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Abstract 
Calcined clay pozzolan has been used to replace varying portions of high alkali Portland limestone 
cement in order to study its effect on the alkali-silica reaction (ASR). Portland limestone cement 
used for the study had a total Na2Oeq of 4.32. Mortar-bar expansion decreased as pozzolan content 
in the cement increased. The highest expansion was recorded for reference bars with no pozzolan, 
reaching a maximum of 0.35% at 42 days whilst the expansion was reduced by between 42.5% 
and 107.8% at 14 days and between 9.4% and 16.4% at 84 days with increasing calcined clay 
pozzolan content. Mortar bars with 25% pozzolan were the least expansive recording expansion 
less than 0.1% at all test ages. X-ray diffractometry of the hydrated blended cement paste powders 
showed the formation of stable calcium silicates in increasing quantities whilst the presence of 
expansive alkali-silica gel, responsible for ASR expansion, decreased as pozzolan content in-
creased. The study confirms that calcined clay pozzolan has an influence on ASR in mortar bars 
and causes a significant reduction in expansion at a replacement level of 25%. 
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1. Introduction 
The alkali-silica reaction (ASR) is a chemical reaction within concrete between reactive siliceous constituents of 
coarse aggregates and the alkali hydroxides released during the hydration of a high alkali Portland cement, with an 
alkali content of over 0.6% [1], in the presence of sufficient moisture [2] [3]. The reaction products of ASR are 
normally alkali-silicate gel or even crystalline products which display a variable capacity for swelling caused by 
the absorption of further moisture. Such swelling within hardened concrete can cause cracking and overall ex-
pansion [4] [5]. ASR is often only apparent under field conditions after 5 to 15 years and can cause serious damage 
to any concrete structure [6] but accelerated methods are available to rapidly determine the reactivity or otherwise 
of aggregates [7]-[9]. 

Kandasamy and Shehata [10] evaluated the effect of high calcium fly ash/slag ternary blended cements on ASR 
by both the accelerated mortar bar method of ASTM C 1260 [8] and the 2-year concrete prism test prescribed by 
Canadian standard CSA A 23.2-14A/28A [11]. They observed a good agreement between the results of the two 
test methods and concluded that ASTM C 1260 provided a conservative evaluation of the ability of the supple-
mentary cementitious materials studied to mitigate ASR. 

Where high alkali cement and/or reactive aggregates must be used due to the absence of innocuous aggregates, 
the use of mineral admixtures is recommended to inhibit the occurrence of ASR. Mineral admixtures recom-
mended include ground granulated blast furnace slag (GGBS), silica fume, metakaolin and natural or artificial 
pozzolans such as zeolites and fly ash [6] [12]-[14]. Fly ash would inhibit ASR when its content in cement is larger 
than 25% [13]. 

Metakaolin and calcined clay are effective pozzolanic materials in suppressing alkali-silica reaction and this is 
attributed to refined pore structure thus reducing ionic mobility, consumption of calcium hydroxide, and en-
trapment of alkalis in silica rich hydration products [13] [15]. Reduction in alkalinity (and associated pH) in the 
pore solution and depletion of portlandite are considered as the most beneficial effects of pozzolans in reducing 
expansion due to alkali-silica reaction (ASR). In light of this, the potential for using metakaolin to control alka-
li-silica expansion in concrete has been reported by Walters [16] and Kostuch et al. [17]. 

Alkali content in Portland cement is increasingly becoming higher than the stipulated safe limit of 1.0% due to 
the use of early strength enhancers in current global production trends [9]. In addition, EN standard [18] re-
commends incorporation of 5% - 25% limestone in cement and most aggregates are not tested for potential reac-
tivity per international standards [19] [20]. Hence there is the need to investigate possible admixtures which can be 
incorporated in concrete to forestall damage of structures due to ASR. This research investigates the effectiveness 
of calcined clay pozzolan in controlling ASR in cement by substituting 0% - 30% of high alkali PLC with calcined 
clay pozzolan. 

2. Materials and Methods 
Calcined clay pozzolan, produced by CSIR-BRRI, class 32.5R Portland limestone cement (PLC) manufactured 
by Ghana Cement Company Limited (GHACEM) were used for the research. To satisfy the conditions for the 
occurrence of ASR, silica glass, a known reactive aggregate [21] [22], obtained from crushed pyrex laboratory 
glassware were used for the research. Particle size of the silica glass ranged between 0.15 - 0.60 mm. The 
chemical composition of the pozzolan and PLC were evaluated using a SpectroXlab 2000 X-Ray Fluorescence 
spectrophotometer. Bulk densities of the pozzolan and PLC were determined according to methods in BS 1377 
[23] whilst the respective Blaine indices were obtained according to ASTM C 204 [24]. 

A modified form of ASTM C 1260 was used for the experiment. The calcined clay pozzolan was used to re-
place between 0% and 30% of the PLC for the test. Total cement to aggregate ratio of 1:3 was used in forming 
mortar bars of size 25 mm × 25 mm × 285 mm using water to cement ratio of 0.5 instead of the specified 0.47 to 
cater for workability of the pozzolan cement mortar. Three mortar bars were moulded for each specimen of 
mortar mix. Mortar bars were initially stored in a moist cabinet for 24 h as specified in ASTM C 1260. However, 
after initial length readings were taken, the specimens were further cured for 27 days in water at 20˚C to enable 
the pozzolanic reaction proceed to an appreciable rate. The bars were further cured in water at 80˚C for 24 h af-
ter which zero readings of the bars were measured using a length comparator recommended in ASTM C 490 
[25]. After taking the initial lengths, the bars were placed in 1N NaOH solution at 80˚C and subsequent lengths 
measurements were taken at 14, 42, 56 and 84 days. After 84 days, samples of some bars were treated with ace-
tone to stop hydration and ground for XRD analysis using a PHILLIPS PW1830 diffractometer. The morpholo-
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gy of the hydrated samples was also studied with an Olympus BX 41 TF optical microscope. 

3. Results and Discussion 
3.1. Physical and Chemical Evaluation 
Figure 1 shows an XRD graph pattern of the clay sample. The main clay minerals identified in the clay were 
kaolinite and chlorite with rock-forming minerals in the form of quartz and goethite. The pozzolan used had a 
bulk density of 953 kg/m3 and a Blaine index of 892 m2/kg. The Blaine index of the PLC was 352 m2/kg. 
Figure 2 shows the particle size distribution of the pozzolan.  
 

 
         Figure 1. XRD image of Mankranso clay.                                             
 

 
       Figure 2. Particle size distribution of pozzolan sample.                                       
 

About 60% of the pozzolan had particle size less than 20 µm. Thus the pozzolan had a high percentage of 
fines which would promote densification of the mortar prisms and also react quickly to help inhibit the alkali 
silica reaction. Table 1 shows that the Na2Oeq of the clay pozzolan was 0.62% whilst that of the PLC was 
4.32%. The SiO2 content of 62% the pozzolan exceeded the standard minimum limit of 25.0% and the sum of 
SiO2, Al2O3 and Fe2O3 also exceeded the minimum value of 70% [26]. Thus the material was chemically 
suitable as a pozzolan.  
 
Table 1. Chemical composition of pozzolan and PLC.                                                     

 Composition, % 

Sample SiO2 Al2O3 Fe2O3 CaO SO3 Na2Oeq 

Pozzolan 62 16.7 13 0.2 0.2 0.62 

PLC 19.7 4 3.2 62 1.8 4.3 
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3.2. Mortar Bar Expansion 
Figure 3 shows the expansion of the mortar bars incorporating different percentages of calcined clay pozzolan. 
The reference bars had high expansion, reaching a maximum length of 0.35% at 42 days. Thereafter, expansion of 
the reference bars slowed down marginally; probably signaling an end of swelling of alkali-silicate gel formed. 
Incorporating 10% clay pozzolan showed high expansion but below that of the reference sample. Up to 14 days, 
all mortar bars incorporating calcined clay pozzolan expanded significantly lower than the reference bars. Sam-
ples with 25% and 30% clay pozzolan showed the least expansion followed by the bars containing 15%, 20% and 
10% pozzolan respectively. However, after 28 days storage in 1N NaOH, the difference in expansion between the 
reference and mortar bars incorporating 10% and 15% pozzolan reduced. The highest reduction in expansion for 
10% and 15% pozzolan cement mortar bars was 45% at 28 days. However, there was at least a 70% reduction in 
expansion in mortar bars containing 20% - 30% pozzolan. Steady gains in expansion were recorded for pozzolan 
cement mortar bars up to 84 days with bars containing 25% pozzolan having the least expansion of 0.05% at 84 
days. 

3.3. Hydration Products and Surface Examination 
Figure 4 shows XRD patterns of the hydrated cement samples after 84 days. Prominent products identified were 
tobermorite [Ca5Si6O16(OH)2], Portlandite, Ca(OH)2, CaSi2O5 and sodium silicate (Na2Si2O5∙nH2O). As the 
content of pozzolan increased from 0% to 30%, the occurrence of a calcium silicate, CaSi2O5, other than tober-
morite, is observed. There is a decrease in the content of sodium silicate and portlandite progressively as pozzolan 
content increases. The CaSi2O5 formed is more stable than the sodium silicate, is not susceptible to swelling and 
therefore helps to reduce expansion. The results agree with the postulates of Ichikawa [27] who predicts the 
consumption of Ca(OH)2, leading to the formation of mature calcium silicates in a pozzolanic reaction, which fill 
the micro pores of concrete containing pozzolans and thus help inhibit ASR. 

The results also agree with earlier results with fly ash and other pozzolans [4] [10] in which the substitution of 
calcium ions with alkali ions (Na+) and thus the formation of alkali silicate gel were identified as the agent re-
sponsible for expansion.  

Figure 5 and Figure 6 show the surfaces of reference bar and that containing 25% pozzolan. Whereas exces-
sive expansion led to cracks on the surface of the mortar bar with no pozzolan, it is observed that the effect of 
alkali on the surfaces of mortar bars containing 25% pozzolan is minimized. The pozzolanic reaction between the 

 

 
      Figure 3. Expansion of different pozzolan cement mortar bars with time.                                      
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Figure 4. XRD images of hydrated pastes containing 0%, 10%, 20% and 25% pozzolan (top to bottom).                  
 

 
Figure 5. Optical microscope images of section of surface of reference bar after 84 days (×40).                     
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Figure 6. Optical microscope images of section of surface of sample containing 25% pozzolan after 84 days (×20).         
 
calcined clay and the cement reaction resulted in a densification of the hardened paste which aided the contain-
ment of any possible expansive cracks. Hence the incidence of cracks on the surfaces of mortar bars containing 
pozzolan was reduced or even completely eliminated [13]. 

4. Conclusions 
Calcined clay pozzolan has been shown in the study to have an influence on the alkali-silica reaction. As pozzolan 
content increased in the blended cement, expansion of mortar bars prepared from the cement decreased. The 
highest expansion at all ages of test was recorded by the reference with a maximum expansion of 0.35% after 42 
days whilst the least expansion was obtained with mortar bars containing 25% pozzolan.  

Thus incorporation of 25% calcined clay pozzolan in mortar and concrete may be beneficial in mitigating ASR. 
Reaction products observed in hydrated samples incorporating pozzolan showed the formation of CaSi2O5 in in-
creasing quantities and a decrease in the alkali silicate content as pozzolan content increased. The formation of the 
more stable CaSi2O5 and the decrease in the sodium silicate content is responsible for the lower expansion ob-
tained with mortar bars containing pozzolan. 
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