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Abstract: The titanium resources in Panxi reign, China, have a high-impurities content of Ca and Mg,
which is usually processed by the molten salt chlorination process. This process allows higher Ca
and Mg content in its furnace burdens. However, there is a huge amount of molten salt chlorinated
slag produced by this process, consisting of complex compounds and waste NaCl/KCl salts. These
slags are always stockpiled without efficient utilization, causing serious environmental pollutions.
To recycle the NaCl in the slag back to the molten salt chlorination process, a novel process to deal
with those molten salt chlorinated slags with phase conversion at high temperature is presented
in this paper. The calcium-containing solid phase was generated when Na;SiO3; was added to the
molten salt chlorinated slags at high temperature, while NaCl was kept as a liquid. Thus, liquid
NaCl was easily separated from the calcium-containing solid phase, and it could be reused in the
molten salt chlorination process. The conversion of calcium-containing phases and their separation
of NaCl are the key parts of this work, and they have been systematically studied in this paper;
thermodynamic analysis, phase transformation behavior, and calcium removal behavior have all
been investigated. The calcium removal rate is 78.69% when the molar ratio of CaCly:Na;SiO; is 1:1.5
at 1173 K and N atmosphere.

Keywords: molten salt chlorinated slag; phases conversion at high temperature; calcium removal rate

1. Introduction

Titanium is known as a strategic metal and also as the “third metal” [1,2]. Titanium
sponge and titanium dioxide chloride are key strategic materials that support the devel-
opment of modern society [3-5]. TiCly is an important intermediate product used for the
production of titanium sponge and titanium dioxide chloride from titanium resource. There
are two main processes for the production of TiCly: the boiling chlorination process and
the molten salt chlorination process. There are strict demands regarding the impurities Ca
and Mg of furnace burden in the boiling chlorination process.

There is a large amount of titanium resources in Panxi reign, China. However, they
contain a high-impurities contents of Ca and Mg [6,7], which is usually processed by the
molten salt chlorination process in many titanium production enterprises in China [8-10].
This process allows higher Ca and Mg content in its furnace burdens.

However, the largest problem of the current molten salt chlorination technology is
the generation of a large amount of waste molten salt [11,12]. Approximately 300-500 kg
of molten salt chlorinated slag can be generated as 1 t of TiCly is produced. This slag is
always stockpiled without efficient utilization, causing serious environmental pollution.
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The treatment of molten salt chlorination waste slag has become a serious problems in the
molten salt chlorination process.

Currently, there is little research on the treatment and utilization of molten salt chlo-
rinated slag, both domestic and overseas. The main treatment used had been the water-
soluble method. In [13-17], scholars first dissolved molten salt chlorinated slag in water
and then processed the dissolved solution and filtered slags to recover useful substances
Other researchers dissolved molten salt chlorinated slag after some high-temperature roast-
ing [18-23]. The water-soluble method is the main method of treatment for molten salt
chloride slag, but currently, research cannot radically solve the problem of molten salt
chlorination slag, resulting in lower recycling efficiency, complex processes, and massive
secondary waste generation [13].

The composition of molten salt chlorination slag is complex [19,24] because the slag
contains a large amount of soluble chloride salts. CaCl, is a critical impurity that affects
the properties of NaCl molten salt [25-27], including density, viscosity, and surface tension.
Thus, the removal of CaCl, from NaCl molten salt is a key problem of the treatment of
molten salt chlorination slag.

To recycle the NaCl in the slag back to the molten salt chlorination process, a novel
process to deal with those molten salt chlorinated slags with phase conversion at high
temperature is presented in this paper. The calcium-containing solid phase was generated
when Na,5iO3 was added to the molten salt chlorinated slags at high temperature, while
NaCl was kept as a liquid. Thus, liquid NaCl s easily separated from the calcium-containing
solid phase, and it can be reused in the molten salt chlorination process.

The conversion of calcium-containing phases and their separation of NaCl are the
key parts of this work, and they are systematically studied in this paper; thermodynamic
analysis, phase transformation behavior, and calcium removal behavior are all investigated.

2. Experimental Materials and Methods
2.1. Experimental Materials

In the study of using pure reagent simulating molten salt chlorination slag to achieve
phase conversion and impurity removal, the main chemical reagents used in the experiment
were sodium chloride, anhydrous calcium chloride, and anhydrous sodium silicate, which
are all chemical analysis reagents. The specifications are as follows.

Sodium Chloride (NaCl): analysis reagent;

Anhydrous calcium chloride (CaCl,): analysis reagent;

Sodium silicate (NaySiO3): SiO, 44-47%;

The molar ratio of NaCl to CaCl, content in the raw material is 9:1. The molar ratio of
CaCl, to Na,SiO3 is 1:0.5, 1:1 or 1:1.5.

2.2. Experimental Equipment and Methods
2.2.1. Experimental Equipment

The thermodynamic calculation software used in the experiment was Factsage?7.0
software, which was purchased by the laboratory. The “Phase Diagram” and “Reaction”
modules were used to perform thermodynamic reaction calculations and phase diagram
drawing operations. Microsoft Visio was used to perform picture modification.

A high-temperature roasting muffle furnace (Hefei Kejing Material Technology Co., Ltd.,
Hefei, China, KSL-1400X-A3) was used for the high-temperature phase conversion oper-
ation. The experimental temperature range was 973-1273 K. The filter equipment was a
self-purchased zirconia honeycomb filter with a pore size of 30 ppi (approximately 0.8 mm).

2.2.2. Experimental Methods

(1) Thermodynamic analysis

In the experiment, Factsage?7.0 software was used to calculate the thermodynamics
of each substance in the molten salt chlorination slag. The aim of the experiment was to
calculate the chemical reaction between the components and the state of the product under



Sustainability 2022, 14, 293

30f12

the conditions of different temperatures, atmospheres, and component ratios in order to
clarify the phase composition of the product and determine whether the conditions were
suitable for solid-liquid separation. Through comprehensive analysis, the conditions under
which the phase conversion experiment could be carried out were determined.

(2) High temperature phase conversion experiment

The reagents used in the experiment had to be dry and anhydrous because the exper-
imental reagents could easily absorb water. The raw materials were dried in an oven at
383 + 5 K to a constant weight before the experiment. The experiment was carried out in
a high-temperature muffle furnace. The pure reagent used in the experiment simulated
the CaCl, impurity in the molten salt chlorinated slag. In the experiment, a quantita-
tively mixed sample was placed in a 100 mL corundum crucible and reacted for 1 h at a
set temperature.

The specific steps are as follows:

a.  The prepared sample is mixed evenly and placed in a 100 mL crucible, Crucible A,
for later use.
b. The mutffle furnace is heated to the set temperature. The prepared sample is placed

in the muffle furnace and reacts at high temperature for 1 h.

(3) High temperature filtration experiment

After the substances are completely reacted, the substances of different phases are
separated by a filtration operation, and the schematic diagram of filtration is shown
in Figure 1.

2

Figure 1. Schematic diagram of high-temperature filtration operation; 1. Muffle furnace; 2. Furnace;
3. Honeycomb filter; 4. Filter slags; 5. Filtrate.

After the experiment, the quality of the filtrate and filter slag are recorded separately.
The specific steps are as follows:

a.  The honeycomb filter is placed on another crucible, Crucible B, and the crucible is
placed in a muffle furnace for preheating for 10 min.
b.  Inthe muffle furnace, Crucible A is placed upside down on Crucible B and allowed

to stand for 20 min at a high temperature to ensure it is completely separated.

c. The quality of filtrate and filter slag are weighed and calculated separately.

d.  The filtrate and filter slag are sampled after cooling. The phase composition and the
content of each element in the sample are tested.

The zirconia honeycomb filter is shown in Figure 2.

2.3. Analytical Method

(1) Phase analysis

All the products involved in this study were tested using an X-ray diffraction analyzer,
provided by the Analysis and Testing Centre of the Zhongnan Institute of Mining and
Metallurgy. The physical phases were retrieved and analyzed using MDI jade 6.5 software.
The resulting data was plotted using Origin 2021 software.
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Figure 2. Schematic diagram of ZrO, honeycomb filter.

(2) Ca removal rate

The purpose of using Na,SiO3 as an additive to perform high-temperature solid-phase
conversion of CaCl, is to separate calcium from NaCl, so as to obtain high-purity NaCl
molten salt. Therefore, the research focus was the solution obtained after the solid-liquid
separation of the reaction product. Calcium impurity element content was analyzed. The
removal rate of calcium before and after the high temperature reaction was calculated.
The higher the removal rate, the better the quality of the new molten salt obtained after
filtration will be. The calculation formula for the removal rate of calcium is as follows:

mq X WCa
=1-—- 100% 1
Nca ( M X Wea ) X o ( )

In formula 1, wc, refers to the mass content of calcium in the filtrate after solid-liquid
separation, total wc, refers to the total mass content of calcium in the reactant, and m
and m; are the masses of raw materials and filtrate, respectively. According to formula 1,
the higher the calcium removal rate, the higher the purity of the NaCl molten salt phase
obtained in the filtrate will be, which is more conducive to recycling into the molten salt
chlorination furnace.

3. Thermodynamic Analysis

The thermodynamic analysis begins with a calculation of the Gibbs free energy for the
reaction of calcium chloride with the additive to determine whether Na,SiOj is a suitable
additive. The phase diagram of the NaCl-CaCl,-NaySiO3 system at different temperatures
was then analyzed to clarify the conditions under which the reaction occurs.

3.1. Thermodynamic Reactions of Phase Transformation of Calcium Chloride at High Temperatures

Na,SiO3 was used as an additive, and the chemical reaction that could occur between
the calcium chloride and the additive in the molten salt chlorination waste was analyzed—
(2)—(8). At the same time, the Gibbs free energy of the reaction at different temperatures
was calculated to clarify the possibility of the reaction. The result is shown in Figure 3.

CaCl, + Na,SiO; = CaSiO; + 2NaCl @)

2CaCl, 4 2NaySiO; = CapSiOy + 4NaCl + SiO, 3)
4CaCl, + 2Na,SiO; + O, = 2CapSiOy + 4NaCl + 2Cl @)
3CaCl, 4+ 3NaySiO; = Ca3SiOs + 6NaCl + 2SiO, (5)
6CaCl, + 6NaySiO; = CagSisO1q + 12NaCl + 250, (6)

CaCl, + 2NaySiO3 4 25i0, = NayCaSizOg + 2NaCl (7)
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6CaCly 4 8NaySiO3 = NaygCaySigOqg + 2CaSiO3 + 12NaCl (8)
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Figure 3. Reaction (2)—(8) Gibbs free energy change with temperature graph.

In the temperature range of 773-1573 K, the AG? of the reaction between Na,SiO3 and
CaCl; is less than 0, as shown in Figure 3. This shows that the high temperature phase
transformation of Ca in the molten salt system can be realized thermodynamically. In
the temperature range of 773-1573 K, all of the reactions (2)—(8) can take place. After the
reaction, Ca exists in the form of silicate. At the same time, molten NaCl is generated. CaCl,
reacts preferentially with NaySiO3 at high temperatures, and NayCasSigO13 and CaSiO3
are formed.

3.2. Reaction Equilibrium Phase Diagram Analysis

The thermodynamic ternary phase diagrams of pure substances in the system NaCl-
CaCl,-Na;SiOj3 at a temperature of 1073 K and 1173 K are shown in Figures 4 and 5.

There is 5-10 wt% calcium chloride in typical molten salt chlorinated slags. Thus, the
main phases in phase equilibrium at 1073 K of the typical molten salt chlorinated slags are
CaySi0;5(s), NaCl(l), and SiO,(s2), shown in the green area of Figure 5 (the second Figure
of phase equilibrium). The NaCl is completely converted to liquid phase in this area and
could be completely separated with impurity Ca. When the temperature continues to rise
to 1173 K, the main phases in phase equilibrium (the third Figure of phase equilibrium) are
similar to those when the temperature is at 1073 K, and complete separation with impurity
Ca can be achieved.

Above all, this indicates that the increase in temperature favors the increase in the
rate of phase conversion reaction. Starting from 1073 K, NaCl is completely transformed
into the liquid phase, which can achieve complete separation from impurity Ca. When the
temperature is 1173 K, the reaction efficiency is further promoted to facilitate the separation.
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Na,Si0;-CaCl,-NaCl
1073K,1atm

Nazsio_:,
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Figure 4. Ternary phase diagram of NaCl-CaCl,-Na,SiO3 system at 1073 K. (I—liquid; s—solid;
sx—solid with different crystalline form).

NaZSiO3—CaClz-NaCl
1173K,1atm

NazSiO3

NayCay(Sis0)(s)« NaySi;Os(s3)
/‘ NaCl(ly
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Na;Ca;Sig0ye(s)- NaCl(l).
Ca,Si0s(s)

CaSiOys). NaCll). SiOs(s2)

Nac(Cl " " v = i " " " " CaCl,
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Figure 5. Ternary phase diagram of NaCl-CaCl,-Na,SiO3 system at 1173 K. (I—liquid; s—solid;
sx—solid with different crystalline form).
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4. Phase Conversion and Removal Behavior of Calcium at High Temperature

The influence of additive dosage, phase conversion temperature, and atmosphere on
the high temperature phase conversion of CaCl, was studied. The influence of different
conditions on the phase transformation of the product and the removal of Ca in the actual
reaction process is determined. Experiments have determined the most suitable conditions
for removing impurities.

4.1. Additive Dosage

By changing the amount of additives used, the phases of the substances in the filtrate
after filtration were tested at 1073 K. The influence of the amount of additives on the phase
transition of the reaction product was analyzed. When the mass content of CaCl, in the raw
material was 10%, the phases of the filtrate obtained after the high-temperature filtration of
samples with different additive usage levels were tested. The results are shown in Figure 6.

1
1—NacCl CaCl,:Na,Si0,=1:0.5(mol)
1
1 1 1
? )} JL LJL JIL e Al
g CaCl,:Na,SiO;=1:1(mol)
S |
N’
=
: | 1
g } - J\ ;1. i\ £
L
~—
R= CaCl,:Na,Si0,=1:2(mol)
1
1 1
1
i L l A i ) k
NaCl (PDF#78-0751)
| | | 1 L |
T T T T T T T T T T T T T T T
10 20 30 40 50 60 70 80 90

26(°)
Figure 6. The influence of the amount of additives on the phase of the filtrate.

From the X-ray diffraction analysis pattern of the filtrate, it can be seen that changing
the amount of the external additive under different additives has no obvious effect on the
phase of the filtrate. The main phase in the filtrate is NaCl, and there is no diffraction peak
of other obvious Ca-containing substances. This is because the X-ray diffraction analysis is
a semi-quantitative analysis. From the analysis of the content of Ca in the filtrate, it can be
seen that there are Ca elements in the filtrate. However, the content is below the detectable
limit, which makes it impossible to detect by XRD.

Figure 7 shows the content of Ca in the filtrate at different additive dosages. The
content of Ca in the filtrate decreases with the increase in the amount of additives. This
is because the increase in the amount of Na,SiO3 leads to an increase in the amount of
Ca ions consumed during the reaction and an immediate decrease in the amount of Ca
ions remaining in the molten salt. When the amount of CaCl,:Na;SiO3 molar ratio was
1:1.5, the resulting filtrate contained the least amount of Ca and the new molten salt was of
good quality.

The change in the removal rate of Ca of the filtered sample under different additive
dosages is shown in Figure 7. When the amount of additives increases, the removal rate of
Ca of the sample shows an upward trend. The higher the removal rate of Ca, the higher the
quality of the recoverable molten salt will be. However, more additives will introduce Si
impurities into the molten salt. In order to ensure the quality of molten salt, the experiment
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determined that the appropriate amount of Na;SiO3 should be selected. The molar ratio of
CaCly:NaySiO3 should be kept between 1:1 and 1:1.5. When achieving a higher Ca removal
rate, the quality of the collected molten salt should also be higher.

3.0 90
Ca content of filtrate
Ca removal rate 10
55 74.36
2.33 15
~ 64.85
X
3 2.0 1 H60 &
- e
: T
N
£ 1.67 1 €
- =
S 1.5 41.62 ] =
= 440 2
£ £
£ 1.04 )
S 1.0 430 M~
] <
Q @]
- 20
0.5 4
=410
0.0 T T 0
1:0.5 1:1.5

1:1
CaCl,:Na,SiO;(mol)

Figure 7. The effect of additive usage on the content of Ca in the filtrate and the effect of additive
usage on the removal rate of Ca.

4.2. Phase Conversion Temperature

The influence of temperature on the high-temperature phase conversion rule of CaCl,
in molten salt chlorinated slag was determined. The experiment was carried out under the
condition that the content of CaCl, in the raw material was 10%. The amount of additive
CaCl;:NaySiOs molar ratio was 1:1. The reaction temperature was 1073 K, 1173 K, and
1273 K. The phase detection results of the filtrate are shown in Figure 8.

While changing the reaction temperature, the phase of the filtrate obtained after the
phase conversion is basically unchanged, and the chemical substances contained are all
NaCl. Due to the properties of molten NaCl, such as high viscosity, surface tension, and
wettability, this leads to incomplete solid-liquid separation during filtration.

The Ca content in the filtrate at different temperatures is shown in Figure 9. The Ca
content in the filtrate increased from 1.58% to 1.77% and finally changed to 1.30% when
the reaction temperature was increased from 1073 K to 1273 K. In the temperature range
of 1073-1273 K, the Ca content in the filtrate first increased and then decreased with the
increase of additive dosage. When the CaCl;:Na,SiO3 molar ratio reached 1:1, the lowest
content of Ca in the filtrate was achieved at the reaction temperature of 1273 K.

The Ca removal rate of the process was calculated by measuring the content of Ca
in the filtrate after filtration. The experimental results are shown in Figure 9. When the
molar ratio of CaCly:Na,SiO3 added was 1:1, the removal rate of Ca showed a trend of
first decreasing and then increasing with the increase of the reaction temperature. When
the phase conversion temperature was 1173 K, the removal rate of Ca by this process was
the smallest. When the phase conversion temperature was 1273 K, the removal rate of Ca
reached the maximum.

4.3. Phase Conversion Atmosphere

The effect of phase conversion atmosphere on the high-temperature phase conversion
of CaCl, was investigated. The experiments were carried out at 1173 K. The content of raw
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material CaCl, was 10%. Additive amount of Na;SiO3 CaCl,: NaySiO3 (mol) is 1:1. The
reaction atmospheres were air and nitrogen, respectively.

1—NacCl 1073K
1
1 1
L JK ) ! ) !
—_~ 1173K
Z
E 1
(=]
\3 K
> 1 1
= 1
‘@ A J\ k } I 11A
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1
1 k 1 1
};J‘ ‘ Agl Jlul JL }L
NaCl (PDF#78-0751)
| | | | | |
T T T T T T T T T T T T T T T
10 20 30 40 50 60 70 80 90

260(°)

Figure 8. The influence of temperature on the phase transition law of filtrate.
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Figure 9. The influence of temperature on the content of Ca in the filtrate and the influence of
temperature on the content of Ca in the filtrate.

The filtrates obtained by the filtration operation were examined under different reac-
tion atmospheres to investigate the effect of reaction atmosphere on the phase conversion
of the products after phase conversion. The results of the physical phase analysis of the
filtrate under different atmospheric conditions are shown in Figure 10. It can be seen
that the results of the physical phase detection of the resulting filtrate under different
atmospheres were all sodium chloride, which basically did not contain diffraction peaks of
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other substances, indicating that the phase conversion experiments under N; conditions
do not affect the quality of the recovered new molten salt.

1—NaCl Air
~~
£
2 ] JL Jt 1 JE 1 }1 !
N
£ N2
172}
=
3
g
}JL L 1 t\ 1 ]w }
NaCl (PDF#78-0751)
| | L 1 | |
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T T T
10 20 30 40 50 60 70 80 90
26(°)

Figure 10. The effect of phase conversion atmosphere on the phase of filtrate.

The calcium content in the filtrate during the phase conversion process was inves-
tigated under different atmospheric conditions. The experimental results are shown in
Figure 11. When the experimental atmosphere conditions were changed, the Ca content in
the filtrate obtained by using N, as the reaction atmosphere was significantly reduced com-
pared with that obtained in air atmosphere under the same conditions. At this point, the N;
was chosen as the experimental condition to obtain the new molten salt with better quality.

The detection of Ca content in the filtrate under different atmospheric conditions
showed that the N, phase conversion conditions could effectively reduce the content of Ca
elements in the filtrate and improve the quality of the recovered new molten salt. The rate
of Ca removal under different atmospheric conditions was investigated, and the results are
shown in Figure 11. It can be seen that, when the phase conversion removal is performed
under air or N, conditions, the Ca removal rate under nitrogen atmosphere is higher than
that under air atmosphere when the additive content is certain. When the phase change
atmosphere was N, and the additive CaCl,:Na,SiO3 (mol) value was changed from 1:0.5 to
1:1.5, the conversion rate of Ca removal rate reached 78.69%. When the amount of additives
used is certain, the Ca removal rate after the filtration operation under N, conditions is
greater than that under air atmosphere conditions, when the N; conditions are selected for
the phase transformation atmosphere to maximize the Ca removal rate.

In summary, too much or too little Na;SiO3 content will adversely affect the quality of
the molten salt obtained. When ensuring the maximum removal rate of Ca, the influence
of the addition of NaySiO3 on the experiment should be reduced. In the case of using
the same additives, temperature has little effect on the removal rate of Ca. The results of
phase conversion filtration experiments under N, atmosphere are better than those under
air conditions.
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Figure 11. The effect of phase conversion atmosphere on the change of Ca content in the filtrate and
the effect of the phase conversion atmosphere on the removal rate of Ca.

5. Conclusions

High temperature phase conversion recycling of molten salt chlorination slag is a
clean and efficient method of treating molten salt chlorination slag. The conversion of
calcium-containing phases and their separation with NaCl were systematically studied in
this paper, including thermodynamic analysis, phase transformation behavior, and calcium
removal behavior. CaCl, can transform to CaSiOs, which is a solid phase, and NaCl is kept
as a liquid phase when Na;SiO3 was used as an additive at temperatures beyond 1073 K.It
was proved in the XRD analysis that CaSiO3 sediment was generated because the phases in
the filtrate were almost NaCl. This is the result of adding Na,SiO3 to react with CaCl,. The
calcium removal rate is 78.69% when the molar ratio of CaCl,:NaySiO3 is 1:1.5at 1173 K
and in N, atmosphere. The NaCl obtained in this method could be reused in the molten
salt chlorination process.

Author Contributions: Data curation, F.Z.; formal analysis, L.Y.; methodology, F.C.; project adminis-
tration, EC.; software, S.W.; supervision, C.L. and Y.G.; validation, Y.W. and H.Y.; writing—original
draft, YW. and H.Y,; writing—review and editing, Y.G. All authors have read and agreed to the
published version of the manuscript.

Funding: This work was supported by the open fund project (research on the phase conversion of
molten salt chlorinated slags at high temperature) of state key laboratory of vanadium and titanium
resources comprehensive utilization.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data is contained within the article.
Acknowledgments: The authors would like to thank the anonymous reviewers.

Conflicts of Interest: The authors declare that they have no known competing financial interests or
personal relationships that could have appeared to influence the work reported in this paper.

1.  Liu, Z;He, B.; Lyu, T,; Zou, Y. A Review on Additive Manufacturing of Titanium Alloys for Aerospace Applications: Directed
Energy Deposition and Beyond Ti-6Al-4V. JOM 2021, 73, 1804-1818. [CrossRef]

Reddy, R.G.; Shinde, P.S.; Liu, A. Review—The Emerging Technologies for Producing Low-Cost Titanium. J. Electrochem. Soc.

2021, 168, 042502. [CrossRef]

Ai, G,; Hua, Y;; Xu, C,; Li, J; Li, Y.; Ry, J. Roles of SiO, Additive on Preparation of Ferrotitanium from Ilmenite Concentrate by

Electrochemical Reduction in CaCl, Molten Salt. JOM 2020, 72, 3836-3842. [CrossRef]


http://doi.org/10.1007/s11837-021-04670-6
http://doi.org/10.1149/1945-7111/abe50d
http://doi.org/10.1007/s11837-020-04366-3

Sustainability 2022, 14, 293 12 of 12

10.

11.
12.
13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

Zhang, G.; Luo, D.; Deng, C.; Lv, L,; Liang, B.; Li, C. Simultaneous extraction of vanadium and titanium from vanadium slag
using ammonium sulfate roasting-leaching process. J. Alloy. Compd. 2018, 742, 504-511. [CrossRef]

Wang, X; Lu, F; Jia, H.; Hao, B.; Ma, Y. The Outline of Titanium Industry in China. Titan. Ind. Prog. 2008, 1, 5-8.

Li, X.; Wen, S. Actuality of Dioxide and Titanium Sponge Feedstock Industry in the World and Key Points of Domestic Developing.
Titan. Ind. Prog. 2011, 28, 9-13.

Jia, H,; Lu, F; Hao, B. Report on China titanium industry in 2020. Iron Steel Vanadium Titan. 2021, 42, 1-9.

Jia, Y. Physicochemical Research on Molten Salt System for Carbochlorination of High Calcium Magnesium Titanium Slag.
Master’s Thesis, Kunming University of Science and Technology, Kunming, China, 2021.

Feng, N.; Ma, J.; Cao, K. Applied Research on the Production of Crude Titanium Tetrachloride by the Means of Molten Salt
Chlorination. J. Linoning Univ. Technol. (Nat. Sci. Ed.) 2017, 37, 180-182.

Tian, J.; Zhang, X.; Huang, J.; Zhu, Y.; Huang, H. Technical Analysis and Comprehensive Utilization of Chlorinated Waste During
the Production of TiCl4 by Fluidized Bed Chlorination. Titan. Ind. Prog. 2018, 35, 6-10.

Liu, J. Study on the Process of Producing Titanium Tetrachloride by Molten Salt Chlorination. Mod. Min. 2019, 35, 221-225.
Lian, R. Analysis of titanium tetrachloride process technology. Tianjin Chem. Ind. 2019, 33, 52-53.

Liu, C.;; Hou, S;; Yang, L.; Zhang, J.; Xia, J.; Zheng, S.; Cheng, Y.; Zha, X.; Huang, Z. Resource Treatment Method of Molten
Salt Chlorinated Slag. Chinese Patent CN105883911A, 2016. Available online: http:/ /libdb.csu.edu.cn:80/rwt/CNKI/https/
NNYHGLUDN3WXTLUPMW4A /kems/ detail / detail.aspx?FileName=CN105883911 A&DbName=SCPD2016/ (accessed on
15 November 2021).

Wu, X.; Cheng, X.; Miao, H; Ye, E.; Zhang, J.; Zhang, X. Recovery Method of Molten Salt Chlorinated Waste Residue. Chinese
Patent CN104445386A, 2015. Available online: http:/ /libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A /
kems/ detail / detail.aspx?FileName=CN104445386 A&DbName=SCPD2015/ (accessed on 15 November 2021).

Yang, S. Factors affecting the quality of primary brine preparation. China Chlor-Alkali 2003, 12-13. Available online:
http:/ /libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A /kems / detail / detail.aspx?FileName=]LGZ2
00306004&DbName=CJFQ2003/ (accessed on 15 November 2021).

Zhang, H.; Liu, C; Yang, L. Method for Preparing Magnesia by Using Molten Salt Chlorinated Slag. Chinese Patent
CN110668476A, 2020. Available online: http:/ /libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A /kems /
detail /detail.aspx?FileName=CN110668476 A&DbName=SCPD2020/ (accessed on 15 November 2021).

Cao, D.; Zhang, F. A Method for Processing Chlorinated Waste Produced in the Production of TiCl4. Chinese Patent
CN102443710A, 2012. Available online: http:/ /libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A /kems /
detail /detail.aspx?FileName=CN102443710A&DbName=SCPD2012/ (accessed on 15 November 2021).

Hu, Y. Main influence factors and control methods of molten salt chlorination. Sci. Technol. Inf. 2011. Available online:
http:/ /libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A /kems/ detail / detail. aspx?FileName=K]JXX2
01119364&DbName=CJFQ2011/ (accessed on 15 November 2021).

Qin, X. Analysis of Process of Melting Salt Chlorination with Titanium Slag in Panzhihua. Iron Steel Vanadium Titan. 2015, 36,
16-19.

Li, L.; Zhu, F; Deng, P.; Zhang, D.; Jia, Y.; Li, K.; Kong, L.; Liu, D. Behavior of magnesium impurity during carbochlorination of
magnesium-bearing titanium slag in chloride media. J. Mater. Res. Technol. 2021, 13, 204-215. [CrossRef]

Ju, D.; Qing, Y,; Yan, D.; Chen, Z.; Li, X. Thermodynamic Analysis of Ca?* and Mngr CuringProcess in Molten Chlorides. Iron
Steel Vanadium Titan. 2011, 32, 25-29.

Lu, H,; Wang, H.; Yang, R.; Meng, ].; Xie, G.; Xie, H. Analysis of Deterioration Cause and Investigation on the Stability Control
Measures of Molten Salt System in TiCl4 Molten Salt Chlorinator. Rare Met. Cem. Carbides 2014, 42, 16-22.

Lu, H. Comprehensive Treatment Method for Waste Molten Salt Produced by Chlorination of Titanium Tetrachloride Molten Salt
and Dust Collection Slag. Chinese Patent CN104772317A, 2014. Available online: http://libdb.csu.edu.cn:80/rwt/CNKI/https/
NNYHGLUDN3WXTLUPMW4A /kems/ detail / detail.aspx?FileName=CN104772317 A&DbName=SCPD2015/ (accessed on
15 November 2021).

He, B.; Zhao, B.; Ma, Y,; Liu, H. Analysis and study of the production process of titanium tetrachloride. Chem. Enterp. Manag.
2019, 210-211+221. Available online: http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A /kems /
detail /detail.aspx?FileName=FGGL201925128&DbName=CJFQ2019/ (accessed on 15 November 2021).

Rong, Z.; Pan, G,; Lu, J.; Liu, S.; Ding, ].; Wang, W.; Lee, D. Ab-initio molecular dynamics study on thermal property of NaCl-CaCl,
molten salt for high-temperature heat transfer and storage. Renew. Energy 2021, 163, 579-588. [CrossRef]

Wei, X.; Xie, P.; Zhang, X.; Wang, W.; Lu, |.; Ding, J. Research on preparation and thermodynamic properties of chloride molten
salt materials. CIESC J. 2020, 71, 2423-2431.

Chen, F; Wen, Y,; Guo, Y.; Zheng, E,; Wang, S.; Yang, L.; Zheng, Y.; Li, D.; Ren, Y. Research status of viscosity characteristics of
chlorinated molten salt system. Inorg. Chem. Ind. 2021. [CrossRef]


http://doi.org/10.1016/j.jallcom.2018.01.300
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN105883911A&DbName=SCPD2016/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN105883911A&DbName=SCPD2016/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN104445386A&DbName=SCPD2015/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN104445386A&DbName=SCPD2015/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=JLGZ200306004&DbName=CJFQ2003/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=JLGZ200306004&DbName=CJFQ2003/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN110668476A&DbName=SCPD2020/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN110668476A&DbName=SCPD2020/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN102443710A&DbName=SCPD2012/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN102443710A&DbName=SCPD2012/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=KJXX201119364&DbName=CJFQ2011/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=KJXX201119364&DbName=CJFQ2011/
http://doi.org/10.1016/j.jmrt.2021.04.072
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN104772317A&DbName=SCPD2015/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=CN104772317A&DbName=SCPD2015/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=FGGL201925128&DbName=CJFQ2019/
http://libdb.csu.edu.cn:80/rwt/CNKI/https/NNYHGLUDN3WXTLUPMW4A/kcms/detail/detail.aspx?FileName=FGGL201925128&DbName=CJFQ2019/
http://doi.org/10.1016/j.renene.2020.08.152
http://doi.org/10.19964/j.issn.1006-4990.2021-0484

	Introduction 
	Experimental Materials and Methods 
	Experimental Materials 
	Experimental Equipment and Methods 
	Experimental Equipment 
	Experimental Methods 

	Analytical Method 

	Thermodynamic Analysis 
	Thermodynamic Reactions of Phase Transformation of Calcium Chloride at High Temperatures 
	Reaction Equilibrium Phase Diagram Analysis 

	Phase Conversion and Removal Behavior of Calcium at High Temperature 
	Additive Dosage 
	Phase Conversion Temperature 
	Phase Conversion Atmosphere 

	Conclusions 
	References

