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Abstract: To improve the hardening performance of sulfoaluminate cement-based grouting material
(SCGM) and reduce its cost, limestone powder was adopted to replace anhydrite in the control SCGM.
The influence of the replacement rate of limestone powder on the hydration, hardening strength,
expansion, and microstructure evolution of the SCGM was systematically researched. The results
indicated that replacing anhydrite with limestone powder in SCGM can improve the flowability,
shorten the setting time, and enhance the compressive strength at early and late stages. When the
replacement rate of limestone powder was 20%, the compressive strength of SCGM for 6 h and
28 days increased by 146.41% and 22.33%, respectively. These enhancements were attributed to the
fact that fine limestone powder can accelerate the early hydration reaction rate and promote the
formation of ettringite due to its nucleation effect. Moreover, due to the presence of limestone powder,
mono-carbonate (Mc) can be formed, which would densify the microstructure and refine the pore
structure of the hardened SCGM.

Keywords: sulfoaluminate cement; grouting material; limestone powder; mechanical
properties; microstructure

1. Introduction

Grouting materials are widely used to reinforce and consolidate the broken rocks or soft soil
or cavity beneath pavement in underground engineering [1-3]. In order to ensure the flowability
and permeability of grouting materials into the microcracks, pure slurry without any aggregates is
usually used [4]. Common grouting materials include cementitious, resinous, or solution chemical
mixtures [2,5,6]. Among them, resinous and solution chemical mixtures are increasingly limited due
to their high cost and increasing environmental concerns. As an alternative, cement-based grouting
materials are gaining worldwide attention [7-9].

Portland cement is commonly used into a cement-based grouting material due to its worldwide
availability and low cost [10]. However, the poor early strength and long setting time of portland
cement, especially at a high water to cement ratio, limits its wide application. In recent years, more
and more works have focused on the use of sulfoaluminate cement (CSA) to prepare cement-based
grouting materials. This is because the sulphoaluminate cement has the advantages of short setting
time, high early strength, and micro-expansion [11-13]. Commonly, a high water to cement ratio,
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ranging from 0.5 to 1.5, is used to reduce the cost as aggregates are not used [14]. It is obvious that with
the increase of the water to cement ratio, the cost of grouting materials can be significantly decreased
and the flowability can be improved. However, a problem of a long setting time and a relativly low
early strength exist in practice.

In order to further improve the early hardening performance of sulfoaluminate cement-based
grouting materials, several strategies have been adopted in authors’ previous works, such as double
fluid grouting process [3,4], ultra-fine processing of raw materials [15], and adding nano-nucleating
powder [16-18]. The double-fluid grouting process includes preparing slurry A and slurry B, separately.
Slurry A mainly includes CSA clinker, retarder and water, while slurry B is a mixture of anhydrite,
lime and water. The single slurry A or B with high flowability can last for 2040 h without setting, but
the blended slurry would harden and gain excellent strength quickly after mixing [4]. This technology
has been put into practical applications in China. Ultra-fine processing of raw materials has been
proved to be a useful technology to improve the performance of SCGM. After ultra-fine processing
of raw materials, the setting time can be shortened, and early hardening strength can be enhanced
significantly [3]. Moreover, the reduced particle size and rapid hardening behavior would also
help the penetration of the SCGM into microcracks (below 30 um) and prevent the slurry from
leakage. Adding nano nucleating powders, such as LiAl-layered double hydroxides [17,18], superfine
ettringite [1], can also accelerate the hydration reaction and improve the early hardening performance
of SCGM due to its nucleation effect. However, the addition of nano-nucleating powder will reduce the
flowability of slurry due to its nano size effect. Besides, technical concerns are needed for the dispersion
of nano-nucleating powder in SCGM and the cost of the nano-nucleating powder. Nevertheless,
this provides new insights for improving the performance of SCGM by adding nucleating agents.

Limestone powder is commonly used in ordinary Portland cement-based materials as a mineral
admixture [19,20]. It has been widely reported that limestone powder could accelerate the hydration of
Portland cement due to its nucleating and dilution effects. Moreover, the limestone powder can react
with the aluminate phase from cement to form supplementary mono-sulfate (AFm) phases and stabilize
ettringite [21-23]. The total porosity of the hardened cement pastes can be also reduced, which is
attributed to the physical filler effect and increase of the total volume of the hydration phase due to
the reaction between limestone powder and cement [24,25]. SCGM contains lots of aluminate phase.
Therefore, it could be possible to improve the performance of SCGM by using fine limestone powder.
However, there has been little research on the effects of fine limestone powder on the hydration,
hardening performance, expansion, and microstructure evolution of the SCGM, especially in the double
fluid system with a water to solid ratio greater than 1.

This study aims to investigate the influence of limestone powder to replace anhydrite in SCGM
on the hardening performance of SCGM. The tested properties include flowability, setting time,
hydration and hardening performance, and volume stability of SCGM. The phase assemblage, porosity,
and microstructure evolution were also determined as well to unravel the mechanism in this work.

2. Materials and Experimental

2.1. Raw Materials

CSA clinker, lime, anhydrite and limestone were used as raw materials to prepare the SCGM.
All four raw materials were purchased from a local commercial building materials factory in China
(Jiaozuo Dinghao Technology Co., Ltd., Jiaozuo, China). The chemical composition of these four raw
materials was determined by X-ray fluorescence (XRF) and is listed in Table 1. The primary minerals
of CSA clinker were C4A3§, C;,S and C4AF, and the detailed mineral composition is shown in Table 2.
The effective amount of calcium sulfate in anhydrite was 85.19 wt.%, and the calcium oxide amount in
lime was 64.72 wt.%. The main mineral of limestone was calcite with a purity of 97.23%, as determined
by X-ray diffraction analysis (XRD) and Thermal gravimetric analysis (TGA). To improve the early
hydration hardening performance and the permeability of SCGM, the raw materials were also ground
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by using a fluidized bed-type jet mill to achieve a maximum particle size below 30 pm [3]. The particle
size distribution of raw materials is shown in Figure 1, as determined by using a Malvern laser sizer
3000 (Mastersizer 3000, Malvern, UK).

Table 1. Chemical composition of raw materials /wt.%.

Component CaO SiO, Al,O3 Fe;O3 MgO TiO; SO3 Loss

CSA Clinker 41.53 6.36 38.27 1.27 1.15 1.77 8.88 0.17
Lime 64.72 3.46 0.67 0.48 21 — — 27.58
Anhydrite 38.63 2.44 0.23 0.18 2.64 0.64 50.11 4.84
Limestone 54.45 1.12 0.47 0.09 0.54 0.02 0.15 43.12

Table 2. Mineral composition of CSA clinker /wt.%.

CiA3S  B-CS CAF  £80; f-CaO CaO-TiO,

74.54 18.25 3.86 0.81 2.02 3.01
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Figure 1. Particle size distribution of raw materials, (a) frequency distribution and

(b) cumulative distribution.

2.2. Mixture Proportion of SCGM

SCGM included the preparation of slurry A and slurry B separately, as illustrated in Figure 2.
Slurry A mainly included CSA clinker and water, while slurry B was a mixture of anhydrite, lime,
limestone and water. The detailed mixture proportion of different mix is listed in Table 3.

A clinker

N High pressure
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Water —y’ g tUbe\A
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[]
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Figure 2. Schematic diagram of sulfoaluminate cement-based grouting materials for double fluid system.
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Table 3. Mixture proportion of SCGM.

Slurry A Slurry B
Mix No.
CSA Clinker Water Lime Anhydrite Limestone Water
L-00 500 600 100 400 0 600
L-10 500 600 100 360 40 600
L-20 500 600 100 320 80 600
L-30 500 600 100 280 120 600
L-40 500 600 100 240 160 600

The anhydrite in slurry B was replaced with limestone by 0%, 10%, 20%, 30%, and 40%, labeled
as L-00, L-10, L-20, L-30, and L-40, respectively. The water to solid ratio for slurry A and B were 1.2,
and slurry A and B were mixed separately for 3 min. Then the flowability of slurry A and B were tested.
After testing flowability, slurry A and slurry B were further mixed for another 1 min at a weight ratio of 1:1.
The homogeneously mixed slurry was cast into steel mold with a dimension of 40 mm x 40 mm X 40 mm
and 25 mm X 25 mm x 280 mm for compressive strength and expansion-shrinkage test, respectively.
After casting, the surface of the slurry samples was covered with a thin plastic wrapper to avoid
evaporation of water. After two hours, the prepared samples were de-molded and covered with plastic
wrapper until the required testing age at a constant temperature of 25 °C.

2.3. Test Methods

2.3.1. Flowability and Setting Time Test

The flowability of slurry A and slurry B were tested separately by using the Marsh cone method
according to our previous work [3]. The flow time of each slurry was recorded. After testing flowability,
the slurry A and slurry B were mixed at a weight ratio of 1:1, and the setting time of the mixed slurry
was measured by Vicat needle test [3]

2.3.2. Hydration Heat Test

The hydration heat release of each mixture was measured using an isothermal conduction
calorimeter (ICC, TAM Air, Newcastle, DE, USA). According to the mixture proportion shown in
Table 3, about 4 g of the mixed slurry were poured into a glass ampoule and placed into the calorimeter
to record the heat flow and cumulative heat release at a constant temperature of 20 °C for 24 h.

2.3.3. The Compressive Strength of Hardened SCGM

The compressive strength of hardened SCGM with different mixture proportions was tested at
the ages of 6 h, 1 day, 3 days, 7 days and 28 days, respectively. For the compressive strength test,
a multi-function mechanical testing machine (Testo-metric CXM 200 kN, Testometric, London, UK) on
the cubic samples with a loading rate of 0.6 MPa/s was used [3,16]. Six samples were tested for each
mixture proportion, and the average values and standard deviations of the compressive strengths for
each mixture proportion were determined.

2.3.4. Expansion and Shrinkage Test

The prismatic samples (25 mm x 25 mm X 280 mm) were used to test the expansion and shrinkage
properties of SCGM to evaluate its dimensional stability. After curing for 2 h, these samples were
removed from the mold, and the initial length was measured. Then the length changes during the
curing process were recorded by using a comparator [3]. The expansion rate was calculated by applying

L —
= 220 %100, being L; the measured length at a given time and L
0

the following equation: AL(%)
the initial length [26].
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2.3.5. Microstructure Analyses

X-ray Diffractometry (XRD)

After compressive strength tests, the crushed particles from the specimens were collected.
The collected particles were soaked in isopropanol for 24 h, then dried and stored in a desiccator with
silica gel and under vacuum for another 7 days. For the preparation of powder samples, the dried
particle samples were ground into a powder with the particle size below 75 pm by using a mortar and
pestle. The XRD patterns of the powder samples were recorded by using high-resolution powdered
X-ray diffractometer (XRD, Smart Lab, Rigaku, Tokyo, Japan) with Cu-Ka radiation (A = 1.54 A)ata
range of 5-40 °C with a scan speed of 5°/min at 45 kV and 200 mA.

Thermogravimetric Analysis (TGA)

The powder samples used in the XRD test were also used to conduct the TGA test,
and approximately 10 mg of powder samples were heated from 40 to 1000 °C at a ramping rate of
10 °C/min with an N striping gas using a commercially available instrument (Thermo plus EVO2,
Rigaku, Tokyo, Japan).

Scanning Electron Microscopy (SEM)

The well-dried particle samples without grinding were used to observe the morphologies of
the hardened SCGM by using a scanning electron microscopy (SEM, Merlin Compact, Carl Zeiss
NTS GmbH, Oberkohan, Germany) at 20 kV coupled with energy-dispersive X-ray spectroscopy
(EDS, OXFORD, Oxford, UK). Before the SEM observation, the samples were sputter-coated with a
conductive gold layer.

Mercury Intrusion Porosimetry (MIP)

The porosity evolution of the hardened SCGM was evaluated by using a mercury intrusion
porosimeter (AutoPore IV 9500, Micromeritics, Atlanta, Georgia, USA). The well-dried particles with a
size of 3.35-5.00 mm were used to conduct the MIP test. The porosity and pore size distribution of
the samples were obtained by assuming the pores were cylindrical, and the contact angle between
mercury and samples was 140°.

3. Results and Discussion
3.1. Fresh Properties of SCGM

3.1.1. Flowability of Slurry A and Slurry B

Figure 3 shows the Marsh cone flow time of slurry A and slurry B. It was noticed that the flow
time of slurry A was 34.9 s, suggesting its excellent flowability. The flow time of the slurry B without
limestone replacement was 46.06 s, indicating that the flowability of slurry B was slightly lower
than that of slurry A. When the replacement rate of limestone powder increased from 0% to 40%,
the flowability of slurry B was greatly improved. Compared with L-00, the flow time of L-10, L-20, L-30
and L-40 were reduced by 12.70%, 19.78%, 22.28% and 24.92%, respectively. The improved flowability
of the slurry was attributed to two reasons. First, the anhydrite would react with water to form gypsum
during the mixing process, in which the water was consumed, as shown in Equation (1). In contrast,
the limestone powder was difficult to be dissolved in water. Secondly, the particle size of limestone
powder was larger than that of anhydrite, as shown in Figure 1. This means that the water demand
of the limestone powder due to surface area was less. As a consequence, when limestone powder
was used to replace anhydrite partially, the flowability was significantly improved. Moreover, after
replacement, the flowability of slurry B became similar to that of slurry A, which is beneficial to the
construction of the designed grouting material.
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CaSOy4 (anhydrite) + 2H,O — CaSO4-2H,0 (gypsum) (1)
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Figure 3. Flow time of slurry B as a function of replacement rate of limestone powder.

3.1.2. Setting Time

The setting time of the mixed slurry is tabulated in Table 4. The initial setting time and final setting
time of the L-00 sample were 5.0 and 7.5 min, indicating the rapid hardening behavior of SCGM, even
at a high water to solid ratio of 1.2. This excellent early hardening behavior was attributed to alkalinity
increase of the mixed slurry when an appropriate content of lime was used in slurry B [27] and the
ultra-fine process of raw materials [3]. Interestingly, the setting time of SCGM could be further reduced
by partially replacing anhydrite with limestone. It was observed that, for the samples of L-10, L-20,
L-30 and L-40, the initial setting time was reduced by 10%, 46%, 50% and 72%, and the final setting
time was reduced by 20%, 26.7%, 33.3% and 36%, respectively. As the replacement rate of limestone
powder was increased, the setting time of SCGM was decreased, suggesting that the limestone powder
may accelerate the hydration of SCGM due to its nucleating effect [19,24,28].

Table 4. Setting time of the mixed slurry.

Initial Setting Time (min) Final Setting Time (min)
Mix No.
Absolute Relative Absolute Relative
L-00 5.0 100.0 7.5 100.0
L-10 4.5 90.0 6.0 80.0
L-20 2.7 54.0 5.5 73.3
L-30 2.5 50.0 5.0 66.7
L-40 1.4 28.0 4.8 64.0

3.1.3. Heat of Hydration

To revel the effects of limestone powder replacement on the hydration process of SCGM,
the hydration heat evolution of L-00, L-10, L-20 and L-40 samples are shown in Figure 4. It was
observed that there was only one peak for the L-00 sample, and the heat flow peak was 100.98 mW/g,
indicating the hydration of SCGM to form ettringite very fast with heat release [29]. As the replacement
rate of limestone powder was increased, the first heat flow peak value was increased first and then
decreased. More specifically, the heat flow peak value for the sample of L-10, L-20 and L-40 was
127.60 mW/g, 104.48 mW/g, and 96.01 mW/g, respectively. This means that limestone powder could
accelerate the hydration of SCGM [25,29]. When the replacement rate of limestone powder was less
than 20%, more ettringite would be formed. However, when the replacement rate of limestone powder
exceeded 20%, the formation of ettringite was suppressed due to the reduced anhydrite amount in
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the mixed slurry, as shown in Equation (2). The cumulative heat curves showed the same trend.
Replacing anhydrite with less than 20% limestone would increase the total heat release, but further
increasing the replacement rate to 40% would cause a reduced heat release due to the reduced formation
of ettringite. The cumulative hydration heat of the L-00, L-10, L-20, and L-40 during the first day was
269 J/g, 296 J/g, 264 ]J/g, and 241 ]/g, respectively. Moreover, in addition to the acceleration effect of
limestone powder, it should also be noted that a weak shoulder peak appeared in the sample of L-10,
L-20, and L-40, indicating limestone may also take part in the hydration reaction in addition to the
physical nucleating effect [27]. Martin [29] found that in the ternary systems containing CSA clinker,
anhydrite and limestone, the limestone would participate in the hydration reaction and also accelerate
the hydration reaction.

C4A3S + 2CS (anhydrite) +38H — C3A-3CS-H3; (ettringite) + 2AH; )
(a) 140 —— ) 350
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120 - o 300 4
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Figure 4. Hydration heat curves of SCGM. (a) Heat flow; (b) Cumulative heat release.

3.2. The Compressive Strength Development

Figure 5 shows the compressive strength development of SCGM with different mixture proportions.
For the sample of L-00 without limestone powder, the compressive strength for 6 h, 1 day, 3 days, 7 days,
and 28 days was 1.81 MPa, 4.65 MPa, 6.79 MPa, 8.26 MPa, and 9.73 MPa, respectively. When replacing
anhydrite with less than 20% limestone, both compressive strengths at early and later ages were
increased significantly compared with that of the L-00 sample.
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Figure 5. The compressive strength development of SCGM.
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Further increasing the replacement rate to 40%, the later compressive strength was decreased,
while the early compressive strength was still increased. Compared with L-00, the compressive
strength for 6 h, 1 day, 3 days, 7 days, and 28 days were increased by 146.41%, 84.29%, 35.54%,
22.11%, and 22.33%, respectively. The enhanced early compressive strength was mainly attributed
to the accelerated hydration of SCGM, as proved by the setting time and hydration heat results.
Moreover, the physical filler effect of limestone powder may also contribute to the compressive strength
development of SCGM [27].

3.3. Expansion Behavior of SCGM

Figure 6 shows the effects of limestone powder replacements on the expansion behavior of SCGM.
All samples showed an expansion as the curing age increased, but the expansion rate reached a plateau
after the one-day curing. When a high water to solid ratio of 1.2 was used in this work, it helped
lead to a high hydration degree of SCGM in the early ages [27]. In detail, L-00 samples showed an
expansion level of 0.35% by 1 day, and the expansion ratio of L-10 was similar to that of L-00, however,
with the replacement rate of limestone powder was increased, the expansion rate was decreased,
which is consistent with a previous research in which the expansion in CSA cements were decreased
with decreasing calcium sulfate contests [30]. Hargis and Xu [27,31] also found that the expansion of
calcium sulfoaluminate-based cementitious systems was reduced by calcite and vaterite, irrespective
of the presence of gypsum.

0.40 -
0354
0.30 ~
0.25 ~
0.20 -
0.15 ~
0.10 ~
0.05
0.00

-0.05 T T T T T
2h 1 day 3days 7days 28days

Expansion (%)

Hydration age
Figure 6. Linear expansion rate of SCGM at different ages.

3.4. Microstructure Analysis

3.4.1. Phase Assemblage of Hardened SCGM

Figure 7 shows the XRD patterns of SCGM after curing for 6 h and 28 days, and the crystalline
phases by QXRD are shown in Figure 8. From Figure 7, it was observed that there was no diffraction of
C4A3S existed in all samples, and strong diffraction peaks of ettringite appeared even after hydration
curing for 6 h. This indicated that the C4A3S mineral in CSA clinker could react with anhydrite to form
ettringite rapidly at a high water to solid ratio, as shown in Equation (2) [26]. For the samples cured for
6 h, it was also observed that with increasing the replacement rate of limestone powder, the intensity
of ettringite increased first and then decreased. The increased rate of ettringite for the sample of L-10,
L-20, L-30 and L-40 was 12.59%, 14.69%, 12.12%, and —15.38%, respectively, compared with the L-00
sample, as shown in Figure 8. This means that the limestone powder would promote the formation of
ettringite in the early ages [25,27,29,31], which explains why the limestone powder would accelerate
the hydration of SCGM and contribute to the early strength development. However, for 28-day curing,
the intensity of ettringite was decreased with the increasing replacement rate of limestone powder due
to the dilution effect of limestone powder and the reduced anhydrite amount in SCGM. The reduced
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rate of ettringite for the sample of L-10, L-20, L-30 and L-40 was 6.62%, 19.38%, 30.46%, and 45.23%,
respectively, compared with the L-00 sample, as shown in Figure 8.
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Figure 7. XRD patterns of SCGM after different curing age; (a) 6 h; (b) 28 days. (E: Ettringite; Mc:
Mono-carbonate; C: Calcite; A: Anhydrite; G: Gypsum; S: C,S; B: C4AF).
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Figure 8. Rietveld quantitative analysis of the crystalline phase in SCGM after 6 h and 28 days.

(A: Anhydrite; G: Gypsum; C: Calcite; E: Ettringite; Mc: Monocarboaluminate). Note that the

amorphous phase (mainly Al(OH); gel) is not quantified.

Moreover, it should be noted that with the increase in the replacement rate of limestone powder,
a weak peak of mono-carbonate (Mc) appeared in the samples of L-10, L-20, L-30, and L-40 for 6 h
and 28 days, and the amount of calcite was consumed, as shown in Figure 8. This could be related
to the reaction between calcite and C4A3S mineral to form Mc, as shown in Equation (3) [25]. It was
widely reported that the presence of limestone powder led to the formation of mono-carbonate,
which stabilized the ettringite and increased the total volume of hydrates products [20,21,24,32].
There were also lots of unreacted anhydrite in the L-00 sample cured for 6 h, which turned to gypsum
after further curing for 28 days. From Figure 8, it was also observed that the weight percentage of C,S
and C4AF did not change significantly in all samples, indicating that they nearly did not participate in
the hydration reaction before 28 days. These results agree with previous works [26,33-35], in which
the hydration of C,S was not observed even after 90 days of hydration due to its very low reactivity.

3C4A3S +2CaCO;3 + 72H — 2C3A-CaCO3-Hyp (Mc) + C3A-3CS-Ha, (ettringite) + 6AH3

®)
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The TGA test was also performed to reveal the phase assemblage of the hardened SCGM, and the
DTG curves of L-00, L-20 and L-40 cured for 6 h and 28 d are shown in Figure 9. The endothermic
peak around 120 °C, 180 °C, 260 °C, and 720 °C was attributed to ettringite, Mc, aluminum hydroxide
gel (AHj3), and calcite, respectively [11,34,36,37]. Similar to the XRD and QXRD results, the primary
hydrates phase assemblage was ettringite, Mc, and AHj3. In the early ages, limestone powder would
promote the formation of ettringite due to its nucleation effects. But the total amount of ettringite
formed in the later ages was reduced as increasing the replacement rate of limestone powder, which was
attributed to reduced anhydrite amount in the mixed slurry. Moreover, with the replacement rate
of limestone powder increased from 20% to 40%, the weight loss due to the decomposition of Mc
increased, indicating that more Mc was formed, which is in agreement with the XRD results.
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Figure 9. DTG curves of SCGM: (a) 6 h; (b) 28 days. (E: Ettringite; Mc: Mono-carbonate; AHj:
Aluminum hydroxide gel; C: Calcite; G: Gypsum).

3.4.2. SEM Observation

The SEM images of L-00, L-20 and L-40 cured for 6 h and 28 days are shown in Figure 10.
From Figure 10a, it was observed that lots of needle-shaped ettringite were formed, and there were
still un-hydrated C,S and anhydrite. Further cured for 28 days, more ettringite was formed, and a
denser microstructure was observed, as shown in Figure 10d. From Figure 10b,e mm more ettringite
with a higher aspect ratio could be formed in the samples of L-20 compared with L-00. Flake Mc was
also found, and the microstructure was denser.

By comparison, for the sample of L-40, ettringite and Mc were also formed, but the microstructure
was looser compared with L-00 and L-40. It was reported that the formation of ettringite was responsible
for the strength development of CSA cement [26,38,39]. Therefore, the increased ettringite amounts
and densified microstructure contributed to the hardening strength of the L-20 sample.
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Figure 10. SEM images of the hardened SCGM cured for 6 h and 28 days: (a) L-00 cured for 6 h; (b) L-20
cured for 6 h; (c) L-40 cured for 6 h; (d) L-00 cured for 28 days; (e) L-00 cured for 28 days; (f) L-00
cured for 28 days. (E: Ettringite; Mc: Mono-carbonate; AH3: Aluminum hydroxide gel; A: Anhydrite;
G: Gypsum).

3.4.3. Porosity Evolution

The porosity of L-00, L-20 and L-40 cured for 6 h and 28 days are shown in Figure 11, and the
detailed porosity is tabulated in Table 5. For the SCGM cured for 6 h, it was clearly noted that with
the replacement of anhydrite with limestone powder, the average pore diameter and total porosity of
SCGM was reduced, especially for the sample of L-20. The average pore diameter for the sample of
L-00, L-20 and L-40 cured for 6 h was 0.77428 pum, 0.46227 um and 0.51232 pm, respectively. The refined
porosity was attributed to the formation of more ettringite in the presence of limestone powder due to
its nucleation effects in the early age, as evidenced by XRD, TGA and SEM results. Further cured for
28 days, the average pore diameter and total porosity of SCGM could be further reduced.
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Figure 11. Pore structures of the hardened SCGM cured for 6 h and 28 days: (a) derivative curves of
samples cured for 6 h; (b) cumulative curves of samples cured for 6 h; (c) derivative curves of samples
cured for 28 days; (d) cumulative curves of samples cured for 28 days.

Table 5. Summary of porosity and density results of hardened SCGM cured for 6 h and 28 days.

Mix No Porosity Average Pore Diameter Total Intrusion Volume Bulk Density
’ (%) (um) (mL/g) (g/mL)
L-00-6h 31.71 0.77428 0.3659 0.8665
L-20-6h 29.78 0.46227 0.3384 0.8799
L-40-6h 34.79 0.51232 0.4203 0.8276
L-00-28d 30.29 0.52180 0.2904 1.0432
L-20-28d 29.64 0.49943 0.3127 0.9481
L-40-28d 27.23 0.50505 0.3107 0.8766

The total porosity for the samples of L-00, L-20 and L-40 cured for 28 days was 30.29%, 29.64%
and 27.23%, respectively. Also, it should be noticed that there were macropores in the L-00 samples
cured for both 6 h and 28 days. However, in the presence of limestone powder, these macropores
disappeared. This clearly confirmed the refinement of porosity by limestone powder.

More specifically, the intruded pore volume was plotted against three pore size regions as shown
in Figure 12, in which the total volume of pores was labeled. For all samples, the volume fraction of
pores between 0.1 um and 1 pm was greater than 70% of the total pores volume. These pores were
assumed to be the pores created by the intersection of ettringite crystals, as shown in Figure 10. And the
pores smaller than 0.1 um, that is, the gel pores, were not observed. This may because there were no
C-5-H gels formed in this system. Consistent with the above results, in the presence of limestone
powder, the macropores (d > 1 um) were reduced in all L-20 and L-40 samples, indicating the physical
filler effect of limestone powder.
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Figure 12. Effects of limestone replacement on intruded pores volume of hardened SCGM in terms of
pores fractions: (a) SCGM cured for 6 h; (b) SCGM cured for 28 days.

4. Conclusions

In this work, the influence of the replacement rate of anhydrite by limestone powder on the

hydration, hardening strength, expansion, and microstructure evolution of the SCGM was systematically
investigated. The main findings can be drawn as follows:

)

@)

®)

4)

)

(6)

7)

The replacement of anhydrite by limestone in slurry B would improve its flowability, shorten the
setting time, and accelerate the hydration reaction of the mixed grouting material.

Replacing anhydrite with less than 20% limestone, both the early and later compressive strengths
were increased significantly compared with that of the L-00 sample. Further increasing the
replacement rate to 40%, the later compressive strength was decreased, while the early compressive
strength was still increased.

The L-20 sample achieved the maximum compressive strength. Compared with L-00,
the compressive strength for 6 h, 1 day, 3 days, 7 days, and 28 days was increased by 146.41%,
84.29%, 35.54%, 22.11%, and 22.33%, respectively.

L-00 samples showed an expansion rate of 0.35% by 1 day, and the expansion rate of L-10 was
similar to that of L-00. However, when the replacement rate of limestone powder was further
increased, the expansion level was decreased.

The primary hydrates phase assemblage of SCGM was ettringite, Mc and AHj3. In the early ages,
limestone powder would promote the formation of ettringite due to its nucleation effects. But the
total amount of ettringite formed in the later ages was reduced as increasing the replacement rate
of limestone powder.

Enhancement of the hardening performance of SCGM by limestone powder was attributed to the
increased ettringite amount, the densified microstructure, and the refined porosity.

Moreover, the replacement rate of anhydrite by limestone powder may also affect the toughness
or fracture behavior of the SCGM [40], and the related works will be conducted in the future.

Author Contributions: Conceptualization, S.L. and H.Z.; Data curation, Y.W.; formal analysis, S.L.; funding
acquisition, X.G.; investigation, Y.W.; methodology, Y.W.; project administration, X.G.; resources, H.Z.; supervision,
X.G.; validation, Y.W.; writing—original draft, YW. and S.L.; writing—review & editing, D.X. All authors have
read and agreed to the published version of the manuscript.

Funding: This research was funded by the National Natural Science Foundation of China (No. U1905216, U1604118).

Conflicts of Interest: The authors declare no conflict of interest.

References

1.

Li, H;; Guan, X.; Zhang, X.; Ge, P; Hu, X.; Zou, D. Influence of superfine ettringite on the properties of
sulphoaluminate cement-based grouting materials. Constr. Build. Mater. 2018, 166, 723-731. [CrossRef]
Yang, Z.; Zhang, X.; Liu, X.; Guan, X.; Zhang, C.; Niu, Y. Flexible and stretchable polyurethane/waterglass
grouting material. Constr. Build. Mater. 2017, 138, 240-246. [CrossRef]


http://dx.doi.org/10.1016/j.conbuildmat.2018.02.013
http://dx.doi.org/10.1016/j.conbuildmat.2017.01.113

Materials 2020, 13, 4854 14 of 15

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

Zhang, J.; Guan, X.; Li, H;; Liu, X. Performance and hydration study of ultra-fine sulfoaluminate cement-based
double liquid grouting material. Constr. Build. Mater. 2017, 132, 262-270. [CrossRef]

Wang, Y.; Yu, J.; Wang, J.; Guan, X. Effects of Aluminum Sulfate and Quicklime/Fluorgypsum Ratio on the
Properties of Calcium Sulfoaluminate (CSA) Cement-Based Double Liquid Grouting Materials. Materials
2019, 12, 1222. [CrossRef]

Zhang, Q.; Hu, X.-M.; Wu, M.-Y,; Zhao, Y.-Y.; Yu, C. Effects of different catalysts on the structure and
properties of polyurethane/water glass grouting materials. J. Appl. Polym. Sci. 2018, 135, 46460. [CrossRef]
Yang, Z.-P.; Zhang, X.; Liu, X.; Guan, X.; Zhang, C.; Niu, Y. Polyglycerol-based organic-inorganic hybrid
adhesive with high early strength. Mater. Des. 2017, 117, 1-6. [CrossRef]

Zhang, ].; Liu, L.; Li, Q.; Peng, W.; Zhang, F.; Cao, J.; Wang, H. Development of cement-based self-stress
composite grouting material for reinforcing rock mass and engineering application. Constr. Build. Mater.
2019, 201, 314-327. [CrossRef]

Pascual-Mufioz, P.; Indacoechea-Vega, I.; Zamora-Barraza, D.; Castro-Fresno, D. Experimental analysis of
enhanced cement-sand-based geothermal grouting materials. Constr. Build. Mater. 2018, 185, 481-488.
[CrossRef]

Sha, F; Li, S.C.; Liu, R.-T.; Li, Z.; Zhang, Q. Experimental study on performance of cement-based grouts
admixed with fly ash, bentonite, superplasticizer and water glass. Constr. Build. Mater. 2018, 161, 282-291.
[CrossRef]

Pantazopoulos, I.; Markou, I.; Christodoulou, D.; Droudakis, A.; Atmatzidis, D.; Antiohos, S.; Chaniotakis, E.
Development of microfine cement grouts by pulverizing ordinary cements. Cem. Concr. Compos. 2012, 34,
593-603. [CrossRef]

Li, J.; Chang, J. Effect of crystal/amorphous ratio on mechanical properties in a C4A3$-C2S hydration system
with or without gypsum addition. Constr. Build. Mater. 2019, 208, 36—45. [CrossRef]

Chang, J.; Li, J.; Han, J.; Zhang, T. Traces of CH in a C4A3$-C2S hydration system. Constr. Build. Mater. 2019,
197, 641-651. [CrossRef]

Zhang, Y.; Chang, J.; Zhao, J.; Fang, Y. Nanostructural characterization of AI(OH); formed during the
hydration of calcium sulfoaluminate cement. J. Am. Ceram. Soc. 2018, 101, 4262-4274. [CrossRef]

Li, H.; Yang, K.; Guan, X. Effect of water-to-binder ratio on the properties of CSA cement-based grouting
materials with LiAl-LDH. Adv. Compos. Lett. 2020, 29, 2090887. [CrossRef]

Zhang, J.; Guan, X.; Wang, X.; Ma, X,; Li, Z.; Xu, Z.; Jin, B. Microstructure and Properties of Sulfoaluminate
Cement-Based Grouting Materials: Effect of Calcium Sulfate Variety. Adv. Mater. Sci. Eng. 2020, 2020, 1-8.
[CrossRef]

Guan, X,; Li, H.; Luo, S.; Liu, X.; Zhang, ]J. Influence of LiAl-layered double hydroxides with 3D micro-nano
structures on the properties of calcium sulphoaluminate cement clinker. Cem. Concr. Compos. 2016, 70, 15-23.
[CrossRef]

Li, H.; Wang, X.; Guan, X.; Zou, D. Properties of calcium sulfoaluminate cement-based grouting materials
with LiAl-layered double hydroxides slurries. Adv. Compos. Lett. 2020, 29, 2092652. [CrossRef]

Li, H.; Yang, K.; Guan, X. Properties of sulfoaluminate cement-based grouting materials modified with
LiAl-layered double hydroxides in the presence of PCE superplasticizer. Constr. Build. Mater. 2019, 226,
399-405. [CrossRef]

Li, C.; Jiang, L.; Li, S. Effect of limestone powder addition on threshold chloride concentration for steel
corrosion in reinforced concrete. Cem. Concr. Res. 2020, 131, 106018. [CrossRef]

De Weerdt, K.; Ben Haha, M.; Le Saout, G.; Kjellsen, K.; Justnes, H.; Lothenbach, B. Hydration mechanisms
of ternary Portland cements containing limestone powder and fly ash. Cem. Concr. Res. 2011, 41, 279-291.
[CrossRef]

Antoni, M.; Rossen, ].; Martirena, F.; Scrivener, K.L. Cement substitution by a combination of metakaolin and
limestone. Cem. Concr. Res. 2012, 42, 1579-1589. [CrossRef]

Matschei, T.; Lothenbach, B.; Glasser, E. The role of calcium carbonate in cement hydration. Cem. Concr. Res.
2007, 37, 551-558. [CrossRef]

Pelletier-Chaignat, L.; Winnefeld, F.; Lothenbach, B.; Miiller, C.J. Beneficial use of limestone filler with
calcium sulphoaluminate cement. Constr. Build. Mater. 2012, 26, 619-627. [CrossRef]

Lothenbach, B.; Le Saout, G.; Gallucci, E.; Scrivener, K. Influence of limestone on the hydration of Portland
cements. Cem. Concr. Res. 2008, 38, 848-860. [CrossRef]


http://dx.doi.org/10.1016/j.conbuildmat.2016.11.135
http://dx.doi.org/10.3390/ma12081222
http://dx.doi.org/10.1002/app.46460
http://dx.doi.org/10.1016/j.matdes.2016.12.069
http://dx.doi.org/10.1016/j.conbuildmat.2018.12.143
http://dx.doi.org/10.1016/j.conbuildmat.2018.07.076
http://dx.doi.org/10.1016/j.conbuildmat.2017.11.034
http://dx.doi.org/10.1016/j.cemconcomp.2012.01.009
http://dx.doi.org/10.1016/j.conbuildmat.2019.03.004
http://dx.doi.org/10.1016/j.conbuildmat.2018.11.226
http://dx.doi.org/10.1111/jace.15536
http://dx.doi.org/10.1177/2633366X20908876
http://dx.doi.org/10.1155/2020/7564108
http://dx.doi.org/10.1016/j.cemconcomp.2016.03.009
http://dx.doi.org/10.1177/2633366X20926522
http://dx.doi.org/10.1016/j.conbuildmat.2019.07.210
http://dx.doi.org/10.1016/j.cemconres.2020.106018
http://dx.doi.org/10.1016/j.cemconres.2010.11.014
http://dx.doi.org/10.1016/j.cemconres.2012.09.006
http://dx.doi.org/10.1016/j.cemconres.2006.10.013
http://dx.doi.org/10.1016/j.conbuildmat.2011.06.065
http://dx.doi.org/10.1016/j.cemconres.2008.01.002

Materials 2020, 13, 4854 15 of 15

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

Jeong, Y.; Hargis, C.W.; Chun, S.-C.; Moon, ]. Effect of Calcium Carbonate Fineness on Calcium
Sulfoaluminate-Belite Cement. Materials 2017, 10, 900. [CrossRef]

Yao, Y.; Wang, W.; Ge, Z.; Ren, C.; Yao, X.; Wu, S. Hydration study and characteristic analysis of a sulfoaluminate
high-performance cementitious material made with industrial solid wastes. Cem. Concr. Compos. 2020,
112,103687. [CrossRef]

Hargis, C.W,; Telesca, A.; Monteiro, PJ. Calcium sulfoaluminate (Ye’elimite) hydration in the presence of
gypsum, calcite, and vaterite. Cem. Concr. Res. 2014, 65, 15-20. [CrossRef]

Avet, F,; Scrivener, K. Influence of pH on the chloride binding capacity of Limestone Calcined Clay Cements
(LC3). Cem. Concr. Res. 2020, 131, 106031. [CrossRef]

Martin, L.H.; Winnefeld, E,; Miiller, C.J.; Lothenbach, B. Contribution of limestone to the hydration of calcium
sulfoaluminate cement. Cem. Concr. Compos. 2015, 62, 204-211. [CrossRef]

Chen, I.A.; Hargis, C.W.; Juenger, M.C. Understanding expansion in calcium sulfoaluminate-belite cements.
Cem. Concr. Res. 2012, 42, 51-60. [CrossRef]

Xu, J.; Chen, J.; Lu, D.; Xu, Z.; Hooton, R. Effect of dolomite powder on the hydration and properties of
calcium sulfoaluminate cements with different gypsum contents. Constr. Build. Mater. 2019, 225, 302-310.
[CrossRef]

Krishnan, S.; Emmanuel, A.C.; Bishnoi, S. Hydration and phase assemblage of ternary cements with calcined
clay and limestone. Constr. Build. Mater. 2019, 222, 64-72. [CrossRef]

Huang, Y.; Pei, Y; Qian, J.; Gao, X; Liang, J.; Duan, G.; Zhao, P; Lu, L.; Cheng, X. Bauxite free iron rich
calcium sulfoaluminate cement: Preparation, hydration and properties. Constr. Build. Mater. 2020, 249,
118774. [CrossRef]

Borstnar, M.; Daneu, N.; Dolenec, S.; Kramar, S. Phase development and hydration kinetics of belite-calcium
sulfoaluminate cements at different curing temperatures. Ceram. Int. 2020. [CrossRef]

Garcia-Maté, M.; De La Torre, A.G.; Le6n-Reina, L.; Losilla, E.R.; Aranda, M.A.; Santacruz, 1. Effect of calcium
sulfate source on the hydration of calcium sulfoaluminate eco-cement. Cem. Concr. Compos. 2015, 55, 53-61.
[CrossRef]

Wang, L.; Chen, L.; Provis, J.L.; Tsang, D.C.; Poon, C.S. Accelerated carbonation of reactive MgO and Portland
cement blends under flowing CO, gas. Cem. Concr. Compos. 2020, 106, 103489. [CrossRef]

Zhan, B.J.; Xuan, D.X; Poon, C.S,; Shi, C.J.; Jian, Z.B.; Xing, X.D.; Poon, C.-S.; Jun, S.C. Mechanism for rapid
hardening of cement pastes under coupled CO,-water curing regime. Cem. Concr. Compos. 2019, 97, 78-88.
[CrossRef]

Gao, D.; Meng, Y.; Yang, L.; Tang, J.; Lv, M. Effect of ground granulated blast furnace slag on the properties
of calcium sulfoaluminate cement. Constr. Build. Mater. 2019, 227, 116665. [CrossRef]

Li, P; Ma, Z.; Zhang, Z.; Li, X.; Lu, X.; Hou, P; Du, P. Effect of Gypsum on Hydration and Hardening
Properties of Alite Modified Calcium Sulfoaluminate Cement. Materials 2019, 12, 3131. [CrossRef]

De Domenico, D.; Faleschini, F.; Pellegrino, C.; Ricciardi, G. Structural behavior of RC beams containing EAF
slag as recycled aggregate: Numerical versus experimental results. Constr. Build. Mater. 2018, 171, 321-337.
[CrossRef]

Publisher’s Note: MDPI stays neutral with regard to jurisdictional claims in published maps and institutional
affiliations.

@ © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.3390/ma10080900
http://dx.doi.org/10.1016/j.cemconcomp.2020.103687
http://dx.doi.org/10.1016/j.cemconres.2014.07.004
http://dx.doi.org/10.1016/j.cemconres.2020.106031
http://dx.doi.org/10.1016/j.cemconcomp.2015.07.005
http://dx.doi.org/10.1016/j.cemconres.2011.07.010
http://dx.doi.org/10.1016/j.conbuildmat.2019.07.050
http://dx.doi.org/10.1016/j.conbuildmat.2019.06.123
http://dx.doi.org/10.1016/j.conbuildmat.2020.118774
http://dx.doi.org/10.1016/j.ceramint.2020.05.029
http://dx.doi.org/10.1016/j.cemconcomp.2014.08.003
http://dx.doi.org/10.1016/j.cemconcomp.2019.103489
http://dx.doi.org/10.1016/j.cemconcomp.2018.12.021
http://dx.doi.org/10.1016/j.conbuildmat.2019.08.046
http://dx.doi.org/10.3390/ma12193131
http://dx.doi.org/10.1016/j.conbuildmat.2018.03.128
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Experimental 
	Raw Materials 
	Mixture Proportion of SCGM 
	Test Methods 
	Flowability and Setting Time Test 
	Hydration Heat Test 
	The Compressive Strength of Hardened SCGM 
	Expansion and Shrinkage Test 
	Microstructure Analyses 


	Results and Discussion 
	Fresh Properties of SCGM 
	Flowability of Slurry A and Slurry B 
	Setting Time 
	Heat of Hydration 

	The Compressive Strength Development 
	Expansion Behavior of SCGM 
	Microstructure Analysis 
	Phase Assemblage of Hardened SCGM 
	SEM Observation 
	Porosity Evolution 


	Conclusions 
	References

