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ASST. PROF. DR. THEERAWAT SINSIRI : UTILIZATION OF
NATURAL POZZOLANS AS CEMENTTITIOUS MATERIALS.
RESEARCH ADVISOR : PROF. DR. PRINYA CHINDAPRASIRT,

167 PP.

NATURAL POZZOLAN / DIATOMITE / PERLITE / ZELITE / PALM OIL FUEL
ASH/ LIGHTWEIGHT CONCRETE / GEOPLOLYMER MORTARS / SOLIDIFIED

WASTES / LEACHING OF HEAVY METALS / TCLP / POROSITY

This aims of paper are to investigate the utilization of natural pozzolans as
cementitious materials. The mix proportions used in the study were designed in 4
series. In series 1, this study presented the usage of perlite in lightweight concrete.
The perlite in this study is perlite type Ill, is a type of mineralogical material
containing large quantities of reactive SiO,and Al,Os3, small particles, high porosity
and lightweight. In the study, used the perlite to replace sand and cement at ratio of 0,
10, 20, 30, 40 and 50% by weight of binder. Comparison of the compressive strength
and density of perlite mortar was performed with control mortar at in range of 105 to
115 %.

In series 2, this study presented workability and compressive strength of fly
ash based of geopolymer mortar containing diatomite as binder replacement at the
rates of 0, 60, 80, and 100% by weight. Sodium silicate (Na,SiO3) and sodium
hydroxide (NaOH) solutions were mixed together and then used as a liquid portion in
the mixture in order to activate the geopolymerization. The ratios between Na,SiO;

and NaOH were varied, namesly, 0.5, 1.0, 1.5, 2.0, and 2.5 by weight whereas the



ratios between liquid binder of 0.40, 0.50, 0.60, and 0.70 by weight were varied. The
additional water was added to improve the workability of fresh geopolymer mortar.
The ratios between additional water and binder were varied, that is to say, 0, 3, 6, 9,
12, and 15% by weight. In additional, the NaOH concentration of 5M, 10M, 15M, and
20M were also used as variables. Each mixture was separated and cured in the oven at
the temperature of 60°C, 75°C, and 90°C for 24 h. Flowability of all fresh geopolymer
mortars were investigated and the compressive strength test was applied at the ages of
7,14, and 28 days.

In series 3, the property of solidified wastes using OPC containing
synthesized zeolite (SZ) and natural zeolite (NZ) as binders. Zeolites were used to
partially replace OPC the rate of 0, 20, and 40% by weight. The plating sludge was
used as contaminated waste to replace binder at the rate of 40, 50 and 60% by weight.
The water to binder (w/b) ratio of 0.40 was used for all mixes. Setting time and
compressive strength of solidified wastes were tested and leachability of heavy metals
were determined by TCLP. In addition, XRD, XRF, SEM of fractured surface and
pore size distribution by MIP were investigated.

Finally in series 4, This study presents the effect of palm oil fuel ash
fineness on microstructure of blended cement paste. Palm oil fuel ash (POA) was
ground by ball mill with 2 types of different finenesses. Ordinary Portland cement
(OPC) was partially replaced with ground palm oil fuel ash at the rate of 20% and
40% by weight of binder. The water to binder ratio (w/b) of 0.35 was used for all
mixes. The amorphous of ground palm oil fuel ash by Rietveld method, compressive
strength, thermogravimetric analysis, pore size distribution of blended cement paste

were investigated.



The results in series 1 revealed that the perlite specific gravity was 0.50, the
increasing quantity of perlite were direct effected to increase setting time and decrease
compressive strength. The use of perlite of 50% cement replacement at 28 days
obtained compressive strength and density were 101 kg/m? and 1,460 kg/m®
respectively. And using perlite of 50% sand replacement gave the compressive
strength and density were 59 kg/m? and 990 kg/m?® respectively.

Test results in series 2 revealed that the mixture having Na,SiO3/NaOH of
1.5-2.5, 15M of NaOH concentration, and 75°C of curing temperature showed
compressive strength between 223-939 kg/m? which high enough for using as normal
strength concrete. Moreover, additional water could improve the workability of fresh
geopolymer mortar, however, the compressive strength reduction could be observed.
Additionally, the compressive strength of geopolymer mortar increased obviously at
early age, however, at the later age it was slightly increased for some mixtures.
Furthermore, the replacement of diatomite at the rate of 60 and 80% by weight were
well suited for both compressive strength and workability.

Test results in series 3 indicated that the compressive strength of all
solidified wastes made with 40, 50 and 60% by weight of plating sludge was
decreased as compared to those samples without the wastes. TCLP results showed
that concentration of heavy metals in leachates weren’t exceeded the limit specified
by US.EPA. SEM and MIP results revealed that the solidified wastes became denser
and the replacement of Portland cement by zeolite increased the total porosity but
decreased the average pore size.

Finally in series 4, Test results indicated that the ground palm oil fuel ash

was amorphous silica material. The compressive strengths of cement paste containing



POA fineness were as high as that of OPC cement paste. Paste containing 20% of
POA with high fineness had the lowest total porosity. Ca(OH2) contents of cement
paste containing POA decreased with the increasing replacement of POA and was
lower than that of the OPC cement paste. In addition, fineness of POA had an effect
on the reduction rate of Ca(OH2). Furthermore, the critical pore size and average pore

of cement paste containing POA was lower than the OPC cement paste.
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Faauv1INNaauAuENNIAY #aA TAgIAIKTEIVIIAIUNUMNUHATAT WA N
Y = - A = . A o D) ) =
HuIIWAILNvIARYMALABsZIal 1 89 2 micron AWV T lILRABINITANNEY
1 A o A9 o o A a Y o Y I @ A = 1o
Fuiien viedesmsmaings auvnldgnihunlailuiaguaunyluaeuniauinniniun

= o

{ y 1 A %} Y]
pnuifudnud Taowa llvelamiuluiBunadesay 10 vesrhwinudmud

M3190 2.5 guauiaveudiaoonazloslaIusisuma auNIATgIL ASTM C 618 (1991)

Class F
. un 3 a
idhaoe Fallguaiiaiiulesleariia
Class C
Y 2 A ] a @ = 4
ey FanguauaiulesTesartia vagdaaiszaiulugmua
Class N

Yoa Tyausssumangnnvielanyuzne1y Usznouaie :
Diatomaceous Earths (diatomite)

Opaline Cherts 112 AUATY

Y

Tuffs LA 1D
9

ALK TIUNT

g Il videnil law
AUV LAZAUAIY
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[ (%

a ° o <
ﬁﬂﬂamicﬁmumﬂ‘ﬁiimﬁlﬂﬁgﬂmuuﬂiﬂﬁlmmgm ASTM C 618 Tﬂslmuumﬂu’mﬂ

a

a

@ A : o J a @
Yoas Tya1u Class N a9a15197 2.6 F9 lamvuanasilumsinsanidgdos laaiusssuma
U { a J wa (% @
ﬁ'JUG]']i'N‘ﬁ 2.7 mewammmﬁzw1/1NmTJuazﬂmﬁnmmamﬁ@ﬂamicﬁmu UASITR
4 A A o 4
Yo Tamudu 9 Moo QUNUT FYUIUUA, 2550)
A a 4 = wa o Y @ < aa

A1TNN 2.6 NTUATICHNNUAY Llﬁgﬂmﬁﬂﬂﬁﬂﬂiﬂmﬂ%ﬂ'm@ﬂ ASNIUAIDYIUYIAN Gvamv\l"m

a a [ J
AUANUNULALAUVTY (AUNUT FYNIUUN, 2550)

q

a

Usunaasdsznou (%)
msisznou i$aee | Waee | aznsu | Fam | Aueu LR
Class F | Class C Ua WuiJ LW
Si0O, 52 35 35 90 50 53
ALO, 23 18 12 0.4 20 43
Fe,0, 11 6 1 0.4 8 0.5
CaO 5 21 40 1.6 8 0.1
SO, 0.8 4.1 9 0.4 0.4 0.1
Na,O, 1.0 5.8 0.3 0.5 - 0.05
K,0 2.0 0.7 0.4 2.2 - 0.4
Total Na (eq. Alk) 2.2 6.3 0.6 1.9 - 0.3
Loss On Ignition (LOI) 2.8 0.5 1.0 3.0 3.0 0.7
Blaine Fineness, cm’/ g 4,200 4,200 4,000 200,000 7,300 190,000
Relative Density 2.38 2.65 2.94 2.40 2.63 2.50

A o A ] I o Y 3 v a
werhau lliunszurumswnnansaihinldaihizglos Taamsssumnaluauy
1 1 @ . [ 4 1 Aa
nod3 19 MUY 9915189109 JUNU FYNIUUA (2550) WU AuEIEINIToEW 19
{ o J o y ] 1 4 ] 2
pnudfuduaudiy Taem llegldunuilugdsznuszning 1s 89 35% sy
anumumuasasazatedala aruaulfnsersznitedan lanuniaiiy azaaninig
= 1 ’J a =\ 1 o = =~ =) Y as
FUAIUVDIUT AWEITANVANT UMY 218 2.40 DI 2.61 HAZUANVAZIDEAAIBITIIAY
Y3231 6,500 D4 13,500 cm’/g FIUAUAUENLUTMBLALTEN 5 D9 10% FeaaaiFeuiil
1 o Y o d a va 3 @ A < a A 4 .
agi I Taginiiquaniaiuiagilszarunioiuleasofndiuua (hydraulic  cement)
@ A 2 = J g 1 4 a =
Tugnes esnndSuavesmnuaa@ounisvemaium luauysol tagauaiumi

a sol 3 a 1 o YA ~ aol o A
'lJim'mTaJl,aQauﬂumﬂﬂuﬁzﬁuﬂq%Wlﬂwumqaﬂuaamwuﬂmmmﬂmitm (Loss On
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.. ! £ A a0 = v ) v A "W Y
Ignition, LOI) ABUY19NIN Ap UA1 LOT Uszanas 1 94 5% Taa LOI dmsuauaiuwlula
o A [ = k)
tanalTunamsueuriouNUNTalvD U 1A
a v = A o a 9 1
nnuIvelueaaluiEeavesnisiterles lsa1usssusau l¥ luarunauves
ADUN3IAUDI Shannag and Shania (2003) NFANEIANUAUMUTARVEIAOUNTATUTTOUL
(sulfates resistant of high-performance concrete, HPC) 1a8'la3in1500nuuuaIunanved HPC
o ] LY [ 4 4 1 [ A A
TIUIU 5 FIUNEN HAWTAIPEUIAS Tuan 1z UL 9 laun TuaisazatouuniiFou
FaiWa (magnesium sulfates, MgSO,) tiaza1sazals Jaasnsane (sodium sulfates, NaSO,) 9
=} 1 % g =
ANV VY 20% uazdurSeumeunisusluiimeia 91nnzauad (Red Sea) 11IANLIAAAT
y : . o 2
(Dead Sea) taz1sisua lTaslunaazaning 1diiminaaosnuaIunauyss HPC N4 5
FIUATY HAZTINTNATOUMEIDA  91AN1TIT81dNUI W nusaIpganaaoylu
4 9OI d’ 1 = an
arazaegamlanaz luiimzanan1Izae o nounTANaNEaMYY 15% tazaistow Train
N = Y o 9 a o ] ~ Aan
5ITUIA 15% Banuawsalumsdumudamaldgeaiga dmsu HPC Anausanivy
Y
wazasos Teausssuma nanumuzaundlumumdiauazanunumu Iaguuziin
1 ldnuaounialunugaamnssundesnsmauazANunuNIUge @21 HPC Atlimng

J I o A g’/ =\ ' @ g o
141!ﬂﬂiﬂuﬁuﬂ%muﬂ‘ﬁiﬁ‘uﬂWﬂi%Lﬂ“Vl“VI 1 Yy Ianunumuasgamataziiimza

Pekmezci and Akyz (2004) l@vins@nsinansznuvestsuaes Toarusssuma
Ao o = ~ & \ Y o ' =
Nieenaunsn ANYIIAINISNATOUABUNIANINNA 15 di1undy lasl¥aled19naunsa

A A ~ o 3 Yo ' A =
AuANANUSIIRFIUA 300, 350 uaz 400 kg/m' uazldaaudasdiumauiieodnun

4 I

nfFeuieuTagaatSunadmudauilu 250, 300 wag 350 kg/m’ vpeneunsanIuAY Loyl
A a { 4 1
mnfSnades Taausssunan Tdunuiy udmud 40, 50, 75 uaz 100 kg/m’ waglanumn

mamudSuaasdes Tsarusssusianuinnu Iz danari ldaidididavesnsuninan

v
v o ) =

aras Bams I luSunanmunzauigaie 19 Idhdsdavesneuninigeiga uaz Pekmezci

v
A AaA

v J 1L 1 {
(2004) Sawudna lunsainfimsasdSua)udmud ludruway udrumundrolos Tva

v o ~

Y 1
FITUBIONUU mwaﬁﬂﬁ’ﬁmq@ﬂmmﬂauﬂmﬁmaﬂmwuﬂu 19199910 o% Tya1usITNIA
(=) o I = J L. . 3 A v A [
ﬂuuﬂmauumiumnﬂumwmm (cementitious material) LLE]%L‘]J‘LJ‘VWI?T]Jﬂuﬂﬂguﬂ]iﬂﬁﬁ

a o aan @ S a a Aaan
doxTaausssumavziinlgnsenunaaidon loason lad Funavinnaanaveslfnsen

! ~ A

1 v Y
lowassu oldUSuiasiuuanldludiunauaounIainay szaana it u

aly v A

=~ s A 2 ' ) A 1 <
uparreulaason loamuvsuny luasaitididesnsmvlsuados Tvauluaiunaun
v Y v
ATz admua lunuudle 3azdenai 1 ns 1S nales Team ludSuan

= a A 9 d‘ (% 1 1 1 . d‘
3J1ﬂ11ﬂ3$ﬁ‘ﬂ‘ﬁﬂ']wulﬂ TaeNoaI1dIUTZHIN Pozzolan A Cement, (P/C) ratio N 0.28 (MU AW

td' td' o I Y = d’d ' o o o d' td'
nganii i ldneunianiimmassanginge

U
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2.3 laozaonlumn

. I A = < = v aa o
lanzaow (diatom) Wlunwwaa@eIvHIA@NLIn YR udFan1lsenune 119
a 1 %’ 9 a o %’ % = g}/ v = . =
¥iianeuld vertiaedenszuatiian ) Hvuiadaua 2 94 2,000 micron eumﬂclwq‘m
Y ' %’ o 3’, %’ A So' < A A A I aa
Yo wuluunanidlannalivavaziiuay tielaezasuaisautldenniluganszan
g v o & a & v A &
WUAZNOUFLAUAUTIUIUNHIAIAVUNUNIANTONUNS AT 1Y um“lumqmzﬂmmﬂu
4 . . A A = i &£ 1 a . A o
lanzaounlun (diatomite) ©I9L39NDNDYINNUIIT AULUN (diatomaceous earth) INIITUANHUY
I a a [ I a 49} A o k) 4 =1
Fuau navnanleszaenlunvatozaoy L‘ﬂ‘uﬂu“}g’ﬂ W IUBWTU NanBazAAIg¥oan U
Aann 4 9 I ) 9 1 4 @ 1 % 1T Aa
ﬂ;]ﬂimﬁmm waziudrhanudeuinmn laszasuluviazlidnyazaig S NU AUUATUA

vo4laozaon dwaaslugii 2.3 ods Jand atunidyan, 2538)

10 kV  x3,500 5 um 000061 10kV 5,000 5 pm

A [ 4 a o = 4
1 2.3 dnvazveslaszaenluni (rininndunaluTadsuena, eoulail, 2543)

J ~ Yo 1 a ~ ad . . = 9
laszaeuluniunafienn e 1sdleaisemdss (radiolarian earth) M31zH Ingaasna

A A A

a < [ [ 13
UsznoumeTlelevedlaszasunasisdloarisou Navivseaasuiluaiulvg uanetany
@ 4 a 4

= A 1 = A o~ ¥ Y = 1 Y 1
ANADIDOU FUAYI HWIDTUINIAVIN (LI IAUY ﬁnu%iﬁﬂgﬂlﬂ, 2538) LAUWATINNUI

P o & 3 Ad A ama J A A g ' s Aa
llﬂ'ﬂgﬁﬂll]lllmLﬂucﬁ'lﬂﬁﬁ')mu'lﬂlaﬂmlﬂuﬁqu%jﬁlcﬁaalﬂﬂj ‘lfiimﬂuﬁﬂ/iﬁfllﬁ]faamm%ll

9
A=

A Y A d aa A 1 dy A o o 1
naendunidludan wasnmaiiienuoNnUNIN 9 LA WTOAIANNYDIHINDY TUFUH
Y 3 3 v v v ' I A 4
1adlunannu awndsmrsanuuiusunaeiiuiu (@am., soulai, 2550)
1A T @ v o < =] 1 o
prasaun lulszme Inenvegludsiiadie Tassenuilunvauanlvgnszia
[~ a ) 1 o [ Y A = 1 1 ] )
nszaeegiluyinanialuuesdihe uazueudn o Indifes Feaiulvyszegluwasune
9 [
ieedhe sunewing wagdunamzar wenantudsamnsony ldhelunsnahuming
suneaulity wazihunegu dualeudi suneeing 1andadaiie 31nnsd1T9v09

NOUATHIFIAUINGT NTUNTNOINITIAU VINAULeIa1119 mnsadsaiivliunudiseves
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Y
a 9 % [ 4
aunlananuailszuna 245 AU (ATUNSNEINTTIAL, 89U 11, 2548) 91NT1BAIUVDA
@ 1 = a 14 =~ Y < o ] o a
ganfuduasumsasuInemansuazmalulad 1dunsnudiedradisralunsne
A ) ' v o o v 2 7 o = o ' g VY
milpathulou daniadithe wonguveslaszaou lunszivoudanuuiuegldrunsia
N30 Fellszauanuanliaedunmin duwaalugili 24 (n) wazidioi laezaon Tuily
] 1 1 a I U
219NNV 350 111 HIUNADI9aNTIAIDIANATOULDUTDINI1A (Scanning  Electron
. @ A Y o ' (=)
Microscope, SEM) aiataaslugii 2.4 (v) udnihmsasindon wudlaozaon luniieny

@

g’/ 1 9y ~ dl ] = Y = 1 g}/ a d' ]
AgLA 25 muﬂmwmmaumﬂfﬂwu l,l,ﬁ3EJ\‘]i1ENTL!E]ﬂ’J1’5"(11!1‘5ﬂWquu%uﬂgﬂﬂuUil’Jmﬂqu

Q

o ~ @ o 4
gunodiulvdn 3anialsiuy3 dndae (@am., ooulail, 2550)

(M)

51 2.4 (n) naassuveslaszaonlud (@am., soulal, 2550)

() awane SEM ve4 laazaenlun (aem., eau'lail, 2550)

o o, o 3 '
Taga 1 laezaon lusitidse Tomilunedugaavnssy de Iniuaiumanluns
o A Y t&l 1 =\ o < 3 ~ Y Y 1
Winszay e liilonszapmiwdion siudunurunazitluaisildlunisnseslaa wu
sol A A Y v Y AAaa A = ]
niahaauaza1sou 9 nieldia lan: ldamszlizanmnioyninvuinazideaognislu
v ¢ A s o 13 a
(a5 dand adiunidaynn, 2538) wieldlugaamnssy dunau sifuvn vazwsiiin Hudu
4
(@am., 9o lail, 2550)
S 19 1 A 1A 4 Y ~ RS 1
laozaonlud lilgiiosuaiilse Tewiludugaaivnssuiio w1y ualunis
[ Y <=1 ° o 9 4 ] o Y I [
neadnndalinisiuerlaezaonlunuldlse Temivinue wu hanldiluiaguanlu
A A A I Y R = . . .
ADUNIANIAIT WI0DFNIAI 1T UAY FI9INNIIANYIVDY Kedrarin - Pimraksa 1@ Prinya

1 d Aa o [ ()
Chindaprasirt (2008) 18318911471 Taezaey 1yt @uwwnditha) andandadidhe Uszmalneg
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a ' 9 = Y w2y 0 = aa a 2 o
Hl5madoudrannda 100 Suau 39 ldnaasvihmsanyiguauiavesdguranniinn

J o a @ I v 4 1 J
laezaeuluidne Yuvn wazdlsy Wuarunay iesnnldwnilaozaonlusion
' o = A < ) o A Y A =
urasdrheliguauialumailuasdes Teauawsmhuihsguiram 18 Wiesnind
a aa s A J w . = A
asisznevegiiludana TasiilSumesn loandn sio,, ALO,uaz Fe,0, Tuilsuan
v A [ o a g o I~
mza nazdalinnungugywuRernuasdesTearusssunani 1l duaadduaisiein

2.7 uag 31 2.5

~ ua = J o . .
AT NN 2.7 Llﬁﬂﬂﬂm'ffll‘1J§5]W1ﬂlﬂﬂﬂlﬂﬂllﬂf)$ﬁﬂﬂvlﬂﬂﬁ1ﬂ1\3 (Kedsarin Pimraksa, 2008)

Oxide
SiO, | ALO, | Fe,0; | K,O | Na,O | CaO | MgO | TiO, | P,O, | SO,
Compositions

(%) by mass 77.5 | 14.16 | 524 | 2.08 | 0.20 | 0.00 | 0.46 | 0.53 | 0.25 | 0.01

g1 2.5 mwne SEM ved laazaenTuininumasdnha (Kedsarin Pimraksa, 2008)

4 ) =t Jd  w . s
laozaoulusivinunasdithe H5umeen lednan sio,, ALO, 1ag Fe,0, 1if1 77.5,
o o & ' Y1 r{dy ] a
14.6 18z 5.24% awd1ey Fana lanlaszaonluntisatlutesToa1usssumna Class N
o 1 < {A o
AMUMITWUNAWWIATTIY ASTM C 618 11aZINNINH1Y SEM dzifiuoynIanlanyuzuy
= ~ ¥ v & v X
N3INTZVON VRO UMIAMDY (d,) Uszanm 32 um  Blassadamtiailumsndiesdan
' Aad da A4 = 2 =2 o q 9 P P Y
YNAUDIFOI 5L 1 um NUAHINGID 170,000 cm’/g 391 19 Tz e TusiiiTimin
Lmuazﬁmmwguqq 1az91nn 319 Differential Thermal Analysis (DTA) 11¢ Thermal Gravity

a

. @ A J o A A
Analysis (TGA) ﬂﬂl!ﬁﬂ\jﬁlugﬂﬂ 2.6 m@ﬂulﬂagﬂf]uuluﬂa']ﬂ']\‘]ﬂW'luﬂig‘}J'JUﬂ'lﬁlW']eﬂqmﬁﬂﬂJ

U



20

o o v 3 o A A a3 o ' = ° ' ~
500°C ﬂ$ﬂ11ﬂﬂu1ﬂuﬂﬂlﬂ1ﬁﬂ MﬂWﬂ'ﬁ’gﬂJﬂlﬁUHWﬂHﬂiu%'N 450 9N 500°C HAZITADY €] AN

A a A 1 ° 1 ' o ~
WoRUUHUINUNIN 500°C I@EliJﬂ1ﬂ’ﬂiJi‘l’Nﬁ]1LW1$1/l 0.7

100

3 4 TG Curve DTA Curve

\ - 95

— Exo
\]
N L N i

-
Lo ©
o =
g 11 =
z
& L 85
< 0 4
=
a
-1 - : . : . : : - . 80
0 200 400 600 800 1,000
Temperature (deg C)

51U 2.6 n51l DTA uag TGA voa'laozaon luid1119 (Kedsarin Pimraksa, 2008)

o 4 [
NISANYIUDY Kedsarin Pimraksa (2008) 1&1i1 laszaon lunuwannuyuvniesay
a v Y 1 (Y 1 9 d‘ (% 9 d’d (%
15 nazdildniosas 5 naoA10819UMIA 3.5x7.5x15 cm waz l9as 0D UNNNTINATA

Uszunar 35 kse UNNQUUNNINOITLHIN 27 D9 28°C Taon)sAUILe21921M15UN 3, 5, 6, 7

U

] 2 v { < =
uaz 113U nazuudredou 1011a1manga (autoclave) NANANLTZNID 0.14 MPa gaiviql

1 ] [ { =Y %} 1 o o o
130°C @090 4 92 Tu9 MawansnageunuN@IUKaunifsuani so% Tdmmdaidaga

v 9 v
=

] %’ o { ] [ VA a s A o
Nga 147.8 kse taziiniaetimiin 1,020 kg/m’ N1gMIUN 6 U wap AT zHUSAIN

° 1 A 1 dy Y1 o @ o Ao 1 P I % ~ A o Y
G]'lﬂiﬂ‘ﬂi@Q’Qﬂ31uﬂ$1Wﬂ1ﬂ1§\1’0ﬂ‘1ﬂﬁ1ﬂ’ﬂ maqi]1m‘1Juﬂ?umummmzamwmmsamlﬁ
o ded 1 v o A

a A A 2 I Y1 o A
@gmnmﬂ"lﬂazmm”limuummwmuuuummqﬂ mmwa“lw”lﬂmmmaﬁmqmqﬂ

o

§ a ' o v w 1 a { % P
Lﬁ@W"l]ﬁilﬂﬂTﬂWﬁﬂ@ﬂ HAagNINH1y SEM mmmﬁ‘w1mmﬂmuﬂﬁmﬂﬂazmﬂwﬁ

=

a J a oA
2NN 0, 200, 350, 500 LAY 700°C wu’nqmﬁ@,mmmzauiumamﬂmwEmllamﬁ

]
o v w A

1 { 1 o e v 1 ) 90} v
awnsam i ldmimdsdanganga fie 500°C TA1ME96a 177.4 kse AU 730

1 Y

3 ~ 9 A VA . A aAa 2 ° ' Y1 o w
kg/m Llaguiﬂi\Tﬁj’N phases NANI LLG]LlJ’e)‘mmiLNqummJVIQQGUH 700°C %ﬁﬂwa‘l‘lfimmaﬂ

G

[ A ~ =) 9 [ 1 oA = ] I
DAAAAN LHABIWEN 127.4 ksc uazuimqasn phases llmaﬂwumuummmi 911921 una

d' a ~ a o Y a [ 1
iWeswnngurgilumswnigunu llervezi IdlSmnaasdszneunanuisedislu
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4 ] < o A { 1 P ]
lavzaou lungapdelidae odrelsnamlumsidgntidiunanveslaozaouluin 'l
] <3 o 1 o o W ] %’ o
FumMsnmenansormla laelinimaswalseana 147.8 kse taziiviaeimiin 880 kg/m’
Ao 1 == o 4 Y =~ ] [
useluaadsemeaninmsilaszaen luninlslunuasuniauiawsuny lag
IN9IUITYUDN Fragoulisa et al. (2004) 1a3nsANBInMANLAVDITHANANNIATINLN
. . : ¢ 3
(lightweight aggregates) lunsuniaudan 414 laezasy luinndsemeansaduaiunay
a o J o 4
VDIWANNMUNUINTINLUN (production of lightweight aggregates, LWAS) Taeii laozaowlun
A <3 J dy A a 4
ATUUIAANNI 100 pm LALVAPEA (saw dust) YU1AYTEIA 1 mm wanlaezaenlumn 20
@ Y A a { A Y A %’ 1 3 A a g’l A
kg HENNVAROEAVNYS 1N 2, 3.5 uag 5% lFSuanihmediaesay (W/S) < 0.5 3nuutly

a

h 3 . .
Wudeunaw (pellets) ¥ 5 7920 mm sanaaslugii 2.7 udreulduianguugil 100°C

Rl

< o Y o A A ° < = = o
L‘]J‘Ll!:lﬁW 24 GIf’JIlN umuﬂﬂmmqmwgn 1,100°C L‘]J‘L!L’Jm 1299 15 U agmnisnaaoy

!,‘]_GEJ‘UL‘I?IEJ‘iJfT‘]JNa@ﬁ}ﬂ!cﬁ’uﬁﬁi’JMUW LWAs "lli’N‘]Ji%mﬁlﬂuiﬂ%ﬂl!ﬁzlﬂ@iﬂu

a [

] U 2.7 waaduainiasaunn (production of lightweight aggregates, LWAs)

U®3 (Fragoulisa et al.,2004)

4
NNHANINATDY X-Ray Fluorescence (XRF) ﬂjaa"lﬂamau"lu‘wmﬂﬂizmﬁﬂ‘%m
1A I o . [ Y 1 [ ~
nuNisinueen leanan Sio,, ALO,uAz Fe,0, 32UNUUAININND 70% Adudadlua1sned
= 1 1 é 1 dl =S g’; a 3 ci = ?,‘
29 wazlia Lol Tiuinna1 10% aea Lol Agapde liuumavuiiosninmsgadei
d' d Aa dsl 9 < SR A 1 a
199910MIH (W31 laozaeu lusinavuanmsnuauunannulaliaivlsznouvssau
= 1 ?.}/ Y 4 A ) aa Aa A %} .

miieziueg saunamiuradueslaezaouinilszneudredaniniilSumii (Sio,*nH,0)

19 A A A Y 3’, g [ @ 4
2gnIY tazazlUsunaunvsedesuuIuegnusduuuveINULad LaznNMIsNAgoy

u U
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4 = 1 ] s 9 an g’z
SEM "ll’é)\iulﬂ’t]gﬁﬂhulnﬂ%']ﬂﬂimﬂﬁﬂi% Wm1§ﬂuuummwquaamﬂi$ﬂaumwamuu
' Y J A o A 9 A =\ v ' 1 =
ﬂf)u"lﬂ\flﬁll‘]aljiﬂ‘l HANHUSNINNTSUDN LUUITH NIDADYLID mumag“lumﬁzmw 5N

30 um Aweraslugili 2.8

A J =~ J ~ .
M13197 2.8 aentlszneumaniivedlaezaeu lurinnsemenis (Fragoulisa et al., 2004)

Component GRE-1 (%) GRE-3 (%)
Na,O 1.28 0.48
K,0 2.58 1.92
CaO 1.82 1.35
MgO 1.79 1.81
MnO n.a. n.a.
Fe,O, 8.08 5.90
TiO, n.a. n.a.
ALO, 17.83 16.68
SiO, 59.52 64.04
P,Oq n.a. n.a.
LOI 7.37 8.06
Total 100.27 100.20

n.a. = not analysed.

i ;-'-25”'-’;“ 18um

g1 2.8 awne SEM ved laezaeuTurininilszmen3as (Fragoulisa et al., 2004)
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@ 1 0 U ] 1 I
A19819 LWAs volszmensaimiunszuaumsmndrdiulnagrzdingilsiuiu

9

'
A v Y 3

] a an ?,‘ ,é’ a3 zﬂy = @ ?,’_, Y 12 F)
NIANANFUIAN WFAUINALA Luamﬂumammﬂumﬂ@u UANUNNOUNUANHUSADNIYN

'
A a

o |a o q ¥ Y o & < A A <
ﬂz‘l"if,ﬂﬂ’d L!a$ﬂ1ﬂﬂﬁm1‘ﬂﬂﬁ pellets uwﬂaummmgﬂugtaﬂ ] NIBUTDYLYNIAN ) NH

o v w 1 Yy R v

LAZNHAMINATDUAMANLAAIUMIAID LAz ANV UILHUNY Mg auiAad10AR Ny
4 o o 1 A ?a'.:
LWAs v09lszmaauininiazioo iy tag luy1aoas 1@ Iunin g gunivuianag
1 a @ J 1 1 H 1 (%
dIunan HaANMa LWAs ¥99n3 % 92 ladianuruuduiigeniiuazamnsniunsang la
=1 1 14 @ A A o 1 ~ 9) 4 =Y
AN LWAs velszmaaumninuazienssiu e Noasiaiuinly laezasu lus 20 kg Y5110
|
VDOYAV 5% BATIEIU W/S UeeAI1 0.5 a1m1Tasunsanala 2,029 ¢ UAINNNHUUY
3 ~ 4 o % Y
0.93 g/em’ 1ag LWAs 99U 52inemauuiinuazionsiy amsasunsana laiiios 8o g tag
986 ¢ NAIAIUHUIUY 0.65 glem’ 1AL 0.73 gem’ AWa1AY WonfTeuneusasiaiu
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SiO, 19.8 85-95 30.6 71-75
Al O, 5.61 1.0-3.0 14.8 -
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MgO 1.81 1.0-2.0 2.5 -
SO, 2.36 - 4.9 -
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K,0 . - - -
Na,0 - - - 2.9-4
TiO, - - - -
LOI 0.36 0.5-1.0 2.4 -
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Content Silica Fume (%) Fly Ash (%)
EPAC groups
0 10 20 30 10 20 30

Thermal conductivity 0.1797 | 0.1720 | 0.1552 | 0.1558 | 0.1676 | 0.1643 | 0.1472
(W/mK)
Reduction (-) 0 -4 -14 -13 -7 -9 -18
or increment (+) (%)
Density (kg/m3) 522 509 493 485 511 498 483
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Group 4 : Double 6 —ring
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Mix Proportion (g.)

Mix ID.*
Binder Sand Na,SiO; NaOH

M-DE-0.5 400 600 66.67 133.33
M-DE-1.0 400 600 100.00 100.00
M-DE-1.5 400 600 120.00 80.00
M-DE-2.0 400 600 133.33 66.67

M-DE-2.5 400 600 142.86 57.14
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Chemicals DE (%) FA (%)
Si0, 59.30 43.87
ALO, 10.00 26.33
Fe,0, 18.50 10.81
CaO 1.20 12.69
SO, 0.02 2.74
LOI 8.10 1.23

M3 5.3 guauianiamenmvediaailszaiy

Physical properties DE FA Sand
Specific gravity 2.33 2.41 2.69
Bulk density (kg/m’) 490 973 1,625
Median Particle Size (Um) 18.29  17.60 -

51U 5.1 ama1e SEM ved laozaou luw
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311 5.2 nme1e SEM veudiane

M0 5.4 wanadoulonlsHue1gNT LY

Compressive strength (ksc)

Symbol
7 days 14 days 28 days
15M-DE100-1.5 222.9 236.4 289.2
15M-DES80-1.5 299.3 321.7 404.4
15M-DE60-1.5 423.7 427.0 474.2

15M-DEO-1.5 809.7 834.4 810.8
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A1319% 5.5 wanaaoUilonlsHUdaT AU Addition water/binder

Unit weight Compressive strength
Symbol , Flow (%)
(kg/m’) 7 days (ksc)
15M-DE100-1.5(0%*) 2115 75 222.9
15M-DE80-1.5(0%) 2163 86 299.3
15M-DE60-1.5(0%) 2234 61 423.7
15M-DE0-1.5(0%) 2270 35 809.7
15M-DE100-1.5(3%) 2080 80 184.0
15M-DE80-1.5(3%) 2097 94 240.1
15M-DE60-1.5(3%) 2204 62 279.7
15M-DEO0-1.5(3%) 2246 45 741.9
15M-DE100-1.5(6%) 2062 96 153.6
15M-DE80-1.5(6%) 2095 110 197.5
15M-DE60-1.5(6%) 2177 72 337.2
15M-DEO0-1.5(6%) 2236 43 664.5
15M-DE100-1.5(9%) 2052 111 130.8
15M-DE80-1.5(9%) 2085 117 188.0
15M-DE60-1.5(9%) 2146 97 296.5
15M-DE0-1.5(9%) 2205 35 554.7
15M-DE100-1.5(12%) 2036 114 129.4
15M-DE80-1.5(12%) 2050 123 171.4
15M-DE60-1.5(12%) 2083 112 215.3
15M-DEO0-1.5(12%) 2196 22 419.1
15M-DE100-1.5(15%) 2036 134 94.0
15M-DE80-1.5(15%) 2019 135 146.2
15M-DE60-1.5(15%) 2043 128 202.2

15M-DEO0-1.5(15%) 2130 10 338.8
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Curing temp. Unit weight ~ Compressive strength 7 days
Symbol . ;

o) (kg/m’) (ksc)
15M-DE100-1.5 60 2126 199.3
15M-DES80-1.5 60 2237 269.2
15M-DE60-1.5 60 2239 300.8
15M-DEO-1.5 60 2300 705.2
15M-DE100-1.5 75 2115 2229
15M-DES80-1.5 75 2163 299.3
15M-DE60-1.5 75 2234 423.7
15M-DEO0-1.5 75 2270 809.7
15M-DE100-1.5 90 2097 215.0
15M-DE80-1.5 90 2099 283.2
15M-DE60-1.5 90 2232 356.9
15M-DEO0-1.5 90 2266 841.3

~ A o )
AT NN 5.7 WEWI@]ﬁ’ﬂ‘]JLiJE]LL“]JiWHﬂ’JHJHJ‘JJ"UH NaOH

Unit weight  Flow Compressive strength
Symbol ,
(kg/m) (%) 7 days (ksc)
5M-DE100-1.5 1934 115 145.5
5M-DES0-1.5 2020 126 232.4
5M-DE60-1.5 2098 89 267.3
5M-DEO-1.5 2120 84 574.6
10M-DE100-1.5 2099 89 198.2
10M-DE80-1.5 2107 105 243.6
10M-DE60-1.5 2127 51 341.7
10M-DEO-1.5 2218 48 677.0
15M-DE100-1.5 2115 75 2229
15M-DE80-1.5 2163 86 299.3
15M-DE60-1.5 2234 61 4237
15M-DEO-1.5 2270 35 809.7
20M-DE100-1.5 2166 36 221.7
20M-DE80-1.5 2239 25 262.7
20M-DE60-1.5 2265 13 340.1
20M-DEO-1.5 2349 0 706.7
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M3 199 5.8 HanadoUIlol WA 189U Na,Si0,/NaOH

Unit weight  Flow Compressive strength
Symbol ;
(kg/m) (%) 7 days (ksc)
15M-DE100-0.5 2108 83 14.6
15M-DE0-0.5 2088 94 101.6
15M-DE60-0.5 2173 28 252.3
15M-DEO0-0.5 2226 0 522.2
15M-DE100-1.0 2105 72 91.8
15M-DE&0-1.0 2198 98 179.7
15M-DE60-1.0 2227 51 264.9
15M-DEO0-1.0 2287 5 767.7
15M-DE100-1.5 2115 75 2229
15M-DE80-1.5 2163 86 299.3
15M-DE60-1.5 2234 61 423.7
15M-DEO-1.5 2270 35 809.7
15M-DE100-2.0 2120 59 240.0
15M-DEg0-2.0 2178 65 352.6
15M-DE60-2.0 2238 35 468.2
15M-DE0-2.0 2264 60 939.1
15M-DE100-2.5 2127 62 280.6
15M-DE80-2.5 2172 65 358.1
15M-DE60-2.5 2263 29 474.4

15M-DEO0-2.5 2324 67 755.3
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A13197 5.9 nanago ol HUeAT 1IN Liquid alkaline/binder

Unit weight Flow  Compressive strength
Symbol

(kg/mz) (%) 7 days (ksc)
15M-DE100-1.5(0.4) 2107 16 235.0
15M-DES80-1.5(0.4%*) 2183 9 243.1
15M-DE60-1.5(0.4) 2269 4 419.4
15M-DEO0-1.5(0.4) 2283 2 800.8
15M-DE100-1.5(0.5) 2115 75 222.9
15M-DE80-1.5(0.5) 2163 86 299.3
15M-DE60-1.5(0.5) 2234 61 423.7
15M-DEO0-1.5(0.5) 2270 35 809.7
15M-DE100-1.5(0.6) 2015 96 84.1
15M-DES0-1.5(0.6) 2104 108 166.0
15M-DE60-1.5(0.6) 2150 82 284.3
15M-DEO0-1.5(0.6) 2267 53 655.0
15M-DE100-1.5(0.7) 1994 126 22.5
15M-DES0-1.5(0.7) 2038 117 109.5
15M-DE60-1.5(0.7) 2144 109 219.5
15M-DEO0-1.5(0.7) 2175 85 435.0

5.5.2 HANIZNUYBIOATIAIY Na,Si0,/NaOH
~ o o ' X Y} 9y 9 a
nMInaaeunulsHUA BRI 1dIU Na,Si0,/NaOH 1danuanududuvesludonls
% 4 o { Pl o o W
asenlya 15 Tuard wamsnageuawaadluzili 53 uaz 54 wunaimidedanas
o 9}49! (Y = an = d' 4
anuaunsaihnu lavuegiuiSinaveluRendanatazUSuamsunuilaozaeulus

APANFDINUNUIDY (Sathonsaowaphak A. et al,2009 L8 TUINT LAZAML,2010)
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AT NN 6.3 NANDAVDINDUBINUALNET A

Compressive Strength (ksc.) - (Percentag, %)
Sample
7 Days 28 Days 90 Days

OPC100 462.5 (100) 742.7 (100) 809.2 (100)
OPC20ZS 220.2 (47.6) 317.2(42.7) | 389.0(48.1)
OPC40ZS 103.6 (22.4) 238.6(32.1) | 273.8(33.8)
OPC20ZN 530.5(114.7) | 635.9(85.6) | 731.4(90.4)
OPC40ZN 413.3 (89.4) 516.8 (69.6) | 624.6 (77.2)
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(Jong, 1990) wazmnaznauiuyulHailiresIneluneunasudalmgauy 31
o o o 1 <3 { o [ 0o w w ; 1 [
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[ [ 1 <3 4 . Jd
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LADININAI 10 ksc. (Wiles, 1990)
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{ o v o v ]
@niN‘ﬁ 6.4 NIANDAVDINDUYIABDLLUN

Compressive Strength (ksc.)
Sample
7 Days 28 Days 90 Days
OPC40S 8.8 13.3 15.1
OPC50S 5.8 9.7 11.8
OPC60S 5.4 8.4 10.5
OPC20ZS40S 20.6 136.7 164.0
OPC20ZS50S 13.2 49.8 108.6
OPC20ZS60S 8.0 13.6 19.7
OPC40ZS40S 2.5 60.6 177.2
OPC40ZS50S 2.6 42.6 139.0
OPC40ZS60S 1.3 4.9 334
OPC20ZN40S 441.9 584.0 664.7
OPC20ZN50S 363.7 500.5 594.8
OPC20ZN60S 311.3 420.9 513.4
OPC40ZN40S 198.6 368.5 442.9
OPC40ZN50S 155.0 321.2 401.3
OPC40ZN60S 123.0 264.9 345.1

6.4.4 Fnasuazmsnszaiefived nssveanouriasuds
~ =Y a 1 ~ dy A H
A1519% 6.5 uaalsuaved Inserian1ee, vua Insunae, taznui Insanavua
o ¢ A [ U =Y 3’,
VDIFUUANAA N01g 28 TU 1ANANIINAABIND TN THTININUA (Total Porosity) 1Ay
A 4 o A 4 4 2 A~ A~ d o o
WUN TNTINIHUA (Total Pore Area) WUTwainIy Wolinmsunuingle landuasizias
=~ s Aa a A A X A wa ~ S A
FloTansssuandludSuaimuiu iewnnguduiiaves dlelailgngunsolns
< A 1 o [ Y a g A 49! 19 A ~
vaanFeuaeny danaliUTua Ing uaziun Tnsagauy uad 1N vIANaEUDI
1 < 4 { 7 o 7 ~ {
Tn39 (Average Pore) wunivuiaanas edimsunuingle landunsizn lutsuanuin
= ' a o < 2
Y iumsizvueeynnvesd le landvwaanun (uamaslszum 2.51 luasou)
A A [ = IR A A A g =
WeoMennuudmudgadiviamasdszana 14.12 luasou vunaianuesdlo las lunsn

o 1 = J o Y 1 1 ~ 9 = I ag
mazmwaumﬂmmﬂumuuﬂ mlvresnanas mumigmu‘nmwia"lam'iﬁwmu
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A o S A o
SBINUAUNET A ‘VI@TEJ 28 11U

OPC100 [OPC20ZS| OPC40ZS | OPC20ZN | OPC40ZN
Air Void (%) (> 1.0 pm) 6.36 8.37 10.75 7.11 9.24
Large Capillary (%)
8.12 9.72 6.54 12.32 11.41
(0.05-1.0 pm)
Medium Capillary (%)
5.31 11.75 23.30 6.19 10.52
(0.01-0.05 pm)
Total Porosity (%) 19.79 29.84 40.59 25.62 31.17
Average Pore (nm) 47.11 44.00 40.25 46.68 45.99
Total Pore Area (mz/g) 8.80 17.14 25.90 13.84 21.57
0.008
I OPC100
T 000 — — - OPC20ZN
E L — - — OPC40ZN
< OPC40ZS
T 0004 -
= OPC20ZS
= I
%)
£
= 0.002 i
E) i
> ‘!
0 X 3 “ s .;.;‘j/‘\“
0.001 0.01 0.1 1 10 100

Pore Diameter (um)

A o o ¢ ' A X ~ ~ ¢ ¢
51N 6.4 ﬂ'JﬂJZ’fﬂJWH‘ﬁﬁg"l’T'J'N‘llu'lﬂTW'i\TLLa%ﬂWi!WiJGU“HSUﬂﬁﬂiﬂT@liIWﬁﬁﬂJ@ﬂcﬂluuﬁLWﬁﬂ

U

91¢ 28 U



519

91¢ 28 U

Volume Intruded (ml/g)

Volume Intruded (ml/g)
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J
6.4.5 M33IA3124 Fracture surface Y9N0 UHABIU
A 1 4 =t 1 1 A A s =

931U 6.7 WUIUWAA OPC100 UANUNTULALEDIINNIN HOWTUUNAANGAUNUTN

a A ¢ A Y @ . 7 X Yy o
Yudwualosanauasziani 1 aredTe lar wurunaatianuuiuiy doandesnuma
a o v Y a 1 A A~ A = s Y ~ Jd o Y
ANz Iuiden 4.4 nanaslolimsununudmuaaredle lan i ldviunaInseaaas
o s 1 X 3 4 aan o aan
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L .NvEIgv9d OPC20ZN 9. NNVE18UDI OPCA40ZN

N, NINVYI1IVDI OPC40S ¥, NINVEIIUDI OPCS50S

%. NINWVIIYVDI OPCO0S

317 6.6 MND1WVEY Fracture Surface N91¢ 28 T1
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6.4.6 MINATIZHMIBZaz a8 VoINo UKD
a 4 Y] Aaxy 1 Aa a
NAMIuATzHUsa Tanemiin lagdsmsvzazats wulszansamlunisaans
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Y 1 3 Aa a s s = A DR
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L?J@L‘llqﬁfJTJL‘WfJ”]Jﬂ‘Uﬂ’t’]‘L!Wﬁi’]LHN‘VILL‘VILWIﬂ“u“ﬁlﬂuﬁﬂﬂiﬁllauﬂﬂﬁﬂ“ﬁi@qﬁﬂﬁﬂmiigﬂuag“ﬂ

s N VA o ' . s s '3 o '
Ta”lamsiwmm uaz‘wmuﬁ@@mmmﬂmmuﬁ‘qu%mu@]ﬂasmmummz@mmeummﬂ
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@]3ﬂ?J‘L!L‘WiJle‘LlﬂigﬁV]‘ﬁﬂTWiuﬂTiﬁﬂﬂTi PFLASANYITAAAN LN@W%T?QATLTJ%EJU!TIEJ‘]J?ZVT'NQ
A A o s JY A ’ o ¢ ~ s A '
ﬂTiLL‘VI1!‘1/]‘]41‘!"IﬂllL!@]‘]Jf’)i@]klauﬂﬂ'JfJ‘ﬁ)’Ii’]llﬂ‘Vlf‘NLﬂiT%WLLﬁZ%T@jﬁﬂﬁﬁﬁusﬁTﬁ ATNUINIG

d‘ﬂ) =y o a =\ a A Y 1 [ A
UNUNNIY %T@"Lﬁ‘1/]‘ﬁii3JGHW]‘ﬂ%ll°1J'i8ﬁ‘VI‘ﬁﬂTWiuﬂﬁﬁﬂﬂﬁ%zﬁzawqﬂﬂﬂ’Zn ANAITIN 6.6

13190 6.6 uanslszaniammlumsaamsyzazarelanzwiin

Y ' < [
VDINDUNADLUIDEY 28 IU

szansanlumsaamsyzazais (%)

AaUAIDE

Ni Cu Zn Cr
OPC40S 6321 | 6164 | 6831 82.21
OPC50S 5572 | 5847 | 60.09 | 78.42
OPC60S 5143 | 53.71 61.11 78.10

OPC20ZS40S 83.54 80.85 86.42 100.0

OPC20ZS508 81.93 83.31 84.61 98.81

OPC20ZS60S 77.22 76.63 85.72 97.33

OPC40ZS40S 82.13 83.80 84.2 99.73

OPC40ZS50S 81.02 87.87 79.51 99.34

OPC40ZS60S 74.35 70.02 82.10 99.33

OPC20ZN40S | 92.56 91.67 94.11 100.0

OPC20ZN50S | 92.72 91.43 94.33 100.0

OPC20ZN60S | 91.40 91.34 92.83 100.0

OPC40ZN40S | 90.84 90.31 94.0 100.0

OPC40ZN50S | 90.22 91.11 94.24 100.0

OPC40ZN60S | 90.41 90.15 90.06 100.0
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Silicon dioxide (SiO,) 20.8 54.0 55.7
Aluminum oxide (ALO,) 4.7 0.9 0.9
Iron oxide (Fe,0,) 3.4 2.0 2.0
Calcium oxide (CaO) 65.3 12.9 12.5
Magnesium oxide (MgO) - 4.9 5.1
Sodium oxide (Na,0) 0.1 1.0 1.0
Potassium oxide (K,0) 0.4 13.5 11.9
Sulfur trioxide (SO,) 2.7 4.0 2.9
Loss on ignition (LOI) 0.9 3.7 4.7
Si0, + ALO, + Fe,0, - 56.9 58.6
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This paper presents the effect of palm oil fuel ash fineness on the microstructure of blended cement paste.
Palm oil fuel ash (POFA) was ground to two different finenesses. Coarse and high fineness palm oil fuel
ash, with median particle sizes of 15.6 and 2.1 pm, respectively, were used to replace ordinary Fortland
cement (OPC) at 0%, 20% and 40% by binder weight. A water to binder (W/B) ratio of 0.35 was used for all
blended cement pastes. The amorphous ground palm oil fuel ash was characterized by the Rietveld
method. The compressive strength, thermogravimetric analysis and pore size distribution of the blended
cement pastes were investigated. The test results indicate that the ground palm oil fuel ash was an amor-
phous silica material. The compressive strengths of the blended cement pastes containing coarse POFA
were as high as that of OPC cement paste. Blended cement paste with high fineness POFA had a higher
compressive strength than that with coarse POFA. The blended cement pastes containing 20% of POFA
with high fineness had the lowest total porosity. The Ca(OH); contents of blended cement paste contain-
ing POFA decreased with increasing replacement of POFA and were lower than those of the OPC cement
paste, In addition, the POFA fineness had an effect on the reduction rate of Ca(OH),. Furthermore, the crit-
ical pore size and average pore size of blended cement paste containing POFA were lower than those of
the OPC cement paste. The incorporation of high fineness POFA decreased the critical pore size and the
average pore size of blended cement paste as compared to that with coarse POFA,
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1. Introduction

The Portland cement clinker process results in the emission of
C0;. Every ton of Portland cement produces around 850 kg of
€O, emitted to the atmosphere, thus causing greenhouse effects
| 1]. Therefore, it is necessary to reduce the production of Portland
cement clinker. To solve this problem, the partial replacement of
ordinary Portland cement with pozzolanic materials has been pro-
posed. Pozzolanic materials, such as fly ash, rice husk ash, palm oil
fuel ash and baggage ash, are used as mineral admixtures to reduce
the cement content in the mixtures. These materials have been re-
ported to increase the durability of paste, mortar and concrete [2-
4],

Palm oil fuel ash (POFA) is a by-product from biomass thermal
power plants where oil palm residues are burned to generate elec-
tricity. More than approximately 100,000 tons of palm oil fuel ash
are produced every year in Thailand |5]. Palm oil fuel ash is rarely
utilized, and it may add to future environmental problems. Many
researchers have studied the use of POFA as a partial replacement
of cement in concrete, The main chemical constituent of palm oil
fuel ash is silicon dioxide [4,6]. Tangchirapat et al. [4] found that
ground palm oil fuel ash is a good pozzolanic material and can
be used to replace Portland cement up to 30% by binder weight.
Sata et al. [7] also showed that POFA with high fineness has an
excellent pozzolanic reaction and can be used as a supplementary
material to produce high strength concrete. In addition, the utiliza-
tion of POFA can improve concrete strength and water permeabil-
ity [5]. Furthermore, the partial replacement of OPC with POFA
assists in the sulfate resistance [8] and chloride resistance of con-
crete [2].

Silicon dioxide (Si0z) and aluminum trioxide (Al;03) contents
in pozzolanic material react with calcium hydroxide (Ca(OH);) to
produce CSH, C;ASH;s and C4AH,3. Most researchers have studied
Ca(0H}); in cement paste containing pozzolanic material by ther-
mogravimetry (TG). The Ca(OH); content is reduced with
increasing replacement of pozzolanic material and fineness [9].
Barbhuiya et al. [10] found that the reduction of the Ca(OH);
content indicates consumption in the pozzolanic reaction. In
addition, the use of pozzolanic material to partially replace ce-
ment reduces the Ca(OH); content in concrete, which could im-
prove the sulfate resistance of the concrete. Furthermore,
Chaipanich and Nochiya [11] used differential thermal analysis
(DTG) to determine the hydration products involved and ex-
plained the increase in the compressive strength of paste. They
showed that blended cement paste containing fly ash and silica
fume reduces the amount of Ca(OH); content while the mass
loss of ettringite, C-S-H and C;ASHy increases when the curing
time is increased.

The porosity and pore structure are very important for perme-
ability and durability. The pore system in cement-based materials
consists of two types of pores [9,12]: (a) gel pores with a diameter
less than 10 nm that affect shrinkage and fatigue and (b) capillary
pores that are divided into large capillary pores with diameters be-
tween 50 and 10,000 nm, which affect the compressive strength
and permeability, and medium capillary pores with diameters be-
tween 10 and 50 nm, which influence the compressive strength,
permeability and shrinkage. Khatib and Wild |13] studied cement
pastes containing metakaolin at 5%, 10% and 15% and found that
the pore size of a cement paste depends on refinement of the pore

structure. In addition, Chindraprasirt et al. [14] used fly ash to
replace Portland cement and showed that the cement paste con-
taining fly ash had a smaller average pore diameter than that of
control cement paste. [n addition, Halamickova et al. [15] studied
water permeability and chloride ion diffusion in Portland cement
mortar and showed that they are influenced by the critical pore
size.

Many researchers have already reported on the influence of
palm oil fuel on the physical properties of mortar and concrete,
including compressive strength, sulfate resistance and chloride
resistance. However, the pore size distribution and microstructure
of blended cement pastes containing palm oil fuel ash with differ-
ent finenesses have not been well established. An understanding of
the influence of the fineness of palm oil fuel ash on the pore size
distribution and microstructure of cement paste could lead to an
increase in the use of palm oil fuel ash in concrete and could be
productive for the environment by reducing the volume of waste
disposed of in landfills. Thus, the objective of this research was
to study the effect of palm oil fuel ash fineness on the microstruc-
ture of blended cement paste. The chemical properties and amor-
phous structure of ground palm oil fuel ash were determined.
The effects of ground palm oil fuel ash with two different fineness-
es on the compressive strength, calcium hydroxide and pore size
distribution of blended cement pastes were investigated.

2, Experimental details
2.1. Materials

Type | Portland cement was used in this study. Palm oil fuel ash (POFA) from a
thermal power plant in Thailand was used as a pozzolan. The POFA was sieved
through a No. 16 sieve to remove large particles and incompletely combusted mate-
rials |16,17]. The POFA was ground to two dilferent sizes. The first fineness was
ground to have the same as that of OPC with grinding machine. The second fineness
was ground by attrition mill for 60 min at 1000 rpm using 2 mm diameter steel ball
[18,19], The abbreviations G1 and G2 were used to identify the ground POFA as hav-
ing the same particle size cement and the smaller particle size, respectively.

SEM photos of POFA with different finenesses are shown in Fig. 1. G1POFA and
G2POFA consist of irregular and crushed shaped particles. A similar observation has
also been reported by other researchers |4). The physical properties of OPC and
POFA are given in Table 1. The specific gravity of OPC was 3.14, and those of G1POFA
and G2ZPOFA were 2.36 and 2.48, respectively. The Blaine fineness values of OPC,
G1POFA and G2POFA were 3600, 6700 and 14,900 cm?[g, respectively. The specific
gravity and specific surface area of POFA increased with increasing grinding time
|8.20.21]. The median particle sizes of OPC, GIPOFA and G2ZPOFA were 146, 156
and 2.2 pm, respectively. Fig. 2 shows a comparison of the particle size distributions
of type | Portland cement and POFA. The two group of POFA particle size are similar
to the particle size of the cement and smaller, respectively.

2.2, Mix proportion and curing

Type | Portland cement was partially replaced by POFA (G1POFA or G2POFA) at
the rate of 0%, 20%, and 40% by binder weight. The water to binder (W/B) ratio was
constant at 0.35 for all mixtures. The cast specimens were covered with plastic to
prevent water loss. After casting for 24 h, the specimens were removed from the
mold. Thereafter, they were cured in saturated lime water at a temperature of
23 £2 °C. The mix proportions of cement paste and blended pastes containing POFA
are given in Table 2.

2.3, Compressive strength

Cube specimens of 50 x 50 x 50 mm were used for compressive strength tests
of the pastes. The strengths were determined at 7, 28, 60 and 90 days according to
ASTM C 109 |22]. The compressive strength of the pastes at each age was the aver-
age value of five samples.
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Fig. 1. Scanning electron microscopy of palm oil fuel ash (a) ground palm oil fuel

ash (GIPOFA), (b) ground palm oil fuel ash (G2ZPOFA).

Table 1
Physical properties of OPC and POFA.

Sample  Specific Median particle size, dsg Blaine fineness
gravity (pm) (cm’fg)

arc 14 146 3600

GIPOFA 236 156 6700

GIPOFA 248 21 14,900

2.4. X-ray diffraction (XRD)

The XRD scans were performed for 20 between 10° and 65°, with an increment
of 0.02 deg/step and a scan speed of 0.5 s/step. The amorphous structure in the
palm oil fuel ash was determined by quantitative XRD analysis using Bruker's TO-
PAS soltware,

2.5, Thermal analysis

Thermal analysis 15 a widely used method for determining hydration products
such as ettringite, calcium silicate hydrate (C-5-H), calcium aluminum silicate hy-
drate [C;ASH,), calcium aluminate hydrate (C4AH, ), calcium hydroxide (Ca(OH),)
and caleium carbonate (CaC0;) |23]. Thermogravimetric analysis was carried out
using Netzsch STA 409 C/CD equipment. The sample was heated from room temper-
ature to 1000 *C at a heating rate of 10 *C/min under a nitrogen atmosphere. The
thermogravimetric (TG) signal was used to calculate the weight loss during heating
and to estimate the content of Ca(OH ), and carbonated phases. The Ca(OH), content
was calculated from the weight loss between 450 and 580 °C [24]. Furthermoare, the
derivative thermogravimetric (DTG) data of the weight loss can be used to further
determine each phase [25],

0
0.m i8] 1 ] 104 1000
Particle Size (um)

Fig. 2. Particle size distribution of OPC and POFA,

Table 2
Mix proportions of cement paste and pastes containing POFA.

Mix No. Symbal orc GIPOFA G2POFA w(B
1 oPC 100 - - 035
2 20G1POFA 80 20 - 0.35
i 40G1POFA (1] 40 r 035
4 20G2POFA 80 - 20 035
5 40G2POFA 60 - 40 0.35

2.6, Determination of the porosity of the pastes

The measurement of the distribution of pore diameters in the hardened cement
pastes, determined by mercury intrusion porosimetry (MIP), was conducted at a
pressure capacity of 228 MPa. After curing, the samples were obtained by carefully
breaking the cube specimens with a chisel. The representative samples of 3-6 mm
pieces weighing between 1 and 1.5 g were taken from the middle of the specimen,
To stop the hydration reaction, the samples were submerged directly into liquid
nitrogen for 5 min and were then evacuated at a pressure of 0.5 Pa at —40°C for
48 h. This method has been used previously to stop the hydration reaction of ce-
ment paste |2627], The p is d d by the Washburn ion |28].
A constant contact angle of 140° and a constant surface tension of mercury of
480 dynes/cm were used for the pore size calculation.

3. Results and discussion
3.1. Properties of OPC and POFA

The chemical composition of the POFA is given in Table 3. The
main chemical component of the POFA was silicon dioxide (5i0;),
which accounted for 54.0% and 55.7% for G1POFA and G2POFA,
respectively. The losses on ignition (LOI) for G1POFA and G2POFA
were 3.7% and 4.7%, respectively, The sums of 5i0;, AlO3 and
Fe;0; for G1POFA and G2POFA were 56.9% and 58.6%, respectively.
Awal and Hussin |29] reported that POFA might be grouped be-
tween Class C and Class F pozzolan as specified by ASTM C 618
|30] and the sum of Si0;, Al;0; and Fe,0; content of palm oil fuel
ash used in their study was 59.7%, which was close to the finding in
this research. However, the LOI was 18.0%, which is much higher
than that in this study. The burning efficiency and the material
source are the major causes of differences in the chemical compo-
sition of palm oil fuel ash [7,31].

The X-ray diffraction (XRD) patterns of G1POFA and G2POFA are
shown in Fig. 3. It was found that the major phase was a-quartz
(5i0;), and the minor phase was cristobalite (Si0;). A similar result
was reported by Chandara et al. [16]. Quantitative XRD analysis
based on the Rietveld method was carried out using Bruker's TO-
PAS. The percentages of amorphous G1POFA and G2POFA were
70.2% and 67.2% (by mass), respectively. Moreover, the proportions
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Table 3 100
Chemical composition of OPC and POFA.
Chemical composition (%) 0OPC G1POFA G2POFA 95
Silicon dioxide (5i0;) 20.8 54.0 55.7 @*
Aluminum trioxide (Al,04) 4.7 09 09 < 90
Iron oxide {Fe;04) 34 20 20 H
Calcium oxide (Ca0) 65.3 129 125 =
Magnesium oxide (Mg0) - 49 5.1 B 85
Sodium oxide (NayQ) 01 1.0 1.0 ?':'
Potassium oxide (K;0) 0.4 135 1.8
Sulfur trioxide (50,) 27 40 29 80
Loss on ignition (LOT) 09 7 47
5i0; + Aly05 + Fe;04 - 56.9 586 % s PR e
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Temperatures (°C)
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Fig. 3. X-ray diffraction patterns of G1POFA and G2POFA. Temperatures (°C)
(b) Curing time 90 days

of quartz and cristobalite were 65% and 35% and 73% and 27% (by
mass) for G1POFA and G2POFA, respectively. These results suggest
that the amorphous content of the palm oil fuel ash was approxi-
mately 67-70%.

3.2. Compressive strength

The compressive strength and normalized strength of pastes
containing POFA compared to OPC paste (cement paste) are shown
in Table 4. At 7 days, the compressive strength of the pastes con-
taining palm oil fuel ash was less than that of OPC paste. For the
paste containing POFA with the same particle size as cement at
28 days, the compressive strengths of the 20G1POFA and
40G1POFA pastes were 72.0 and 61.5 MPa or about 96% and 82%
of that of the OPC paste, respectively. They increased to 102.0
and 88.1 MPa or about 103% and 89% of that of the OPC paste,
respectively, at 90days. The compressive strength of the
20G1POFA paste at 90 days was slightly higher than that of the
OPC paste, and that of 40G1POFA was lower than that of the OPC
paste. For pastes with the small particle size, the compressive
strengths of 20G2POFA and 40G2POFA at 28 and 90 days were
77.3, 66.5 and 109.6, 94.1 MPa or about 103%, 89% and 111%, 95%
of that of the OPC paste, respectively.

Fig. 4. TGA curve results of OPC paste and 20POFA pastes.

The compressive strength of the blended cement paste in-
creased with curing time but decreased with an increase in the
replacement of POFA. When the POFA was ground to a reasonably
high fineness, the rate of compressive strength gain of the blended
cement paste was significantly improved due to the hydration
reaction, nucleation effect, packing effect and pozzolanic reaction.
The hydration reaction occurs due to the chemical constituents in
cement and water, while the pozzolanic reaction occurs due to the
reaction of Ca(OH); with Si0; and Al;05 from palm oil fuel ash,
which produces an increase in calcium silicate hydrate, C-S-H.
The pozzolanic reaction of high fineness POFA is faster than that
of coarse POFA [8,31]. The packing effect is exhibited as the small
particles fill the voids of the paste, allowing for denser packing
within the material particles and the matrix phase [32,33]. The
nucleation effect, arising when the smaller particles are dispersed
in the blended cement paste, accelerates the reactions and forms
a smaller cementing paste product [34,35], Thus, the paste contain-
ing POFA with high fineness was more homogeneous and denser,
which improved the compressive strength of the paste. These

Table 4
Compressive strength of OPC paste and pastes containing ground palm oil fuel ash.
Mix no. Symbol Compressive strength (MPa) Normalized compressi gth (%)
7 days 28 days 60 days 90 days 7 days 28 days 60 days 90 days
1 orc 53.0 750 84.6 99.1 100 100 100 100
2 20G1POFA 483 720 84.6 102.0 a1 96 100 103
3 40G1POFA 41.0 61.5 728 88.1 77 82 86 89
4 20G2POFA 519 773 92.2 109.6 98 103 109 m
5 40G2POFA 44.0 66.5 786 94.1 83 89 93 85
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results are similar to those of Chindaprasirt et al. [9,14]. From these
results, it can be concluded that POFA with high fineness can be
used as a good pozzolan in cement-based materials and can be
used to replace Portland cement up to 20%. In addition, the com-
pressive strength of 20G1POFA at which G1POFA has the same par-
ticle size as cement is 96% and 103% of that of OPC paste at 28 and
90 days, respectively.

3.3. Thermogravimetric analysis

3.3.1. Hydrated phase of cement pastes containing palm oil fuel ash

Thermogravimetric analysis (TGA) results of the OPC paste and
pastes containing POFA are given in Figs, 4 and 5, respectively.
Three step mass loss transitions were found. The first step shows
the mass loss of dehydration such as ettringite, C-5-H and
C,ASHg, which occurred at 105-450 °C [23]. The second step mass
loss of Ca{OH); was detected between 450 and 580 °C |24], and the
third step at 580 and 1000 °C showed the mass loss of calcium car-
bonate (CaCOs) [24].

The derivative thermogravimetric (DTG) results of the OPC
paste and 20POFA cement paste are plotted in Figs. 6 and 7, respec-
tively. At 28 and 90 days, the DTG curves of all pastes showed sim-
ilar phases, which are C-5-H, C;ASHjg, Ca(OH); and CaCO; detected
at 126-134°C, 188-194 °C, 488-520°C and 741-797 °C, respec-
tively. Similar findings have also been reported by other research-
ers [1136]. The DTG curve peak for Ca(OH); of the pastes
containing palm oil fuel ash decreased with increasing replace-
ment of the palm oil fuel ash and also decreased with curing time.
The high fineness palm oil fuel ash was more effective for decreas-
ing the peak intensity of Ca(OH); than that with a large particle

Fig. 6. DTG curve results of OPC paste and 20POFA pastes.

size because the high fineness palm oil fuel ash has a large surface
area to provide the silica and alumina compounds for pozzolanic
reaction. These compounds reacted and consumed Ca(OH),. The
Ca(OH); consumption was used as an indicator of the pozzolanic
reaction. The reduction of Ca(OH); in all palm oil fuel ash pastes
became more subtle with age. The fineness of the palm oil fuel
ash had an effect on the pozzolanic reaction rate. The paste con-
taining high fineness palm oil fuel ash showed a higher pozzolanic
reaction rate than the paste containing coarse palm oil fuel ash.
The reduction of Ca{OH); led to an increased peak intensity for
the C-S-H and C;ASH; phases with increasing curing time, which
resulted in an increase in the compressive strength.

3.3.2. Ca(OH),, content

The Ca(OH); contents of the pastes at different ages are shown
in Fig. 8, The Ca(OH); contents of the OPC paste at 7, 28, 60 and
90 days were 19.02%, 19.64%, 20.22% and 20.46%, respectively.
The increase in the Ca(OH); contents of the OPC paste was due
to hydration of the cement. The Ca(OH); contents of the pastes
containing POFA decreased with the pozzolanic reaction of POFA.
The Ca(OH); contents of 20G1POFA and 20G2POFA were between
15.10-15.82% and 13.93-15.24% or reduced by approximately 5%
and 9% of that of the 20G1POFA and 20G2POFA pastes at 7 days,
respectively. The reduction of Ca{OH}), in the blended cement paste
indicates its consumption by the pozzolanic reaction [37]. In addi-
tion, the pastes containing G2POFA showed lower Ca(OH); con-
tents than that of the GIPOFA due to the high fineness of the
particles and the silicon dioxide (5i0;) contents in the POFA, which
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Fig. 7. DTG curve results of OPC paste and 40POFA pastes.

react with Ca(OH); by the pozzolanic reaction. With a replacement
ratio of 40% POFA, the Ca(OH), contents of the 40G1POFA and
40G2POFA pastes were between 9.24-12.18% and 7.19-11.75% or
reduced by approximately 24% and 39% as compared to the
40G1POFA and 40G2POFA pastes at 7 days, respectively. Moreover,
the reduction of the Ca(OH); contents of high replacement de-
creased more quickly than that of low replacement. These results
suggest that the higher fineness palm oil fuel ash, which has a
higher surface area, produces a greater pozzolanic reaction. In
addition, the Ca(OH); contents of pastes containing POFA decrease
with increasing POFA content. These results agree with [9].

3.4. Pore size distribution of the cement paste

3.4.1. Total porosity of the cement paste

The results for the total porosity of all pastes at different ages
are presented in Table 5. The total porosities of the OPC paste at
7, 28, 60 and 90 days were 22.8%, 20.1%, 17.4% and 16.6%, respec-
tively, while the total porosities of the 20G1POFA and 40G1POFA
pastes were 26.3%, 21.7%, 18.4%, 17.4% and 30.2%, 27.5%, 19.3%,
18.5% at 7, 28, 60 and 90 days, respectively, which were higher
than that of the OPC paste. The results indicate that the total poros-
ity of the pastes containing POFA with particle sizes that were the
same as the cement was higher than that of the OPC cement paste.
For the paste containing G2POFA at 7 days, the total porosity of the
paste containing 20% palm oil fuel ash was lower than that of the
OPC paste at all ages. In addition, the total porosity of the
40G2POFA paste at 60 days was 17.3%, which is slightly less than
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-
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Fig. 8. Ca[OH}; content.
Table 5
Total porosity of OPC paste and pastes containing ground palm oil fuel ash,
Mix no. Symbol Total porosity (%)
7 days 28 days 60 days 90 days
1 orc 228 201 174 16.6
2 20G1POFA 263 21.7 184 174
3 40G1POFA 302 275 193 185
4 20G2POFA 205 17.0 15.5 114
5 40G2ZPOFA 238 19.7 173 15.6

17.4%, because the high fineness palm oil fuel ash had a faster poz-
zolanic reaction. The small particles showed a good filler effect in
reducing the voids of the cement paste [32]. These results suggest
that the addition of fine particles of palm oil fuel ash makes the
blended cement paste denser [9].

3.4.2. Effect of palm oil fuel ash fineness on the pore size distribution of
the pastes

The cumulative pore volumes of pastes containing 20% and 40%
POFA are shown in Figs. 9 and 10, respectively. As shown in Fig. 9,
at 28 and 90 days, the cumulative pore volume of the 20G2POFA
paste is the lowest, The high fineness of G2POFA had a fast pozzo-
lanic reaction and a greater filler effect in the voids, thus reducing
the porosity and increasing the density of the paste. For pastes con-
taining 40% POFA, as shown in Fig. 10, the cumulative pore vol-
umes of the 40G1POFA and 40G2POFA pastes at 28 days were
higher than that of the OPC cement paste. However, at 90 days,
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the cumulative pore volume of the 40G2POFA paste was lower
than that of the OPC paste due to the fact that the silicon dioxide
(5i05) reacted with the calcium hydroxide Ca(OH); and reduced
the Ca(OH), content by the pozzolanic reaction. Thus, the pore
structure in the blended cement paste was refined; these results
are in agreement with Li and Ding |38].

The critical pore size is defined as the inflection point on the
cumulative pore volume and pore diameter plot or as the maxi-
mum of dv[d(log D). The critical pore size is the most frequent con-
tinuous pores [15,39]. For pastes containing 20% POFA at 28 days,
as shown in Fig, 11, the critical pores sizes of the 20G1POFA and
20G2POFA pastes were 45.9 nm and 38.0 nm, respectively, which
were distributed as medium capillary pores. These values were
lower than that of the OPC paste (56.1 nm), which was specified
to contain large capillary pores. At 90 days, the critical pore sizes
of the OPC, 20G1POFA and 20G2POFA pastes were 54.6 nm,
41.7 nm and 31.0 nm, respectively, due to the reaction of the palm
oil fuel ash with Ca(OH);. Consequently, the pore structure was
transformed from coarser pores to finer pores [38]. These results
suggest that the paste containing POFA had a lower critical pore
size than the OPC cement paste.

For pastes at 40% POFA, the relationships between the differen-
tial pore volume and pore diameter at 28 and 90 days are shown in
Fig. 12. The critical pore sizes of the 40G1POFA and 40G2POFA
pastes at 28 and 90 days were 42.1 nm, 41.8 nm and 36.8 nm,
35.0 nm, respectively, which correspond to medium capillary
pores. These values are smaller than that of the OPC cement paste.
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Fig. 10. Relationships between the cumulative pore volume and pore diameter of
40POFA paste.

These results indicate that the paste with POFA contained critical
pore sizes smaller than the OPC paste.

The results suggest that the total porosity of the paste contain-
ing POFA with the same particle size as cement was higher than
that of the OPC cement paste, but the paste containing high fine-
ness POFA had a lower total porosity than the OPC paste. In
addition, the total porosity increased with an increase in the POFA
replacement, Furthermore, the critical pore size of the paste with
POFA was smaller than that of the OPC cement paste due to the fil-
ler effect, pozzolanic reaction, dispersion effect and precipitation
effect [14,40]. The pore size structure of the pastes changed from
coarser pores to finer pores [41]. Moreover, some researchers
|42| have reported that the critical pore radius is the most impor-
tant factor for permeability, and Halamickova et al. [15] found that
the critical pore size affects water permeability and chloride ion
diffusion.

3.4.3. Effect of palm oil fuel ash fineness on the average pore diameter
of the cement paste

The results for the average pore diameter of all pastes are
shown in Fig. 13. The average pore diameters of OPC paste at 7,
28, 60 and 90 days were 53.4 nm, 45.3 nm, 30.1 nm and 28.1 nm,
respectively. For pastes containing G1POFA, which has the same
particle sizes as OPC, the average pore diameters of the 20G1POFA
and 40G1POFA pastes were lower than that of the OPC paste at all
ages, while the total porosity was higher than that of the OPC
paste. For pastes containing high fineness POFA, the average pore
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Fig. 11. Relationships between the differential pore volume and pore diameter of
20POFA paste.

diameters of the 20G2POFA and 40G2POFA pastes were lower than
that of the OPC paste, and the total porosity of the 20G2POFA paste
was lower than that of the OPC paste at all ages due to pore refine-
ment and the reduction of calcium hydroxide in the paste [41,43].
These results indicate that the average pore diameter decreases
with the use of POFA and with an increase in the replacement level,
which again confirms that POFA with high fineness is more effec-
tive in reducing the average pore diameter as a result of the better
dispersion, packing and pozzolanic reaction of the finer POFA par-
ticles. Similar results have been reported by other researchers
|14.44].

3.5. Relationships between the compressive strength and total porosity
of the pastes

Relationships between the compressive strength and total
porosity of the pastes are shown in Fig. 14. The figures are di-
vided into four regions. Region | shows pastes that have both
a compressive strength and total porosity higher than those of
the OPC paste. Region Il presents the pastes of lower compres-
sive strength but higher total porosity in comparison to the
OPC paste. Region IIl contains pastes that have both lower com-
pressive strength and lower total porosity than the OPC paste,
Pastes in region VI are the best pastes, which have a lower total
porosity and a higher compressive strength than the OPC paste.
At 28 days, the 20G1POFA, 40G1POFA and 40G2POFA pastes
were located in region [1I, while the 20G2POFA paste was located
in region VI and was designated as the best paste because its

Fig. 12. Relationships between the differential pore volume and pore diameter of
40POFA paste.
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Fig. 13. Average pore diameter of curing days.

higher fineness ash can lead to greater filler effects, thus reduc-
ing the total porosity. Thus, the pastes containing POFA with
high fineness increased the pozzolanic reaction rate and refined
the pore structure of the paste.

At 90 days, the pastes containing POFA with the same particle
size as cement were located in regions | and Il. The 20G2POFA
paste had a total porosity lower than that of the OPC paste, and
the compressive strength was higher than that of the OPC paste,
making it the best paste. However, the 40G2POFA paste had both
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a lower compressive strength and a lower total porosity than the
OPC paste, which suggests that the high fineness POFA had a great-
er pozzolanic reaction and that the small particles of GZPOFA more
efficiently filled the voids of the paste. Therefore, the 20G2POFA
paste was more homogeneous and had a lower total porosity than
the OPC paste.

4. Conclusions

Based on the results of this study, the following conclusions can
be drawn.

. Fineness of palm oil fuel ash has the significant effect on the
compressive strength of paste. Blended cement paste with high
fineness palm oil fuel ash had a higher compressive strength
than that with coarse palm oil fuel ash.

2, The paste containing palm oil fuel ash showed decreased
Ca(0OH); contents with increases in the replacement and fine-
ness of the ash. Moreover, the reduction of Ca(OH), affected
the increased peak intensity of the C-S-H and C,ASHg phases
with increasing curing time.

. The reduction of the Ca(OH}), content in the POFA paste was due
to the pozzolanic reaction and caused the pore size structure of
the paste to change from coarser pores to finer pores. Thus, the
critical pore size and average pore diameter of the paste con-
taining palm oil fuel ash were lower than those of the OPC
paste.

W

4. The amorphous content of palm oil fuel ash was approximately
67-70%. The use of palm oil fuel ash with high fineness to
replace type | Portland cement at a rate of 20% resulted in good
compressive strength. In addition, the total porosity of the paste
was lower than that of OPC paste.
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This study investigated the properties of solidified waste using ordinary Portland cement (OPC) contain-
ing synthesized zeolite (SZ) and natural zeolite (NZ) as a binder. Natural and synthesized zeolites were
used to partially replace the OPC at rates of 0%, 20%, and 40% by weight of the binder. Plating sludge
was used as contaminated waste to replace the binder at rates of 40%, 50% and 60% by weight. A water
to binder (w/b) ratio of 0.40 was used for all of the mixtures, The setting time and compressive strength of
the solidified waste were investigated, while the leachability of the heavy metals was determined by
TCLP. Additionally, XRD, XRF, and SEM were performed to investigate the fracture surface, while the pore
size distribution was analyzed with MIP.

The results indicated that the setting time of the binders marginally increased as the amount of SZ and N7
increased in the mix. The compressive strengths of the pastes containing 20 and 40 wt.% of NZ were higher
than those containing SZ. The compressive strengths at 28 days of the SZ solidified waste mixes were 1.2-
31.1 MPa and those of NZ solidified waste mixes were 26.0-62.4 MPa as compared to 72.9 MPa of the con-
trol mix at the same age. The quality of the solidified waste containing zeolites was better than that with
OPC alone in terms of the effectiveness in reducing the leachability. The concentrations of heavy metals in
the leachates were within the limits specified by the US EPA. SEM and MIP revealed that the replacement of
Portland cement by zeolites increased the total porosity but decreased the average pore size and resulted in

the better containment of heavy ions from the solidified waste,

© 2012 Elsevier Ltd. All rights reserved.

1. Introduction

Currently, over 80% of the hazardous wastes are from industrial
processes, The sludge, heavy metals, oils and infectious waste are
the most abundant hazardous wastes. The amount of industrial
waste and hazardous waste from industrial plants increases every
vear. The toxic wastes containing heavy metals are, therefore,
causing serious environmental problems in the contamination of
water, air and soil. It is an issue that deserves attention to find
ways to properly and appropriately capture the waste.

The hazardous waste water from industries is released from
industrial facilities and is also causing critical environmental prob-
lems. The treatment processes could reduce the concentrations of
the toxic waste depending on the condition of the sediment's dry
residue. However, the final disposal of the waste sediment is still
not safe in terms of storage and transportation because some hea-
vy metals remain unstable and may leak into the environment. To
solve the problem, the method of reducing or storing hazardous

* Corresponding author. Tel: +66 4422 4420, fax: +66 4422 4607
E-moil address: sinsirigsut.acth (T. Sinsin)

0956-053X/% - see front matter © 2012 Elsevier Ltd. All rights reserved
hitp: /fdxdoiorg/10.1016f) wasman.2012.02.011

toxic waste is required to stop the leaching of toxic substances to
the environment.

Solidification 1s a process used to treat hazardous waste from
industrial plants, particularly hazardous substances or inorganic
substances contaminated by heavy metals. The hazardous sub-
stances are stored in the structure by chemical bonding which neu-
tralizes them and reduces the chance of spreading. The placeholder
used in this process is normally Portland cement blended with poz-
zolanic materials such as fly ash, rice husk ash and silica fume.
Solidification eases the safe transport of the solid cast mass and al-
lows disposal in a landfll.

Zeolites are framework silicates consisting of interlocking tetra-
hedrons of Si04 and AlO,4. The alumino-silicate structure is nega-
tively charged and attracts the positive ions that reside within the
zeolites. This results in large vacant spaces or cages in their struc-
tures that allow space for large cations such as sodium, potassium,
barium, calcium and even relatively large molecules as well as cat-
ion groups of water, ammonia, carbonate ions and nitrate ions (Feng
et al, 2000). The spaces are interconnected and form long and wide
channels of various sizes depending on the minerals. These channels
allow easy movement of the resident ions and molecules into and
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out of the structure. The zeolites are thus characterized by their abil-
ity to lose and absorb water without damaging their crystal struc-
tures (Quanlin and Naigian, 2005).

Clinoptilolite is a naturally occurring zeolite that forms
through the devitrification (the conversion of glassy material to
crystalline material) of volcanic ash in lake and marine waters.
It is the most studied of all zeolites and is widely regarded as
the most useful. Clinoptilolite has a particularly high cation ex-
change capacity which provides many useful properties (Poon
et al,, 2000). Clinoptilolite is used in many applications such as
chemical sieves, gas absorbers, feed addirives, food additives, odor
control agents and water filters for municipality, residential
drinking water and aquariums (Feng and Peng, 2005). Clinoptilo-
lite 15 well suited for these applications because of its large
amount of pore space, high resistance to extreme temperatures
and chemically neutral basic structure.

Sludge produced by the metal plating industry is generally
considered to be “hazardous waste” because of its toxic heavy
metal content. Solidification techniques applied prior to the depo-
sition of this waste in landfills provide good results allowing the
safe disposal of inorganic sludge. The use of materials such as
zeolite with its pozzolanic property and the ability to bind metal
ions generally gives a good performance. The solidification can
store a large amount of sludge and help protecting the environ-
ment. This study, therefore, aims to investigate an effective solid-
ification technique for sludge from a metal plating factory using
both natural and synthesized zeolires in corporation with Port-
land cement.

2. Experimental investigation
2.1. Materials

The materials used were ordinary Portland cement (OPC) per
ASTM C150, sodium aluminum silicate (MNaggAlagSiasO3s4) as syn-
thesized zeolite (5Z), clinoptilolite ((Na,K,Ca)gs(Si-Al)350+5;20H,0)
as natural zeolite (NZ), sludge (S) from the treatment of wastewa-
ter from a nickel plating plant and tap water. The S contained 35%
water and 65% solid. It was dried and then sieved through a No.
100 sieve,

2.2. Mixture proportions

The sludge waste was solidified using OPC containing SZ and NZ
as a binder. Zeolites were used to partially replace OPC at rates of
0%, 20%, and 40% by weight of the binder. The plating sludge was
used to replace the binders at the rates of 40%, 50% and 60% by
weight. A constant water to binder (w/b) ratio of 0.40 was used.
The pastes were mixed in a mechanical mixer, and the specimens
were cast in 50-mm cube molds. The fresh samples were covered
with a plastic sheet to prevent water evaporation, After casting
for 24 h, the samples were removed from the molds and cured in
saturated lime water (Table 1).

3. Test programs
3.1. Specific gravity and particle size

The specific gravity of OPC, SZ, NZ and S was measured in accor-
dance with ASTM C188, and their particle sizes were measured
using laser particle size analysis,
3.2. Normal consistency

The normal consistency of the pastes was measured in accor-
dance with ASTM C187 using Vicat apparatus.

3.3. Compressive strength
The compressive strength of the solidified waste was tested in

accordance with ASTM C109 at ages of 7, 28, and 90 days. Five sam-
ples were tested for each age group.

Table 2
Specific gravity, median particle size and surface area of OPC, 52 NZ and §

Sample Specific Mean particle size dyy surface area* (cm?|

gravity (pm) 8
opc 3.15 14.12 2600
sz 1.87 2.5 32,500
NZ 2.08 16.17 5400
5 214 348 1900
“ BET analysis,
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Fig. 2. SEM micrographs of {a) OPC at 4000 time, (b) 52 at 15,000 time, (c) NZ at 1500 rime and (d] § ar 1500 rimes

Table 3

Chemical composition of materials,
Chemical compaosition (%) OrC 5 NZ 5
S0, 19.85 653 75.32 5.53
Al 0y 4.49 26.18 10.28 3.78
Fe,04 3.56 0,03 2.66 -
CaD 66.96 0.12 3.95 25.32
MgO 1.36 0.08 1.2 -
K0 0.34 264 4.29 -
Na,0 1.87 .89 -
NiD - - - 40 88
Cud - - - 13.08
Zn0 - - - 10.33
Cr0 - - - 064
LOI 0.98 5.65 23 0.44

3.4. Scanning electron microscopy (SEM)

A JEOL scanning electron microscope (model JSM6400) was
used to examine the phase development and microstructure of
the solidified plating waste. The paste cubes at the ages of 7 and
28 days were broken and the fractions in the middle part of the
specimens were used for the analyses. The solid was placed on a
brass stub sample holder with double stick carbon tape. Then,
the sample was dried using infrared light for 5 min. Subsequently,
the sample was coated with a layer of gold approximately 20-25 A
thick using a blazer sputtering coater. Micrographs were recorded
at 12kV and 500-10,000= magnifications (Chindaprasirt et al,
2005).

3.5. X-ray diffractometer (XRD) and X-ray fluorescence ( XRF) analyses

The XRD scans were performed for 20° berween 10° and 70°,
with an increment of 0.03°/step and a scan speed of 0.5 s/step

XRD analysis using Bruker's TOPAS software and using wavelength
dispersive XRF (WDXRF). The positions of the diffraction peaks
were identified by comparison to reference database compounds
(Chindaprasirt et al., 2005).

3.6. Mercury intrusion porosimetry procedure (MIP)

The pore diameter distribution in the hardened cement pastes
was measured by mercury intrusion porosimetry (MIP) ar a pres-
sure capacity of 228 MPa. After curing for 7, 28 and 90 days. the
samples were split from the middle portion of the hardened
blended cement paste. To stop the hydration reaction, the samples
were submerged directly into liquid nitrogen for 5 min and were
then evacuated at a pressure of 0.5Pa at —40°C for 48 h. This
method has been used previously to stop the hydration reaction
of cement paste (Chindaprasirt et al., 2007).

3.7. Toxicity characteristic leaching procedure (TCLP)

The metal leaching from the solidified plating waste cured for 7,
28 and 90 days and was assessed using the TCLP as defined by the
US EPA (Li et al., 2001), The samples were crushed to reduce the
particle size to less than 9.5 mm. The crushed sample was ex-
tracted using an acetic acid solution (pH 2.88) in a volume with
a weight equal to 20 times the weight of the sample. The extraction
vessels were rotated in an end-over-end manner at 30 rpm for
18 h. The leachate was filtered through a 0.45-pum membrane filter
to remove suspended solids and was then divided into two por-
tions. One portion was used for a pH measurement, and the other
was used for the determination of the metals present in the leach-
ate by ICP-AES. Each extraction was performed 1n triplicate. and
the average value was reported to ensure the reproducibility of
the data (Asavapisit et al., 2005).
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Fig. 3. XRD patterns of synthesized zeolite and natural zeolites.

4. Results and discussion
4.1. Properties of materials

4.1.1. Physical results for OPC, SZ, NZ and §

The specific gravity and median particle size (dsp) of the OPC, 5Z.
NZ and 5 are shown in Table 2. The median particle size (dso) of the
OPC was approximately 14.1 pm, while those of SZ, NZ and S were
2.5, 16.2 and 34.8 pum, respectively, The surface areas of the OPC,
SZ,NZ and S were 2600, 32,500, 5400 and 1900 cm?/g, respectively.
The particle size distribution for the OPC, SZ, NZ and S was mea-
sured with a Mastersizer and is graphically shown in Fig. 1. For
the OPC, NZ and S, the particle shape was solid and angular,
whereas the surface of the SZ was smooth and exhibited a hexag-
onal character (Fig. 2).

4.1.2. Chemical composition and material patterns
Table 3 shows the chemical composition of the OPC, SZ, NZ and
S, which was analyzed by XRF. SZ and NZ were found to be mainly

Si0; and Al;0s. As can be seen, these two components were 90% for
SZ and 85% for NZ. Additionally, the main elements of S were NiO
(40.88%), Ca0 (25.32%), CuO (13.08%) and Zn0 (10.33%).

Fig. 3 shows the XRD patterns for the SZ and NZ. The figure indi-
cates that the intensity peak of sodium aluminum silicate (NaggAlag.
Siag0454) and [Na,K,Ca)s(Si-Al)150,,20H,0 appeared at 0-60° (20).

4.2. Properties of pasres

4.2.1. Normal consistency of pastes

The normal consistency of OPC100 was found to be 25.5%. High-
er replacement of SZ and NZ resulted in a higher narmal consis-
tency. For example, the normal consistencies of pastes OPC205Z,
OPC40SZ, OPC20NZ and OPCAONZ were 32.4%, 34.4%, 31.2% and
32.0%, respectively. The normal consistency of pastes containing
SZ and NZ, which have a higher fine content, was higher than those
containing coarser zeolites. This occurs because the particles of SZ
and NZ have a higher fine content and a higher porosity: thus, they
absorb more water, which results in greater water consumption,
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Table 4
Setting time and compressive strength of the solidified wastes.

Sample Time (min} Compressive Strength (MPa)
Initial setting time Final setting time T-day 28-day 90-day

opc1o0 132 181 538 729 794
OPC40S 148 192 0.9 1.3 1.5
OPC505 151 195 0.6 1.0 1.2
OPCEOS 154 197 05 08 L1
OPC20SZ 141 185 216 3 i8.2
OPC2052405 149 186 21 135 16.1
OPC20S2505 152 186 1.3 49 10.7
OPC20SZ60S 156 185 0.8 1.4 20
OPCAnsz 143 187 10.2 234 269
OPCADSZ405 148 188 0.3 6.0 174
OPC405Z505 151 189 03 42 136
OPC40SZE0S 152 190 01 1.2 12
OPC2ONZ 133 183 520 614 711
OPC20NZ40S 135 184 434 57.3 652
OPCIONZS0S 135 185 357 491 584
OPCIONZBOS 136 186 305 413 50.3
OPC40NZ 134 184 405 507 613
OPC40NZ40S 135 184 195 6.2 434
OPCAONZS0S 136 185 15.2 315 39.3
OPCAONZE0S 136 187 121 26,0 338
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Fig. 4. Total porosity of cement paste and blended cement pastes ar 7. 28 and 90 days

4.2.2. Setting time of blended cement pasres and pastes containing
solidified plating waste

The setting times of the blended cement pastes containing S5Z
and NZ were similar to those of the Portland cement paste. For
example, the final setting times of OPC paste, was 181 min. The ini-
tial setting time of mixes with SZ was 185 and 187 min and those
with NZ were 183 and 184 min. For the incorporation of 5, the ini-
tial setting time was increased to 148-154 min and the final set-
ting times to 191-192 min. The similar or slightly increase in the
setting time were probably due to the pastes mixed with zeolites
have higher water contents at normal consistency than Portland
cement paste. Moreover, the use of zeolite to replace Portland ce-
ment resulted in a smaller amount of cement and thus caused a
longer setting time to be observed. For the use of S, the reductions
in the amount of cement and pozzolan resulted in an even smaller
amount of cementing material and hence the setting times
increased.

4.2.3. Compressive strength of the blended cement pastes

Table 4 shows the development of compressive strength in the
cement paste in relation to the cement replacement level for the
case of synthesized zeolites and natural zeolites. Concerning the
use of SZ and NZ, replacement of 20% and 40% zealites led to lower

compressive strengths at all ages. It was observed thar the
compressive strengths of the cement pastes contaiming NZ were
higher than those with SZ for the same replacement conditions
and age, because more silica dioxide (the main component of nat-
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ural zeolite) is contained than in the synthesized zeolites and ce-
ment. The pozzolanic activity of zeolite normally depends on the
amount of the active amorphous phases of silica and alumina. As
indicated in the XRD patterns in Fig. 3, the amount of the active
amorphous phases of NZ is higher than that of SZ. The results of
the compressive strengths of pastes OPC20SZ, OPC40SZ, OPC20NZ
and OPC40NZ at 28 days of 31.1, 23.4, 62.4 and 50.7 MPa, respec-
tively confirms the observation.

4.2.4. Compressive strength of pastes containing solidified plating
waste

The experimental results showed that the rares of strength
development in the solidified waste using SZ and NZ as solidifica-
tion binders were higher than that with OPC. The composition of
OPC hydration product is dominated by calcium silicate hydrate
(C-S=H) which typically comprises 70-80% of the product (Deja,
2002). The metals may react with calcium hydroxide to produce
insoluble compounds as a form of metal hydroxide; this mechanism
inhibited the hydration and decreased the strength of the wastes,
especially when the concentration of metal in the solidified waste
was more than 0.3% by weight (Li et al., 2001: Asavapisit et al.,
2001: Qin et al., 2003), The strength of these solidified wastes could
be very low due to the inhibition of the cement reactions by the me-
tal ions in the waste, Additionally, the strength of the solidified
waste decreased when the amount of waste increased. For example,
the strengths of pastes OPC20NZ40S, OPC20NZ50S, and
OPC20NZE0S at 28 days were 57.3,49.1 and 41.3 MPa, respectively,
The results indicated that the plating sludge can be loaded in a pro-

portion as high as 60 wt.% of the cement blended with 40 wt.% SZ
and NZ at a 28-day compressive strength that meets the minimum
requirement for disposal in a secure landfill {0.34 MPa).

4.2.5. Porosity and average pore diameter of blended cement pastes

The total porosity, capillary porosity and average pore diameter
of the pastes at 7, 28 and 90 days are shown in Fig. 4. The incorpo-
ration of SZ and NZ increased the total porosity of the blended ce-
ment pastes as compared with the OPC paste at all ages. The total
porosity increased with an increase in replacement by SZ and NZ
The increase in total porosity as a result of the utilization of zeolite
was mainly due to the decrease in capillary porosity. Note that the
compressive strength decreased, while the porosity of the blended
cement paste increased (Poon et al,, 2000; Isaia et al., 2003). The
capillary porosity of the cement paste blended with NZ at all
replacement levels decreased in comparison to that with SZ.

Fig. 4 shows the effect of the percent replacement of SZ and NZ
on the average pore size in the cement pastes at age 7, 28 and
90 days. It can be observed that the average pore size of the addi-
tives decreased at the respective period of hydration because of the
gradual filling of large pores by hydration products of cementitious
materials; however, the extent of the decrease was variable. A
greater decrease was observed for replacement by SZ, whereas
the decrease was comparatively less for replacement by NZ. The
average pore size tends to decrease as the percent replacement in-
creases. The relationship between the pore diameter and incre-
mental pore volume of the blended cement paste at 28 days is
shown in Fig. 5. The critical pores sizes of the OPC100, OPC20NZ
and OPC40NZ pastes were 52.1, 59.6 and 70.1 nm, respectively,
and the pores were distributed as large capillary pores. The critical
pores sizes of the OPC20SZ and OPC40SZ pastes were 48.7 and
45.2 nm, respectively, and these were distributed as medium cap-
illary pores. These values were lower than that of the OPC100
paste. This suggests that the greater fineness of the zeolite was
more effective in reducing the pore diameter of the paste, The re-
sults also showed that the blended cement paste containing zeolite
presented a smaller pore size than the Portland cement paste, The
pore size decreased with an increase in zeolite replacement. Simi-
lar results have also been reported in other studies (Poon et al,
1997, 1999a,b).

The relationship between the pore diameter and incremental
pore volume of the solidified waste using OPC, SZ and NZ as bind-
ers ar 28 days is shown in Fig. 6. The critical pore sizes of
0PC205Z40S, OPC20SZ50S and OPC205Z60S were 74.0. 74.4 and
103.0 nm, respectively, and these pores were distributed as large
capillary pores. Additionally, the critical pore sizes of the
0PC40SZ240S, OPC405Z50S and OPC40SZ60S pastes were 49.0,
49.5 and 60.4 nm, respectively. These results suggested that the in-
crease in the amount of the plating waste resulted in increase in
pore diameter of the paste. In contrast, the increase in the amount
of SZ resulted in the decrease in the pore diameter of the paste.

As shown in Fig. 6, the critical pore sizes of OPC20NZ40S,
OPC20NZ50S, OPC20NZG0S. OPC40NZ40S, OPCA0NZ50S and
OPC40NZ60S were 106.0, 107.5. 138.6, 108.2, 124.4 and 140.4 nm,
respectively. These results suggested that as the amount of plating
sludge increased, the pore diameter of the paste increased.

4.2.6. Fracture surface analysis by scanning electron microscopy (SEM)

The microstructure morphology of the fractured surface was
determined by SEM for OPC100, OPC20SZ, OPC40SZ, OPC20NZ
and OPC40NZ pastes at 28 days (see Fig, 7). The microstructure
of OPC100 was porous and exhibited many voids, while OPC205Z,
OPC40SZ, OPC20NZ and OPC40ONZ showed uniform and dense
pastes. The incorporation of zeolites resulted in the increased
hydration and pozzolanic reaction and thus reduced the pore sizes.
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Table 5

Leachate pHs in TCLP leachates.
Sample pH

Age 7 days Age 28 days Age 90 days

oPc100 63 6.5 6.6
0PC40s 6.4 6.6 6.7
QPCs0s 71 7.2 72
OPCBOS 77 oot 7.7
OPC20524085 76 7.5 74
OPC20SZ505 79 7.9 78
OPC205Z60S 7.8 7.9 7.9
OPC40SZ405 9.8 9.5 95
OPC40SZ505 8.8 88 8.7
OPC405Z60S B85 8.5 86
OPC2ONZ405 114 11.5 115
QPC2ONZS0S 1.2 11.2 11.2
OPC2ZONZBEOS 11.1 111 1.1
OPCAONZA0S 1.2 11 11.1
OPC40NZS0S 108 108 109
OPC40NZG0S 8.7 9.6 9.6

Thus, replacing the Portland cement with some zeolites resulted in
a dense paste.

Fig. & shows the fractured surfaces of the solidified plating
waste at 28 days, as determined by SEM. The paste with more
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plating sludge showed a lower density because the proportion of
binder in the mixture decreased. Because heavy metals inhibit
hydration, the cement reaction was not completed, and some hea-
vy metals did not react (Bishop et al,, 2003). The replacement of
Portland cement by zeolites showed a higher density than used
Portland cement alone. The consequences of this are that the solid-
ified waste was more porous, and the compressive strength of the
solidified waste decreased significantly compared with those with
the absence of plating sludge in the mixture,

4.2.7. Leaching analysis

Table 5 shows the leachate pH values in the TCLP leachates at 7,
28 and 90 days. The pH of the solution extracted from the sohdified
waste is increased from the imitial pH. For example, the pH of
pastes OPC100. OPC40S, OPC205740S and OPC20NS40S pastes at
28 days were 6.5, 6.6, 7.5 and 11.5, respectively. The pH values in-
creased because calcium hydroxide in the pores dissolved into the
acid. Fig. 9 shows the metal concentrations in TCLP leachates, the
results showed that the concentration of Cr in the leachate for all
solidified waste samples was lower than the limit specified by
the standards of the US EPA (<5.0 mg/l). It should be noted here
that the untreated sludge also meets US EPA criteria for Cr. For
example, the concentrations of Cr in the leachate of pastes
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0PC205Z40S, OPC20SZ50S, OPC20NZ40S and OPC205Z50S at
7 days were 0.17, 0.18, 0.17 and 0.16 mg/l respectively. The Ni,
Cu and Zn have no regulatory standards because these three metals
are not classified as hazardous waste by the US EPA. The resulrs
showed that when sample age increased the effectiveness in
reducing the leachability increased, For example, it was detected
that OPC20NZ40S contained Ni of 35.13 mg/l at 7 days and this de-
creased to only 10.24 mg/fl at 90 days. Using NZ as a binder effec-
tively reduced leaching more than using SZ. For example, the
concentrations of Ni in the leachate of pastes OPC40NZ40S and
OPC40SZ40S at 28 days were 12.61 and 24.60 mg/l respectively.
Additionally, the metal concentrations in the TCLP leachates that
were extracted from the cement-based solidified plating waste
were much lower than that extracted from the plating sludge.
Effectiveness in reducing the leachability of solidified waste using
SZ and NZ to replace OPC as a binder was higher than 80.0% at all
ratios. This was because 5Z and NZ mainly composed of 5i0;, Al;04
and Fe,04; and the structures of zeolites consist of three-dimen-
sional frameworks of Si0; and AlO, tetrahedra. The aluminum
ion is small enough to occupy the position in the center of the tet-
rahedron of four oxygen atoms, and the isomorphous replacement
of Si* by Al** produces a negative charge in the lattice. The net
negative charge is balanced by the exchangeable cation (Cheng
and Bishop, 1992; Peralta et al., 1992). Thus, the effectiveness in
reducing the leachability was higher using SZ and NZ than that
with OPC alone. These results indicated that during the ion-ex-
change process, the metal jons had to move through the pores of
zeolite mass and through channels of the lattice, and they had to
replace exchangeable cations. The diffusion was fast through the
pores, but was retarded when the ions moved through the smaller
diameter channels. In this case, the metal ions uptake could mainly
be attributed to the ion-exchange reactions in the microporous
minerals of zeolite (Erdem et al., 2004).

5. Conclusions

On the basis of the results of this study, the following conclu-
sions can be drawn.

1. The blended cement pastes containing synthesized zeolite and
natural zeolite exhibited higher total porosity and capillary
porosity than those containing Portland cement alone. This
resulted in the lower compressive strengths of blended cement
pastes compared to that of the control Portland cement paste.

2. The pore size distribution and the average pore diameter of the
blended cement paste containing zeolites decreased with an
increase in zeolite content which resulted in the dense struc-
ture of the paste, This effect was caused by the hydration reac-
tion and the pozzolanic reaction.

3. The use of zeolites to partially replace Portland cement as a
solidification binder produced solidified waste with lower
strength. However, it is more effectiveness in terms of leachab-
lity than the use of Portland cement alone.

4. The application of natural zeolite as a binder with Portland
cement to reduce the leaching of heavy metals resulted in a bet-
ter outcome than using synthetic zeolites with cement, or
cement alone, The use of natural zeolite with Portland cement

as a binder to solidify waste sludge is appropriate as the leac-
hablity was reduced and the compressive strength complied
with the US EPA standard.
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Abstract. This article presents the effect of replacement fly ash (FA) with diatomite (DE) on the properties
of geopolymer mortars. DE was used to partially replace FA at the levels of 0, 60, 80 and 100% by
weight of binder. Sodium silicate (Na,;SiO;) and sodium hydroxide (NaOH) solutions were used as the
liquid portion in the mixture in order to activate the geopolymerization. The NaOH concentrations of
15M, Na,SiOy/NaOH ratios of 1.5 by weight, and the alkaline liquid/binder (LB) ratios by weight of 0.40,
0.50, 0.60 and 0.70 were used. The curing at temperature of 75°C for 24 h was used to accelerate the
geopolymerization. The flows of all fresh geopolymer mortars were tested. The compressive strengths and
the stress-strain characteristics of the mortar at the age of 7 days, and the unit weights were also tested.
The results revealed that the use of DE to replace part of FA as source material in making geopolymer
mortars resulted in the increased in the workability, and strain capacity of mortar specimens and in the
reductions in the unit weights and compressive strengths. The strain capacity of the mortar increased from
0.0028 to 0.0150 with the increase in the DE replacement levels from 0 to 100%. The mixes with 15M
NaOH, Na,SiOy/NaOHl of 1.5, LB ratio of 0.50, and using 75°C curing temperature showed 7 days
compressive strengths 22.0-81.0 MPa which are in the range of normal to high strength mortars.

Keywords: geopolymer: diatomite; workability; compressive strength; strain capacity.

1. Introduction

Portland cement concrete is a mixture of Portland cement, water and aggregates. Nowadays,
concrete is the most used construction material. However, the process of manufacturing of Portland
cement consumes a large amount of energy and as a result releases a very large amount of green
house gas to the atmosphere. The use of by-products or natural binders as cement replacement can,
therefore, reduce the consumption of cement in concrete work. In the last decade, geopolymer
binders have emerged as one of the possible alternative to cement binders for applications in
concrete industry. Geopolymer is an inorganic binder material and can be produced by a polymeric
reaction of alkali activating solution with silica and alumina in source material from geological
origin or pozzolanic materials such as metakaolin, fly ash (FA) and rice husk ash (Davidovits 1991).
The geopolymer mortar and concrete possess similar strength and appearance to those of normal

* Corresponding author, Ph.D., E-mail: sinsiri@sut.ac.th
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Portland cement. Their mechanical properties, fire resistance and acid resistance are superior to
those of normal Portland mortar and concrete (Palomo ef al. 1999, Hardjito and Rangan 2005).

Diatomite (DE) or diatomaceous earth is a sedimentary deposit with origin from sedimentation of
single cell seaweeds. It is light in weight due to high porosity and is relatively attractive in dark-
vellow shade due to high content of ferrous compound and semi-crystalline siliceous phase (Owen
and Utha-aroon 1999). The particle size is therefore quite fine with cellular surface consisting of
micro-pores (Antonides 1999). DE has been used as a good source material for lightweight brick,
heavy metals removal and absorbent agent in wastewater treatment process (Pimraksa and Chindaprasirt
2009, Elden et al. 2010). The deposit of DE or diatomaceous earth clay in Lampang province in the
north of Thailand is quite large with estimation at more than 100 million tons. The mineral
composition consists primarily of silica with some alumina and ferrous oxide (Sierra et al. 2010). It
is a pozzolan and should, therefore, be suitable source material for making geopolymer.

The annual output of lignite FA from Mae Moh power station in the North of Thailand is around
3 million tons. This FA consists mainly of SiO,, ALO;, Fe;O; and CaO and some impurities. The
use of fly ash as pozzolan in concrete is constantly increasing because it improves the properties of
concrete, namely workability, durability and long term strength in hardened concrete (Rukzon and
Chindaprasirt 2008, Yeh 2008). In addition, it has also been shown to be suitable as a source
material for making good geopolymer (Chindaprasirt er al. 2007).

This research aims to study the preparation of FA and DE geopolymer. The DE could be used for
the adjustment of the silica content in the mixture. The knowledge of the use of high calcium lignite
FA and silica rich DE in producing geopolymer would be beneficial to the understanding and to the
future applications of the materials.

2. Experimental details
2.1 Materials

Lignite fly ash (FA) from Mae Moh power station and raw DE from Lumpang in the north of
Thailand, sodium hydroxide (NaOH), and sodium silicate (Na,SiO3) with 15.32% Na,O, 32.87%
Si0, and 51.81% H,O were the materials used. The raw DE was calcined at 800°C for 6 hours in
order to improve its characteristics. (Yilmaz and Ediz 2008, Zuhua et al. 2009). The 6 hours
calcination was used since the shorter period was found to be insufficient as the calcined products
was still not properly burnt. For longer calcination, the formation of crystal could be detected. In
addition, tap water and local river sand with specific gravity of 2.69 were used for making
geopolymer mortar. In order to minimize the effect of the liquid absorption of fine aggregate, the
sand in saturated surface condition was used.

The chemical composition and physical properties of materials are given in Tables 1 and 2,
respectively. The SiO,+ALO;+Fe,O; content of the FA is 81.01% and the CaO content is high at

Table 1 Chemical composition of materials (by weight)
Materials Slo; AI:O} I‘.Cgo_x CaO Mg() Kg() Nﬂ_‘g() TiO SO1 LOI

FA 43.87 26.33 10.81 12.69 1.23 1.10 - - - 2.74 1.23
DE 59.30 10.00 18.50 1.20 0.46 1.98 0.20 0.23 0.02 8.10
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Table 2 Physical properties of materials

Physical properties FA DE Sand
Specific gravity 2.41 2.33 2.69
Bulk density (kg/m?) 973 490 1625
Median particle size (um) 17.0 18.3 -
Blaine fineness (cm?/g) 4300 12600 -

1 pm 20KV X 4,000 35mm — 1um 20KV X 4,000 38mm
(a) FA (b) DE

Fig. 1 The scanning electron micrographs of FA and DE

12.69% which is typical of the lignite FA. The DE consists of 59.30% SiO,, 10.00% AlO; and
18.50% Fe,Os. FA has a mean particle size of 17.6 um, a Blaine fineness of 4300 ¢cm?/g and a
specific gravity of 2.41. DE has a mean particle size of 18.3 um, a Blaine fineness of 12600 cm?/g.
Fig. 1 shows the scanning electron micrographs (SEM) of FA and DE. The FA particles are
spherical and smooth in the surface while the DE particles consist of cellular porous particles with
some small irregular shape plate-like particles.

2.2 Mix proportion and testing

All geopolymer mortars were made with sand to binder (FA+DE) ratio of 1.50. The FA100,
FADEG60, FADE80 and FADE100 mortars with corresponding FA:DE ratios of 100:0, 40:60, 20:80
and 0:100 were the mixes used. In addition, the effects of the L/B ratios on properties of geopolymer
mortars were also studied.

The mixing was done in an air conditioned room at approximately 25°C to eliminate the possible
effect of temperature variation. The NaOH and Na,SiO; solutions were mixed before the start of the
mixing. FA and DE were thoroughly mixed until the mixture was homogenous. Sand was
incorporated into the blend of FA and DE and mixed for | minute. The prepared NaOH and
Na,SiO; solution was added and mixed for another 10 minutes. Right after the mixing, the flow
values of fresh geopolymer mortar were the average of three samples and were tested in accordance
with ASTM C 1437 (2003).

The fresh mortar was cast into 50 x 50 x 50 mm® cube moulds. The specimens were compacted in
two layers and tamping as described in the ASTM C 109 (2003). The specimens were immediately
wrapped with vinyl sheet to protect moisture loss and kept in the controlled room at 25°C. The
specimens were then placed in the oven for heat curing at 75°C for 24 hours. After the heat curing,



194

430 Theerawat Sinsiri, Tanakorn Phoo-ngernkham, Vanchai Sata and Prinva Chindaprasirt

the specimens were put in the laboratory to cool down. They were demoulded the next day and kept
in the control room. The compressive strengths of mortars were the average of three samples and
were determined in accordance with ASTM C 109 (2003).

3. Results and discussions
3.1 Workability of geopolymer mortar

Fig. 2 shows the relationship between flow of geopolymer mortar and LB ratios at various
replacement levels of DE. At low LB ratio, the geopolymer mortars were very stiff with low flow
values between 2-16% for the LB ratio of 0.40 mortars. The workability of the mixes also increased
with the increase the LB ratio. For example, the workable mortars with flow value of 85-126%
were obtained with the LB ratio of 0.70. This result conforms to the previous research
(Sathonsaowaphak er al. 2009) which explained that an increase in fluid medium content resulted in
less particle interaction and increased the workability of the mixture. At the same LB ratio, the
replacement FA with DE also increased the workability of mortar. At the LB ratio of 0.60, the flow
of FA100, FADE6O, FADE80 and FADEIO0 were 53, 82, 108 and 96%, respectively. The
increasing of workability in mortar containing DE may be due to the low bulk density of DE as
comparing with FA. The result also conformed to Torres and Garcia-Ruiz (2009) report that the use
of lightweight pozzolan in cement mortar could be improved workability of mortar.

The empirical equations could be expressed for the workable geopolymer mortar with flow value
(/) in terms of LB ratio with DE content of 0, 60, 80 and 100% as follows

For DE=0%, F=267.47(LB)-103.35, (R’=0.99) (1)
DE=60%, F=334.65(LB)-120.05, (R*=0.95) 2)
DE=80%, F=353.59(LB)-116.26, (R’=0.95) 3)
DE=100%, F=345.72(LB)-110.21, (R*=0.83) ()
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Fig. 2 Flows of geopolymer mortar with various LB ratios



195

The cffects of replacement fly ash with diatomite in geopolvmer mortar 431
4000 Y1p=-0.0096(DE)* + 1.7723(DE) + 267.05 Y2y= L0051 (DEF - 0.5788(DE) - 103,39
oy -60.0
0 10 60 30 180
& 3500 44— _— < St
- =
=3 -
3000 & .100.0 — —t
g 4/ g \,_,J—/
O 2500 +— S 1200 e —
2000 1400
4] 20 40 6l 80 100
=160 0
DE content (%) DE Content (%)
(a) Constant Y1y (b) Constant Y2

Fig. 3 Relationship between constants Y1z 127 and DE contents

The relationships of the flow value (F) and liquid alkaline/binder ratio (LB) in Egs. (1)-(3) and (4)
could be written as Eq. (5)
F=Y1{LB)+Y2. (5)
Where

¥1,=-0.0096(DE)’+1.7723(DE)+267.05, (R*=0.99)
¥2,=0.0051(DE)*~0.5788(DE)~103.39, (R*=0.99)

F = flow value of geopolymer mortar (%)
DE = amount of DE between 0 to 100%
LB = liquid alkaline/binder ratio between 0.40 to 0.70

The constants Y1z and Y2 were obtained by curve fitting of the results from Fig. 3 for DE
content of 0, 60, 80 and 100%. The results of workability in term of flow from this equation were
compared to the actual test results as shown in Fig. 4. The relationship in Eq. 5 is, therefore, useful
to predict the flow of geopolymer mortar at various LB ratio and amount of replacement FA with
DE. The non-linear behavior of flow of FADESO and FADEI00 mixes were due to the large
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Fig. 5 Compressive strength of geopolymer mortar with various LB ratios

improvement of flow with high contents of DE of 80 and 100%. At 0.5 LB ratio, the large
improvements of flow were obtained as a result of the large content of DE and an increase in the
LB ratio. For higher LB ratios of 0.6 and 0.7, the small increases in the flow were obtained as they
were approaching the obtainable maximum slump values.

3.2 The compressive strength of geopolymer mortar

The effect of LB ratios on 7 days compressive strength of geopolymer mortar at various DE
contents is shown in Fig. 5. At the LB ratios of 0.40 and 0.50, the compressive strengths of the two
series were almost the same. When the LB ratio was increased to 0.6 and 0.70, the compressive
strengths of mortar decreased. For example, the 7 days compressive strength of FADE60 mortar at
LB ratios of 0.40, 0.50, 0.60 and 0.70 were 42, 42, 28 and 22 MPa, respectively. Since, at high LB
ratios may be due to excess of OH™ concentration in the mixture which decreased mortar compressive
strength (Hardjito er al. 2008). In addition, Barbosa er al. (1999) indicated that the excess liquid
solution could disrupt the polymerization process. The result also conformed to Sathonsaowaphak er
al. (2009) report that the compressive strength of bottom ash geopolymer mortar seemed to decrease
at high LB ratio (0.45-0.71).

The replacements of FA with DE in geopolymer mortar exhibited to decrease the compressive
strength. At the LB ratio of 0.50, the 7 days compressive strengths of FA100, FADE60, FADESO
and FADE100 mortars were 81, 42, 30 and 22 MPa, respectively. This was due to the replacements
of FA with DE caused to higher the SiO»/AlLO; ratios in the mixtures. From the chemical
composition of FA and DE in this study, FA100, FADE60, FADESO and FADE100 mortars had the
Si0,/ALO; ratio of 1.7, 4.2, 5.0 and 5.9, respectively. The suitable SiO»/ALO; ratio for relatively
high compressive strength geopolymer was around 1.9 (Duxson er al. 2005). In addition, many
researchers (Duxson er al. 2005, Wongpa et al. 2010, Nazari ef al. 2011) found that the SiO+/Al,O;
ratio is the major parameter to control goepolymer matrix properties and at higher SiO./Al,O; ratio
resulted in low compressive strength.

The empirical equations could be expressed for the compressive strengths (C) of geopolymer
mortars in terms of LB ratio and DE contents as follows
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Fig. 6 Comparison of the 7 days compressive strengths of geopolymer mortars obtained from Eq. 6 and from
experiment

C=Y1(LB)+Y2; (6)
Where
Y1-==0.0117(DE)’+1.6961(DE)-125.99, (R*=0.92)
Y2.= 0.0075(DE)*~1.5879(DE)+136.93, (R*=0.98)

C = compressive strength of geopolymer mortar (MPa)
DE = amount of DE between 0 to 100%
LB = liquid alkaline/binder ratio between 0.40 to 0.70

The 7 days compressive strengths from this equation were compared to the actual test result as
shown in Fig. 6. The relationship in Eq. (6) is, therefore, useful to predict the 7 days compressive
strength of geopolymer mortar at various LB ratios and amounts of replacement FA with DE.

3.3 The unit weight of geopolymer mortar

The unit weight FA and DE geopolymer mortar is shown in Fig. 7. It was found that the
increasing LB ratio from 0.40 to 0.70 seemed to decrease the unit weight of mortar and the
incorporation DE in the mixture decreased the unit weight of mortar. The FA100 (0% DE) mortars
had unit weight range from 2180 to 2280 kg/m’ and the use of 100% DE in geopolymer mortar
(FADE100 mortar) reduced the unit weight to 1990 to 2100 kg/m"’. The reason is the low bulk
density and high porosity of DE as compare to FA. Hence, at high LB ratio and the characteristic of
DE can apply for lightweight geopolymer matrix.

The empirical equations of the unit weights geopolymer mortar (/) in terms of LB ratio and DE
contents could be drawn as follows

W=Yl ||.'(LB}+Y2|[' (?)
Where



198

heerawat Sinsiri, Tanakorn Phoo-ngernkham, Vanchai Sata and Prinva Chindaprasii
434 77 t S Tanak Pl wernkl Vanchai Sata and Prinva Chindaprasirt

2500

sq00 M 0 FA100 [ FADE6O l FADESO W FADE100'

2300

— —

2200 F

2100

2000

Unit weight (kg/m?)

1900

1800

0.40 0.50 0.60 0.70
Liquid alkaline/binder ratios
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Fig. 8 Comparison the unit weight of geopolymer mortar obtained from Eq. (15) and from experiment

Y1, = 0.0305(DE)*-4.282(DE)-326.73, (R*=0.94)
Y2, =—0.0419(DE)*+2.9034(DE)+2429.3, (R*=1.00)

W = unit weight of geopolymer mortar (kg/m?)
DE = amount of DE between 0 to 100%
LB = liquid alkaline/binder ratio between 0.40 to 0.70

Fig. 8 shows the unit weight of geopolymer mortar from Eq. (7) and the actual test results. It was
found this equation is useful to predict the unit weight of geopolymer mortar at various LB ratios
and amounts of replacement FA with DE.

3.4 The stress-strain characteristic of geopolymer mortar

The relationship between stress and strain of geopolymer mortars with the Na,SiO;/15 M NaOH
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ratio at 1.5 and the LB ratio of 0.50 at 7 days is shown in Fig. 9. The cord elasticity modulus was
calculated as described in the ASTM C 469 (2003). The value of elastic modulus increased with the
increase in compressive strength, which was similar to plain concrete. The replacement FA with DE
reduced the compressive strength and the elastic modulus owing to an increase in the SiO./ALO;
ratio (Pacheco-Torgal er al. 2008). However, the strain at peak stress (strain capacity) seemed (0
increase with DE content. Hence, the FA based geopolymer mortar mixes with DE exhibited a more
deformable behavior. This reason is probably due to the high porosity and low bulk density of DE.
The 7 days elastic modulus of FA100, FADE6O, FADESO and FADE100 mortars were 28.3, 12.0,
7.2 and 3.2 GPa with the strain at peak stress of 0.0028, 0.0047, 0.064 and 0.015, respectively.

Fig. 10 shows the relationship between modulus of elasticity and the compressive strength of
geopolymer mortar. It was observed that the modulus of elasticity tended to increase linearly to the
square root of compressive strength. The equation predicting this relationship can be drawn as
follows

120
1o -—0-FADETUO"'&--FADESU‘“&WFADEGO—E—FA‘IOOI
o f

oo |
80
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0 |
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0000 0002 0004 0006 0008 0010 0.012 0014 0016

Strain(mm/mm)

Stress(MPa)

Fig. 9 Relationship between stress and strain of geopolymer mortar
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Fig. 10 Modulus of elasticity of geopolymer mortars
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E=5.8653,[f,—24.934 ®)

Where
£ = modulus of elasticity (GPa)
f. = compressive strength (MPa)

The values of modulus of elasticity in this study were lower than those predicted- by ACI 318
(2000). The same trend of result was also reported by Wongpa et al. (2010) from the study of the
compressive strength, modulus of elasticity and water permeability of inorganic polymer concrete.
The increase in the strain capacity with the increase in the DE content is very useful in terms of the
improvement in the cracking of this inorganic polymer matrix.

4. Conclusions

Based on the obtained data, it can be concluded that the DE could be used in conjunction with FA
to produce good geopolymer mortars with improved workability, strain capacity and reduced unit
weight of mortar. The use of DE to replace part of FA as source material in making geopolymer
mortars resulted in an improvement in the workability of mortar. The compressive strength and
modulus of elasticity of geopolymer mortar decreased with an increase in the DE content as a result
of the increase in the Si0,/Al,O; ratio. The mixes with 15M NaOH, Na,SiO3y/NaOH of 1.5, LB
ratio of 0.50 and using 75C curing temperature showed 7 days compressive strengths of 22.0-81.0
MPa. The strain capacity of the mortar, however, increased from 0.0028 to 0.0150 with the increase
in the DE replacement. In addition, the incorporation DE in the mixture decreased the unit weight
of mortar. The improvement in the workability, strain capacity and unit weight with the incorporation
of DE can be used to advantageous in designing the geopolymer mortars using these based materials.
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This study assesses the effect of biomass ashes with different finenesses on the compressive strength of
blended cement paste. rice husk ash (RHA), palm oil fuel ash (POFA) and river sand (RS) were ground to
obtain two finenesses: one was the same size as the cement, and the other was smaller than the cement.
Type | Portland cement was replaced by RHA. POFA and RS at 0%, 10%, 20%, 30% and 40% by weight of
- binder. A water to binder ratio (W/B) of 0.35 was used for all blended cement paste mixes. The percent-
ages of amorphous materials and the compressive strength of the pastes due to the hydration reaction,
filler effect and pozzolanic reaction were investigated. The results showed that ground rice husk ash
and ground palm oil fuel ash were composed of amorphous silica material. The compressive strength

Keywords:
Rice husk ash
Palm oil fuel ash

Amorphous . 2 , E :
Hydration reaction of the pastes due to the hydration reaction decreased with decreasing cement content. The compressive
Filler elfect strength of the pastes due to the filler effect increased with increasing cement replacement. The compres-

sive strengths of the pastes due to the pozzolanic reaction were nonlinear and were fit with nonlinear
isotherms that increased with increasing fineness of RHA and POFA, cement replacement rate and age
of the paste. In addition, the model that was proposed to predict the percentage compressive strength
of the blended cement pastes on the basis of the age of the paste and the percentage replacement with
biomass ash was in good agreement with the experimental results. The optimum replacement level of
rice husk ash and palm oil fuel ash in pastes was 30% by weight of binder; this replacement percentage
resulted in good compressive strengths.

Pozzolanic reaction

@ 2012 Published by Elsevier Ltd.

1. Introduction be environmentally friendly. In addition, the incorporation of min-

eral admixtures in concrete can also improve the mechanical prop-

In the manufacture of cement, the clinker production process
requires a great amount of energy and emits a large amount of car-
bon dioxide (CO;) into the atmosphere. According to the Intergov-
ernmental Panel on Climate Change (IPCC), the production of
cement in 2005 accounted for approximately 7% of the CO; emis-
sions worldwide [1]. Global cement production will increase by
an average of 2.1% every year between 2005 and 2030, reaching
a level that is 1.7 times greater than that in 2005 because of the
growth of countries |2]. The increase in CO; emissions has led to
the greenhouse effect and an increase in the earth’s temperature.
The environmental impact of cement production must be reduced
by reducing the production of ordinary Portland cement. To reduce
the environmental problems, pozzolanic materials, such as fly ash,
silica fume and agro-waste ashes, are used as mineral admixtures
to reduce the production of cement, thus reducing the emission
of CO; and the use of energy. This solution has been reported to

* Corresponding author. Tel: +66 4422 4420, fax: +66 4422 4607,
E-mail address: sinsiri@sut.ac.th (T, Sinsiri).

0261-3069($ - see front matter © 2012 Published by Elsevier Lud.
http:{fdx.dol.org/ 10.1016/j.matdes.2012.06.030

erties and durability of the concrete [3-5].

Rice husk ash (RHA) is a by-product of electricity generation
biomass power plants. In Thailand, the annual production of RHA
has been approximated at 1,6 million tons [6]. Several researchers
have shown that the main chemical composition of rice husk is sil-
icon dioxide (5i0;), and the highest amount of amorphous silica
was achieved when rice husk ash was burned between 500 and
700°C [7,8]. Thus, RHA is a pozzolanic material and can be used
as a supplementary cementitious material to replace Type | Port-
land cement by up to 30% [9,10]. Rukzon et al. [11] found that rice
hush ash with high fineness can improve the compressive strength
and produce a mortar with low porosity. For durability, the results
showed that the use of RHA to partially replace Type | Portland ce-
ment improves the concrete water permeability [ 12], chloride pen-
etration [ 10,13}, and resistance to deterioration due to sulfate [3.4).

Palm oil fuel ash (POFA) is a by-product of palm oil factories,
where palm shells, empty fruit bunches and palm fiber are burnt
as fuel at temperatures of 800-900 °C. It has been estimated that
more than 100,000 tons of palm oil fuel ash are produced in

Please cite this article in press as: Sinsirl T et al. Assessing the effect of biomass ashes with different finenesses on the compressive strength of hlended'
cement paste, ] Mater Design (2012), htep://dx.doi.org/10.1016/j.matdes.2012.06.030 -
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Thailand every year [14]. Palm oil fuel ash is rarely utilized, and the
amount produced is increasing annually. Previous researchers have
found that POFA is a pozzolanic material, and ground POFA with
high fineness can be used to replace Type | Portland cement at a
rate of up to 30% by weight of binder. Chindaprasirt et al. [13] indi-
cated that POFA improves the compressive strength and provides
good resistance to chloride penetration. Tangchirapat and Jaturapi-
takkul [ 15] showed that POFA with high fineness can reduce the
drying shrinkage and water permeability of concrete,

Cyret al. [16] reported that the effect of mineral admixtures on
the compressive strength involved three factors. First, the dilution
effect is the strength proportional to the amount of cement in the
mixture. Second, the physical effect is the strength that depends on
the fineness and the amount of powder, which lead to the nucle-
ation effect and filler effect. The nucleation effect accelerates the
hydration production and leads to a more homogeneous paste.
The filler effect is due to a suitable arrangement of small particles
that fill the voids of the paste and increase its compressive
strength. Third, the pozzolanic reaction occurs between Ca(OH),
and the Si0z and Al0; from pozzolanic materials, which produces
an increase in calcium silicate hydrate C-S-H [17-19]. However,
many researchers have studied the pozzolanic reaction, using, for
example, ASTM CG618, strength activity index ASTM C311, X-ray
diffraction (XRD), thermogravimetric analysis (TGA) and chemical
titration. Moreover, Tangpagasit et al. [20] studied the use of river
sand as an inert material to replace Type | Portland cement to eval-
uate the packing effect and pozzolanic reaction of fly ash in mortar.
They found that river sand is an inert material and that the packing
effect is not dependent on the age of the mortar but rather on the
particle size while the pozzolanic reaction depends on the fineness
and age of the mortar.

Previous studies have already reported the influence of the fine-
nesses of RHA and POFA on the compressive strength and observed
that ashes with a median particle size larger than OPC (~15 pm)
can be used to replace OPC at 10% [10] while smaller sizes than
OPC can be used at 20% to 30% by weight of binder [15]. However,
the separation of the influences of the hydration reaction, the filler
effect and the pozzolanic reaction on compressive strength of
blended cement pastes has not been well defined. If a by-product
material from biomass plants can be used as a cement replacement
in concrete, it will help reduce energy use by reducing the produc-
tion of cement clinker and reducing the volume of waste disposed
to landfills. Thus, the objective of this study is to quantify the effect
of the hydration reaction, the filler effect and the pozzolanic reac-
tion on compressive strength of paste. In addition, equation de-
rived from results determine from experimental testing was
derived to predict the compressive strength of a paste due to the
hydration reaction, filler effect, and pozzolanic reaction. The chem-
ical properties and percentages of amorphous materials were
investigated. The effects of ground rice husk ash and ground
palm oil fuel ash with two different finenesses, which influences
the hydration reaction. filler effect, and pozzolanic reaction,
on the compressive strength of blended cement pastes were
determined.

2. Experimental details
2.1. Materials

The materials used in this study were Type | Ordinary Portland
cement (OPC), rice husk ash (RHA), palm oil fuel ash (POFA), and
river sand. RHA and POFA were collected from thermal power
plants in Thailand, and the inert material used was ground river
sand (RS). The original RHA and POFA had large particles with
low pozzolanic properties [11,21]. Thus, the original RHA and POFA

were sieved through a sieve No. 16 to remove the large particles
and any incompletely combusted material. The difference in com-
pressive strength between the pozzolan paste and inert material
paste can be determined as the compressive strength due to the
pozzolanic reaction [20], Then, the RHA, POFA and RS were ground
to two different sizes. To eliminate the filler effect, RHA, POFA and
RS were ground to have the same particle size as OPC for the first
fineness of materials (CRHA, CPOFA and CRS). For the second fine-
ness from the filler effect of materials (FRHA, FPOFA and FRS), the
materials were ground to have particles that could act as fillers be-
tween the particles of cement by an attrition mill for 60 min at
1000 rpm using 2 mm diameter steel balls.

As shown in Fig. 1a, if the median particle size of a material is
the same as that of OPC (~15 pm), the filler should have the save
particle size as OPC.
d=D=15.Hm n

If the median particle size of the material is smaller than that of
cement and acts as filler between the particles of cement, as shown
in Fig. 1{b), the median size of the material can be calculated with
Eq. (3) [22):

D/2

d= casBl]-Em

@

d=0.15D=0.15(15) = 2.25um (3

The SEM photographs of the materials are shown in Fig. 2. It
was found that the ground RHA and POFA consisted of irregular,
crushed particles. A similar conclusion was also reported by other
researchers [13]. The physical properties of the materials are pre-
sented in Table 1. The first group of materials (CRHA, CPOFA and
CRS) had particle sizes equal to that of cement. The specific gravity
of CRHA, CPOFA and CRS was 2.29, 2.36 and 2.59, respectively. The
Blaine fineness values of CRHA, CPOFA and CRS were 7600, 6700
and 3900 cm?fg, respectively. For the small particle group
(FRHA, FPOFA and FRS), the specific gravity and Blaine fineness of
FRHA, FPOFA and FRS were 2.31, 2.48, 2,61 and 18,000, 14,900
and 6300 cm?[g, respectively. The particle size distributions of
the materials are shown in Fig. 3. The median particle sizes of
CRHA, CFOFA and CRS were close to the particle size of the cement,
while those of FRHA, FPOFA and FRS were smaller than that of
cement.

2.2. Mix proportion

Ground RHA, POFA and RS were used to partially replace Type |
Portland cement at the rates of 0%, 10%, 20%, 30% and 40% by
weight of binder. A water to binder (W(B) ratio of 0.35 was used
for all mixtures and is shown in Table 2. To ensure homogeneity,
the OPC, RHA, POFA and RS were first mixed together for 3 min
in the mixer, and then the water was added. Afterwards, the mix-
ture was mixed for another 2 min. After mixing, the cement pastes
were immediately cast into cube specimens of 50 ~ 50 » 50 mm.
The cast specimens were covered with plastic to prevent water
loss. After casting for 24 h, the specimens were removed from
the molds and cured in saturated lime water at a temperature of
23:%2:°C,

2.3. Compressive strength

The cube specimens of 50 = 50 = 50 mm were prepared in
accordance with ASTM C109 [23]. They were tested to determine
the compressive strength at the ages of 7, 28, 60 and 90 days. Each
compressive strength value reported is the average of five samples.

|Please cite this article in press as: Sinsiri T et al. Assessing the effect of biomass ashes with different finenesses on the compressive streng
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(a) Median particle size equal to

that of OPC

(b) Minimum median particle size

Fig. 1. Plan view illustration of the relationship between the particles of cement.

20KV Xl

(e) Ground coarse river sand (CRS)

(d) Ground fine palm oil fuel ash
(FPOFA)

x 1,000 39 mm

(f) Ground fine river sand (FRS)

Fig. 2. Scanning electron micrographs of the materials,

Sample {cm®lg)  Specific gravity

Median particle size,
dsn (pm}

Blaine fineness

orc 334
CRHA 229
COFA 236
CRS 2549
FRHA 23
FPOFA 248
FRS 261

146
14.8
156
159
19
21
2.2

3600
7600
G700
3900
18,100
14,900
K300

2.3.1. Evaluation of the percentage compressive strength of paste due
to the hydration reaction

The percentage compressive strength of a paste due to the
hydration reaction (Py) is the ratio between the compressive
strength of the paste containing inert material with the same par-
ticle size of cement and the compressive strength of the OPC paste.
The percentage compressive strength of a paste due to the hydra-
tion reaction is calculated by the following equation:

f CII ?

Py = (C_) « 100 (4)
\ = 0pC
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e pozzolanic reaction
£ P —— The percentage compressive strength of paste due to the pozzo-
o —A— CRHA lanic reaction (Ppg,) is the difference in the percentage compressive
ERR e ":‘“'-‘ strength between the RHA or POFA paste and the inert material
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.1 I 0 100 1000

Particle Size (micron)

Fig. 3. Particle size distributions of the materials,

where P is the percentage compressive strength of the paste due to
the hydration reaction (%), G is the compressive strength of the
paste containing inert material with the same particle size of ce-
ment (MPa) and C,, is the compressive strength of OPC paste
(MPa).

2.3.2. Evaluation of the percentage compressive strength of paste due
to the filler effect

The percentage compressive strength of paste due to the filler
effect (Py) is the difference in the percentage compressive strength
between the paste with inert material with high fineness and the
paste with inert material with the same particle size as the cement.
The percentage compressive strength of paste due to the filler ef-
fect is calculated by the following equation:

P} - ipr‘f:pr: = p»np_r',f [5]

where Py is the percentage compressive strength of the paste due to
the filler effect (%), P, is the percentage compressive strength of
the paste containing inert material with high fineness compared
with OPC paste (%) and P is the percentage compressive
strength of the paste containing inert material with the same parti-

where Py, is the percentage compressive strength of the paste due
to the pozzolanic reaction (%), Py, is the percentage compressive
strength of the paste containing RHA or POA compared with OPC
paste (%) and Py, is the percentage compressive strength of the
paste containing inert material compared with OPC paste (%) Py s
and Py, have the same replacement (p), fineness (s) and age (1),

3. Results and discussion
3.1. Chemical and mineralogical analysis

The chemical compositions of the materials are shown in Table
3. Si0; is the major chemical component of CRHA, FRHA, CPOFA
and FPOFA and is 88.8%, 87.8%, 54.0% and 55.7%, respectively. LOI
and 505 are within the limits of 10.0% and 4%, respectively. The to-
tal amounts of Si0y, Al;04 and Fe,05 in CRHA and FRHA were 91.1%
and 89.2%, respectively, which are higher than the 70% for Class N
pozzolan specified by ASTM C 618 [24]. However, the total
amounts of Si0;, Al.O; and Fe;04 of CPOFA and FPOFA were
56.9% and 58.6%, respectively, both of which are less than 70%. A
similar finding was also reported by other researchers [25]. They
found that POFA had a total SiO;, Al,05 and Fe;04 content less than
70%. In the case of insoluble material (river sand (RS)), the main
chemical component of CRS and FRS was also S$i0, and was 92.0%
and 91.2%, respectively. In addition, the X-ray diffraction patterns
of the materials are shown in Fig. 4. The percentage of amorphous
material was determined by the quantitative XRD analysis based

Table 2
Mixture proportions of the pastes,

Mix No Symbal oPcC CRS CRHA CPOFA FRS FRHA FPOFA W/B
1 orc 100 - - - - - - 0.35
2 10CRS 90 10 - =] - - - 035
3 20CRS 80 20 - - = = = 0.35
4 30CRS 70 30 - - - - - 0.35
5 A0CRS 60 40 - = - - - 0.35
6 TOCKHA a0 - 10 - - - - 035
7 20CRHA B8O - 20 - - - = 035
8 INCRHA 70 - 30 - - - - 0n3s
9 40CRHA GO - 40 - - - - 035

10 10CPOFA 50 - - 0 - - - 0.35

1" 20CPOFA 80 - - 20 - - - 0.35

12 J0CPOFA 70 - - 30 - - - 035

13 40CPOFA B0 = = 40 = - - 035

14 10FRS a0 - - - 10 - - 035

15 20FRS 80 - - - 20 - - 035

16 A0FRS 70 - - - 30 - - 035

17 40FRS L] - - - 40 = — 035

18 10FRHA a0 - - - - 0 - 0.35

19 20FRHA 80 = - - - 20 - 035

20 JOFRHA 70 - - =3 - 30 - 0.35

21 40FRHA 60 = = - - 40 - 0.35

22 10FPOFA a0 - - = - - = 1o 0.35

23 20FPOFA 80 - = = = = 20 0.35

24 JOFPOFA i - - - - = 30 0.35

25 A0FPOFA 60 - - - - - 40 035
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Table 3
Chemical compositions of the materials,
Chemical composition (%) OPC CRHA FRHA CPOFA FPOFA CRS FRS
Silicon dioxide (SiD;) 208 BRS B78 54.0 55.7 92.0 91.2
Aluminum oxide (Aly04) 4.7 0.6 05 (1] [1X:] 1.6 1.8
Iron oxide (Fe,04) 34 17 09 20 20 0.6 0.2
Calcium oxide (Ca0) 65.3 1.1 1.2 128 125 09 07
Magnesium oxide (Mg0) - 0.6 0.6 4.9 5.1 0.1 01
Sodium oxide (Naz0) [1§] 0.2 0.2 1.0 1.0 0.1 o1
Potassium oxide (K:0) 04 20 22 135 11.9 22 23
Sulfur trioxide (50,) 27 0.1 o1 4.0 2.5 - -
Loss on ignition (LOI) 0.9 16 5.2 37 4.7 2.1 18
5i0; + Al 0y + Fes0y A 91.1 892 569 586 94.2 032
Quantitative XRD, Rietveld method
Amuorphous (%) - 70.1 G926 702 67.2 - -
Crystalline (&) - 299 304 298 328 100.0 100.0
Quartz - 59.3 56.2 65.0 730 1000 100.0
Cristobalite - 40.7 438 35.0 270 - -

on the Rietveld method, which was calculated using Bruker's TO-
PAS. The amorphous contents of CRHA, FRHA, CPOFA and FPOFA
were 70.1%, 69.6%, 70.2% and 67.2% (by mass), respectively. The
percentages of crystalline CRS and FRS were 100% (by mass). The
results confirm that river sand is an inert material, which is similar
to the results of previous research [20].

3.2. Compressive strength

Table 4 shows the compressive strengths at 7, 28, 60 and
90 days for the OPC paste, which were 53.0, 75.0, 84.6 and
99,1 MPa, respectively. At 7 days, the compressive strengths of
pastes containing 10-40% of CRHA with the same particle size as
cement were lower than that of the OPC paste because of the
low cement content, which resulted in a significant reduction in
the normalized strength [15.26]. Additionally, the compressive
strengths of the 10CRHA and 20CRHA pastes at 28 days were
76.5 and 74.2 MPa or about 102% and 98.9% of that of the OPC
paste, respectively, while those of the 30CRHA and 40CRHA pastes
at 28 and 90 days were 70.5, 64.7 and 100.0, 92.1 MPa or about
94%, 86.3% and 100.9%, 92.9% of that of the OPC paste, respectively.
In the case of pastes containing FRHA (small particle size of RHA),
the compressive strengths ol the 10FRHA, 20FRHA and 30FRHA
pastes were 55.9, 52.9 and 50.3 MPa or 105.5%, 99.8% and 94.9%
of that of the OPC paste at 7 days but increased to 81.7, 78.7 and
74.9 MPa or 108.9%, 104.9% and 99.9% of that of the OPC paste at
28 days, respectively.

For the group mixed with ground palm oil fuel ash, the pastes
containing 10-40% CPOFA had compressive strengths that were
lower than that of OPC paste at 7 days. The 28 days compressive
strengths were 74.8, 72.0, 66.7 and 61.5 MPa with a normalized
strength of 99.7%, 96.0%, 88.9% and 82.0% for the 10CPOFA, 20CPO-
FA, 30CPOFA and 40CPOFA pastes, respectively. At 90 days, they in-
creased to 104.5, 102.0, 97.1 and 88.1 MPa with a normalized
strength of 105.4%, 102.9%, 98.0% and 88.9% of the OPC paste,
respectively. For the pastes with a small particle size, the compres-
sive strengths of the 10FPOFA and 20FPOFA pastes at 28 and
90 days were 79.3, 77.3 and 111.3, 109.6 MPa or about 105.7%,
103.1% and 112.3%, 110.6% of the strength of the OPC paste, respec-
tively. However, at 30% and 40% FPOFA, the compressive strengths
at 90 days were 104.0 and 94.1 MPa or about 104.9% and 95.0% of
that of the OPC paste, respectively.

The compressive strength of blended cement paste increased
with age but decreased with an increase in the replacement of
ash. The increased compressive strength of blended cement paste
can be explained by three factors: the hydration reaction, the filler
effect and the pozzolanic reaction. The hydration reaction is the

strength proportionate to the amount of cement in the mix. The fil-
ler effect has two causes, the nucleation effect and packing effect,
which depend significantly on the fineness of material. The nucle-
ation effect arises when the small particles are dispersed in the
blended cement paste and enhance the cement hydrate while the
packing effect occurs when small particles fill the voids of the paste
116,18,27,28). Therefore, the blended cement paste containing bio-
mass ash with high fineness was more homogeneous and denser,
which increased the compressive strength of the paste. Finally,
the pozzolanic reaction occurs because of the Si0; and Al,05 con-
tained in the biomass ash, which react with Ca(OH), and produce
an additional calcium silicate hydrate (C-5-H).

Comparing the RHA and POFA blended cement pastes in terms
of the same replacement and same fineness, the normalized
strengths of RHA pastes were slightly higher than those of POFA
pastes because RHA contains more $i0; than POFA. The results
indicated that RHA was more reactive than POFA, and the results
agree with [20]. In addition, the results suggest that the replace-
ment of cement type | by RHA and POFA up to 30% by weight of
binder does not impair the compressive strength of pastes. The re-
sults are nearly identical to the results obtained by other research-
ers [10,29], who reported that the optimum replacement level of
Portland cement Type | by RHA or POFA is 30% by weight of binder.

3.3. Influence of cement content on the percentage compressive
strength of paste

The percentage compressive strength of ground river sand paste
with age (Py) is shown in Fig. 5. For pastes containing CRS with the
same particle size as that of cement, the percentage compressive
strengths of CRS pastes at any age were almost constant. The same
trend was also reported by [20,29]. In contrast, the relationship be-
tween the percentage compressive strengths of pastes due to the
hydration reaction and the percentage replacement of CRS paste
is shown in Fig. 6. The percentage compressive strengths decreased
linearly with replacement of CRS. The results suggest that the per-
centage compressive strength of pastes containing inert material
with the same particle size as cement does not depend on age
but rather depends on the cement content.

The empirical equations can be expressed for the percentage
compressive strength of paste due to the hydration reaction in
terms of (R) as follows:

Py = 100.4 — 0.996(R) )]

where Py, is percentage compressive strength due to the hydration
reaction of paste (%) and R is the replacement of Portland cement
by an inert material (%). The correlation value of 0.997 indicates a

Please cite this article in press as: Sinsiri T et al, Assessing the effect of biomass ashes with different finenesses on the compressive strength
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Fig. 4. X-ray diffraction patterns of the materials.

strong linear relationship between the percentage compressive
strength and the percentage replacement of CRS.

3.4. Influence of the filler effect on the percentage compressive strength
of paste

The relationship between the percentage compressive strength
of ground river sand with different finenesses of paste and age are

shown in Fig. 5. The pastes with particles smaller than OPC had a
higher percentage compressive strength than the pastes with large
particle size and had an almost constant value [20,29]. Fig. 7 shows
the percentage compressive strengths of ground river sand with
different finenesses of paste and replacements with river sand.
The percentage compressive strength of paste due to the filler ef-
fect tended to increase with the amount of cement replacement
and was approximately 2.2-5.1% of the strength of the OPC paste
because the small particles dispersed into the blended cement
paste and accelerated the hydration reaction. In addition, the pack-
ing effect occurred as the small particles filled the voids of the
paste [16,18,27,28]. Therefore, the paste was more homogeneous
and denser, which resulted in the increased compressive strength
of the paste. These results suggest that a particle size smaller than
OPC has very important role in increasing the compressive
strength because of the filler effect [30]. The results of the filler ef-
fect for pastes agrees closely with the result obtained by Jaturapi-
takkul et al. [31], who reported that the difference in the
percentage compressive strengths between mortar containing the
same particle sizes of inert material and small sizes of inert mate-
rial was up to 5.8% of the strength of the mortar.

The empirical equation to predict the percentage of the com-
pressive strength of the paste due to the filler effect in terms of
replacement (R) is proposed as follows:

Py = 1.542Ln(R) — 1.002 (8)

where Py is the percentage compressive strength of the paste due to
the filler effect (%) and R is the replacement of Portland cement by
inert material (%). It was found that P is represented by a logarith-
mic equation and has good correlation. The percentage compressive
strength of the paste due to the filler effect of the blended cement
paste increased with an increase in the replacement of inert
material.

3.5. Influence of the pozzolanic reaction on the percentage compressive
strength of pastes

Figs. 8 and 9 show the percentage compressive strength of paste
due to the pozzolanic reaction of RHA and POFA, respectively. The
pozzolanic reaction increased with age and with the replacement
of RHA or POFA. In addition, the high fineness of RHA or POFA
was more efficient for the pozzolanic reaction than the coarse fine-
ness because the high fineness of the ash provided a large surface
area to contribute silica and alumina compounds for the pozzolanic
reaction [32,33], These compounds reacted with Ca(OH), from the
hydrated cement and produced an increase in calcium silicate hy-
drate. In addition, the percentage compressive strength due to the
pozzolanic reaction of higher replacement paste increased more
than that of the lower replacement paste. The blended cement
paste containing a high replacement of the ash showed a decrease
of Ca(OH); content compared with the low replacement paste [34].
In addition, the reduction of Ca(OH); affected the increase of the
calcium silicate hydrate from the pozzolanic reaction [35].

Comparing the percentage compressive strength of paste due to
the pozzolanic reaction in Figs. 8 and 9, the RHA pastes had a high-
er percentage compressive strength of paste due to the pozzolanic
reaction than the POFA pastes. The maximum percentage compres-
sive strength due to the pozzolanic reaction of RHA and POFA
pastes were 33.7% and 30.5% that of the OPC paste, respectively,
because RHA has a higher 5i0; content than POFA. The results con-
firmed that the percentage compressive strength of paste due to
the pozzolanic reaction increased with age, fineness, and the
replacement rate of the ash.

Figs. 8 and 9 show that the percentage compressive strength
due to the pozzolanic reaction is explicitly nonlinear and is best
fit with nonlinear isotherms, which are shown in the same figure.

Please cite this article in press as: Sinsirl T et al. Assessing the effect of biomass ashes with different finenesses on the compressive strength of blended
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Symbol Compressive strength (MPa) Normalized compressive strength (%)
7 days 28 days 60 days 90 days 7 days 28 days 60 days 90 days
opPc 53.0 75.0 84.6 99.1 100.0 100.0 100.0 100.0
10CRHA 524 76.5 885 107.6 98.9 102.0 104.6 108.6
20CRHA 498 742 883 106.0 94.0 98.9 104.4 107.0
30CRHA 46.5 70.5 837 100.0 817 894.0 598.9 1009
A0CRHA 424 64.7 77.4 921 B0.0 863 91.5 929
10FRHA 559 B1.7 94.7 116.2 105.5 108.9 111.9 1173
20FRHA 529 78.7 LER 1132 99.8 104.9 110.0 1142
30FRHA 50.3 749 89.6 107.9 94.9 99.9 105.9 1089
40FRHA 44,5 66.9 79.5 96.1 84.0 89.2 94.0 97.0
10CPOFA 513 74.8 863 104.5 96.8 99.7 101.6 105.4
20CPOFA 483 720 B84.6 102.0 911 96.0 99.6 102.9
30CPOFA 445 66,7 78.6 97.1 84.0 8849 929 98.0
ADCPOFA 41.0 615 728 88.1 77.4 820 85.7 BB.O
10FPOFA 53.7 79.3 933 1113 101.3 105.7 109.9 1123
20FPOFA 51.9 773 922 108.6 97.9 J103.1 108.6 1106
30FPOFA 48.3 728 86.3 104.0 ata 96.9 101.6 104.9
A0FPOFA 44.0 66.5 786 94.1 83.0 88.7 926 950
10CRS 483 68.2 772 a0.1 811 90.9 913 509
20CRS 42.9 G0.8 G7.9 78.6 809 81.1 803 79.3
30CRS 369 531 60.8 0.2 bY.6 708 79 708
40CRS 315 45.6 515 596 59.4 60.8 60.9 B0.1
10FRS 45.9 69.9 79.1 928 94,2 932 93.5 936
20FRS 45.0 63.4 70.8 821 849 84.5 837 828
30FRS 39.1 56.5 64.1 745 738 75.3 758 75.2
40FRS 34.2 49.2 55.4 63.9 64.5 65.6 65.5 64.5
LRI} B S B I B e B e i S A e B 10 . . s ; . . . e 7days
2 wole & o E - R 3 3y
E s i i é sE A 60 days
5 o - * = ra —4 | —e—OpC ‘-%_ S ¥ 90 days
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[-™ —w—AOCRS :
splace Lo vowil vw el s by e b g g 2 |r{=0901
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Fig. 5. Relationship between the percentage compressive strength of ground river

sand paste and age.
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Fig. 7. Relationships between the percentage compressive strength of paste due to
the filler effect and the replacement of RS.

Thus, the equation to predict the percentage compressive strength
of paste due to the pozzolanic reaction is:

Prze = R (9)

where Py, is the percentage compressive strength of the paste due
to the pozzolanic reaction at a specified age (r=7, 28, 60 and
90 days) (%), R is the rice husk ash or palm oil fuel ash replacement
(%) and « and i are the pozzolanic constants. The pozzolanic con-
stants for the isotherm fitted from experimental results of the
pastes are presented in Table 5.

3.6. Generating an empirical equation for the prediction of the
percentage compressive strength of the blended cement paste

3.6.1. Role of the blended cement paste containing biomass ash on the
percentage of compressive strength

The percentage compressive strength of the blended cement
paste containing biomass ash with the same particle size as cement
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Table 5
Best fit of the pozzolanic constants for the isotherms.
Binder Type Days Pozzolanic constants Correlation
x f
CRHA 7 1479 0,723 0.993
28 2728 0617 0.988
60 3.593 0.595 0.8948
an 6,633 0.445 0.943
FRHA 7 4.098 0.444 0.895
28 7.667 0321 0.923
60 8817 0.341 0.865
90 13.940 0.247 0.837
CPOFA 7 0.792 0.856 0.993
28 2.273 0611 0.991
60 2703 0611 0.839
90 4.798 0.502 0.949
FPOFA 7 1.462 0.709 0.872
28 4,590 0.449 0.974
60 7513 0.363 0.884
90 8.551 0.361 0.899

is related to the hydration reaction and pozzolanic

follows:

Py = Py + Przye

Eq. (10) can be rewritten as follows:

Pcy = 100.4 - 0.99(R) + aR"

reaction as

(10)

(11)

where P, is the total percentage compressive strength of the paste
at a specified age (t = 7, 28, 60 and 90 days) (%), Py is the percentage

compressive strength of the paste due to the hydration reaction (%),
Pz, is the percentage compressive strength of the paste due to the
pozzolanic reaction at various curing times (r=7, 28, 60 and
90 days) (%), R is the percentage replacement of RHA or POFA and
z and /I are the pozzolanic constants. The prediction using Eq.
(11) and experimental results are shown in Fig. 10. This equation
is useful to predict the percentage compressive strength of blended
cement pastes containing RHA and POFA.

For the mixture of biomass ash with a particle size smaller than
that of OPC, the percentage compressive strength of paste is due to
the hydration reaction, filler effect and pozzolanic reaction as
follows:

Pey = Py + Pp + Ppgy

Eq. (12) can be rewritten as follows:

Pcr = 99.398 — 0.996(R) + 1.542Ln(R) + «R"

(12

(13)

where Pg, is the total percentage compressive strength of the paste
ata specified age (r =7, 28, 60 and 90 days) (%), Py, is the percentage
compressive strength of the paste due to the hydration reaction (%),
Peis the percentage compressive strength of the paste due to the fil-
ler effect (%), Ppz, is the percentage compressive strength of the
paste due to the pozzolanic reaction at a specified age (t=7, 28,
60 and 90 days) (%), R is the percentage replacement of RHA or
POFA, and = and f are the pozzolanic constants. The percentage
compressive strength of the pastes according to this equation was
compared with the actual test specimens, as shown in Fig. 11. The
equation suggests that the percentage compressive strength of the
paste due to the pozzolanic reaction is higher than that due to the

filler effect. Moreover, it is also useful to predict the percentage

Please cite this article in press as: Sinsiri T et al. Assessing the effect of biomass ashes with different ﬁnmesses on the mmprm[ve strength of b
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Fig. il. Keiationships between the percentage compressive strengths of biended
cement pastes containing CRHA and CPOFA with the same particle size as that of
aPrc.

compressive strength of pastes with the curing time and amounts of
replacement of RHA and POFA.

3.6.2. Verification

The measured percentage compressive strengths of the pastes
for WiB=0.35,R=10-40%, and d = 7, 28, 60 and 90 days were com-
pared with the predicted results according to Eqs. (11) and (13),
which are shown in Fig. 12. The measured and predicted values
are reasonably close. The error from prediction is satisfied with

the mean absolute percent error, (2| $| * 100‘?:). which is
less than 2.4%.

4. Conclusions
The resuits of this study provide the following conciusions.

1. The percentage compressive strength of the pastes due to the
hydration reaction decreased with decreasing cement con-
tent. In addition, the percentage compressive strength of
the paste due to the hydration reaction showed a linear
best-fit relationship.

Ground inert material with particle sizes smaller than that of
OPC was a very important factor affecting the percentage
compressive strength due to the filler effect. In addition, the
percentage compressive strength of pastes due to the filler
effect increased with increasing inert matter material
replacement. The percentage compressive strength of pastes
due to the filler effect can be predicted with a logarithmic
best-fit relationship.

Lo

(b) Fine palm oil fuel ash FPOFA

lﬂtndcd cement pasto cm‘ll’alnmg FRHA and FPOFA with particle sizes smaller than
that of OPC.

2 130 Blended cement paste T T 1 T

= Fl conwining biomass ash 7

= ;

g 120 .

& L 4

7

2 nop 7

B L

B

& 100 A 7

8 i J

o

o W=

:'-:f' i o 7 days

:E 0 v 25 days

2 + o 60 days

o T

8 [ A 90 days

g P et VTS NSO IR [N O O BN |
60 0 80 90 1060 Lo 120 130

| percentage comyj ive strength (%)

Fig. 12. Comparison between the predicted and experimental percentage com-
pressive strength in blended cement pastes containing biomass ash.

3. The percentage compressive strength of paste due to the poz-
zolanic reaction increased with increasing fineness of RHA or
POFA, cement replacement and age of paste. Moreover, it had
a greater effect than the filler effect. The percentage compres-
sive strength due to the pozzolanic reaction is explicitly
nonlinear.

4. The use of RHA or POFA with particle sizes smaller than those
of OPC to replace Portland cement Type | at the rate of 30% by
weight of binder resulted in good compressive strength from
filler effect and pozzlanic reaction. Moreover, the proposed

Please cite this article in press as: Sinsiri T et al. Assessing the effect of biomass ashes with different finenesses on the compressive strength. uf blenc
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empirical model can be used to predict the percentage
compressive strength of blended cement pastes in good
agreement with the experimental results.
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