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Analysis of the formation of starch — hydrocolloid binary gels and

their structure based on the relaxation times of the water molecules

Summary — The formation of gels in the blending of cassava, corn, oat and potato starches with
k-carrageenan, guar and xanthan gums and some of their selected properties have been studied.
0.2 % admixture of xanthan gum, significantly decreased the spin-lattice T; relaxation time,
whereas similar admixtures of guar gum and k-carrageenan had a relatively weak influence upon
starch gelatinization providing, however, a slight increase in T} with an increase in temperature.
The two latter hydrocolloids decreased gelatinization onset temperature by approximately 5 °C
and made gelatinization more diffuse in time. The presence of hydrocolloids influenced also
spin-spin T, relaxation times. Initially, up to the onset gelatinization temperature, T, was most ef-
fectively suppressed by xanthan gum. On cooling, T, varied inconsistently. As a rule, T, in binary
gels was higher than in those of plain starch. In all the studied blends both relaxation times mono-
tonously declined with temperature. The activation energy of water molecules in binary gels on
cooling was estimated.

Keywords: cassava starch, cornstarch, guar gum, k-carrageenan, oat starch, potato starch, xanthan
gum.

ANALIZA POWSTAWANIA I STRUKTURY PODWOJNYCH ZELI SKROBIOWO-HYDRO-
KOLOIDOWYCH NA PODSTAWIE CZASOW RELAKSACJI CZASTECZEK WODY
Streszczenie — Badano powstawanie dwuskladnikowych zeli w wyniku mieszania skrobi kuku-
rydzianej, owsianej, tapiokowej badz ziemniaczanej z k-karagenem, guma guarowa lub ksantano-
wa oraz okres$lano wybrane wlasciwosci tych zeli. 0,2-proc. dodatek gumy ksantanowej wyraznie
skracat czas relaksacji spinowo-sieciowej, T}, podczas gdy dodatek takiej ilosci gumy guarowej lub
k-karagenu miat niewielki wptyw na Zzelowanie skrobi, powodujac jednak wraz z rosnaca tempe-
raturg niewielki wzrost T;. Oba te hydrokoloidy obnizaty jedynie, o ok. 5 °C temperature poczatku
zelowania, a samo zelowanie byto rozciagnigte w czasie. Hydrokoloidy wptywaly takze na czasy
relaksacji spinowo-spinowej, T,. Poczatkowo, az do rozpoczecia zelowania, czas T, ulegat skro-
ceniu, najwyrazniej w ukltadzie z guma ksantanowa (rys. 1, 3, 5, 7). W trakcie chlodzenia wartos¢ T,
zmieniala si¢ nieregularnie. Na ogoét w zelach podwdjnych czasy T, byly dtuzsze niz w zelach ze
skrobi bez dodatkéw, a we wszystkich badanych zelach dwusktadnikowych czasy relaksacji jed-
nostajnie si¢ zmniejszaly wraz ze spadkiem temperatury (rys. 2, 4, 6, 8). Wyznaczono takze energie
aktywacji czasteczek wody w czasie chtodzenia zeli (tabela 1).

Stowa kluczowe: skrobia tapiokowa, skrobia kukurydziana, guma guarowa, k-karagen, skrobia
owsiana, skrobia ziemniaczana, guma ksantanowa.

The functional properties of starch — hydrocolloid bi-
nary mixtures has evoked considerable interest as struc-
ture providers in food production, modifiers of gelatini-
zation, viscosity, flow and retrogradation [1, 2 and refe-
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rences therein]. The predictive theory for blending starch
with hydrocolloid gums has been attempted with limited
qualitative success [1]. Further knowledge is complex na-
ture of some effects beginning from the swelling of starch
granules through their gelatinization and thermody-
namic compatibility of the blend components has neces-
sitated the need to better recognize and quantity them in
order to provide adequate knowledge towards a predic-
tive theory of polysaccharide blending. At the present
more research and data are being gathered in order such
to be able to formulate theory.

The behaviour of water molecules at particular stages
of the formation of binary polysaccharide gels might
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shed light on key dynamic processes and structure of
gels. In our former paper [2] studies on the relaxation
time of water molecules in binary potato starch gels with
arabic, carob, guar, karaya, and xanthan gums as well as
- and k-carrageenans were presented. They revealed that
the molecular dynamics of water molecules in such
blends initially increased with temperature reflecting a
progressive disorder up to the gelatinization tempera-
ture, after which it gradually decreased as a consequence
of the immobilization of these molecules within the
formed gel. Depending on their structure and ionic cha-
racter, gums specifically influenced swelling, gelatiniza-
tion and structure of the gel network. The mediating role
of water depended on its availability and activity. The
application of low field nuclear magnetic resonance to
study the relaxation of water molecules in binary gels ap-
peared to be the right method for the investigation of the
dynamics of the formation of the gel network and its time
dependent changes in a noninvasive and non-destructing
manner.

The former studies were limited to one anionic starch
— potato starch and has now been extended to the binary
mixtures obtained from other non-ionic starches and
three non-starchy hydrocolloids.

EXPERIMENTAL
Materials

Cassava, corn, oat and potato starches, K-carrageenan,
guar and xanthan gums have been characterized in our
former paper [1, 2]. The characteristics of gelatinization
of these materials separately and in blends were also pro-
vided [1, 2].

Samples preparation

The studies were carried out on the samples of 5 wt. %
aqueous suspensions/gels composed of 4.8 wt. % starch
and 0.2 wt. % hydrocolloid. Aqueous binary suspensions
of the components were either subjected to experiments,
in which they were heated from 20 to 90 °C and then
cooled to 20 °C, or were heated on stirring at 90 °C for 1 h.

Methods of testing

The measurements of relaxation time spin—lattice
(T,) and spin—spin (T,) were conducted on a pulse
spectrometer 'H NMR (ELLAB, Poznan, Poland), operat-
ing at 15 MHz, equipped with integral temperature con-
trol system.

Aqueous suspensions of starch and non-starchy hy-
drocolloids (0.3 mL) were placed in sealed tubes. The
measurements were conducted at increasing tempera-
ture from 20 to 90 °C, maintaining the maximum tempe-
rature for 1 h, and then at lowering it to 20 °C, at 10 °C in-
tervals after a 20 min stabilization period.

— For measurements of spin—Ilattice (T;) relaxation
time the inversion-recovery pulse sequence
180,-TI-90,-TR was used [3]. The periods between im-
pulses (TI) varied from 50 to 5000 ms at low temperatures
and from 130 ms to 12 000 ms at high temperatures. The
repetition time (TR), was 35 s. During each relaxation
time (T;) measurement 32 signals of free induction decay
(FID), and 110 points on each FID were collected. The
CracSpin program was used for the calculations of T}
values [4].

— For spin—spin relaxation time (T,) measurements,
a series of Carr-Purcell-Meiboom-Gill (CPMG)
90)(—(TE/2—180y—TE)n [5, 6] pulses were used. The period
between spin echoes (TE) was 6 ms at low temperatures
and 15 ms in high temperatures. The amplitudes of 100
spin echoes were recorded. 5 signal accumulations were
applied with TR of 35 s.

Selected parameters of the inversion-recovery and
CPMG sequences depended on temperature measure-
ments. The values of T, were fitted to the spin echo ampli-
tudes to obtain Eq. (1):

M, =M, exp(
’ L
where: M,, — equilibrium value of magnetization, M,

value of spin echo amplitude taken at time TE.

)

y

RESULTS AND DISCUSSION

As earlier described [7] and illustrated in Fig. 1, on
gelatinization of cornstarch as an example, the spin-lat-
tice relaxation time (T;), increased with an increase in
temperature to a break point related to the onset of
gelatinization. At this point T; temporarily decreased
only to rise again after an increase in temperature by ap-
proximately 5 °C. T, increase therefore in two stages, i.e.
initially to the onset of gelatinization, and then after a
brief decrease, to the final measurement temperature. In
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Fig. 1. Changes of T; (solid lines) and T, (broken lines) in the

heating from 20 to 90 °C gels of cornstarch (circles ®) and its

binary mixtures with xanthan gum (boxes M) guar gum (trian-

gles up A) and x-carrageenan (triangles down V)
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the presence of 0.2 % admixture of either xanthan gum,
guar gum or k-carrageenan, a decrease in the values of T}
was observed. Xanthan gum appeared to be the most effi-
cient in this respect. Admixtures of guar gum and
K-carrageenan provided, to a certain extent, a similar pat-
tern of increase in T; as the function of temperature spe-
cific for the plain cornstarch suspension. This indicates,
that these components exhibit a relatively weak influence
on starch gelatinization. At this stage of gel formation
water deficiency can be regarded as a factor controlling
swelling and onset of gelatinization. Likewise, hydro-
colloid demand for water of hydration did not produce
any significant water deficiency which would affect
swelling and onset of gelatinization of starch granules.
The gelatinization onset temperature decreased for both
hydrocolloids by approximately 5 °C and made gelatini-
zation more diffuse with time.

The final value of T, obtained for the binary gel with
K-carrageenan was higher than the values for plain corn-
starch gel and its blend with guar gum, so it can be as-
sumed both polysaccharides bind water and at 90 °C
have a tendency to separate. In the presence of xanthan
gum the value of T; of the binary blend was remarkably
lower. It slowly increased up to 65 °C above which is be-
gan to rise rapidly. This effect could be associated with
the anionic structure of xanthan gum which favors the
formation of a five-fold helical structure of the macro-
molecule immobilizing water molecules and producing a
water deficiency required for the swelling starch gra-
nules. The gum is resistant to desiccation and at low con-
centrations unusually forms viscous gels [8—10]. The
lack of a characteristic minimum of the relaxation times
implied that water was not bound in the course of the
formation of the polymeric network.

The presence of hydrocolloids also influenced T, rela-
xation times. Initially, up to the onset gelatinization tem-
perature, T, was suppressed most efficiently by xanthan
gum. However, above this temperature water mobility in
that gel appeared to be almost the highest. This could in-
dicate that starch and xanthan gum gels exhibit separate
and independent water releasing systems. The corn-
starch — guar gum structure released water as tempera-
ture rose above 70 °C indicating that this gel network was
the least stable and therefore, the dynamics of water mo-
lecules could be intensified. Below 70 °C, this binary mix-
ture, just as other binary gels retains water most effi-
ciently (Fig. 1). In the x-carrageenan gel, T, increased
above 60 °C because of the strong internal polymeric net-
work formed in which intramolecular predominated
over intermolecular interactions. Both components also
formed separate gel networks.

In the cooling process, T, for all cornstarch binary
blends were lower than T for plain gel in general, T, for
starch — k-carrageenan it exceeded T for plain starch gel
only in the 90—75 °C temperature range. This should in-
dicate that a binary gel network did not exist yet in this
temperature range. The effect of hydrocolloids on T; in

the binary gels decreased in the order: none hydrocolloid
> K-carrageenan > guar gum > xanthan gum (Fig. 2).
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Fig. 2. Changes in T, (solid lines) and T, (broken lines) on cool-

ing cornstarch — hydrocolloid gels from 90 to 20 °C. See Fig. 1

for notation

T, varied inconsistently on cooling. These variations
indicated also the formation of dynamic binary systems
in which the conformation of polysaccharide chains fluc-
tuated in order to attain an energetically feasible arrange-
ment. As a rule, T, in cornstarch binary gels was higher
than in the gel of plain starch. This should indicate that in
the mixed gels water was not immobilized, and that most
likely, both components formed separated gel structures.
The order of decreasing water mobility depended on
temperature (Fig. 2). In the cornstarch — xanthan gum
gels T, decreased while T, increased as compared to the
parameters for plain starch gel. This should mean that on
the formation of the gel, the amount of bound water and
its mobility increased. This it could be possible when
intramolecular interactions dominated over intermole-
cular interactions.

The effect of the added hydrocolloids upon T; on heat-
ing in binary mixtures and gels of oat starch were qualita-
tively similar to that observed for cornstarch. All hydro-
colloids reduced T values with xanthan gum being the
most efficient. The essential difference was observed in
case of T, which was remarkably decreased by hydrocol-
loids and all three exhibited a quite similar, slightly tem-
perature dependent effect (Fig. 3). In the cooled gels, hy-
drocolloids always decreased T; and T, indicating limi-
ted hydration of the gels and that the effect of each colloid
was almost identical, especially below approximately
75 °C (Fig. 4).

In the studies with cassava starch, all three hydrocol-
loids decreased T; on heating and xanthan gum was the
most efficient. Xanthan gum stabilized the system up to
55 °C and T, remained practically unchanged. At higher
temperatures, T} rose sharply. The course of temperature
dependent changes in T, in binary mixtures with guar
gum and k-carrageenan was similar and guar gum most
willingly formed a binary gel as manifested by changes at
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Fig. 3. Changes of T, (solid lines) and T, (broken lines) on heat-
ing from 20 to 90 °C gels of oat starch and its binary mixtures
with xanthan gum, guar gum and k-carrageenan. See Fig. 1 for
notation
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Fig. 4. Changes in Ty (solid lines) and T, (broken lines) on cool-

ing of oat starch — hydrocolloid gels from 90 to 20 °C. See

Fig. 1 for notation

the break point typical for gels with corn and oat starches.
The effect of hydrocolloids on T, was negligible at tempe-
ratures up to 60 °C. At higher temperatures the effect of
xanthan gum was related to maintering a low water mo-
bility. The T, values obtained for guar gum and «-carra-
geenan decreased slightly up to 70 °C, but after the net-
work was developed, rose sharply to a value slightly be-
low that for gel of plain starch (Fig. 5). During cooling, T;
for binary gels was only slightly lower than T, for plain
starch gel, particularly below 60 °C, T, also varied incon-
sistently. Xanthan gum exhibited a low, almost stable wa-
ter mobility in the whole temperature range whereas in
the range between 85 and 20 °C T, in the gel with guar
gum was essentially higher as observed in the case of the
gel with k-carrageenan in the range of 85—35 °C. Below
35 °C T, sharply decreased indicating an efficient water
molecule retention in the gel (Fig. 6).

In the case of the admixture of hydrocolloids with po-
tato starch a fairly negligible effect on gelatinization was
observed. On heating, guar gum and «x-carrageenan
caused an upward shift in the onset of gelatinization tem-
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Fig. 5. Changes of T; (solid lines) and T, (broken lines) on heat-
ing from 20 to 90 °C gels of cassava starch and its binary mix-
tures with xanthan gum, guar gum and x- carrageenan. See
Fig. 1 for notation
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Fig. 6. Changes in T, (solid lines) and T, (broken lines) on cool-

ing of cassava starch — hydrocolloid gels from 90 to 20 °C. See

Fig. 1 for notation

perature by approximately 10 °C and in the binary mix-
ture with xanthan gum gelatinization was not observed.
Admixture of hydrocolloids to potato starch retained a
temperature profile dependent changes in T,. Guar gum
and k-carrageenan caused an upward shift in the break
point by almost 10 °C, but the reverse was the situation
with xanthan gum by approximately 5 °C (Fig. 7). On
cooling, the profile of temperature dependent changes in
T, was very similar as also observed like one another and
such was for T, only that the effect of guar gum was
slightly stronger than that of other hydrocolloids (Fig. 8).
Such behaviour of T} and T, might suggest that both com-
ponents formed either independent networks which
mutually interpenetrated or coupled, common networks
were formed.

In all the studied blends both relaxation times mono-
tonously declined with temperature. In biological sys-
tems, temperature changes of T, proceed according to the
Arrhenius type relationship (2) [11]:

- 2 ~exp{ o7 @
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where: R; — spin-lattice relaxation rate, AE — the energetic
barrier for a reorientation of whole molecule or a group of mole-
cules [12], R, T — gaseous constant and temperature in K, re-
spectively.
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Fig. 7. Changes of T (solid lines) and T, (broken lines) on heat-

ing from 20 to 90 °C gels of potato starch and its binary mix-

tures with xanthan gum, guar gum and k-carrageenan. See

Fig. 1 for notation
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Fig. 8. Changes in Ty (solid lines) and T, (broken lines) on cool-

ing of potato starch — hydrocolloid gels from 90 to 20 °C. See

Fig. 1 for notation

Applying Eq. (2) activation energy (AE), of water mo-
lecules in binary gels on cooling could be estimated. The
error in the calculated AE values was minimal (below
3 %). The values presented in Table 1 were determined
with an maximum accuracy of +0.4 kJ/mol.

Cassava and oat starch showed the highest and the
lowest energetic barrier of the rotation of the water mole-
cules, respectively. In binary systems with xanthan gum
and k-carrageenan, potato starch gels in which the barrier
of rotation of water molecules was highest while oat
starch produced with these hydrocolloids systems in
which the barrier of rotation of the water molecules was

lowest. It should be noted that in these systems with the
highest rotation barrier of the rotation of the water mole-
cules both polysaccharide components were anionic.
Neutral guar gum in combination with cassava starch
produced the gel in which the barrier of rotation for the
water molecule was the highest and, invariantly, oat
starch gave the system with the lowest rotation barrier for
water.

Table 1. Activation energy (AE), of water molecules in cooled
binary gels calculated from Eq. (2) involved spin-lattice relaxa-

tion times
AE, kJ/mol
Starch hydrocolloid added
none | xanthan gum | guar gum | k-carrageenan
Corn 13.62 13.82 15.48 15.64
Oat 11.05 13.35 13.81 14.11
Cassava | 16.88 14.01 17.16 16.88
Potato 14.38 15.24 14.73 17.14
CONCLUSIONS

1. 0.2 % admixture of either xanthan gum, guar gum
or k-carrageenan influenced the gelatinization of corn-
starch weakly. Xanthan gum exhibited the most signifi-
cant effect among the investigated hydrocolloids. Corn-
starch and xanthan gum gels formed separate systems re-
leasing water independently of one another. The corn-
starch — guar gum gel network was the least stable but it
retained water most efficiently. In the gel with x-carra-
geenan a strong internal polymeric network was formed
in which intramolecular interaction predominated over
intermolecular interactions. Both components also
formed separate gel networks.

2. The effect of the added hydrocolloids on gelatiniza-
tion of oat starch was similar to that observed for corn-
starch. The role of hydrocolloids in binary gels of oat
starch was qualitatively identical to that observed for
cornstarch. These gels seem to be poorly hydrated.

3. In the case of cassava starch, the effect of xanthan
gum upon gelatinization was the most remarkable. Guar
gum formed a binary gel most easily. The gel with
K-carrageenan most efficiently retained water molecules
at temperatures below 35 °C.

4. The admixture of hydrocolloids to potato starch
had fairly negligible effect on gelatinization. k-carra-
geenan and guar gum formed either independent net-
works which mutually interpenetrated or coupled, com-
mon networks were formed.

ACKNOWLEDGMENT
Authors are very grateful to the Polish Ministry of Science
and Higher Education for the grant NN 312-207436.



POLIMERY 2011, 56, nr 6

483

REFERENCES

1. Kowalski S., Sikora M., Tomasik P.: Polimery 2008, 53, 457.

2. Baranowska H. M., Sikora M., Kowalski S., Tomasik P.: Food
Hydrocoll. 2008, 22, 336.

3. Fukushima E., Roeder S. B. W.: “Experimental pulse NMR.
Anuts and bolts approach”, Addison-Wesley, London 1981.

4. Weglarz W. P, Haranczyk H.: J. Phys. D: Appl. Phys. 2000, 33,
1909.

5. Carr H. Y., Purcell E. M.: Phys. Rev. 1954, 94, 630.

6. Meiboom S., Gill D.: Rev. Sci. Instr. 1958, 29, 688.

10.
11.

12.

Baranowska H. M., Sikora M., Krystyjan M., Tomasik P.:
Food Hydrocoll. 2010, submitted.
Chaplin M.: www.Isbu.ac.uk/water/hyxan.html, 2009.
Katzbauer B.: Polym. Degrad. Stab. 1998, 59, 81.
Wang F., Sun Z., Wang Y.: Food Hydrocoll. 2001, 15, 575.
Derbyshire W.: “Magnetic resonance spectroscopy in bio-
logy and medicine” (Ed. de Certaines J. D., Bovee W. M. M.,
Podo F.), Pergamon Press, Oxford 1992.
Janik B.: “Chemical physics”, PWN, Warsaw 1989 (in Po-
lish).

Received 11 X 2010.

Polymers for Advanced Technologies 2011 (PAT)
Lodz, Poland, 2—5 October, 2011

The PAT conferences are organized under auspices of the Polymers for Advanced Technologies
journal and cover all aspects of polymer science related to new routes of synthesis, processing and

application of polymer materials.

Organizers: Polish Academy of Sciences, Center of Molecular and Macromolecular Studies,

Lodz, Poland
Professor Stanistaw Stomkowski — Chair

Professor Stanistaw Penczek — Scientific Advisor

Symposium Topics

The Conference will be based on invited lectures, oral communications and poster papers. Major
topics are: polymers for electronics, polymers for energy transformation, polymers for transpor-
tation (cars, trains, ships, airplanes, etc.), polymer materials for construction, polymers for agri-
culture, polymers for packaging, polymers for fibers and textiles, polymers for medical applica-
tions, polymer colloids, polymer and polymer based nanostructures, bioinspired synthetic poly-
mer materials, supramolecular polymer systems, self assembly of polymeric systems, polymer
containing inorganic-organic hybrids, polymers from renewable resources, polymer based fire
retardant materials, progress in polymer synthesis, progress in polymer characterization.

Abstract Submission: Deadline for abstract submission (www.pat2011.pl) 31° May, 2011.

Registration fee

Full participants (before 30" June 2011) — €450, (before 151 August 2011) — €500, on site — €550

Students: respectively, € 200, € 250, € 300

Accompanying persons: respectively, € 150, € 150, € 175
Secretariat: Teresa Basinska and Anna Kowalewska, Center of Molecular and Macromolecular
Studies, Sienkiewicza 112, 90-363 Lodz, POLAND, phone: +48 42 6803235, e-mail:

pat2011@cbmm.lodz.pl

www.pat2011.pl





<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (Adobe RGB \0501998\051)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.5
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJDFFile false
  /CreateJobTicket true
  /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 false
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo true
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Preserve
  /UCRandBGInfo /Preserve
  /UsePrologue true
  /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 true
  /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 <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 <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /PLK ()
  >>
  /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


