (2017).

13. Y. Adachi, Paddy Water Environ. 17, 1 (2019).
14. A. B. Zezin, S. V. Mikheikin, V. B. Rogacheva,

M. F. Zansokhova, A. V. Sybachin, and A. A. Yarosla-
vov, Adv. Colloid Interface Sci. 226, 17 (2015).

15. E. A. Lysenko, R. S. Bilan, and P. S. Chelushkin,
Polym. Sci., Ser. C 59, 35 (2017).

16. A. D. Kulkarni, Y. H. Vanjari, K. H. Sancheti,
H. M. Patel, V. S. Belgamwar, S. J. Surana, and
C. V. Pardeshi, Artif. Cells, Nanomed., Biotechnol. 44
(7), 1615 (2016).

17. V. A. Izumrudov and A. V. Sybachin, Polym. Sci., Ser.
A 48, 1098 (2006).

18. V. V. Parashchuk and V. A. Izumrudov, Polym. Sci.,
Ser. A 55, 24 (2015).

19. Y. Sun, Z. Liu, and P. Fatehi, J. Environ. Manage. 200,
275 (2017).

20. I. V. Perminova, J. M. García-Mina, H. Knicker, and
T. Miano, J. Soils Sediments 19, 2663 (2019).

21. A. C. Garcia, L. G. A. De Souza, M. G. Pereira,
R. N. Castro, J. M. García-Mina, E. Zonta, and
R. L. L. Berbara, Sci. Rep. 6, 20798 (2016).

22. B. A. G. de Melo, F. L. Motta, and M. H. A. Santana,
Mater. Sci. Eng. 62, 967 (2016).

23. I. G. Panova, A. A. Drobyazko, V. V. Spiridonov,
A. V. Sybachin, K. Kydralieva, S. Jorobekova, and
A. A. Yaroslavov, Land Degrad. Dev. 30, 337 (2019).

24. D. D. Khaidapova and E. A. Pestonova, Pochvovedenie
11, 1330 (2007).

25. J. Liu, B. Shi, H. Jiang, H. Huang, G. Wang, T. Kamai,
Eng. Geol. 117, 114 (2011).

26. J. Liu, Y. Bai, Z. Song, Y. Lu, W. Qian, and D. Kanun-
go, Polymers 10 (123), 287 (2018).

27. H. Junhao, X. Liu, and E. Thormann, Langmuir 34,
7264 (2018).

SPELL: OK



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends false
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /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 false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 290
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 600
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.01667
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /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 290
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 600
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 2.03333
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /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 800
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 2400
  /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 <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /RUS ()
    /ENU <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice




