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Abstract 
This study investigates the effectiveness of metakaolin (MK) in mitigating the autogenous 
shrinkage of alkali-activated slag (AAS). It is found that the autogenous shrinkage of AAS 
paste can be reduced by 40% and 50% when replacing 10% and 20% slag with MK, 
respectively. By providing additional Si and Al, and decreasing the pH of the pore solution, 
the incorporation of MK retards the formation of aluminium-modified calcium silicate 
hydrate gels, the main reaction products in the studied pastes. The chemical shrinkage and 
pore refinement are consequently mitigated, resulting in a substantial reduction in the pore 
pressure. Meanwhile, the elastic modulus of AAS paste is only slightly influenced after MK 
addition. As a result, the autogenous shrinkage of AAS is significantly mitigated by 
incorporating MK. In addition, the introduction of MK would extend the setting time, slightly 
decrease the compressive strength, but greatly increase the flexural strength of AAS.  
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1. Introduction

Alkali-activated slag (AAS), as a clinker-free alternative to ordinary Portland cement (OPC), 
has been studied for more than 100 years [1–3]. Although AAS exhibits high mechanical 
strength, high resistance to chemical attack and good thermal performance [4–6], the high 
autogenous shrinkage of AAS hampers its wider application in construction industry [7,8].  

Intensive research has been conducted to investigate the autogenous shrinkage magnitudes, 
mechanisms and mitigating strategies of AAS [9–16]. Cured in sealed condition, AAS was 
found to shrink 10 times as much as OPC [16]. The high negative pore pressure generated in 
the fine pores of AAS during self-desiccation was commonly assumed to be the main driving 
force for the large autogenous shrinkage [11,14,17–19]. Moreover, AAS tends to deform 
more than OPC-based pastes even under the same pressure due to the high viscoelasticity of 
the aluminium-modified calcium silicate hydrate (CASH) gels [14,20]. 

Currently, four types of strategies have been investigated by researchers to mitigate the 
autogenous shrinkage of AAS systems.  

 Internal curing, by either lightweight aggregates (LWA) such as pumice and  expanded
clay or superabsorbent polymers (SAP) [13,21–23]. By introducing LWA or SAP into the
system, liquid reservoirs are created and extra water or alkali solution would be provided
during hydration to compensate for the liquid consumption. In this way, the pore
pressure induced by self-desiccation will be mitigated. According to previous research
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[13,22,23], the main drawback of this method is the reduction of the early age 
compressive strength of AAS systems, especially for the systems with LWA.  

 Shrinkage reducing admixtures (SRA) or expansive agents. A SRA for OPC-based system 
was found to effectively reduce the autogenous shrinkage of AAS according to Ballekere 
et al.[21]. However, it is important to note that not all of the admixtures or agents that 
are widely used in OPC systems work effectively in alkali-activated systems [24–26]. For 
example, the use of CaO as an expansive agent was found to increase the shrinkage of 
AAS, which was probably due to the refinement of the pore structure with incorporation 
of CaO [15]. Another example is gypsum, which can initiate the formation of expansive 
phases at the early age to reduce the shrinkage of AAS, but this early-age expansion was 
insufficient to compensate the subsequent long-term shrinkage [15]. Hence, suitable 
SRA for alkali-activated materials need to be identified. 

 Elevated temperature curing. Curing the samples at temperature from 60 °C to 80 °C was 
reported to be helpful to reduce the drying shrinkage of AAS due to the reduction in the 
viscoplastic/viscoelastic compliance of CASH gels [15,27,28]. In this case, elevated 
temperature curing may also be effective in mitigating the autogenous shrinkage of AAS 
since the since the autogenous shrinkage is also critically influenced by the deformability 
of the gels [14]. However, the high requirement on the facilities to provide elevated 
temperature, as the inherent disadvantage of this strategy, makes it less suitable for cast-
in-situ concrete compared with precast concrete.  

 Incorporation of other precursors. Activation of slag with other precursors can 
counterbalance the disadvantages shown by pure slag-based systems. For example, the 
incorporation of fly ash, another commonly utilized industrial by-product, has been 
intensively reported to be effective in reducing the autogenous shrinkage of AAS 
[16,19,29–31]. It is found that substitution of 30% and 50% slag by fly ash can lead to 
15% and 40% reduction of the autogenous shrinkage, respectively [16]. However, the 
reduction was mainly due to the filler’s effect of fly ash to reduce the “real” binder 
content in the system, which only worked when a large amount of fly ash was 
incorporated. This method is, therefore, less attractive in the areas where fly ash is not 
largely available.  
 

Compared with fly ash, metakaolin (MK) is more reactive at ambient temperature upon alkali 
activation. Therefore, it may have advantages over fly ash in terms of mitigating autogenous 
shrinkage and improving other properties of AAS. Regarding alkali-activated slag-MK binary 
system, many studies have been carried out to investigate its microstructural characteristics 
and engineering properties [32–35]. Coexistence of CASH gel and sodium aluminosilicate 
hydrate (NASH) gel was found when the blends were cured at elevated temperature [32–34]. 
At ambient temperature, the reaction products were found to be dominated by CASH type 
gels, part of which can be C(N)ASH where Ca2+ was exchanged with Na+, but the 2D gel 
structure remained [36,37]. The addition of MK can improve the workability [38], postpone 
the final setting [38], enhance the flexural strength [39], and decrease the chloride 
permeability of AAS [39]. Moreover, MK also helps to mitigate the alkali-silica reaction and 
enhance the high-temperature stability of AAS mortar [40]. A disadvantage induced by MK 
addition is the increase of the carbonation rate of AAS [41]. MK addition also leads to a 
potential reduction in the compressive strength, but that is only to a limited extent, 
especially when the content of MK is low (e.g. 10% - 20%) [39,42]. Given the improvements 
of the properties of AAS by addition of MK, it would be very interesting to know its potential 
to mitigate the autogenous shrinkage of AAS. However, no studies have been published 



related to this aspect yet, to the best knowledge of authors. 

The aim of this paper, therefore, is to investigate the effectiveness of MK in mitigating the 
autogenous shrinkage of AAS, and to study the mechanisms behind. For this purpose, the 
development of autogenous shrinkage, reaction products, hydration heat, ions 
concentrations in the pore solutions, pore structure, chemical shrinkage and internal relative 
humidity (RH) of AAS pastes with and without MK are comprehensively investigated. 
Mechanical properties of the studied pastes are also measured. The finding that the 
autogenous shrinkage of AAS can be effectively mitigated by a small amount of MK, which is 
cheap and widely available,  is valuable in widening the commercial acceptance of slag based 
alkali-activated materials as binder materials. 

2. Methodological approach 

2.1 General framework of the study 

In the first part of this paper, the autogenous shrinkage of AAS pastes with and without MK is 
presented.  

In the second part, the mechanism of the effectiveness of MK in mitigating the autogenous 
shrinkage of AAS was explored. The framework of this part is shown in Fig.1. Autogenous 
shrinkage of AAS can be considered as a result of the competition between the driving force - 
pore pressure and the resistance – bulk modulus of the AAS skeleton [17,21]. These two 
parameters are both dependent on the microstructure development of the paste. Therefore, 
as the first step of this part, the reaction products, reaction kinetics and pore structures of 
AAS with and without MK were characterized with the help of X-ray diffraction (XRD), Fourier 
transform infrared spectroscopy (FTIR), calorimetry, inductively coupled plasma optical 
emission spectrometry (ICP- OES) and nitrogen absorption. As the second step, the evolution 
of chemical shrinkage was measured and clarified. The internal RH was measured as the 
input for the calculation of the pore pressure. Finally, the elastic modulus of the samples was 
tested to indicate the stiffness of the mixtures.  

In the third part, the compressive and flexural strength of the pastes were measured for a 
better understanding of the influence of MK addition on the mechanical properties of AAS 
paste. 



 

Fig.1. Approach to study the autogenous shrinkage-mitigating mechanisms of MK addition. 

 

2.2 Materials and sample preparation 

The primary raw material used in this study was granulated blast-furnace slag (BFS) supplied 
by ORCEM (the Netherlands). The chemical composition of BFS was determined by X-ray 
fluorescence (XRF) (as shown in Table 1). The particle size, as determined by laser diffraction 
analyzer, ranges from 0.1 to 50 μm, with a d50 of 18.3 μm. Metakaolin (MK) was supplied by 
Argeco (France). The particle size of the MK is between 0.15 and 142 μm, with a d50 of 69.4 
μm. 

 

Table 1  

Chemical compositions of BFS and MK measured by XRF. 

Precursor Component (mass% as oxide) 

 SiO2 Al2O3 CaO MgO Fe2O3 SO3 K2O TiO2 Other LOI 

BFS 31.77 13.25 40.50 9.27 0.52 1.49 0.34 0.97 0.21 1.31 

MK 55.14 38.43 0.55 - 2.6 - 0.17 1.12 0.14 1.85 

LOI= Loss on ignition 

The alkaline activator was prepared by mixing anhydrous pellets of sodium hydroxide with 
deionized water and commercial sodium silicate solution (27.5 wt% SiO2, 8.25 wt% Na2O). A 
relatively high alkalinity environment (9.3% Na2O by mass of BFS+MK) was created to attain a 
dense microstructure and good mechanical properties according to [39]. The paste mix 
design is shown in Table 2. All the samples were cured in sealed condition at 20° C before 
tested. 



 

 

Table 2 

Mixture proportions of AAS pastes with and without MK. 

Mixture BFS (g) MK (g) SiO2 (mol) Na2O (mol) H2O (g) 

1.0BFS 1000 - 1.146 1.5 420 

0.9BFS0.1MK 900 100 1.146 1.5 420 

0.8BFS0.2MK 800 200 1.146 1.5 420 

 

2.3 Methods 

2.3.1 Autogenous shrinkage measurement 

The autogenous shrinkage of the pastes was measured by corrugated tube method [43], in 
which three sealed corrugated tubes of 420 mm (Ø28.5 mm) were tested for each mixture. 
After mixing, the fresh paste was carefully cast into the corrugated tubes and sealed by 
plugs. The specimens and instrument were immersed in a box with glycol. The temperature 
of the glycol was regulated at 20 ± 0.1 °C with cryostat. The autogenous shrinkage of 
specimens was recorded every 5 min from final setting time to 7 days. In all tests, the 
autogenous shrinkage of parallel samples had a similar trend with a deviation as small as 50 
μm/m. The results are presented as the average value of three replicates for each mixture. 

2.3.2 Characterization of the paste  

XRD measurement was conducted to examine the crystalline phases in the samples, with a 
Philips PW 1830 powder X-ray diffractometer, with Cu Kα (1.5406 Å) radiation, tube setting 
of 40 kV and 40 mA, a step size of 0.030° and a 2θ range of 5–70°.  

FTIR measurement was performed with a TM 100 Optical ATR-FTIR spectrometer over the 
wavelength range of 600 to 4000 cm−1 and a resolution of 4 cm−1.  

The TAM-Air-314 isothermal conduction calorimeter was used to measure the heat flow and 
cumulative heat of the mixtures. Calibration was done at 20 °C before measurements for a 
period of 120 h. During the experiment, the measuring cells within the calorimeter were kept 

at 20±0.1 °C. About 5 g of pre-mixed fresh pastes were poured into the glass vials with 
internal diameter of 24.5 mm. The vials were next sealed and placed in the calorimeter. The 
whole procedure lasted approximately 15 min from the start of mixing. The data was 
recorded every 1 min till 5 days. Hydration heat data are presented starting from 0.5 h after 
mixing, when the initial temperature rise due to external mixing and to handling of the 
samples had equilibrated. The calorimetry results were normalized by gram of precursor 
(slag and MK) in the mixture. 

Initial and final setting times of the mixtures were determined according to Vicat needle 
method [44]. 

ICP-OES was conducted with Optima 5300 DV to measure the concentrations of Na, Ca, Si 
and Al in the pore solutions extracted from the pastes at 1 day and 7 days of curing. Titration 



method with 0.1M HCI solution was used to measure the concentration of OH- in the pore 
solutions. Three replicates were tested and the average results are presented. 

Due to the fine pore structure of AAS, nitrogen adsorption method instead of mercury 
intrusion porosimetry was utilized to characterize the pore size distributions of the pastes 
[45]. The test was conducted on a Micrometrics Gemini VII 2390 V1.03 with a relative 
pressure ranging from 0.05 to 0.998. Based on the nitrogen adsorption data, Barrett-Joyner-
Halenda (BJH) model was used to derive the pore size distribution curve [46]. 

2.3.3 Chemical shrinkage and internal RH measurement 

The chemical shrinkage of the pastes was measured according to the gravimetry method. 
The detailed procedure was described elsewhere [47]. The average chemical shrinkage of 
three replicates is presented for each mixture. 

The internal RH of the bulk pastes and the pore solutions extracted from the pastes were 
measured. The internal RH of the pastes cured for 1 day and 7 days was monitored by 
Rotronic hygroscopic DT station equipped with HC2-AW measuring cells [48]. The paste 
samples were cut into thin slices (< 7 mm), which were then put into two plastic containers in 
the measuring chambers. Samples and atmosphere equilibrated in 3-5 hours. Before the 
measurements, RH probes were calibrated using standard saturated salt solutions with 
constant RH in the range of 65-95%. The RH of the pore solution (𝑅𝐻𝑆) was measured in the 
same way as it was measured for the bulk paste. The deviation of test results was less than 
0.5%. Therefore, the average values of three parallel specimens for each sample is presented. 

With the measured RH of the paste and the pore solution, the RH due to the curvature 
effects of the menisci can be calculated by Eq. (1) [49].  

𝑅𝐻𝐾 = 𝑅𝐻/𝑅𝐻𝑆                                                                                                                                   (1) 

where 𝑅𝐻 is the RH of the paste, 𝑅𝐻𝑆 is the RH of the pore solution caused by dissolved salts 
and 𝑅𝐻𝐾 is due to the curvature effects of the menisci at the gas-liquid interfaces.  

When 𝑅𝐻𝐾 is known, the corresponding pore pressures 𝜎 (MPa) within the paste can be 
calculated by Kelvin equation (Eq. (2)) and Laplace equation (Eq. (3)): 

𝑟 =
2𝛾𝑉𝑤

ln⁡(𝑅𝐻𝐾)𝑅𝑇
                                                                                                                                         (2) 

𝜎 = −
2𝛾

𝑟
                                                                                                                                                  (3) 

where 𝑟 (m) is the radius of the menisci; 𝛾 (N/m) is the surface tension of the pore solution; 
𝑉𝑤 is the molar volume of the pore solution (m3/mol); 𝑅 (J/(mol·K)) is the universal gas 
constant; 𝑇 is the temperature expressed in the absolute scale.  

By combining Eq. (2) and Eq. (3), the pore pressure within the specimen is obtained: 

𝜎 = −
ln⁡(𝑅𝐻𝐾)𝑅𝑇

𝑉𝑤
                                                                                                                                    (4) 

To calculate the pore pressure, the value of 𝑉𝑤 can be taken as the one for pure water, i.e., 
18.02×10-6 m3/mol according to Lura [50], who reported that the ions has little influence on 
𝑉𝑤. The value of 𝑅 is 8.314 J/(mol·K)  and  𝑇 =293.15 K. 



2.3.4 Elastic modulus measurement 

The quasi-static elastic modulus of the pastes was measured on 40 × 40 × 160 mm3 prisms at 
the age of 1 day and 7 days. The loading was provided by a hydraulic actuator with the 
maximum load of 100 kN. The strain was measured by four transducers (LVDTs) on each side 
of the sample. The loading consisted of four cycles with the load ranges from 5% to 30% of 
the compressive strength and only the stress and strain obtained from the latter three cycles 
were utilized to calculate the mean elastic modulus. The loading and unloading were in 
displacement control and the rate was 0.004 mm/second (around 0.6 MPa/second) [51]. 
Three specimens were tested for each mixture at each age. 

2.3.5 Strength measurement 

Flexural strength and compressive strength of the pastes were tested in accordance with 
NEN-196-1 at the curing ages 1 day, 7 days and 28 days [52]. The flexural strength was 
measured with three-point bending test on 40 × 40 × 160 mm3 prisms. The compressive 
strength was carried out on halves of the prism broken during the flexural strength test. 
Three and six replicates were tested for flexural strength and compressive strength, 
respectively. 

3. Results 

3.1 Autogenous shrinkage  

As shown in Fig. 2, the plain AAS paste shrinks rapidly after final setting, reaching around 
5000 μ strain at 1 day and around 6900 μ strain at 1 week. This magnitude of autogenous 
shrinkage is more than three times higher than the common autogenous shrinkage of OPC 
based pastes, which normally show an autogenous shrinkage of less than 2000 μ strain in the 
first week, except for those prepared at extremely low water/cement ratios (e.g. 0.2) 
[16,50,53,54]. The large autogenous shrinkage exhibited by 1.0BFS is consistent with the 
values reported in literature [9,16]. When 10% slag is substituted by MK, the autogenous 
shrinkage is reduced by 44% at 1 day and 38% at 7 days. A larger content of MK to 20% leads 
to further reduction in autogenous shrinkage to more than 60% at 1 day and around 50% at 7 
days.  

 

Fig. 2. Autogenous shrinkage of AAS pastes with and without MK. 

 



3.2 Characterization results 

3.2.1 XRD analysis 

The XRD diffractograms of precursors and pastes are shown in Fig. 3. The XRD pattern of BFS 
presents a hump around 29° due to the presence of amorphous phase. The plain AAS paste 
is mainly amorphous. Apart from the background hump related to the unreacted slag, 
additional diffraction peaks at 29° and 49.8° (marked by the dashed lines) can be observed in 
the curves of 1.0BFS, which can be attributed to the formation of CASH type gels [55]. These 
signals become less evident in the specimens with MK incorporation. The crystalline phase 
identified in the spectra of 0.9BFS0.1MK and 0.8BFS0.2MK is quartz (SiO2, pdf 01-083-0539) 
originated from the raw MK. With the increase of curing time, the small hump for CASH gels 
become more intensive by reference to the intensity for quartz peaks, indicating the 
formation of larger amounts of amorphous reaction products. The intensities of the humps 
representing CASH gels in the XRD spectra of 0.9BFS0.1MK and 0.8BFS0.2MK are smaller 
than that of 1.0BFS at both 1 day and 7 days. This suggests that the amount of CASH gels 
formed in the first week probably decrease with the increasing content of MK.  

 

Fig. 3. XRD patterns of precursors (BFS and MK) and pastes cured for (a) 1 day and (b) 7 days. 

 

3.2.2 FTIR analysis 

The main bands of the FTIR spectra are all near 942 cm-1 (Fig. 4), which is associated with the 
asymmetrical stretching vibrations of Si–O bonds generated by Q2 units [37,56,57]. The 
bands located at around 895 cm-1 and 660 cm-1 can be assigned to the deformational 
vibrations of Si-O-Si or Si-O-Al [37,56]. The band at around 815 cm−1 is typical for Si–O (Q1) 
symmetric stretching vibrations [56]. In fact, the signals at 895 cm-1, 815 cm-1, and 660 cm-1 
are visible in all spectra, and their intensities decrease with increasing content of MK. These 
results indicate that the dominant reaction product in AAS remains as CASH gel, but the 
amount of this gel decreases when more MK is introduced to the system, which confirmed 
the observation in XRD. This finding is also in line with the previous studies on alkali-
activated BFS/MK blends [36].  

The spectra of 0.9BFS0.1MK and 0.8BFS0.2MK cured for 1 day show also small shoulders in 
the region from 1050 cm-1 to 1075 cm-1, which can be attributed to the asymmetric 
stretching vibrations of Si-O-T (T: Si or Al) in three-dimensionally structured NASH type gels 

(a) (b) 



[26,37,58,59]. However, these signals become nearly invisible after curing for 7 days (as can 
be seen in Fig. 4 (b)), revealing that the NASH gels formed at very early age disappeared in 
prolonged curing time.  

  

Fig. 4. FTIR spectra of AAS pastes with and without MK cured for (a) 1 day and (b) 7 days. 

 

3.2.3 Isothermal heat release and setting time 

As shown in Fig. 5 (a), the heat flows curves of the mixtures appear to follow a similar 
tendency as described in previous research on slag based alkali activated materials [60–63]. 
The initial peak (as amplified in the panel in Fig. 5 (a)) detected during the first few minutes 
of reaction may correlate to wetting and initial dissolution of the precursors. The main peak 
identified at the later stage of reaction represents the reactions among the dissolved species, 
corresponding to the acceleration period. The main peak for 1.0BFS appears immediately 
after the initial peak.  Replacing 10% slag with MK delays the appearance of the acceleration 
period and decreases the intensity of the main peak, suggesting that the formation of the 
majority of reaction products slows down due to the addition of MK. This effect becomes 
more significant when 20% MK is added into the system. These results are in agreements 
with the XRD and FTIR results where 0.9BFS0.1MK 1d and 0.8BFS0.2MK 1d show less 
intensive and less sharp main band compared to 1.0BFS 1d.   

The cumulative heat of the pastes is shown in Fig. 5 (b). The heats released by the three 
mixtures are similar during the first 3 hours. Although the heat flow of 0.9BFS0.1MK is lower 
than that of 1.0BFS during the acceleration period, the two mixtures release similar amount 
of total heat at 120 hours. For 0.8BFS0.2MK, the total heat release is lower than the other 
two mixtures in the whole period studied except the first 3 hours. It can be noticed that the 
heat releases of the three mixtures are lower than  the common heat release of OPC pastes, 
which is normally more than 200 J/g in ambient temperature within 5 days [64]. This finding 
is in line with the results reported by Krizan and Zivanovic [65].  

(a) (b) 



   

Fig. 5. Heat release of AAS pastes with and without MK (the initial peak is amplified and inset at the top-right 
corner). 

 

The Vicat setting time of the three mixtures is presented in Table 3. When 10% of MK is 
incorporated, the initial setting time and final setting time of AAS are increased by 7 mins 
and 22 mins, respectively. Increasing the content of MK from 10% to 20% results in longer 
setting time, but the effect is not pronounced.  

 

Table 3  

Setting times of AAS pastes with and without MK measured by Vicat method. 

Mixtures Initial setting (min) Final setting (min) 

1.0BFS 33  59 

0.9BFS0.1MK 40 82 

0.8BFS0.2MK 45 85 

 

3.2.4 Pore solution compositions 

The elemental concentrations of Ca, Na, Si and Al and the ions concentration of OH- are 
shown in Fig. 6. It can be seen from Fig. 6 (a) that the concentrations of Na+ and OH- are 
lower in the pore solutions of 0.9BFS0.1MK and 0.8BFS0.2MK than in 1.0BFS at both 1 day 
and 7 days. This is probably due to the consumption of these ions during the dissolution of 
MK and the formation of initial NASH gels [66]. Fig. 6 (b) shows that the concentration of Ca 
in the pore solutions decreases with the increase of MK content. The much lower Ca 
concentrations in MK-containing samples indicate either retarded dissolution of slag or faster 
precipitation of the ions to form CASH gels. The latter one seems not to be the case here 
according to the longer induction periods of 0.9BFS0.1MK and 0.8BFS0.2MK shown in Fig. 5. 
Therefore, it’s highly probable that the dissolution of slag is prohibited when MK is present. 
The retarded dissolution of slag may be attributed to the lower concentration of Na+ and OH- 
in 0.9BFS0.1MK and 0.8BFS0.2MK as shown in Fig. 6 (a). Besides, the dissolution of MK 
releases more Si and Al to the pore solution especially at early age, as shown in Fig. 6 (c).  

At the age of 7 days, the divergence of the concentrations of Ca, Si and Al in different 

(a) (b) 



mixtures become less distinct. This is in line with the FTIR results which show that similar 
final reaction products (CASH type gels) are formed in the three systems at the age of 7 days. 

       

Fig. 6. Concentrations of (a) Na and OH, (b) Ca, (c) Si and Al of the pore solutions of AAS pastes with and 
without MK. 

 

3.2.5 Pore size distribution 

Fig. 7 shows the pore size distribution and differential curves, derived from nitrogen 
adsorption, for AAS paste with and without MK at the curing ages of 1 day and 7 days. The 
pores detected by N2 adsorption are of sizes between 2 nm and 250 nm.  

It can be observed that a large part of the pores in the mixtures are small pores within the 
range of 2 nm-10 nm, corresponding to gel pores. The differential curves of the pore size 
distribution show one main peak, although the curves for 0.9BFS0.1MK and 0.8BFS0.2MK 
also show some small peaks at the pore diameter between 30 nm to 90 nm, which are in the 
range of capillary pores. As curing age increases, the main peaks of the three mixtures all 
shift to smaller pore diameters, and the amplitudes decrease, indicating the formation of 
denser structures. By comparing the pore volumes in 1.0BFS, 0.9BFS0.1MK and 0.8BFS0.2MK, 
it can be seen that the introduction of MK induces a coarser pore structure of the paste in 
the whole period studied.  

 

(a) 
(b) 

(c) 



 

 

 

Fig. 7. Pore size distribution and differential curves, derived from nitrogen adsorption, for AAS pastes with and 
without MK cured for 1 day (a,b) and 7 days (c,d). 

 

3.3 Chemical shrinkage 

Fig. 8 shows that the chemical shrinkage of the mixtures can be divided into two stages. The 
position of the turning point between the two stages is found to correspond well with the 
moment when the heat release rate of the mixture reaches the maximum, as shown in Fig. 9, 
where the chemical shrinkage curves and the heat flow curves are plotted together. The first 
stage of chemical shrinkage is due to the fast dissolution of the precursor while the second 
stage represents the formation of reaction products.   

In the first stage, the mixtures with a higher content of MK show higher chemical shrinkage 
which may be attributed to the fast dissolution of MK [47]. After the turning point, the 
chemical shrinkage of 1.0BFS surpasses the other two mixtures, which is probably due to the 
retarded formation of reaction products in 0.9BFS0.1MK and 0.8BFS0.2MK, as shown by Fig. 
3 - Fig. 5. Similarly, the chemical shrinkage of 0.9BFS0.1MK develops faster than that of 
0.8BFS0.2MK, after passing the peak moment of heat release. The reductions of chemical 
shrinkage induced by 10% and 20% MK are 28% and 36%, respectively, at the age of 7 days. 

 

(b) (a) 

(d) (c) 



  

Fig. 8. Chemical shrinkage of AAS pastes with and without MK. 

 

 

Fig. 9. Chemical shrinkage (shown in the primary axis) together with the heat evolution (shown in the secondary 
axis) of the pastes. 

 

3.4 Internal RH and pore pressure 

The measured internal 𝑅𝐻 and 𝑅𝐻𝑆 and the calculated 𝑅𝐻𝐾 and pore pressure at 1 day and 7 
days are shown in Table 4. 

The RH of the pore solutions of AAS pastes with and without MK are in the range of 70% - 
80%, which are much lower than that of the pore solution in cement paste where a RH of 
above 95% was usually reported [67,68]. This is due to the high concentrations of Na+ and 
OH- in the pore solution of AAS as shown in Fig. 6. The 𝑅𝐻𝐾 values of the three mixtures 
decrease with elapse of time, indicating the self-desiccation process takes place in all 
mixtures.  

By comparing the 𝑅𝐻𝐾 values of different pastes, it can be seen that the drop of internal RH 
due to the formation of menisci is mitigated by adding MK, and so is the pore pressure. 10% 
replacement of slag by MK results in a decrease in the pore pressure by 50% and 40% at day 
1 and day 7, respectively. A higher amount of MK, i.e. 20%, decreases the pore pressure 
further, although the extent is less evident than that of the first 10% of MK.   



 

Table 4 

Internal RH and pore pressure within AAS pastes with and without MK. 

 Specimens cured for 1 day Specimens cured for 7 days 

Mixture 𝑅𝐻(%) 𝑅𝐻𝑆(%) 𝑅𝐻𝐾(%) σ(MPa) 𝑅𝐻(%) 𝑅𝐻𝑆(%) 𝑅𝐻𝐾(%) σ(MPa) 

1.0BFS 71.6 73.9 96.8 4.4 65.9 74.1 89.0 15.8 

0.9BFS0.1MK 76.7 77.9 98.4 2.2 73.9 78.9 93.6 8.95 

0.8BFS0.2MK 79.1 80.2 98.6 1.9 77.6 82.0 94.5 7.61 

 

3.5 Elastic modulus 

The elastic modulus results are shown in Fig. 10. It can be seen that the elastic modulus of all 
the mixtures is above 14 GPa at the age of 1 day and experienced a slight increase during the 
following 6 days. The increment of the elastic modulus of 0.8BFS0.2MK is the most 
prominent,13%. Compared with the 1.0BFS mixture, the addition of 10% of MK improves 
slightly the elastic modulus at 1 day, while 20% of MK addition is beneficial to the elastic 
modulus only at 7 days. Nonetheless, the differences among the elastic modulus values for 
the three mixtures at the same age are smaller than 5%. This means that the addition of MK 
has minimal influence on the elastic modulus of the paste.  

 

 

Fig. 10. Elastic modulus of AAS pastes with and without MK. 

 

3.6 Compressive and flexural strength 

As shown in Fig. 11 (a), the compressive strength of AAS decreases after the addition of MK. 
For example, the compressive strength at 7 days decreases by 8% and 20% when 10% and 
20% of MK are added, respectively. Nonetheless, all mixture experienced large increments in 
compressive strength with elapse of time and the differences between different mixtures at 
28 days are smaller than 21%. 



    

Fig. 11. (a) Compressive strength and (b) flexural strength of AAS pastes with and without MK. 

 

Fig. 11 (b) shows that 0.8BFS0.2MK has the lowest flexural strength at 1 day, but it exceeds 
the flexural strength of 1.0BFS after 7 days. The flexural strength of 1.0BFS and 0.9BFS0.1MK 
decreases after one day and increase after curing for 7 days. Fig. 11 (b) also illustrates that 
the substitution of 10% and 20% slag by MK can improve the 7-day flexural strength of AAS 
paste by around 30% and 18%, respectively. At 28 days, the increments in flexural strength 
are further strengthened.  

4. Discussion 

4.1 Influence of MK on reaction products, reaction kinetics and pore structure  

By combining the characterization results, a comprehensive understanding of the influence 
of MK addition on the reaction process and microstructure evolution of AAS paste can be 
obtained. This part would act as a basis for understanding the shrinkage mitigating effect of 
MK. 

The XRD and FTIR results show that the major reaction products formed in the studied 
mixtures are CASH gels (Fig. 3 and Fig. 4). FTIR results indicate the existence of NASH gels in 
slag/MK blended systems at the age of 1 day (Fig. 4), but the signal disappears at 7 days. This 
is because the NASH gels are not stable in the presence of Ca at high alkalinity, and tend to 
gradually convert into CASH gels until a minimum Ca/Si, or a maximum Al/Si molar ratio is 
reached in the composition of CASH gels [37]. Due to the low content of MK in the mixture, it 
is unlikely to reach the minimum Ca/Si, or the maximum Al/Si ratio in the current 
composition of the reaction products. Therefore, the transformation of NASH gels to CASH 
gels takes place until all the NASH gels are consumed. 

The XRD and FTIR results, together with the calorimetry results (Fig. 5) show that the 
formation of the primary binder phase is retarded when MK is incorporated into the system, 
and this effect can be explained through the pore solution composition results as shown in 
Fig. 6. It can be seen in Fig. 6 (a) that the concentrations of Na+ and OH- in the pore solution 
only slightly change with time in plain AAS paste. This is confirmed by the 𝑅𝐻𝑆 data of the 
1.0BFS pore solution, which varies little from 1 day (73.9%) to 7 days (74.1%), since the 𝑅𝐻𝑆 is 
linearly related to the molar fraction of the water in the pore solution according to Raoult’s 
law [69]. In slag/MK blended systems, in contrast, the concentration of Na+ and OH- is more 
significantly reduced with elapse of time (Fig. 6 (a)). This reduction is because of the 
dissolution of MK consumes Na+ and OH-, according to Davidovits [66]. The reduced OH- is 

(a) (b) 



detrimental to the dissolution of slag and formation of CASH gels as reported by Zuo et al. 
[70]. The retarded dissolution of slag is confirmed by the Ca concentration results shown in 
Fig. 6 (c). In the meantime, the dissolution of MK releases additional Si and Al to the system 
(Fig. 6 (b)), which would favor the formation of NASH gels or zeolite rather than the CASH 
gels when Ca is not largely available in the pore solution, as indicated by Bernal et al. [38] 
and Gharzouni et al. [71]. This explains the existence of a small amount of NASH gels in 
slag/MK blended systems at very early age. In fact, evidences of the retarding effect of extra 
Si and/or Al on the formation CASH gels can be found in many studies which investigated the 
reaction kinetics of AAS system modified by incorporation of fly ash or by activator with 
higher modulus (SiO2/Na2O) [65,72–75]. For example, Ismail et al. [75] reported that the 
incorporation of fly ash, as an additional source of Si and Al, but not Ca, into AAS system 
decreases the rate of formation of CASH gels (the main binding gels). A higher Al2O3 content 
in the precursor, i.e. slag, can also slow down the hydration of slag as reported by Ben Haha 
et al. [76]. These results corroborate the retarding effect of MK on the hydration of slag 
observed in this study.  

Due to the delayed formation of the major reaction products, the pore refinement in the 
paste is also retarded when MK is present, as shown in Fig. 7. The final setting time is 
delayed by MK addition, as shown in Table 3. A similar effect of MK on the setting time of 
AAS was also found by Cheng and Chiu [77]. The prolonged setting time is beneficial to the 
application of AAS systems since they are known to harden more rapidly than usually desired 
[7]. 

It is worth noting that the influences of MK on the reaction process of AAS become less 
predominant at 7 days compared with 1 day. As indicated by Fig. 3 – Fig. 6, the reaction 
products, ions concentrations in the pore solution and the total heat releases of the three 
mixtures become more similar as the reactions going on. This is at odds with the results 
obtained by Bernal et al. [38] and Buchwald et al. [33], who found a clear difference between 
the long-term reaction products in plain AAS (CASH gels) and in BFS/MK blends (coexistence 
of CASH gels and NASH gels or zeolite). This discrepancy is actually due to two reasons. First, 
the MK content in this study is low. 10% - 20% of MK cannot dramatically change the final 
chemical compositions (e.g. Si/Al and Ca/Si) of the reaction products. Second, the curing 
temperature utilized in this study is 20 °C , while 27 °C and 40 °C were adopted in [38] and 
[33], respectively. The elevated temperature is favorable or even necessary for the formation 
of NASH gels or zeolites, especially when a large amount of Ca is present [37,78]. At ambient 
temperature, however, CASH gels are more stable in slag-based systems [79], as in the case 
of this study. 

4.2 Influence of MK on autogenous shrinkage 

By retarding the reaction process and pore structure development in AAS, the incorporation 
of MK mitigate the driving force of autogenous shrinkage. Since the hydration of slag and the 
formation of reaction products are delayed by MK addition, the chemical shrinkage of the 
paste is decreased as the content of MK increases, as shown in Fig. 8. Actually, the 
development of chemical shrinkage determines the potential of self-desiccation in 
cementitious materials and also in AAS systems [50]. Chemical shrinkage means that the 
absolute volume of reaction products is smaller than the total volume of reactants, which are 
cement and water for OPC and slag and activator for AAS. With the reaction going on, the 
absolute volume of the whole system keeps decreasing, and more internal voids are being 



created and occupied by air or gas. As the liquid is consumed gradually from bigger pores to 
smaller pores, the curvature radius of the menisci between liquid and gas decreases and 
capillary pressure or pore pressure develops [80]. When MK is present in AAS, the chemical 
shrinkage is reduced (Fig. 8), so that less volume within the paste is occupied by gas or air; 
and meanwhile the pore structure becomes coarser (Fig. 7). These two factors determine 
that the radius of the menisci in the slag/MK blends at the same curing age would be smaller 
than in plain AAS paste, which means a smaller pore pressure. This has been confirmed by 
the internal 𝑅𝐻𝐾 data as shown in Table 4, where lower 𝑅𝐻𝐾 indicates larger menisci and 
lower pore pressure.  

It needs to be pointed out that while the level of pore pressure indicates the driving force, 
the measured autogenous shrinkage also depends on the compressibility of the paste, in 
particular on the elastic modulus [50]. As shown in Fig. 10, the substitution of slag by MK 
does not induce much effect on the elastic modulus development of the paste (the reason 
will be discussed further in Section 4.4). As a result of the considerably reduced pore 
pressure and the rarely affected elastic modulus, the autogenous shrinkage of the MK-
containing paste is largely mitigated.  

4.3 Comparison between measured and calculated autogenous shrinkage 

The autogenous shrinkage of AAS pastes can be calculated based on existing experimental 
results. According to Bentz et al. [81], the linear autogenous shrinkage of a paste can be 
simulated by Eq. (5): 

𝜀𝑙𝑖𝑛 =
𝑆𝜎

3
(
1

𝐾
−

1

𝐾𝑆
)                                                                                                                            (5) 

where 𝑆 is the saturation degree of the paste, a ratio of liquid to the total volume of pores (-
); 𝜎 is the pore pressure (MPa), see Table 4; 𝐾 is the bulk modulus of the whole porous body 
(MPa) and 𝐾𝑆 is the bulk modulus of the solid material (GPa). Strictly speaking, this equation 
can only give the linear elastic deformation and creep is not taken into account [49].  

The saturation degree ⁡𝑆 can be calculated from the non-evaporable water content and 
chemical shrinkage, according to Eq. (6) [50]: 

𝑆 =
𝑉𝑙

𝑉𝑝
=

𝑉𝑖𝑙−𝑉𝑛𝑙

𝑉𝑖𝑙−𝑉𝑛𝑙+𝑉𝑐𝑠
                                                                                                                         (6) 

where 𝑉𝑙 (ml) is the liquid volume in the paste, 𝑉𝑝 (ml) is the total pore volume in the paste, 

𝑉𝑖𝑙 (ml) is the initial liquid content, 𝑉𝑛𝑙 (ml) is the non-evaporable liquid volume, and 𝑉𝑐𝑠 (ml) 
is the volume of chemical shrinkage, see Fig. 8.  

In Eq. (6) the initial air content of the paste is not considered. The non-evaporable water is 
determined by measuring the weight loss per gram of the sample between 105 °C and 
950 °C. To obtain the volume of the non-evaporable liquid through the non-evaporable water 
content, it is assumed that the water proportion in the liquid and the density of the liquid are 
equal to those of the activator, which are 420 g water/590 g activator (see Table 2) and 1.31 
g/ml (measured by pycnometer), respectively. The saturation degrees of the three mixtures 
in 1 day and 7 days are shown in Table 5. 



 

Table 5 

Saturation degree of AAS pastes with and without MK. 

Mixture 1.0BFS 1d 1.0BFS 7d 0.9BFS0.1MK 
1d 

0.9BFS0.1MK 
7d 

0.8BFS0.2MK 
1d 

0.8BFS0.2MK 
7d 

𝑆 0.952 0.913 0.964 0.938 0.974 0.946 

 

The bulk modulus⁡𝐾 of the paste is calculated using the following formula: 

𝐾 =
𝐸

3(1−2𝜐)
                                                                                                                                            (7) 

where 𝐸 is elastic modulus (GPa) and 𝜐 is Poisson’s ratio (–). The elastic modulus of the paste 
has been shown in Fig. 10. The Poisson’s ratio of the pastes is assumed as 0.15 according to 
[82]. The 𝐾𝑆 of the solid skeleton is assumed as 44 GPa according to [83]. The effect of the 
choice of 𝐾𝑆 on the calculated shrinkage (Eq. 5) is only minor: a variation of 𝐾𝑆 from 40 to 50 
GPa leads to a 4% variation in the calculated shrinkage, as also indicated by Lura [50]. 

The calculated autogenous shrinkage of the pastes according to the equations above is 
shown in Fig. 12. It can be seen that the estimated autogenous shrinkages of the three 
mixtures at 7 days are around 530, 313 and 257 μ strain. Compared with the measured 
autogenous shrinkage shown in Fig.2, the calculated shrinkages at 7 days are 12.9, 13.5 and 
13.7 times lower for the plain mixture, the mixtures containing 10% MK and 20% MK, 
respectively. These discrepancies are around 2 times as high as those reported for OPC 
pastes [84,85]. Zuo et al. [84] reported that the calculated autogenous shrinkage of OPC 
paste with water-to-cement ratio of 0.3 is about 5.5 times lower than the experimentally 
measured one. A similar discrepancy value, 4 times, was found by Sant et al. who also 
studied the OPC with 0.3 water-to-cement ratio [85].  

The discrepancy between calculated and measured autogenous shrinkages for OPC was 
attributed by the authors of [84,85] to the viscoelastic response of OPC to the pore pressure, 
of which they only considered the elastic part in the calculation. The discrepancy found for 
AAS paste, which is 2 times as high as the one for OPC paste, may indicate that AAS exhibits 
more pronounced viscoelasticity than OPC. This point is consistent with the large non-elastic 
deformation and evident creep/relaxation reported for AAS paste and concrete [14,86–89]. 
According to Ye and Radlińska [14], the pronounced viscous characteristic of AAS is 
attributed to the rearrangement and reorganization of CASH gels under internal/external 
force. The reason why CASH gels are more viscoelastic compared with CSH gels probably lies 
in the structural incorporation of alkali cations in CASH, which reduces the stacking regularity 
of CASH layers and makes the gel easier to collapse and redistribute [14].  



 

Fig. 12. Simulated autogenous shrinkage of AAS pastes with and without MK. 

 

Although the amplitudes of the simulated autogenous shrinkage do not fit the measured 
data very well, it is worth noting that the calculated shrinkage curves show obvious gaps 
between the plain AAS mixture and the mixtures with MK. The reductions of the calculated 
autogenous shrinkage (i.e. the elastic deformation under pore pressure) at 7 days induced by 
10% MK and 20% MK are 40% and 52%, respectively. These values are quite similar to the 
reductions of the total autogenous shrinkage, 38% and 50%, at this age (see Fig. 2). This 
indicates that the elastic shrinkage and the non-elastic shrinkage are mitigated 
proportionately with the incorporation of MK. If the viscoelasticity of AAS paste can be 
reduced, the autogenous shrinkage would also be mitigated. This strategy can be an 
interesting topic for future research. In addition, it should be noted that besides the pore 
pressure theory, other mechanisms may also exist for the autogenous shrinkage of AAS [90–
92], which may be another reason for the misprediction of the deformation based on Eq. (5).  
Further research is required to figure out whether pore pressure resulting from self-
desiccation is the exclusive driving force of autogenous shrinkage of AAS systems. 

4.4 Influence of MK on mechanical properties 

It is noticed that the influences of MK incorporation on the compressive strength, flexural 
strength and elastic modulus of AAS paste are different.  

According to Fig. 11 (a), the compressive strength decreases with the increment of MK 
content. This is due to the formation of lower amounts of reaction products and coarser pore 
structure when MK is incorporated, as already presented above. In contrast, the flexural 
strength of the paste increases when 10% of MK is present. This increase can be explained by 
the mitigation effect of MK on microcracking development in AAS [93]. While compressive 
strength is mainly dependent on the porosity of the solid skeleton, the three-point bending 
flexural strength is much more sensitive to microcracking. Although the pastes are not under 
external restrained condition, the unreacted particles can act as local restraints to the 
autogenous shrinkage of the surrounding gels [94]. Since AAS without MK undergoes high 
autogenous shrinkage, microcracks may have developed within the paste, as also reported 
intensively in literature [93,95–97], and therefore harm the flexural strength of AAS paste 
[93,98]. When 10% MK is present, the autogenous shrinkage is greatly mitigated and so 
would be the development of microcracking, thus the flexural strength is improved. As for 



0.8BFS0.2MK, the microcracks should be further mitigated, but its reaction degree at 1 day is 
too low, hence its flexural strength at 1 day is lower than 1.0BFS. Nonetheless, with the 
elapse of time, the flexural strength of 0.8BFS0.2MK still exceeds 1.0BFS. The development of 
microcracking due to autogenous shrinkage may also explain why the flexural strength of 
1.0BFS and 0.9BFS0.1MK decreases from 1 day to 7 days.  

Besides flexural strength, elastic modulus is also known to be sensitive to microcracking 
[99,100]. As shown in Fig. 10, three mixtures show similar elastic modulus at both 1 day and 
7 days. This may be due to the coupled effects induced by MK addition: on one hand, AAS 
with MK has fewer reaction products and coarser pore structure which have a detrimental 
effect on the elastic modulus, but on the other hand the addition of MK mitigates the 
development of microcracking in the paste thus benefits the elastic modulus. As a result, the 
three mixtures exhibit similar elastic modulus values at 1 day and also 7 days.  

It is worth noting that the improvement in flexural strength by MK is very beneficial to slag 
based alkali activated systems, which are reported to be strong in compression but relative 
weak under tensile stress [101,102]. This, besides the shrinkage mitigating effect, is another 
advantage of MK to be used as an admixture in AAS systems. 

Considering the overall influences of MK addition on the autogenous shrinkage, 
microstructure and mechanical properties of AAS paste, it seems that 10% substitution of 
slag by MK shows optimal performances. Nonetheless, it should be noted that even the 
compressive strength of 0.8BFS0.2MK, 49 MPa at 1 day and 86 MPa at 28 days, are already 
adequate for most concrete mix design for practice. Therefore, 20% of MK can also be 
suitable for applications especially those require  longer setting time and enhanced 
shrinkage-mitigation effect. Taking into account also the wide availability of MK as a low-cost 
product, there should be a promising potential in utilizing MK in slag-based alkali-activated 
concrete. 

5. Conclusions 

In this study, for the first time, the mitigating effect of MK on the autogenous shrinkage of 
AAS paste has been investigated. The knowledge and understanding of the mitigation 
mechanisms are obtained. The influences of MK addition on the mechanical properties of 
AAS are also discussed. Based on the presented results and discussion, the following 
conclusions can be drawn:  

(1) The incorporation of MK leads to pronounced mitigation of the autogenous shrinkage 
of AAS. The reductions at 1 day are 44% and 60% by 10% and 20% substitutions of 
slag by MK, respectively.  

(2) The addition of MK provides extra dissolvable Si and Al to the system and decreases 
the concentrations of Na+ and OH- in the pore solution. As a result, the hydration of 
slag and the formation of CASH gels are retarded. CASH gels are the major reaction 
products of the pastes, despite that some NASH type gels are formed in BFS/MK 
blends at very early age.  

(3) The development of chemical shrinkage and the refinement of pore structure are 
hindered by addition of MK. The self-desiccation process and the pore pressure 
developed in the paste are considerably mitigated. Meanwhile, the elastic modulus is 
only slightly influenced when MK is incorporated. As a result, the autogenous 
shrinkage of AAS is effectively mitigated by MK. 



(4) The compressive strength of AAS is slightly decreased by adding MK, while the 
flexural strength is greatly improved. 10% replacement of slag by MK leads to a larger 
increase of the flexural strength of AAS compared with 20% replacement.  

(5) All the property improvements, such as reduced autogenous shrinkage, extended 
setting time and improved flexural strength with the incorporation of MK, suggest 
that MK is a very promising admixture to AAS systems. The dosages of MK studied in 
this work are of reference value for designing alkali-activated slag/MK blended 
materials. 
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