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AsstrRACT: This research aimed to study physical properties of two ball clays received from Ban Tung (TC) and Ban
Rong (RC), Tambol Vieng Kalong, Chiang Rai, Thailand, and also to identify the key factors that affect the quality
of the ceramic wares made from these clays. X-ray diffraction (XRD) and X-ray fluorescence (XRF) results revealed
that RC clay contained higher free quartz content, while TC clay contained higher flux minerals. TC clay exhibited
higher drying and firing shrinkage but lower water absorption after firing at 1250 °C. After firing at 1200 °C and
1250 °C TC, clay was subjected to warping and exhibited lower bending strength than RC clay due to bubble
defects or bloating evenly distributed both inside the clay body and on the surface. EDX analysis showed that the
defect areas contained a very high level of potassium, suggesting that they were initially coarse microcline
particles. When TC clay was pretreated by ball-milling, the defects disappeared and the bending strength was

significantly improved.
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INTRODUCTION

Vieng Kalong was situated in the old northern Thai
kingdom of Lan Naaround 700 years ago. It was famous
for manufacturing stonewares, both glazed and un-
glazed, which were white, fine and thin potting. This
areawas an ideal ceramic manufacturing center due to
the availability of indigenous high quality clay mineral
thatis highin kaolinite and sufficiently plastic to throw.
From the archeological evidence, fine ceramics in the
old northern Thai kingdom of Lan Na were not
manufactured before the consolidation of the country
atthe end of the 13" century. Itis thus possible that the
fine ceramics of Vieng Kalong were produced from the
14™ century until the middle of 16™ century'.

Presently, indigenous clays from Vieng Kalong are
still used to produce ancient-style wares by a number
of local potters. Although they were formed by the
same throwing technique, the ancient pots are
apparently whiter, lighter, and thinner. Besides, in some
cases, duplicated wares exhibited relatively poor
mechanical properties, which could be related to the
presence of defects such as cracks and bloating
observed on the surfaces.

The initial mix of clay bodies contained relatively
large grains of quartz and feldspar in a matrix of finer
clay particles. Clay particles provided plasticity and
green strength during forming. Quartz acted as filler
whose coarse grains provided resistance to cracking
during drying and to reduce distortion and shrinkage

during firing. Feldspar provided fluxingactions, which
led to densification in the presence of a reactive liquid
phase?. Vitrification behavior and mechanisms of clays
were reported to be governed by types, contents, and
particle size of the main constituent minerals®®. In
general it was reported that dehydroxylation of kaolinite
occurred around 550 °C and resulted in formation of
metakaolin, which transformed to spinel and
amorphous silica at around 1000 °C. At temperature
above 1100 °C, the spinel transformed to silica and
aggregate of small crystals (< 0.5 um) of primary mullite.
Secondary mullite crystals, which appeared as long
needles, were formed by the reaction of clay relicts
with feldspar relicts at around 1200 °C°.

Mechanical properties of triaxial bodies were
reported to be affected by many factors. Three
hypotheses, namely the mullite hypothesis, the
dispersion strengthening hypothesis and the matrix
reinforcement hypothesis have been proposed to
explain the mechanical properties of ceramic bodies’.
However, there are still some research results which do
not fit well with the proposed theories. Some groups
reported the detrimental effect of residual quartz to
the mechanical properties'®!'. Grain size of quartz
was also reported to have a significant effect on the
mechanical properties, while the most proper grain
size was still of argument'*">.

From the statements above, the factors governing
the physical properties of triaxial bodies are still of
debate. Besides, physical properties of unmodified
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natural clay have not been widely studied. Thisresearch
therefore aimed to study the basic properties of
indigenous clays from Vieng Kalong, which are presently
used for ceramic production and also to identify the
key factors that affect the quality of the wares. This
research was carried out in order to make the most
benefit of natural resource utilization.

MATERIALS AND METHODS

The clay samples, coded as TCand RC respectively,
were received from Ban Tung and Ban Rong, Tambol
Vieng Kalong, Chiang Rai Province, Thailand. Lumps of
the clay samples were crushed and sieved through a
35-mesh stainless steel sieve, then dried in an oven pre-
set at 110°C for 3 hours prior to characterisation.
Chemical analysis was performed using an energy-
dispersive X-ray fluorescence spectrometer (Horiba,
Japan), while phase analysis was performed using an X-
ray fluorescence diffractometer (X'pert Pro MPD,
Philips, Netherlands). Average particle size and particle
size distribution of the clay samples were measured
using a laser diffraction technique (Mastersizer2000,
Marlvern, UK). Thermal analysis, which was performed
usinga TGA/SDTA 851e STARe thermobalance [Mettler
Toledo, Switzerland]. For physical property testing,
the sieved clay was thoroughly mixed with water at a
weight ratio of 70 to 30, and pressed in a plaster mold
to obtain rectangular bars with the dimensions of
12 ecmx2 cmX1 ecm. The bars were dried in an oven pre-
set at 110 °C for 24 hours, prior to firing at 800 °C,
1,000°C, 1,200 °Cand 1,250 °C. Bulk density values
were calculated from the weight and the geometric
volume of the bars after drying or firing. The mean
density values were averaged from 10 samples. The
drying and firing shrinkage were calculated. Water
absorption values of the fired samples were determined
using water immersion technique based on the
Archimedes method. Refractoriness of the clays was
determined by firing the bar samples in an electric
furnace at 1,200 °C, 1,250 °C and 1,280 °C, and the
sagging distance of the fired bar was measured.

Green and fired strength measurements were
determined by three point bending technique using a
Universal Testing Machine [Instron 2000, UK]. The
span width of 8 cm and the crosshead speed of 5 mm/
minute were chosen for all measurements. The fracture
strength in kg/cm? was calculated as follows;

LD
Strength = > >
2WT

(D

Where L is the breaking load in kg, D the span
widthincm,and Wand T are the width and the thickness
of the bar samples in cm, respectively.

Phase development of the clays in the fired samples
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was observed using an X-ray Diffractometer (Xpert
Pro MPD, Philips, Netherlands). Fractured surfaces of
the fired bars were examined using a scanning
electronmicroscope (SEM) (LEO 1450 VP, Zeiss). The
defect areas were investigated using the SEM attached
withan EDAX-EDS.

ResuLts

Chemical and Phase Analysis

Chemical compositions of the clay samples obtained
from energy-dispersive X-ray fluorescence (EDXRF)
analysisisshownin Table 1. RCclay contained arelatively
high SiO, but a rather low alkaline, while TC clay
exhibited an opposite trend. Al,O, content was higher
in TCclay thanRCclay. While Fe O, content was relatively
similarinboth clays, TiO, content was higherin RCclay.

Table 1. Chemical analysis of the clays obtained from Vieng

Kalong district.
Clay SiO, ALO, KO CaO Fe0O, TiO, L.O.I*
TC 63.46 24.19 250 0.26 1.43 0.75 7.41
RC 7517 17.06 0.81 0.44 1.32 143 3.77

"L.O.L at 1000 °C was obtained using TGA.

Q TCclay

1:] Z:J 3:] 4:]
Two theta
Fig 1. XRD results of Vieng Kalong unfired clay with indications
of constituent minerals. K: kaolinite, Q: quartz, Mv: mus-
covite, Mi: microcline, A: anatase.

The XRD analysis of the clays are shown in Fig. 1.
Constituent minerals were identified from the obtained
XRD patterns using the method described by Dorothy ™.
The results showed that the main mineralsin both clays
were kaolinite, quartz, and microcline, while muscovite
and anatase were found only in RC clay. Comparatively,
the content of free quartz in RC clay was distinctively
higher than TC clay. Quantitative analysis results of the
constituent minerals were reported elsewhere15. Peak
broadeningat the 20-angle of 12.5°in TC clay could be
due to either the smaller crystal size'® or the lower
degree of crystallization of kaolinite crystals'”. However,
the analysis resultin Section 3.2 showed that the particle
size distribution and also the mean particle size of both
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clays were very similar. It was thus believed that the
lower degree of crystallization was likely accounted
for the broadening of kaolinite peak in TC clay.

Particle Size Analysis

Particle size analysis result showed that both TC
and RC clays had relatively similar particle size
distribution curves. The average particle size of TC clay
was 10.1 um while that of RC clay was 11.0 wm. Particle
size distribution played an important role in packing of
the particles, while the particle size had a significant
effect on vitrification rate of the clays. However, other
factors such as quartz and feldspar contents are also
ofimportance to the thermal behavior of the clays and
must also be considered.

Thermogravimetric Analysis

The thermogravimetric analysis showed that both
clays exhibited a similar decomposition curve, i.e.
starting and ending around 100 °C and 700 °C,
respectively, but with different percentages of weight
loss. A dramatic weight loss in the temperature range
of 300-700°C was due to an oxidation of organic
mattersand a change of crystal structure from kaolinite
to metakaolin accompanied by the loss of crystallised
water. TC clay exhibited higher total weight loss of
approximately 8% while that of RC clay was about 5%.
This result was expected since TC clay contained a
higher clay-to-quartz ratio than RC clay, and therefore
lost more water during the dehydroxylation reaction.

Physical Properties

Drying and Firing Shrinkage

Dryingand firing shrinkage results of the clays are
listed in Table 2. The higher drying and firing shrinkage
of TC clay could be due to a higher clay-to-quartz ratio
and a higher content of fluxing minerals in this clay
than RC clay. In addition, the lower degree of
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crystallization of kaolinite in TC clay might also
contribute to such higher drying shrinkage compared
with TC clay. In contrast, a higher quartz content in RC
clay could be responsible for its lower shrinkage at all
temperature ranges compared with TC clay.

Green Density and Water Absorption

Green density and water absorption of TC and RC
clay samples fired at different temperatures are shown
in Table 3. After firing at 800 °C and 1000 °C, water
absorption of the TC clay samples (~20%) were higher
than that of the RC clay samples (~14%). This might be
associated with the higher organic content as well as
the higher clay-to-quartz ratioin TC clay than RC clay.
The initial mix of the green body contained relatively
large crystals of quartz and feldspar between which
were the matrix of finer clay particles. Phase analysis
of RC clay showed a lower clay-to-quartz ratio which
led to better particle packing, higher green density and
thus lower water absorption in the RC clay samples
fired at 800 and 1000°C compared with TC clay. Loss
of crystallised water and organic matters in both clays
had occurred below 800°C, causing an increase in
porosity of the body. Such pores in the bodies must be
eliminated upon firing to obtain vitreous bodies. Rapid
decreasesin water absorption value of TC clay samples
after firing at 1200-1250 °C indicated that this clay
started to vitrify at 1200°C due to the higher flux content,
while RC clay samples were relatively porous at this
temperature range.

Refractoriness

Refractoriness of the clays was measured as sagging
distance of the bar samples. The results indicated that
RC clay was considerably more refractory than TC clay.
RC clay samples can be fired up to 1250 °C withoutany
warping while TC clay samples considerably sagged at
this temperature. Warping of TC clay samples was due

Table 2. Drying and firing shrinkage of Vieng Kalong clays as a function of firing temperature.

Clay Sample

Shrinkage (%)

As dried As fired (°C)
800 1000 1200 1250
TC 6.20 +0.27 6.70 +0.27 8.00 +0.35 14.30 +0.57 14.70 £0.97
RC 3.80 +0.27 4.40 £0.42 4.50 +£0.35 7.40 +0.22 7.80 +0.27
Table 3. Green density and Water absorption of Vieng Kalong clays fired at different temperatures.
Clay Sample Green density(g/cm?) Water Absorption (%)
800°C 1000°C 1200°C 1250°C
TC 1.73+£0.05 20.36 +0.33 20.23 £0.43 5.40 =0.33 2.80 +0.49
RC 1.83+0.03 14.18 +0.36 14.49 +0.42 9.63 +0.14 8.29 +0.30
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Table 4. Bending strength of the clay samples after drying and firing at different temperatures.

Clay Sample

Bending strength (Kg/cm?)

As dried As fired (°C)
800 1000 1200 1250
TC 32.70 £2.68 65.67 £5.74 103.02 +4.92 170.16 +10.04 196.96 +13.33
RC 42.61 +4.90 47.42 £3.31 82.96 +6.31 218.70 +4.30 240.56 +16.60

to the high flux content in this clay that lowered its hot
strength and thus the resistance to warping. In contrast,
RC clay contained a higher content of quartz which
made it more resistant to warping than TC clay.

Bending Strength

Bending strength values for the samples are shown
in Table 4. Green strength of the TC clay samples was
slightly lower than that of the RC clay samples. After
firing at 800 °C, the bending strength of the RC clay
samples only slightly increased while that of the TC clay
samples greatly increased. At the firing temperature of
1000 °Cand above, the bending strength of both clays
steadilyincreased. At 1200°Cand 1250 °C, the bending

TC-1250 C
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Fig 2. Comparative SEM micrographs for the fired TC
(upper) and RC (lower) clay samples.

strength of the TC clay samples became inferior to that
of the RC clay samples. From literatures, strength of
ceramic bodies could be affected by many factors such
as degree of vitrification, mullite needle interlocking,
grain size of the minerals glassy phase and residual quartz
content as well as defects occurred in the body'®?.
Grimshaw stated that when the clay contained too
many fine clay particles or it was over-fired, excessive
shrinkage and warping distortion could occur. Thisled
toloss of strength'®. The warping distortion of TC bars
and their inferior bending strength was believed to be
due to one of the reasons stated above. Besides,
microstructure observation (Figs. 2 and 3) showed
that this clay, after firingat 1250 °C, had a large number
of defects both on the surface (bloating) and inside the
body. These defects were filled with bubbles which
could deteriorate the strength of the clay samples.

Phase Changes upon Firing

Phase change of TC and RC clays after firing at 800-
1250°Carerelatively similar. The disappearance ofkaolinite
peaks in both clay samples fired at 800 °C and above was
due to the kaolinite-to-metakaolin transformation around
550 °C *. Microcline was still observable in the TC clay
samples fired at 1000-1200°C, while muscovite had
disappeared since 800 °C. At 1200 °C, mullite phase was
first observed with some residual quartz. Further increase
of firing temperature did not make much change. The RC
clay samples fired at 800 °C showed existence of neither
kaolinite nor microcline. Twonew phases, cristobalite and
mullite, were found in the samples fired at 1200°C. After
firing at 1250 °C, there existed three phases: mullite,
cristobalite and quartz, in which the quartz content was
much higher than that of TC clay:

SEM Micrographs

SEM micrographs taken from fractured surfaces of
TCand RCclay samples fired at 800-1250 °Care shown
inFig. 2. Atfiring temperature of 800 -1000 °C, glassy
phase was not observed in both clays suggesting that
vitrification had not yet occurred at these temperature
ranges. At 1200 °C, the morphology of TC clay suggested
the presence of the glassy phase and thus vitrified body.
RC clay, however, was still relatively porous at this firing
temperature. At 1250 °C, TC clay still showed higher
degree of vitrification than RC clay. This evidence was
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in good agreement with the water absorption
measurement and refractoriness testing results.

Analysis of the Defect and its Effect on the Strength

After firing at 1250 °C, a large number of bubble
defects ormore specifically bloating which were around
500 um in diameter appeared on the TC clay sample
surface. SEM micrographs taken from the cross-section
of a surface eruption area showed that the defect was
not only originated from the surface but also from the
body (Fig. 3(a)). In fact, an optical micrograph of a
specimen cross-section area in Fig 3(b) showed that
the TC samples contained alarge number of similar air
bubble pockets. Such trapped air pocketsin the ceramic
bodies could arise due to a number of reasons such as
over firing, too rapid firing, or the increase in the content

(@)
\

Fig 3. (a) OM image of the bloating area showing bubbles
inside. (b) Cross-sectional SEM micrograph showing
the origin of the bloating.
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of volatile materials such as manganese oxide and iron
ochre??. Bubbles were formed from the released gases
under the vitrified skin due to pyroplastic nature of the
vitrified body. When the ware was fired too rapidly, the
volatile gases produced from organic matters or other
sources could not escape because the surface layer
had become vitreous. However, such volatile
compounds did not seem to be responsible for the
defectsin the TC clay samplessince the thermal analysis
results confirmed that all the decomposition reactions
had already completed before vitrification took place.

EDX point analysis on a non-defect area in
comparison with a defect area (Fig. 4(a) and (b))
indicated that the defect area had an extremely high
potassium content. It was believed that these areas
were possibly filled with large particles of microcline.
Bloating found in the TC clay samples was most likely
due to the rapid melting of the over-fired microcline
particles. Since it was vitreous but rather plasticat high
temperature, the air bubbles occurred during melting
of microcline were trapped within the melted volume.
The trapped gas expanded upon heating, causing
eruptions through the surface.

To clarify the cause of bloating and also poorer
mechanical strength, TC clay was ball-milled for 5 hours
in deionised water in order to reduce the size of the
microcline particles. After milling, the clay powder was
dried and uniaxially pressed at 50 MPa to form disc

! K Ka
Si Ka |
SiKa
Al Ka Il
AlKa
OKa
EEb
K Ka |
)
FTWPUN WP NN R .mlf‘ﬂ., okl 1. .ud.m -nh“uuh
0.8 16 24 32 40 48 0.8 1.6 24 32 40
Energy (keV)

(@)

(b)

Fig 4. EDX point analysis on the (a) non-defect and (b) defect areas.
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samplesand fired at 1250 °C. Bar samples for mechanical
testing were prepared by the previously described
method. The comparative OM pictures of the TC clay
sample prepared with and without ball milling showed
that the surface defects which could obviously be seen
inFig. 5(a) disappeared when the TC clay powder was
ball-milled (Fig. 5(b)). Besides, the bending strength
resultalso showed that the milled TC clay had anaverage
bendingstrength value of 329+67 kg.cm-2, which was
almost two-fold of the value obtained from the sample
prepared without ball-milling. The improved bending
strength of this clay was thus attributed to the
disappearance of the bubble defects or bloating by the
ball milling process.

Fig 5. TC clay prepared (a) without ball milling and (b) with
ball milling.

CoONCLUSION

TC clay contained high quantity of potassium-rich
minerals, namely microcline and muscovite. It
contained lower quartz content and thus higher clay-
to quartz ratio than RC clay. Upon drying and firing, TC
clay had higher shrinkage but lower water absorption
compared with RC clay. TC clay started to deform
significantly after firingat 1250 °C, possibly due to the
high flux content in this clay that made it less resistant
towarping than RC clay. RC clay, in contrast, contained
higher quartz but lower microcline content than TC
clay. Since it had relatively high quartz content, drying
and firing shrinkage of RC clay sample was relatively
low while its refractoriness was rather high. RC clay
exhibited higher bending strength than TC clay after
firingat 1250 °C, although it was not yet vitreous at this
firing temperature. The poor mechanical strength of
TC clay was proved to be due to bloating, which was
caused by the large microcline particlesinits body. The
great improvement of the mechanical strength was
achieved when TC clay was ball milled to reduce the
size of the microcline.

ACKNOWLEDGEMENTS

Financial support of Mae Fah Luang University,
Thailand is highly appreciated.

ScienceAsia 33 (2007)

REFERENCES

1. Shaw, JC (1987) Introducing Thai Ceramics Also Burmese
and Khmer, pp 56, Duangphorn Kemasinki, Thailand.

2. Dana K, Das SK (2004) Partial Substitution of Feldspar by
B.E Slag in Triaxial Porcelain: Phase and Microstructural
Evolution, J Euro Ceram Soc 24, 3933-839.

3. Das SKr., Dana K (2003) Differences in Densification
Behaviour of K-and Na-Feldspar-Containing Porcelain
Bodies. Thermochimica Acta 406, 199-206.

4. Hamano K, Wu YH, Nakagawa Z and Hasegawa M (1991)
Effects of Grain Size of Quartz on Mechanical Strength of
Porcelain Bodies. ] Ceram Soc Jap Int 99, 149-53.

5. Tomizaki MF and Sugiyama T (1995) Studies on High Silica
Porcelain Bodies, (Effects of Siliceous Stone Grain Size).
Interceram 44(4), 223-8.

6. Lee WE and Igbal Y (2001) Influence of Mixing on Mullite
Formation in Porcelain, J Euro Cer Soc 21, 2583-6.

7. Igbal Y and Lee WE (1999) Fired Porcelain Microstructures
revisited. ] Am Ceram Soc 82(12), 3584-90.

8. Kingery WD, Bowen HK and Uhlman DR (1991) Introduction
to Ceramics, 2nd edition, pp 532, John Wiley & Sons,
Singapore.

9. Carty WM and Senapati U (1998) Porcelain-Raw materials,
Processing, Phase Evolution and Mechanical Behaviour. ]
Am Cer Soc 8(1), 3-20.

10. Maity S and Sarkar BK (1996) Development of High Strength
Whiteware Bodies. J Eur Ceram Soc 16, 1083-8.

11. Warshaw SI and Seider R (1967) Comparision of Strength of
Triaxial Porcealins Containing Alumina and Silica. J. Am.
Ceram. Soc. 50(7), 337-348.

12. Ece OI and Nakagawa Z (2002) Bending Strength of
Porcelains. Ceramics International 28, 131-140.

13. Stathis G, Ekonomakou A, Stournaras CJ and Ftikos C (2004)
Effects of Firing Conditions, Filler Grain Size and Quartz
Content on Bending Strength and Physical Properties of
Sanitaryware Porcelain. J Euro Cer Soc 24, 2357-2366.

14. Carroll D, (1970) Clay Mineral: A Guide to Their X-ray
Identification. pp 7-22, Colorado: The geological society of
American, USA.

15. Saengthong C, Wattanasiriwech S, Wattanasiirwech D (2549)
Characterisation and Properties of Wieng Kalong Clay, pp
67-69. Proceeding of the Fourth Thailand and Materials
Science and Technology Conference IV, Thailand,.

16. Cullity BD (1978) Elements of X-Ray Diffraction, pp 284-
289. Addison-Wesley Publishing Company, Inc., London,
UK.

17. Carrol D, (1970) Clay Mineral: A Guide to Their X-ray
Identification. p 8. Colorado: The geological society of
American, USA.

18. Grimsahw RW (1971) The Chemistry and Physics of Clays,
pp 872, Leanest Benn Limited, London, UK.

19. Sane SC and Cook RL (1951) Effects of Grinding and Firing
Treatment on the Crystalline and Glass Content and Physical
Properties of Whiteware Bodies. ] Am Cer Soc 34(5), 145-
151.

20. Schroeder JE (1951) Inexpensive High Strength Electrical
Porcelain. Am Cer Soc Bull 57, 526-531.

21. Mattyasovsky-zsolnay L (1957) Mechanical Strength of
Porcelain. ] Am Cer Soc 40(9), 299-306.

22. Fraser H (1995) Ceramic Faults and Their Remedies, pp 18
and 60, A&C Black, London, UK.




<<
  /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
  /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 true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -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
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /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
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /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 ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /ENU (Use these settings to create PDF documents with higher image resolution for improved printing quality. The PDF documents can be opened with Acrobat and Reader 5.0 and later.)
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308000200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e30593002537052376642306e753b8cea3092670059279650306b4fdd306430533068304c3067304d307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e30593002>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


