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Abstract: Soda residue (SR), an industrial solid waste, pollutes the environment due to its high
alkalinity and chloride ion content. SR can be used as an alkali activator of ground granulated
blast furnace slag (GGBFS). This study investigated the effects of four types of SR-activated GGBFS
cementitious materials (pastes) with different mass ratios of SR to GGBFS (8:92, 16:84, 24:76, 34:68)
on the physical properties, mechanical strength, and chloride binding capacity. The hydration
mechanism of the pastes was also studied. Results showed that with the increasing addition of SR,
the density of the pastes decreased, and more white aggregates of SR appeared causing the increase
of water absorption and porosity of the pastes. The pastes with 16% SR addition had the maximum
compressive strength (34.1 MPa, 28 d), so the optimum proportion of SR addition in the pastes was
16%. With the increases of SR addition, the amount of chloride element in the initial pastes increases.
When the proportion of SR addition is 8%, the mass percentage of free chloride ion in the pastes at
28 d is 0.13%. The main hydration products of the pastes were C-S-H gels, ettringite, and Friedel’s
salt, and the amount of ettringite varied with the amount of SR addition and curing time.

Keywords: soda residue; ground granulated blast furnace slag; alkali activation; microstructure;
hydration products; chloride binding; cement paste

1. Introduction

Soda ash (NayCOs, also called sodium carbonate) is an important chemical raw
material widely used in the chemical industry. The Solvay process, developed into its
modern form by Ernest Solvay during the 1860s, generates more than 60% of the soda ash
in China [1]. It produces Nay,CO3 from brine (as a source of NaCl) and from limestone (as a
source of CaCO3) [2,3]. The overall process is shown in Equation (1). The Solvay process
produces solid waste, mainly including soluble matter (CaCl,, NaCl) and suspended matter
(CaCO3, CaSO4, Ca(OH)z, SiOZ, and A1203) [4]

2NaCl + CaCO;3 — NayCO;3 + CaCl, )

China produced at least 4.72 million tons of soda residue (SR) in 2018 [5], which
was mainly discharged into landfills or the sea. With the increase of soda ash production
capacity, the discharge of SR is increasing. The storage capacity of landfills is becoming
smaller and smaller, and the maintenance cost of landfills higher and higher. Besides, if SR
cannot be utilized effectively and in a timely way, it will occupy a large amount of land (In
China, more than 15 km? of land was occupied) [6]. In addition, the SR leaching pollutes
the soil and groundwater [7]. The air-dried SR produces blowing dust due to the wind [6].
These all represent hazards to the ecological environment [8].
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Several studies have been carried out to utilize SR for neutralizing acidic soil [3],
stabilizing heavy metals [9] and soft clay [10,11], producing cement [12], synthesizing
geopolymers [13,14], and preparing ceramics [15]. However, the effective utilization rate of
SR is less than 5% [16], thus it is worthwhile to investigate the comprehensive utilization of
SR so as to benefit the environment and the economy.

In recent years, the cement industry is facing challenges such as increasing energy
supply costs, requirements to reduce CO, emissions [17], and lack of a sufficient supply
of raw materials [18]. Simultaneously, the utilization of alkaline waste (especially those
coming from the chemical industry, such as carbide slag, desulphurization gypsum, and SR)
as alkali activators has become an important area of research in many laboratories. Alkaline
waste can be used to synthesize inexpensive and eco-friendly cement-like construction
materials. SR mainly contains CaCOj3, CaSO4, Ca(OH),, CaCl,, and NaCl, and its pH
value is 10 to 12. Therefore, it is likely to become a useful material in civil engineering.
Wang et al. [7] added SR to cement raw material to synthesize cement clinker, and the
compressive strength of the produced cement was 53.1 MPa at 28 d, but its freezing-thawing
resistance was weak. Zhao et al. [13,16] prepared the polymer with SR, fly ash and different
alkaline activators (NaOH, Na,SiO3, Ca (OH),, one or more of them), and analyzed the
effects of SR particles and curing temperature on the strength of the geopolymer. According
to their study, the 28 d compressive strength of NaOH-activated SR (20%) and fly ash (80%)
based geopolymer was only 33% of the 150 d, mainly due to the slow hydration reaction
of fly ash. Yang et al. [19] studied the performance of concrete using SR as a mineral
admixture and found that the original SR and the washed SR caused steel corrosion due
to high chloride ion content; only the SR with 0.30% chloride content could be used as
mineral admixtures. Therefore, to utilize SR in the civil engineering field, the solidification
of chloride ion is essential.

Ground granulated blast furnace slag (GGBEFS) is a by-product material of iron, and its
main chemical components are CaO, SiO», and Al,O3 [20,21]. GGBEFS, usually classified as
a latent hydraulic material, acts only as activation materials [18,20]. Numerous studies have
been testified that GGBFS can partly replace ordinary Portland cement (OPC) for saving
energy and reducing carbon dioxide (CO;) emission [22,23]. It is worth noting that cement-
based mortars made of GGBFS have a weak carbonation resistance [24,25], so a minimum
wet curing time of seven days is needed [24]. Besides, GGBFS can combine with alkaline
activators (CaO, Ca(OH),, NaOH, KOH, Na,SiO3-nH,0, and K,SiO3-nH,0O, one or more
of them) to form alkali-activated GGBFS (AAS) to fully replace cement [5,23]. GGBFS has
been considered an environmentally friendly material. AAS has excellent properties (early
and high mechanical strengths [26], low hydration heat [27], durability [12], resistance to
chemical attack [28] and freeze-thaw cycles [26]).

It is commonly believed that GGBFS can consume Ca(OH), through the hydration
of cement. Studies also show that the addition of CaO or Ca(OH), can accelerate the
hydration of GGBFS [29,30]. High pH value is the main factor to promote the hydration
of GGBEFS. The main hydration products of Ca(OH),-activated GGBFS cementitious mate-
rials are CSH (xCaO-ySiO,-nH,0) and CAH (xCaO-yAl,O3-nH,0) [29,31]. Additionally,
the hydration products of Ca(OH); activated GGBFS binder (mass ratio of Ca(OH); to
GGBFS is 6.5:93.5) vary with the curing time. With the increase of curing time, Ca(OH),
is consumed in hydration, and carbonation takes place in the binder to form calcium
carbonates [32]. As shown in Equation (2) [33] and Equation (3) [34], when chloride or
sulfate is present in the environment, GGBFS has an excellent binding ability with sulfate
and chloride to form ettringite (AFt, 3CaO-Al,O3-3CaS0O4-32H;0) and Friedel’s salt (Fs,
3Ca0-Al,03-CaCl,-10H,0) [10,35-37], respectively:

3Ca0 + Al O3 + 3CaSOy4 + 32H,0 — 3Ca0-Al,03-3CaS0O4-32H,0 2)

3Ca0 + Al,O3 + CaCl, + 10H,0O — 3Ca0O-Al,O3-CaCl,-10H,O 3)
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The high chloride and sulfate binding capacity of AAS may be due to the high
alumina content in slag, resulting in the formation of Fs and Aft, respectively. Numerous
studies [35,38—40] have been carried out on the properties and products of cement-based
materials under chloride, sulfate, or chloride-sulfate corrosion. What is more, related
researches mainly focus on the erosion of exosmotic ions, while few researches were carried
out on the mechanism of product transformation in cement mixed with chloride and
sulfate. Zang et al. [41] investigated the interaction between chloride ion (3.5%) and sulfate
ion (0.5%) in cement binders. They found chloride ion could restrain the generation of
ettringite, resulting in the conversion from AFt to Fs and increase of chemically bound
chloride ion.

This study attempts to utilize SR and GGBFS to prepare SR-activated GGBFS cementi-
tious materials (pastes). Four kinds of pastes with different mass ratios of SR to GGBFS
(8:92, 16:84, 24:76, 34:68) were prepared. Density, water absorption, porosity, compressive
strength, and flexural strength of the pastes were measured to determine the proper propor-
tion of SR in the pastes. X-ray diffraction (XRD), fourier transform infrared spectroscopy
(FTIR), and scanning electron microscopy and x-ray energy spectrometer (SEM-EDS) were
applied to investigate the micro-characteristics of the pastes. Finally, the hydration mecha-
nism of the pastes was studied. The utilization of waste (SR) and byproducts (GGBFS) can
help reduce waste and relieve environmental pressure.

2. Materials and Methods
2.1. Materials

Raw materials for the preparation of the pastes are SR and GGBFS. Physical and
chemical properties of SR and GGBFS determine properties and hydration products of the
pastes. In this experiment, SR was industrial waste from Tangshan Sanyou Chemical In-
dustries Company Limited (Tangshan, Hebei Province, China). GGBFS was obtained from
Tangshan Xinrong Slag Powder Company Limited (Tangshan, Hebei Province, China) [5].
Chemical compositions and physical properties of SR and GGBFS are listed in Table 1.

Table 1. Chemical compositions (wt.%) and physical properties of SR and GGBFS [5].

Components SR Components GGBFS
CaCOs3 39.6 CaO 414
CaCl, 13.4 510, 28.1
Ca(OH)z 11.2 A1203 14.8
CaSOy4 9.8 MgO 9.5
MgO 7.0 Fe203 14
SiO; 6.5 TiO, 1.1
NaCl 6.0 Na,O 0.6
Al,O5 2.0 KO 0.6
Others 45 Others 2.5
Physical Properties SR - GGBFS
Color grayish - white
BET surface area (m?/g) 409 - 450
Specific gravity 225 - 2.87

In this experiment, the raw SR was firstly dried (105 £ 5 °C) and then ground to
pass through a 200 mesh sieve. Then it was immersed in water (mass ratio of SR to water
is 1:100) and stirred for 3 min (285 £ 10 rpm). Next, the mixture was filtered with filter
paper to obtain supernatant and precipitate. After that, they were dried respectively to a
constant weight, and tested by XRD (Rigaku, Tokyo, Japan). The phases of supernatant,
precipitate, and SR are shown in Figure 1. The main phases of upernatant are calcium
chloride, bassanite, gypsum, calcium hydroxide, halite and calcite. The main phase of
precipitate is calcite. However, no characteristic peaks of calcium hydroxide and calcium
chloride can be found in the XRD patterns of SR.
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Figure 1. XRD patents of supernatant (SRT), precipitation (SR]), and SR.

SR was mixed with water in mass ratios of 1:10 to 1:400. The pH value and chloride
ion concentration of its supernatant were tested. As Figure 2 shows, the average dissolution
rate of chloride and pH value vary with the mass ratio of water to SR. As mass ratio of
water to SR increases, the dissolution rate of chloride ion rises. When mass ratio of water
to SR is 50:1, the dissolution rate of chloride ion is 77.7%. When the mass ratio of water to
SR reaches 300:1, dissolution rate of chloride ion is 100%, indicating that a large amount of
water is needed to dissolve all the chloride ion in the SR. The pH value firstly increases and
then decreases. The maximum pH value of supernatant is 12.04 when water to SR mass
ratio is 40:1. The solution of SR is still in a high alkaline environment (pH value > 11.4)
when the mass ratio of water to SR is 400:1.
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Figure 2. Dissolution rate of chloride (black) and pH value (blue) with different mass ratio of water
to SR.

Scanning electron microscopy (SEM) images of the raw SR and the stirred SR are
shown in Figure 3. As Figure 3a shows, the raw SR has a rough and honeycomb-like
structure, with many large pores, and the particles are cemented together by aragonite and
gypsum. As Figure 3b shows, aggregates with a diameter of about 10 pm can be seen after
stirring for 3 min (285 &+ 10 rpm), and spherical calcium carbonate can be observed. This
indicates that mechanical force can break the raw SR into small aggregates, which may fill
in the pores between the particles.
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Figure 3. SEM images of SR: (a) the raw SR and (b) the stirred SR.

2.2. Preparation of Specimens

In this study, four kinds of SR-activated GGBEFS pastes, SG1, SG2, SG3, and SG4, were
synthesized, in which the mass ratios of SR to GGBFS were 8:92, 16:84, 24:76, and 32:68,
respectively. These ratios were selected based on a preliminary test [5]. The water to
powders (SR and GGBFS) mass ratio was 0.5. SR and GGBFS powders were firstly well
mixed for 3 min, and then water was added and mixed for another 3 min. After that, the
homogenized paste was molded into prismatic molds (40 mm x 40 mm X 160 mm) with
two layers based on GB/T 17671-1999 (ISO) standard (China) [42]. Each layer was vibrated
for 1 min to remove entrained air. The prepared specimens with molds were then placed in
sealed plastic bags, cured in a chamber at 25 + 3 °C and 95 £ 5% RH (relative humidity).
After 1 d of curing, the demoulded specimens continued to be sealed and cured in the
chamber until testing at 3, 7 and 28 d. After the compressive strength test, the fragments of
hardened pastes were ground and immersed in ethanol for 8 h, and then vacuum dried at
50 °C for 24 h to interrupt the hydration.

2.3. Testing and Characterization
2.3.1. Chemical Compositions

The mass percentage of CaCOj3 in SR was measured by the gravimetric method. First,
SR was dried (105 £ 5 °C) to a constant weight and weighed (A) in a flask (2 L, weight B).
Then, excess HC1 (0.1 mol/L, weighed C) was added slowly to the volumetric flask until
all the SR was dissolved. Next, the flask and the solution in it were weighed (weight D).
The mass percentage of CaCOs3 in SR (Cc) was calculated by Equation (4):

(A+B+C—D) x 100

Cc = T x 100% )

where 44 and 100 are molar mass (g/mol) of CO, and CaCOs3, respectively. The mass
percentage of chloride element in SR was measured by PXSJ-216F ion meter (Shanghai
Yidian Science Instrument Company Limited, Shanghai, China) [43]. Na, Mg, Al Si, S,
and Ca elements in SR were measured by X-ray fluorescence (XRF)(Rigaku, Tokyo, Japan).
Na, Mg, Al, Si, S, K, Ca, Ti, and Fe elements in GGBFS were measured by XRE. Finally,
compositions of SR and GGBFS were calculated by element conservation method.

2.3.2. Density, Water Absorption and Porosity

According to the ASTM C20-2000(2005) standard [44], the physical properties (density,
water absorption, and porosity) of the pastes were tested. First, the 28 d-cured specimens
were dried under 105 £ 5 °C for 24 h, and then cooled in a dryer to 25 + 1 °C, and weighed
(weight A). Second, the dried specimens were immersed in water (21 £ 1 °C) for 48 h,
the surface of the specimens was wiped with a damp cloth, and then the specimens were
weighed (weight B). Third, the soaked specimens were put into boiling water, and boiled
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for 5 h, and then naturally cooled to 25 + 1 °C, wiped, weighed (weight C). Last, the boiled
specimens in water were weighed (weight D). Apparent density (o), water absorption
(W), and porosity (P) were calculated by Equations (5)—(7), respectively, where pgpp0 is the
density of water:

A

pZiA—D XszO (5)

w=?b ;A x 100% (6)
C—A .

P = c—5 x100% 7)

2.3.3. Compressive and Flexural Strength

Compressive and flexural Strength of specimens were measured on a model YAW-300
machine (Shanghai Suns Machinery Manufacturing Co., Ltd., Shanghai, China) with 50
and 2400 N/s loading rate, respectively [5]. Average values of compressive and flexural
strength were measured from twelve and six specimens, respectively.

2.3.4. Phase Evolution

XRD, SEM-EDS, and FTIR were used to analyze the phases and the hydration products
of SR and the pastes. The XRD data were collected on a Rigaku D/Max-2500 X-ray
diffractometer (Akishima, Tokyo, Japan) with CuK« radiation generated at 40 kV and
150 mA. The measurements were made from 5° to 60° at 4°/min. The microstructure
of SR was carried out by SEM (Quanta FEG450, Hillsboro, OR, USA) at 20 kV, 1000 x.
Morphology observation and chemical analysis of the pastes were carried out by SEM-EDS
(Quanta JEOL JSM-7610FPlus, Rigaku, Tokyo, Japan). SEM images were taken at 1~5 kV
(depending on the electrical conductivity of the material), 10,000, and EDS at a 20 kV
accelerating voltage. Characteristics of the bonds were analyzed by FTIR (Tensor 27, Bruker,
Karlsruhe, Germany) with the wavenumber ranging from 400 to 4000 cm 1.

2.3.5. Dissolution of Chloride Ion

The dried sample (20 g) and deionized water (200 mL) were mixed in a triangular flask,
vibrated for 2 min, and soaked for 24 h. After that, 20 mL chloride ion protector (0.1 mol/L
KNOs3) were added to 20 mL filtrate taken from the mixture. The pH value [45] and the
chloride ion concentration (C1) was tested immediately with PXSJ-216F ion meter [43].
When the total chloride ion content (C) was measured, 200 mL deionized water in the
above experiment was replaced with HNOj3 (2 mol/L). The chloride binding rate (Ps) was
calculated by Equation (8):

C1
P, = — x 100% (8)
C
3. Results and Discussion

3.1. Physical Properties of the Pastes

The measured results of density and water absorption of the pastes at 28 d are shown
in Figure 4. Density of the pastes decreases with the increasing proportions of SR addition.
This result agrees with the study of Zhao et al. [13]. The decrease of the density is mainly
due to the increasing addition of SR, as the density of raw SR and GGBFS are 2.252 and
2.873 g/cm?, respectively. The water absorption of the pastes rises with the increasing SR
addition. Previous research [5] indicated that SR had strong water absorption. Additionally,
Figure 3 shows that many pores exist in SR. These are some of the reasons why water
absorption of the pastes increases with the increase of SR addition.
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Figure 4. Density (black) and water absorption (blue) of the pastes at 28 d.

Figure 5 shows the porosity of the pastes and fracture surfaces (40 mm x 40 mm)
after flexural tests at 28 d. It can be seen that the porosity of the pastes increases with the
increasing proportion of SR addition (Figure 5a). Compared with SG1, the porosity of SG2
increases only by 0.18% when the SR addition increases by 8%. However, with the increase
of SR addition, the porosity increases significantly. Compared with SG3, the porosity of SG4
increases by 2.16%. It can also be seen from the fracture surfaces of SG1, SG2, SG3, and 5G4
(Figure 5b) that with the increasing addition of SR, larger pores and white aggregates of SR
appear in SG3 and SG4. It indicates that small proportion of SR addition makes the pastes
much denser as CaCOjz in SR can fill the pores, whereas large proportion of SR can easily
lead to aggregates and uneven distribution in the pastes, causing the increase in porosity
and water absorption. What is more, pores bigger than 200 nm in cementitious materials
are much harm pores and have been considered as one of the main factors influencing
strength [23]. Therefore, high porosity and visible pores in SG3 and SG4 may weaken the
mechanical properties of the pastes.

53.6

53.2

- -@- - Porosity

2.16%

SG2 SG3 SG4

(a) (b)

Figure 5. Porosity (a) and fracture surfaces (b) of the pastes at 28 d.

3.2. Mechanical Properties of the Pastes

On the basis of the previous research [5], the test data values of compressive and flexu-
ral strength increased. The average measured results of compressive strength (3, 7, and 28 d)
and flexural strength (28 d) of the pastes are given in Figure 6. The compressive strength
of the pastes increases with SR proportion rising from 8 to 32% at 3 d. However, with the
increase of SR addition, the compressive strength (7 d and 28 d) and the flexural strength
(28 d) firstly increases and then decreases. The maximum compressive strength (34.1 MPa)
and flexural strength (6.9 MPa) occur when the weight ratio of SR to GGBFS is 16:84, at



Materials 2021, 14, 2883

8 of 16

28 d. Therefore, the optimum proportion of SR addition is 16% in the pastes. The decline
of mechanical strength may due to high porosity and water absorption of the pastes (the
proportion of SR addition: 24-32%), and aggregate and uneven distribution of SR in the
pastes (Figure 5). This indicates that more than 16% SR addition will lead to low strength of
the pastes. It can also be seen from Figure 6, compressive strength of all the pastes increases
with the increase of curing time. A study by Sanjuan et al. [24] showed that the compressive
strength of cement with different proportions of GGFBS addition at 2 d can reach 25-65%
(also depending on the kinds of cements) of that at 28 d. Additionally, no matter what the
ratio of SR to GGBEFS is, the early compressive strength (3d, 7d) of the pastes is far lower
than that at 28 d. The slow speed of the Ca®* ions dissolution from GGBFS [46], and CaCO;
in SR are the main reasons for the low early compressive strength [5].

H 03d07d028d 19

2 30} " =

T o
k= LE L)
2255 Al s < 16 ¢
2 Az N s
@ 20+ N <
2 7] [, g
G 15h 2m 14 2
8 .
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"o dl :
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Pastes

Figure 6. Compressive strength (left) and flexural strength (right) of the pastes.

3.3. Characterization of Hydration Products
3.3.1. XRD Patterns

XRD can judge the changes of the hydration products before and after the reaction
of the pastes. The hydration products of the pastes are diverse depending on proportion
of SR addition and curing time. Figure 7 shows the XRD patterns of raw materials (SR,
GGBFS), SG2 at different curing times (3, 7, 14, 21, and 28 d), and SG1-SG4 at 7 and 28 d.

As Figure 7a shows, with curing time increasing from 3 to 28 d, the reflections of
the hydration products of SG2 show regular changes. At 3 d, the hydration products
are AFt (20 = 9.247, 16.118, 19.116, 23.197), Fs (26 = 10.913, 23.530, 31.441) and C-S-H
gels (20 = 26.778, 29.526). Besides, the reflections of calcite (20 = 29.526, 39.561, 43.392,
47.598, 48.597, 57.550), basanite (20 = 31.816, 41.301) and halite (26 = 45.557) also can be
seen. Studies [11,41,47] showed that the OH™ ion (released from SR) could break Al-O-Si,
Si-O-Si, Al-O-Al and Ca-O bonds of GGBFS, causing GGBFS to release [SiO4]*~, [AlO4]°~,
Ca?*, Ca(OH)* and Ca(H,O)OH™ ions, which react with Ca%*, [SO4]*>~, Cl~ and OH™ ions
released from SR, and form AFt, Fs and C-S-H gels. As is shown in Figure 7a, during the
whole curing time, the characteristic reflections of Fs and C-S-H gels always exist and
gradually increase, and become sharper at 28 d.

It is worth noting that with the increase of curing time, the characteristic reflections
of gypsum, basanite and halite gradually decrease and then disappear at 14 d, which
indicates that gypsum, basanite and halite are fully consumed at this time. Additionally,
characteristic reflections strength of AFt first increases and then decreases from 3 to 14 d,
with its maximum at 7 d. The characteristic reflections of AFt can hardly be seen at
21 and 28 d, indicating that the amount of ettringite is low in SG2. This corresponds with a
previous study [12], in which 6% gypsum was added to the alinite cement (SR is one of
the raw materials of synthetic cement). He et al. [10] prepared clay samples solidified with
SR and GGBFS and soaked them in NaCl (30 g/L) and NaCl (30 g/L) + MgSOy (15 g/L)
solution, respectively, finding that when the samples were cured or soaked for 28 d, AFt
was not prominent.
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Figure 7. XRD patterns of (a) SR, GGBFS and SG2 at 3, 7, 14, 21 and 28 d; (b) SG1-5G4 at 7 and 28 d (B, Bassanite; CSH,
Calcium Silicate Hydrates; C, Calcite; Cc-Calcium Chloride; E, Ettringite; F, Friedel’s Salt; G, Gypsum; H, halite).

As shown in Figure 7b, with the increase of SR addition, no new hydration products
are generated at 7 d. The characteristic reflections of AFt, Fs and C-S-H gels become
stronger. Bassanite and halite, not fully involved in the hydration reaction, still exist.
At 28 d, little characteristic reflections of AFt can be found in all pastes. In comparison,
basanite and halite still exist in SG3 and SG4, which mainly because with the increase of
SR addition, the amount of [SO4]*>~ and Cl~ ions in the pastes increases, and beyond the
ability of the pastes to bind [SO4]*>~ and Cl~ ions.

3.3.2. FTIR Spectra

FTIR spectra (400-4000 cm ') of raw materials (SR and GGBFS) and SG2 at different
curing times (3, 7, 14, 21, and 28 d) are presented in Figure 8. As shown in Figure §,
in all the tested pastes, broad bands appear around 3431-3452 cm ! due to stretching
vibrations of -OH and H-O-H bonds [48]. Meanwhile, the peak at 1650 cm ™! corresponds
to the in-plane bending vibration of the H-O-H bonds [48,49]. According to the analysis of
Sections 2.1 and 3.3.1, SR contains Ca(OH),, CaCl,-H,O, CaSO4-2H,0, and CaSOy-0.5H,0,
leading to the appearance of -OH and H-O-H bonds in the SR. -OH bonds in SG2 are due
to the hydration products, AFm (calcium monosulfoaluminate), AFt, Fs, and C-S5-H gels.

The O—-C-O stretching vibrational bands of SG2 are found around 1429-1454 em 1 [48,50]
and at 874 cm 1 [51] at all curing times. SG2 was cured in sealed plastic bags, so [CO;1%
was from raw materials, SR and GGBFS.

The O-5-O asymmetric stretching vibrations bands at 1153, 1095, 660 and 600 cm 1 [52]
can be clearly seen in SR due to CaSO4-2H;0O and CaSO4-0.5H,0 in SR, whereas the O-5-O
bond in SG2 is almost invisible in all hydration ages (3, 7, 14, 21, and 28 d), indicating
that the amount of AFt in SG2 is low at these hydration ages, which is consistent with the
results of XRD analysis.
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Figure 8. FTIR spectra of SR, GGBFS and SG2 at different curing times (3, 7, 14, 21, and 28 d).

With the increase of curing time, the stretching band Si~O in GGBFS at 970 cm !
moves to higher frequency among 978-983 cm !, indicating that the polymerization of
Si-O bond occurs. Additionally, the broad bands appearing around 457447 cm ! are due
to O-Si-O bending modes of 5iOy tetrahedra of the GGBFS [22], indicating the existence of
unreacted GGBEFS in the pastes.

3.3.3. SEM-EDS Analyses

Figure 9 shows SEM images of SG2 at different curing time (3, 7, 14, 21 and 28 d) and
of SG1-5G4, at 28 d. In SG2, the irregular GGBFS particles with clear edges are found at
3 d (Figure 9a). Small amounts of needle-like AFt and honeycomb-like C-5-H gels can be
seen, and these hydration products either fill the pores or adhere to GGBEFS surface. As the
curing time increases to 7 d (Figure 9b), AFt increases, and lots of AFt fills the space among
the particles. AFt in SG2 cured for 14, 21 and 28 d (Figure 9¢,d,f) is obviously less than that
in SG2 cured for 7 d, and most of it is coated with hydrated gels. The longer the curing
time (from 7 to 28 d) is, the less AFt is in SG2, and the more C-S-H gels are filled in the
pores and adheres to the particles. When the curing time increases to 28 d, a large amount
of hydrated gels makes the structure of SG2 denser. As can be observed in Figure 9e-h,
pore microstructure and the amount of AFt change with the variation of SR addition at 28 d.
With the increase of the SR addition, the amount of AFt increases. This phenomenon may
be attributed to the fact that with more SR addition, more CaSQO, exists, which increases
the production of AFt. In Figure 9h (5G4), large amounts of AFt are attached to the surface
of unreacted GGBFS particles to hinder the hydration of GGBFS, which may be another
reason for the low strength of SG4. SEM analysis of the changes of AFt in the pastes is
coincident with the XRD results (Figure 7).

With the coexisting phenomenon of the hydration products, AFt, AFm, and Fs in
the cementitious materials, competition coexisted between C1~ and [SO4]% ions present
in the solution [47,53,54]. The changes of the amount of ettringite in SG2 at different
hydration age (3, 7, 14, 21, and 28 d) were further analyzed by SEM-EDS. EDS spots of
Al, 5, and CI elements in the hydration products are shown in the Al-S-Cl equivalent
ternary diagram (Figure 10). Molar ratio of Cl1/Al in Fs (3CaO-Al,O3-CaCl,-10H,0) is 1:1.
Molar ratio of S/ Al in AFm (3Ca0O-Al,03-CaSO4-12H,0) is 1:2. Molar ratio of S/ Al in AFt
(3Ca0-Al,03-3CaS04-32H;0) is 3:2. Based on that, spots of Fs, AFm and AFt are illustrated
in Figure 9. As shown in Figure 9, the amount of S element in SG2 rises to the direction of
AFt from the curing time of 3 d to 7 d, whereas as the curing time continues to increase, it
moves the direction of AFm. As can be seen in Figure 7a, the reflections of ettringite phases
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have the same phenomenon. It may because with the hydration reaction, a large number
of calcium and aluminum phases lead to the transformation of AFt to AFm. It is worth
noting that the amount of Cl element in SG2 rises in all curing times. It suggests that at
the initial stage of hydration reaction, the hydration products of AFt, AFm and Fs coexist.
As the reaction progresses, more and more calcium and aluminum phases are dissolved
from GGBFS, resulting in the transformation of AFt to AFm. C1™ ion in the solution further
reacts with AFm to generate Fs. It is consistent with the results of XRD analysis.

Figure 9. SEM images of pastes: (a) SG2, 3 d; (b) SG2, 7 d; (c) SG2, 14 d; (d) SG2, 21 d; (e) SG1, 28 d; (f) SG2, 28 d; (g) SG3,

28 d; (h) SG4, 28 d.
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Figure 10. Equivalent ternary diagram of Al, S, and Cl elements in the hydration products of SG2 at
3,7,14,21,and 28 d.

3.4. Chloride Binding of the Pastes

Studies showed that chloride ingress and binding in concrete were significant factors
in the corrosion of steel in reinforced concrete structures and elements [28]. Chloride ion
was mainly found in the pore solution of concrete and the binding chloride in hydration
gels [55]. Additionally, the free chloride in the pore solution is the main reason for the
corrosion of steel. Therefore, free chloride ion in the SR-activated GGBFS pastes is of
great significance to its application in civil engineering. It was proved that GGBFS had an
excellent ability to bind chloride ion due to the high aluminate levels present in GGBFS [56].

Figure 11a shows the chloride binding rate of the SR-activated GGBFS pastes with
different SR addition at different curing times. It can be seen that about 81.62% chloride
ion has been bound in SG2 at 3 d. As the curing time increases, the chloride binding rate
increases linearly from 3 to 14 d, whereas the chloride binding rate increases sharply after
14 d. At 28 d, the chloride binding rate is as high as 87.80%. It indicates that with the
hydration reaction proceeding, more chloride ion is solidified by hydration products of
the pastes. Chloride binding rate of SG1, SG2, SG3, and SG4 rises with the increase of
curing time. At 28 d, the chloride binding rate of the pastes decreases from 91.90% (5G1) to
89.80% (SG4). According to the Chinese National Standard GB 175-2007 [57], C1™ in cement
should be less than 0.06%. As shown in Figure 11b, the mass percentage of free chloride
ion in the pastes at 28 d reveals a rising trend with the increase of SR addition. One reason
is that although the hydration reaction lasts for 28 d, free chloride ion may still exist in the
SR, as discussed in Section 2.1. Another reason is that with the increases of SR addition,
the amount of chloride element in the initial pastes increases, which exceeds the binding
capacity of hydration products. When the proportion of SR addition is 8%, the mass
percentage of free chloride ion is 0.13%, which is much higher than the requirements of
the specification (blow 0.06%). Therefore, utilizing the pastes instead of cement to prepare
reinforced concrete may corrode the steel. Ma, ]. et al. [6] utilized SR, fly ash, lime, sand and
rubble to prepare soda residue soil for geotechnical engineering, and the subgrade bearing
capacity and deformation modulus of the soil in field tests were more than 210 kPa and
34.48 MPa, respectively. Zhao et al. [14] utilized SR, fly ash and sodium silicate solution
to prepare fly ash-based geopolymer pastes for goaf backfill. Xu, D. et al. [58] used SR,
GGBFS, steel slag, and flue gas desulfurization gypsum as cementitious materials, and
waste iron ore tailings as aggregates to synthesis clinker-free concretes. They suggested
that a reinforcement rust inhibitor was indispensable to avoid the steel corrosion in the
concretes. Therefore, SR activated GGBFS cementitious materials can be used to replace
cement in the field of civil engineering without reinforcement.
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Figure 11. (a) Chloride binding rate of the pastes with different SR addition at different curing times; (b) Weight percentage
of free chloride ion in the pastes.

3.5. Hydration Mechanism

Schematic diagram of the hydration mechanism of the pastes is described in Figure 12.
During the first stage of hydration, a part of the SR substances dissolves in aqueous solution,
releasing Na™, Ca%*, OH™, [SO4]*, and Cl~ ions. In the second stage, under the strong
action of OH™ ions (pH value ~ 12), the “protective film” on the surface of GGBFS begins
to be decomposed and releases calcium-rich, silica-rich, and aluminum-rich phases into
the solution. In the third stage, Ca®* ions in the solution combine with the silica-rich phase
to form C-S-H gels, which can be expressed by the Equation (9). As the aluminum-rich
phase of GGBFS is released slowly, a large amount of [SO4]>~ and Cl~ ions in the solution
reacts with it immediately to generate AFt, as shown in Equation (2), and Fs, as shown in
Equations (3) and (10), respectively. In the fourth stage, as the hydration reaction continues,
GGBEFS is further decomposed, more aluminum-rich phase is dissolved in the solution, and
[SO4]?~ ions relatively decreases.

Pore solution iHydration products@ Pore solution

- [Si,0,]™

\

I i

— Ca* - GGBFS

/

D AIO,]*

Figure 12. Schematic diagram of the hydration mechanism of SR-activated GGBFS pastes. The blue
background represents the aqueous solution of the reaction; The symbols, D, @, @, @, and O,
represent the first, second, third, fourth, and fifth stage of the reaction, respectively.

When the amount of sulfate is not enough to continue to synthesize AFt, AFt converts
to AFm, as Equation (11) shows. At the fifth stage, free C1~ ions in the solution continue
to react with AFm to form Fs [47], as is shown in Equation (12). It is worth noting that
when a large amount of AFt is present in the solution and adheres to the surface of GGBFS
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(Figure 9h), hydration reaction is hindered. Additionally, C-S5-H gels can also physically
adsorb [SO4]?~ and Cl~ ions, which will not be discussed in this study:

xCaO + ySiO, +nHyO — xCa0-ySiO, nH,O 9)

2NaCl + 3Ca0O-Al,03-6H,0 + Ca(OH), + 4H,O — 3Ca0-Al,05-CaCly-10H,O + 2NaOH  (10)
3Ca0-Al,03-3CaS0y-32H,0 + 6Ca0 + 2A1,03 + 4H,0 — 3(3Ca0-Al,03-CaS0,-12H,0)  (11)
3CaO~A1203-CaSO4~12HZO +2CI° — 3CaO~A1203-CaC12-10H20 + [504]27 + 2H20 (12)

4. Conclusions

In this study, SR and GGBFS were used to prepare alkali-activated cementitious
materials to provide the basis for waste recycling. Physical properties, mechanical strength,
hydration products, and hydration mechanism of the SR-activated GGBFS pastes were
studied. Based on detailed experimental analyses, the following meaningful conclusions
can be drawn:

(1) The addition of SR was good to reduce the density of the SR-activated GGBFS pastes,
whereas it increased water absorption and porosity. 24-32% SR addition led to uneven
mixing of SR and GGBFS.

(2) The proper proportion of SR in the SR-activated GGBFS pastes was 16%. The higher
the SR addition was, the lower the strength of the pastes was. The maximum compres-
sive strength (34.1 MPa) and flexural strength (6.9 MPa) occurred when the proportion
of SR addition was 16% at 28 d.

(3) The main hydration products of the SR-activated GGBFS pastes were C-S-H gels, AFt,
and Fs. The amount of AFt in the pastes varied with the amount of SR addition and
curing time.

(4) SR contains CaCl,, NaCl, Ca(OH),, and CaSQOy, and can act as an alkaline activator in
the SR-activated GGBFS pastes. GGBFS has a high capacity for binding chloride ion
in SR. With the SR addition increasing from 8% to 32%, chloride binding rate of the
pastes decreased from 91.90% to 89.80% at 28 d.

(5) The percentage of free chloride ion in SR-activated GGBFS pastes is much higher
than the requirements of the specification (blow 0.06%), and has the possibility of
corroding steel. Therefore, SR activated GGBFS cementitious materials can be used to
replace cement in the field of civil engineering without reinforcement.

The compressive strength of SR (16%)-activated GGBFS pastes can reach 34.1 MPa
at 28 d, whereas the free chloride ion in the pastes may corrode steel in the concretes. In
the following study, different admixtures will be added to test the pastes’” properties and
ability to bind chloride ion.

Author Contributions: Y.L.: Conceptualization, Methodology, Validation, Formal analysis, Investi-
gation, Resources, Writing—original draft, Writing—review and editing, Visualization, Supervision.
D.X.: Conceptualization, Methodology, Formal analysis, Resources, Writing—original draft, Writing—
review and editing, Project administration, Funding acquisition. X.Z.: Validation, Writing—original
draft, Writing—review and editing. All authors have read and agreed to the published version of
the manuscript.

Funding: This research was funded by the Science and Technology Project Foundation of Hebei
Province, China, grant number 16273809.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: The data presented in this study are available on request from the
corresponding author. The data are not publicly available due to the privacy restrictions.

Conflicts of Interest: There is no conflict of interest.



Materials 2021, 14, 2883 15 of 16

References

1. Li, X. Tian [in Jian Chang Jian Zha tu De Gong Cheng li Yong Yan [iu; China Ocean Press: Beijing, China, 2013; pp. 1-5. (In Chinese)

2. Solvay Process. Available online: https://www.chemeurope.com/en/encyclopedia/Solvay_process.html (accessed on 1
March 2021).

3. Gur, N,; Aktas, Y. Utilization of soda ash plant solid wastes in manufacture of cement. Elixir Cem. Con. Com. 2012, 47, 8866-8873.

4. Obrenovi¢, M.C.; Tlitkovi¢, Z. Utilization of soda ash plant solid wastes in production of geopolymers. Int. J. Eng. Innov. Res.
2017, 6, 273-277.

5. Lin, Y.;; Xu, D. Effect of soda residue addition and its chemical composition on physical properties and hydration products of
soda residue-activated slag cementitious materials. Materials 2020, 13, 1789. [CrossRef] [PubMed]

6. Ma, J; Yan, N. Mechanical characteristics of soda residue soil incorporating different admixture: Reuse of soda residue.
Sustainability 2020, 12, 5852. [CrossRef]

7. Wang, Q.; Li, J. Characterization of the mechanical properties and microcosmic mechanism of Portland cement prepared with
soda residue. Constr. Build. Mater. 2020, 241, 117994. [CrossRef]

8. Mikhailova, E.; Panasenko, V. Calcium carbonate synthesis with prescribed properties based on liquid waste of soda production.
Odes’kyi Politech. Universytet. Pratsi 2016, 2, 81-85. [CrossRef]

9.  Liu,J.; Zha, F. Strength and microstructure characteristics of cement-soda residue solidified /stabilized zinc contaminated soil
subjected to freezing—thawing cycles. Cold Reg. Sci. Technol. 2020, 172, 102992. [CrossRef]

10. He, ].; Li, Z. Durability of soft soil treated with soda residue and ground granulated blast furnace slag in a soaking environment.
J. Mater. Civ. Eng. 2020, 32, 06019018. [CrossRef]

11.  He, J.; Wang, X. Shear strength of stabilized clay treated with soda residue and ground granulated blast furnace slag. J. Mater. Civ.
Eng. 2019, 31, 06018029. [CrossRef]

12.  Ugal, G.O.; Mahyar, M. Hydration of alinite cement produced from soda waste sludge. Constr. Build. Mater. 2018, 164, 178-184.
[CrossRef]

13.  Zhao, X;; Liu, C. Physical and mechanical properties and micro characteristics of fly ash-based geopolymers incorporating soda
residue. Cem. Concr. Compos. 2019, 98, 125-136. [CrossRef]

14. Zhao, X,; Liu, C. Synthesis and characterization of fly ash geopolymer paste for goaf backfill: Reuse of soda residue. J. Clean. Prod.
2020, 260, 121045. [CrossRef]

15. Wang, Z.; Lyu, X. Preparation of Ca-Si—-Al-Mg porous ceramics by Co-operation of Ca&Mg-contained soda residue and altered
rock gold tailings. J. Clean. Prod. 2020, 262, 121345.

16. Zhao, X.; Liu, C. Investigation into the effect of calcium on the existence form of geopolymerized gel product of fly ash based
geopolymers. Cem. Concr. Compos. 2019, 103, 279-292. [CrossRef]

17.  Sanjuan, M.A,; Argiz, C. Carbon dioxide uptake in the roadmap 2050 of the Spanish cement industry. Energies 2020, 13, 3452.
[CrossRef]

18. Habert, G. Assessing the environmental impact of conventional and ‘green” cement production. In Eco-Efficient Construction and
Building Materials; Woohead Publishing: Sawston, UK, 2014; pp. 199-238.

19. Yang, Y.B.; Pu, Y. Experimental study on the performance of concrete using soda residue as mineral admixture. Concrete 2017, 9,
80-83. (In Chinese)

20. Adesanya, E.; Ohenoja, K. Alternative alkali-activator from steel-making waste for one-part alkali-activated slag. J. Clean. Prod.
2020, 274, 123020. [CrossRef]

21. Wang, S.D,; Scrivener, K.L. Hydration products of alkali activated slag cement. Cem. Concr. Res. 1995, 25, 561-571. [CrossRef]

22. Li, W, Yi, Y. Use of carbide slag from acetylene industry for activation of ground granulated blast-furnace slag. Constr. Build.
Mater. 2020, 238, 117713. [CrossRef]

23. Zhang, J.; Tan, H. Compressive strength and hydration process of ground granulated blast furnace slag-waste gypsum system
managed by wet grinding. Constr. Build. Mater. 2019, 228, 116777. [CrossRef]

24. Sanjuan, M.A.; Estévez, E. Effect of curing time on granulated blast-furnace slag cement mortars carbonation. Cern. Concr. Conpos.
2018, 90, 257-265. [CrossRef]

25. Gruyaert, E.; Heede, PV.D. Carbonation of slag concrete: Effect of the cement replacement level and curing on the carbonation
coefficient—Effect of carbonation on the pore structure. Cem. Concr. Compos. 2013, 35, 39-48. [CrossRef]

26. Fernandez-Jiménez, A.; Palomo, ].G. Alkali-activated slag mortars: Mechanical strength behaviour. Cem. Concr. Res. 1999, 29,
1313-1321. [CrossRef]

27. Kwon, Y.-H.; Kang, S.-H. Enhancement of Material Properties of Lime-Activated Slag Mortar from Intensified Pozzolanic Reaction
and Pore Filling Effect. Sustainability 2018, 10, 4290. [CrossRef]

28. Provis, J.L.; Palomo, A. Advances in understanding alkali-activated materials. Cem. Concr. Res. 2015, 78, 110-125. [CrossRef]

29. Iyoda, T.; Asaga, K. On the hydration process of the slag—anhydrite-lime system: A discussion on the stoichiometry of hydrates
and the development of strength. Adv. Cem. Res. 2015, 27, 610-618. [CrossRef]

30. Yum, W.S,; Jeong, Y. Effects of CaCl, on hydration and properties of lime (CaO)-activated slag/fly ash binder. Cem. Concr. Compos.
2017, 84, 111-123. [CrossRef]

31. Yang, K.-H.; Cho, A.-R. Hydration products and strength development of calcium hydroxide-based alkali-activated slag mortars.

Constr. Build. Mater. 2012, 29, 410-419. [CrossRef]


https://www.chemeurope.com/en/encyclopedia/Solvay_process.html
http://doi.org/10.3390/ma13071789
http://www.ncbi.nlm.nih.gov/pubmed/32290192
http://doi.org/10.3390/su12145852
http://doi.org/10.1016/j.conbuildmat.2019.117994
http://doi.org/10.15276/opu.2.49.2016.18
http://doi.org/10.1016/j.coldregions.2020.102992
http://doi.org/10.1061/(ASCE)MT.1943-5533.0003033
http://doi.org/10.1061/(ASCE)MT.1943-5533.0002629
http://doi.org/10.1016/j.conbuildmat.2017.12.196
http://doi.org/10.1016/j.cemconcomp.2019.02.009
http://doi.org/10.1016/j.jclepro.2020.121045
http://doi.org/10.1016/j.cemconcomp.2018.11.019
http://doi.org/10.3390/en13133452
http://doi.org/10.1016/j.jclepro.2020.123020
http://doi.org/10.1016/0008-8846(95)00045-E
http://doi.org/10.1016/j.conbuildmat.2019.117713
http://doi.org/10.1016/j.conbuildmat.2019.116777
http://doi.org/10.1016/j.cemconcomp.2018.04.006
http://doi.org/10.1016/j.cemconcomp.2012.08.024
http://doi.org/10.1016/S0008-8846(99)00154-4
http://doi.org/10.3390/su10114290
http://doi.org/10.1016/j.cemconres.2015.04.013
http://doi.org/10.1680/adcr.14.00094
http://doi.org/10.1016/j.cemconcomp.2017.09.001
http://doi.org/10.1016/j.conbuildmat.2011.10.063

Materials 2021, 14, 2883 16 of 16

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.
42.

43.

44.

45.

46.

47.

48.

49.

50.

51.
52.

53.
54.

55.

56.
57.

58.

Kim, M.S,; Jun, Y. Use of CaO as an activator for producing a price-competitive non-cement structural binder using ground
granulated blast furnace slag. Cem. Concr. Res. 2013, 54, 208-214. [CrossRef]

Shi, C.; Day, R.L. Pozzolanic reaction in the presence of chemical activators: Part II—Reaction products and mechanism. Cem.
Concr. Res. 2000, 30, 607-613. [CrossRef]

Li, H.; Farzadnia, N. The role of seawater in interaction of slag and silica fume with cement in low water-to-binder ratio pastes at
the early age of hydration. Constr. Build. Mater. 2018, 185, 508-518. [CrossRef]

Maes, M.; De Belie, N. Influence of chlorides on magnesium sulphate attack for mortars with Portland cement and slag based
binders. Constr. Build. Mater. 2017, 155, 630-642. [CrossRef]

Yuan, Q.; Shi, C. Chloride binding of cement-based materials subjected to external chloride environment—A review. Constr. Build.
Mater. 2009, 23, 1-13. [CrossRef]

Zhu, Q.; Jiang, L. Effect of chloride salt type on chloride binding behavior of concrete. Constr. Build. Mater. 2012, 37, 512-517.
[CrossRef]

Suryavanshi, A.K.; Scantlebury, J.D. The binding of chloride ions by sulphate resistant portland cement. Cem. Concr. Res. 1995, 25,
581-592. [CrossRef]

Guerrero, A.; Goni, S. Effect of temperature on the durability of class C fly ash belite cement in simulated radioactive liquid waste:
Synergy of chloride and sulphate ions. J. Hazard. Mater. 2009, 165, 903-908. [CrossRef] [PubMed]

Weerdt, K.D.; Orsakova, D. The impact of sulphate and magnesium on chloride binding in Portland cement paste. Cem. Concr.
Res. 2014, 65, 30—40. [CrossRef]

Zang, W.; Guo, L. The interaction between chloride ion and sulfate ion doped in cement paste. Mater. Rep. 2019, 33, 1317-1321.
Method of Testing Cements—Determination of Strength; GB/T 17671-1999; General Administration of Quality Supervision, Inspection
and Quarantine of the People’s Republic of China: Beijing, China, 1999. (In Chinese)

Guo, W.Y,; Zheng, M.R. Research on the proportion of inorganic binder stabilize materials with soda residue. Key Eng. Mater.
2015, 629-630, 481-486. [CrossRef]

ASTM International. Standard Test Methods for Apparent Porosity, Water Absorption, Apparent Specific Gravity, and Bulk Density
of Burned Refractory Brick and Shapes by Boiling Water; ASTM C20-2000(2005); ASTM International: West Conshohocken, PA,
USA, 2010.

Methods for Testing Uniformity of Concrete Admixture; GB/T 8077-2012; General Administration of Quality Supervision, Inspection
and Quarantine of the People’s Republic of China: Beijing, China, 2013. (In Chinese)

Huang, G.; Ji, Y. Improving strength of calcinated coal gangue geopolymer mortars via increasing calcium content. Constr. Build.
Mater. 2018, 166, 760-768. [CrossRef]

Qiao, C.; Suraneni, P. Chloride binding of cement pastes with fly ash exposed to CaCl, solutions at 5 and 23 °C. Cem. Concr.
Compos. 2019, 97, 43-53. [CrossRef]

Wang, J.; Liu, E. Multiscale investigations on hydration mechanisms in seawater OPC paste. Constr. Build. Mater. 2018, 191,
891-903. [CrossRef]

Zhang, J.; Li, S. Investigation the synergistic effects in quaternary binder containing red mud, blast furnace slag, steel slag and
flue gas desulfurization gypsum based on artificial neural networks. J. Clean. Prod. 2020, 273, 122972. [CrossRef]

Xu, D.; Ni, W. Preparation of clinker-free concrete by using soda residue composite cementitious material. J. Harbin Inst. Technol.
2020, 52, 151-160. (In Chinese)

Krystek, M.; Pakulski, D. High-performance graphene-based cementitious composites. Adv. Sci. 2019, 6, 1801195. [CrossRef]
Hanna, R.A.; Barrie, PJ. Solid state 2 Si and 2 Al NMR and FTIR study of cement pastes containing industrial wastes and
organics. Cem. Concr. Res. 1995, 25, 1435-1444. [CrossRef]

Luoa, R; Caib, Y. Study of chloride binding and diffusion in GGBS concrete. Cem. Concr. Res. 2003, 33, 1-7. [CrossRef]
Birnin-Yauri, U.A.; Glasser, EP. Friedel’s salt, Cay AI(OH)4(Cl,OH)-2H,O: Its solid solutions and their role in chloride binding.
Cem. Concr. Res. 1998, 28, 1713-1723. [CrossRef]

Ipavec, A.; Vuk, T. Chloride binding into hydrated blended cements: The influence of limestone and alkalinity. Cem. Concr. Res.
2013, 48, 74-85. [CrossRef]

Dhir, R.K.; El-Mohr, M.A K. Chloride binding in GGBS concrete. Cem. Concr. Res. 1996, 26, 1767-1773. [CrossRef]

Common Portland Cement; GB 175-2007; General Administration of Quality Supervision, Inspection and Quarantine of the People’s
Republic of China: Beijing, China, 2007. (In Chinese)

Dong, X.; Wen, N. Ammonia-soda residue and metallurgical slags from iron and steel industries as cementitious materials for
clinker-Free concretes. J. Clean. Prod. 2021, 307, 127262.


http://doi.org/10.1016/j.cemconres.2013.09.011
http://doi.org/10.1016/S0008-8846(00)00214-3
http://doi.org/10.1016/j.conbuildmat.2018.07.091
http://doi.org/10.1016/j.conbuildmat.2017.07.201
http://doi.org/10.1016/j.conbuildmat.2008.02.004
http://doi.org/10.1016/j.conbuildmat.2012.07.079
http://doi.org/10.1016/0008-8846(95)00047-G
http://doi.org/10.1016/j.jhazmat.2008.10.073
http://www.ncbi.nlm.nih.gov/pubmed/19056176
http://doi.org/10.1016/j.cemconres.2014.07.007
http://doi.org/10.4028/www.scientific.net/KEM.629-630.481
http://doi.org/10.1016/j.conbuildmat.2018.02.005
http://doi.org/10.1016/j.cemconcomp.2018.12.011
http://doi.org/10.1016/j.conbuildmat.2018.10.010
http://doi.org/10.1016/j.jclepro.2020.122972
http://doi.org/10.1002/advs.201801195
http://doi.org/10.1016/0008-8846(95)00138-3
http://doi.org/10.1016/S0008-8846(02)00712-3
http://doi.org/10.1016/S0008-8846(98)00162-8
http://doi.org/10.1016/j.cemconres.2013.02.010
http://doi.org/10.1016/S0008-8846(96)00180-9

	Introduction 
	Materials and Methods 
	Materials 
	Preparation of Specimens 
	Testing and Characterization 
	Chemical Compositions 
	Density, Water Absorption and Porosity 
	Compressive and Flexural Strength 
	Phase Evolution 
	Dissolution of Chloride Ion 


	Results and Discussion 
	Physical Properties of the Pastes 
	Mechanical Properties of the Pastes 
	Characterization of Hydration Products 
	XRD Patterns 
	FTIR Spectra 
	SEM-EDS Analyses 

	Chloride Binding of the Pastes 
	Hydration Mechanism 

	Conclusions 
	References

