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Abstract: Bauxite residue, known as red mud, is a by-product of alumina production using the
Bayer process. Currently, its total global storage amounts to over 4.6 billion tons, including about
600 million tons in Russia. The total global storage of red mud occupies large areas, leading to
environmental damage and increasing environmental risks. Moreover, it contains a significant
amount of sodium, which is easily soluble in subsoil water; therefore, a sustainable approach for
comprehensive recycling of red mud is necessary. The bauxite residue contains valuable elements,
such as aluminum, titanium, and scandium, which can be recovered using liquid media. In recent
years, many methods of recovery of these elements from this waste have been proposed. This paper
provides a critical review of hydrometallurgical, solvometallurgical, and complex methods for the
recovery of valuable components from red mud, namely, aluminum, titanium, sodium, and rare and
rare-earth elements. These methods include leaching using alkaline or acid solutions, ionic liquids,
and biological organisms, in addition to red mud leaching solutions by extraction and sorption
methods. Advantages and disadvantages of these processes in terms of their environmental impact
are discussed.

Keywords: red mud; bauxite residue; hydrometallurgy; scandium; alumina; titanium; recycling;
waste treatment; recovery

1. Introduction

The main industrial approach used for alumina production is the Bayer method, which
is based on the selective dissolution of bauxite ore components by alkaline solution. This
method generates a large amount of waste called red mud. Red mud is the insoluble
portion of the ore that is dumped into landfills.

By various estimates, production of 1 ton of alumina generates from 0.9 to 1.5 tons of
red mud [1,2]. Currently, red mud landfills occupy large areas, which leads to environmen-
tal damage and increases environmental risks.

According to [3], more than 4.6 billion tons of this waste had been accumulated glob-
ally by 2018, including about 600 million tons in Russia [4]. Moreover, global alumina
production also generates more than 175.5 million tons of red mud annually [5]. Conse-
quently, development of cost-effective technologies for red mud processing is a crucial
environmental, scientific, and technical task.

At present, only about 15% of the annually generated red mud is recycled [6]. The
storage of the main part of red mud in special sludge dumps results in misuse of large land
areas, and necessitates special dump protection and maintenance. These areas could be
used for other purposes, e.g., for agriculture. The maintenance of sludge dumps and the
construction of new dumps require significant material, financial, and human resources.
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In addition, the storage of red mud is potentially dangerous due to the possibility of
release to the environment of compounds containing sodium, chromium, arsenic, and other
toxic components [7].

Numerous approaches for red mud processing are currently known. The Scopus search
engine finds over 5800 documents for the queries of “red mud” and “bauxite residue”.
Furthermore, many review articles reporting different red mud applications, have been
published. Among these, a wide range of reviews considers recovery of valuable elements
from red mud by pyrometallurgical, hydrometallurgical, and complex methods [6,8-14],
including those focused on the chemistry of these processes [15], in addition to application
in construction materials [16], road material [17], catalyst [18], coagulant and adsorbent [19],
geotechnical engineering applications [20,21], etc.

Several articles describe a complex influence of red mud storage and recycling on
environment and socio-technological development, in addition to methods of reducing
their negative impact [3,22,23]. Other research papers aim to discuss all developed methods
for red mud usage and storage management [24,25]. Articles have discussed storage and
processing of red mud with a focus on different regions [2,26-28].

However, there are still no cost-effective integrated technologies for comprehensive
recycling of red mud applied on a large industrial scale.

Red mud has a complex chemical and mineralogical composition and contains up
to 60% Fe,O3, up to 25% Al,Os, and up to 12% TiO,. In addition, it can contain up
to 1700 mg/kg of rare-earth elements (REEs), including up to 120 g/t Sc, 80 ppm Ga,
150 ppm Y, 350 ppm Zr, and about 60 ppm U and 30 ppm Th [29]. In our previous
work [30], we reviewed the pyrometallurgical methods of red mud processing, mainly for
iron recovery. In this work, we consider the hydrometallurgical, solvometallurgical, and
complex methods of selective recovery of aluminum, titanium, and sodium, and rare and
rare-earth elements from red mud, including the economic viability and environmental
impact of these processes, with emphasis on using alkaline or acid solutions, in addition to
ionic liquids, bacterial cultures, and microorganisms. Unlike most other review articles,
which briefly review various methods for extraction of valuable elements from red mud,
this paper concentrates only on the methods of extraction of valuable elements using liquid
media. Additionally, the paper describes experimental details and results more carefully,
which allows other researchers to assess more quickly the prospects for using various
methods for the extraction of valuable elements from red mud, including material and
energy costs depending on red mud composition and the need for final products. This is
especially important for industrial utilization of red mud.

2. Red Mud Processing Using Alkaline Solutions

Red mud can contain a significant amount of unextracted alumina, which is partly
alkali soluble and partly in the form of complex sodium aluminosilicates such as sodalite
and cancrinite [31,32]. The treatment of red mud by alkaline solutions enables extraction of
a part of such alumina, in addition to sodium, and can be comparatively easily integrated
into the main technological cycle of aluminum plants. Table 1 demonstrates the main trends
of red mud processing using leaching of aluminum and sodium by alkaline solutions.

2.1. Hydro-Chemical Process

Baica et al. [33] studied the effect of leaching conditions on the solubility of the alu-
minum compounds contained in red mud using NaOH solutions at atmospheric pressure.
Statistical processing using the Taguchi method showed that the most important param-
eters are solid-to-liquid (S/L) ratio in the leaching slurry and interaction temperature.
The second important set of parameters that affects the aluminum recovery comprises
NaOH concentration, time, and temperature. NaOH concentration of 10 M (400 g/L),
temperature of 80 °C, duration of 4 h, and stirring speed of 800 rpm were the optimal
leaching parameters for the recovery of 67.3% Al
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Table 1. Methods of red mud processing using alkaline solutions.
Methods of Red Mud Processing Using . .
Alkaline Solutions Merits Demerits
. . - simple equipment; - low extraction degree of Al,O3 (<70%);
Leaching at atmospheric pressure - low processing costs. - demand of additional reagent (lime).
- complicated equipment;
) - high extraction degree of Al,O3 (>85%) - use of elevated temperature
Hydro-chemical process and Na,O (>95%). and pressure;

Sintering process

- demand of additional reagent (lime).
- high energy costs of sintering stage at
- almost full extraction degree of 900-1000 °C;
AL O3 (>99%). - demand of additional reagents (soda,
earth alkali oxides).

- iron extraction as pig iron, iron . .
P18 ’ - use of high roasting temperatures

Reduction roasting with alkalis followed by concentrate or iron powder; — °Q):
. : - high extraction degree of Al,O (1100-1400 °C);
leaching at atmospheric pressure angd NaO & 243 - demand of reducing agent.
2 .

Reduction smelting followed by

autoclave leaching

- use of high smelting temperatures

(>1400 °C);
- high extraction degree of iron - use of elevated leaching temperature
and aluminum. and pressure;

- demand of additional reagent (lime,
carbonaceous reducing agent).

To convert aluminum from hardly soluble compounds into highly soluble ones, the
Bayer process is used, namely, the autoclave leaching of red mud by alkaline solution with
the addition of calcium oxide. The process can be described by the following reactions [34]:

NaQO'A1203'ZSiOQ-1‘1HQO + Fe203 + NaOH + Ca(OH)2 + Hzo = NaAl(OH)4 + HzO + NaCaHSiO4 +

) 1)
Caz(Feq.g7Alp.13)2(5104)1.65(OH)s5.4;

NaCaHSiO4 +NaOH + Hzo = NazsiO:J, +2Ca(OH)2 + Hzo = 2CaO-SiOz-nHzO + 2NaOH + HZO. (2)

The experiments of red mud autoclave leaching by 40-60% NaOH solution in the
temperature range of 170-210 °C with lime milk addition has shown the possibility of
the recovery of 87.5% and 96.4% for Al,O3 and Na,O, respectively [34]. The best results
were obtained by leaching for 3.5 h with a 100/25 ratio of red mud/calcium oxide in a
45% NaOH solution at temperature of 200 °C and pressure of 0.8 MPa. An increase in
temperature up to 250 °C led to a decrease in the leaching time to 1 h with a dosage of
Ca0O/SiO; = 0.3, and resulted in over 70% Al,O3 recovery in the solution and <1% of
remaining NayO in the residue [35]. It was also shown [1] that an elevated content of iron
oxides in red mud increases the dissolution degree of sodium.

The aluminum recovery degree and the filtration rate of the leached red mud slurry
can be improved by adding fly ash from coal-fired power plants. Liu et al. [36] carried out
high-temperature leaching at 260 °C using a strong alkaline solution containing 530 g/L
NayO with varying chemical composition of the ash and the ash:red mud ratio at molar
ratios of Na,O/Al,O3 = 30, CaO/S5iO; = 1.05, and S/L = 1/8. The optimal ratio of the
ash:red mud equal to 1:1 led to 91.7% alumina recovery, whereas recovery was 72.14%
without additives. In addition, filtration time dropped from more than 240 s to 80 s using
the optimal ash:red mud ratio. The chemical composition change of the ash by variation
of Al,O3/S5i0; ratio had a minimal effect on the recovery degree of alumina. However, a
decrease in the Al,O3/SiO; ratio significantly increased filtration time.

2.2. Sintering Process

To improve aluminum recovery, many authors proposed sintering red mud with
NayCOs3 and materials containing divalent earth alkali oxides (CaO, MgO, BaO) for con-
version of aluminum from sodium aluminosilicates that are insoluble in alkaline solutions
into water-soluble sodium aluminate NaAlO;, and for fixing silicon into barely soluble
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silicates (M;SiO4, where M is a divalent alkaline earth metal). The sintering process can be
described according to the following reactions (3)-(8) [37]:

Si0O; + 2MO = M,SiOy 3)

Al,O3 + NapCO3 = 2NaAlO, + CO, 4)
Fe;O3 + NayCO3 = 2NaFeO, + CO, 5)
TiO; + NapyCO3 = Nap TiO3 + CO, (6)
Na,TiO3 + MO = MTiO3 + Na,O (7)
2NaFeO; + 2MO = M,Fe,O5 + Na,O (8)

This method can be combined simultaneously with carbothermic reduction of iron
to obtain cast iron at the temperature range of 1300-1450 °C [38,39] or an iron-containing
concentrate at the range of 1000-1200 °C [40,41].

Hodge et al. [42] studied the kinetics of sodium monoaluminate formation in the
process of red mud sintering with soda and calcium carbonate at 1000 °C. Peak formation
of sodium monoaluminate occurred after 5 min of sintering, and then its content in the
sample decreased with an increase in sintering time. Leaching of the obtained sinter by a
solution containing 5 g/L NaOH and 5 g/L NayCOj3 at 80 °C for 30 min dissolved 64% of
sodium and 55% of aluminum.

Wai et al. [43] investigated the effect of CaO, MgO, and BaO addition on the aluminum
and sodium recovery from red mud after sintering with Na,COj3. The mixtures of red mud,
25% of soda, and various additives in the amount of 20% were sintered at 900 °C for 2 h
and then leached in 0.1 M NaOH solution. It was revealed that BaO has the greatest effect
on dissolution of aluminum and sodium; their maximum recovery degree reached 75.2%
and 94%, respectively. The rise of temperature and duration of soda sintering of red mud
with BaO up to 1000 °C and up to 4 h, respectively, achieved 99.5% aluminum recovery in
the solution [44].

Gao et al. [40] considered the reduction roasting process of red mud with the addition
of MgO and NapCOs followed by magnetic separation of iron and subsequent leaching of
aluminum by alkaline solution. It was shown that the optimal roasting conditions, which
are a MgO/SiO; ratio of 1.5, temperature of 1200 °C, and duration of 90 min, lead to an
iron recovery degree of 92%. The leaching of the magnetic separation tailings by 3% NaOH
solution at 90 °C for 20 min resulted in recovery of over 70% of aluminum.

In general, the application of the alkaline methods enables the selective recovery of
alumina and sodium from red mud without significant iron dissolution. Despite using a
higher temperature and pressure, direct alkaline leaching leads to incomplete dissolution
of alumina phases in red mud, so the application of this method for aluminum extraction
from red is unpromising. The use of the sintering method with simultaneous iron reduction
allows two types of products to be obtained, but this method also has some disadvantages.
In particular, the aluminum recovery degree is low due to incomplete conversion of
aluminum into water-soluble aluminates with the application of CaO and MgO as additives,
whereas the use of BaO considerably increases the processing cost.

3. Red Mud Processing Using Acid Solutions

In recent years, many authors [8,12] have made efforts to find an optimal technology
for selective acid recovery of REEs from red mud. The processes of direct leaching of
valuable elements from red mud by the most common acids, such as H,SO,4, HCl, HNO3,
and H3POy, and their mixtures, have been widely studied. It has become apparent that
sulfuric acid has a sufficiently high selectivity for scandium and titanium; the use of
hydrochloric acid leaching leads to efficient recovery of aluminum, iron, and REEs.
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3.1. Direct Acid Digestion

Karimi et al. [45] studied the efficiency of red mud dissolution in hydrochloric, nitric,
sulfuric, and phosphoric acids, and in their mixtures, in the presence and in the absence
of hydrofluoric acid. The experiments were carried out at 85 °C, stirring time of 120 min,
and liquid-to-solid ratio of 20 mL/g. The dissolution efficiency of red mud in three N
acid solutions was 79.35% for HCl, 46.21% for H,SOy, 79.70% for HNO3, and 41.33% for
H3POy. The highest dissolution degree of red mud was 80.37%, which was obtained by
leaching using the mixture of HCI:HNOj 1:1 in the presence of 3 wt.% of HF. This research
showed that a single acid alone cannot fully decompose red mud at atmospheric conditions.
Accordingly, direct acid leaching only enables extraction of some elements from red mud.

Reid et al. [46] compared application of different acids for leaching of REEs from
Canadian red mud at atmospheric pressure. HCl, HNOj3, and H,SO, were used at various
leaching conditions in the ranges of acid concentration from 0.5 to 3 M and temperature
from 25 to 90 °C for 30 min. Systematic experiments have indicated that nitric acid is
the most effective for REE recovery. However, taking into account the cost, practical
consideration of the process with application of volatile reagent, and its efficiency, 1.5 M
H,S0O; at 90 °C was chosen as the best leaching condition. The maximum recovery of Ce,
La, Nd, and Sc was at the S/L ratio of 1/15. Microwave pretreatment tests of red mud to
increase the recovery of REEs showed that the pretreatment leads to the formation of cracks
and pores in the particles, which enables the leaching agent to diffuse into the interior of the
particle, and therefore facilitates the dissolution of REEs. As a result, the recovery degrees
of Sc and Nd were increased from 40.0% to 64.2%, and from 54.3% to 78.7%, respectively.

Lim and Shon [47] investigated the influence of ultrasonic waves on the process of
sulfuric acid leaching of titanium from red mud. The recovery degrees of iron, aluminum,
and titanium increased with an increase in ultrasonic power output, leaching temperature,
and acid concentration, but decreased with an increase in S/L ratio. The recovery rates of
iron, aluminum, and titanium were 48.22%, 72.94%, and 88.95%, respectively, using the
following optimal conditions: ultrasonic power of 150 W, H,SO, concentration of 6 M,
leaching at temperature of 70 °C for 2 h at an S/L ratio of 2/100. The significant S/L
ratio was used to prevent silica gel formation. The REE behavior was outside the scope of
the research.

Ochsenkuehn-Petropoulou et al. [48] also found that the application of sulfuric acid for
selective recovery of scandium is more appropriate compared with hydrochloric and nitric
acids, and with aqua regia. Experiments conducted under wide ranges of temperature
and concentration showed that leaching by 2 M H,SO4 at 80 °C for 60 min with an S/L
ratio of 1/20 was optimal, and resulted in Sc recovery of about 50%. High pressure acid
leaching at 220 °C, in addition to acid concentration rise, led to a significant increase in
iron dissolution. High-temperature conditions contributed to the optimal selectivity of
scandium recovery with respect to iron and excluded the formation of silica gel, which
substantially hinders the separation of the target solution from the residue.

Xie et al. [49] studied the effect of red mud particle size on the recovery of aluminum
and iron by hydrochloric acid leaching at varying acid concentrations, S/L ratios, and
durations. The optimal leaching conditions, which led to dissolution of 96.7% Al and 95.1%
Fe, for red mud with a particle size of 150 microns were as follows: temperature of 80 °C,
duration of 150 min, HCI concentration of 10 M, and S/L ratio of 1/8.

Zhao et al. [50] investigated leaching of bauxite reaction residue (BRR) by hydrochloric
acid. It was found that direct acid leaching at optimal conditions, namely acid concentration
of 8 M, L/S 5:1, leaching temperature of 85 °C, and leaching time of 3 h, can pass into
solution only 44.15% Al, 38% Fe, 42%Ca, and 12% Ti. After removal of 81.21% Si from BRR
by 3 M NaOH solution at 75 °C for 2 h and a 5:1 L/S ratio, the aluminum leaching rate
only increased by 5.05%. Preliminary mechanical activation treatment for 10 h also led to
only 46% Al being passed into solution. To increase aluminum dissolution efficiency, high-
pressure acid leaching was used. After 10 h milling pretreatment and high-pressure red
mud leaching at 210 °C, dissolution degrees of Al, Ca, Fe, and Ti were 84.23%, 73%, 43% and
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15%, respectively. A study on kinetics of high-pressure aluminum dissolution determined
that the apparent activation energy of the process was 20.82 k] /mol, which corresponds to
a liquid diffusion rate-controlling process. It showed that a liquid poly-aluminum chloride
solution for water treatment can be prepared from the obtained solution. The developed
process can be used for red mud treatment after the removal of iron.

The complex hydrochloric acid leaching process developed by Orbite aluminate
Inc. [51] allows extraction of more than 90% of valuable elements from red mud, including
REEs. The process consists of several stages. The initial stage is high-pressure acid leaching
of red mud at 150-170 °C with dissolution of almost all elements except Si and Ti, followed
by HCI gas treatment of leached solution for AICl3-6H,O precipitation. The roasting of
the obtained AICl;-6H,0 at 900-950 °C allows production of Al,Os; the off-gas can be
returned to the precipitation stage. After Al removal, the solution heats up to 180 °C for
Fe;O3 formation after Mg recovery by precipitation and calcination. To recover REEs from
the solution, solvent extraction was proposed.

A statistical analysis of experimental data [52] indicated that concentration of the sul-
furic acid solution used, in addition to the process temperature, have the greatest influence
on titanium leaching efficiency from red mud. In addition, two-factor conditions—acid
concentration and temperature, or acid concentration and S/L ratio—were also statistically
significant; thus, the leaching efficiency can be considered to be dependent not only on
one, but on several process parameters. The "best" model of the parameters with recovery
of 64.5% Ti was obtained for the leaching by 6 N H,SO; for 4 h at a temperature of 60 °C,
S/L ratio of 5%, and fixed stirring speed of 700 rpm. The use of concentrated sulfuric acid
solution resulted in dissolution of 46% Fe and 37% Al in addition to titanium. The main
phases of the insoluble residue were anhydrite (CaSOy), bassanite (CaSO,4-0.5H,0), and
various hydrated aluminum sulfates, whereas, taking into account experimental conditions,
the existence of unreacted gibbsite (Al(OH)3) and diaspore (AIO(OH)) in the sulfate residue
appears to be doubtful.

Lymperopoulou et al. [53] investigated leaching of iron and scandium from red mud
by sulfuric acid using a statistical analysis of the obtained data using the Taguchi method.
In the experiments the following ranges of the parameters were used: acid concentration
of 1-6 M, S/L ratio of 10-30%, temperature of 25-85 °C, and leaching time of 1-7 h. The
analysis indicated that the most important factors were S/L ratio and temperature for
scandium recovery, and mainly temperature for iron recovery. The optimized leaching
conditions for Sc recovery were as follows: 6M HySOy4, 85 °C, 30% S/L ratio, 4 h; the
conditions for Fe recovery were as follows: 2M H,SO4, 25 °C, 10% S/L ratio, 1 h.

Alkan et al. [54] derived a more efficient application of sulfuric acid for leaching
compared with hydrochloric acid or their mixture in terms of titanium recovery from
red mud. After 2 h red mud treatment by 4 M H,SO; solution at 70 °C and S/L ratio of
1/50, the recovery of titanium was 67.3%, which was the highest among all used lixiviants.
The application of 4 M HCI and a combination of the two acids in the ratio of HCI to
H;,SOy4 of 1:3 led to titanium recovery degrees of 59.8% and 56.4%, respectively, which were
slightly lower.

Shoppert and Loginova [55] suggested a method of sequential processing of red mud
by diluted solutions of hydrochloric and sulfuric acids to obtain a titanium-containing
concentrate. In the first stage, Ca, Na, Al, Si and K were removed from red mud by the
treatment using HCI solution of pH = 3 at 25 °C for 1 h. In the second stage, the residue
enriched in titanium and iron was leached by H,SO4 solution. The optimal conditions for
the separation of iron from titanium were determined by factorial design. Dissolution of
iron with titanium recovery up to 6% was carried out using H>SO4 solution of 80 g/L at
an S/L ratio of 1/20 and 50 °C for 90 min. The insoluble perovskite residue contained
46.7% titanium.

It is known that silicon dioxide polymerization with the formation of silica gel signifi-
cantly impedes the filtration rate of the leachates, and this effect is particularly profound
with the use of 1-3 M H,SOy solutions [56]. Alkan et al. [57] studied a silicagel formation
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rate in the process of direct sulfuric acid leaching of red mud, in addition to slags obtained
by its reduction smelting at 1500-1550 °C in the presence of the fluxes, silicon oxide, or
lime. Acidic slag contained 1.4% Fe;O3, 15.3% CaO, and 38% SiO;; basic slag included
1.4% Fey03, 43.2% CaO, and 7.6% SiO;. In all cases, the leaching by 2.5 M H,SO; solution
at 75 °C and S/L ratio of 1/10 for 1 h formed a stable silica gel, and for acid slag at the
highest rate. The preliminary sulfating of dry red mud or slags by 97% H,;SO, at 75 °C
followed by water leaching contributed to a significant suppression of silica gel formation.
The treatment of acidic slag by this method showed that it is possible to achieve the most
efficient recovery of about 70% Sc with a simultaneous insignificant dissolution of Ti (<10%)
and Si (<3%).

Alkan et al. [58] proposed an application of a mixture of sulfuric acid and hydrogen
peroxide to increase the efficiency and selectivity of titanium and scandium recovery. A
parametric study demonstrated that HyO, addition suppresses silica gel formation, de-
creases iron dissolution, increases titanium recovery degree due to the formation of soluble
titanium peroxosulfate, and negligibly affects solubility of other red mud components. The
leaching by the mixture of 2.5 M HyO, and 2.5 M H,SO4 at 90 °C and an S/L ratio of 1/10
for 30 min resulted in the recovery of 68% Sc and 91% Ti; the yield of Fe and Al in the
sulfuric acid solution was 23% and 43%, respectively.

Some authors [59,60] have attempted to combine pyro- and hydrometallurgical meth-
ods aimed to reduce and remove iron in metallic form from the process, because, due to
significant iron content compared to REEs both in red mud and in leached solutions, it is
the main hindering factor for the separation and subsequent processing of the solutions.
However, leaching of the slags from reduction smelting, which can be essentially con-
sidered REE preconcentrates, is complicated. To increase the solubility of the slags, their
composition can be adjusted during the smelting process depending on the composition of
red mud and the lixiviant used.

Yagmurlu et al. [59] tested six slag samples for selective recovery of REEs that were
obtained by reduction smelting of red mud with fluxes, lime, or silica, at different rates
of cooling rates, water quenching, or slow cooling. Table 2 demonstrates the chemical
composition of red mud and the slags.

Table 2. Chemical composition of red mud and the slag samples from reduction smelting analyzed
by [59], wt.%. (reproduced from Ref. [59]).

Sample Fe,03 AL, O; CaO Si0, TiO, (mgfkg)
Bauxite residue 43.5 24 10.2 5.5 5.6 120
Basic slag 1.8 38.3 43.2 7.6 7.6 170
Neutral slag 1.5 39.8 29.9 22.0 7.4 170
Acidic slag 1.2 36.8 15.3 38 7.3 170

A kinetic study of REE leaching from different slags using the mixture of 2.5 M HySO4
and 2.5 M H;O, was carried out at 75 °C and S/L ratio of 1/10. It showed that both slag
composition and cooling rate affect REE recovery. The best results were found for the
quenched basic slag with recovery of 97% Sc and 95% Ti in solution without the formation
of silica gel. Scandium phosphate concentrate with 85% total scandium recovery from
red mud was precipitated from the obtained solution by a three-stage treatment using a
solution of ammonia and ammonium hydrogen phosphate (NHy), HPO;.

Rivera et al. [60] studied high-pressure acid leaching of REEs by HCl and H,SO; at
elevated temperatures from the slags obtained by reduction smelting of red mud. Six types
of slags were obtained using the different fluxes, lime or silica, and the cooling rate, water
quenching, or slow cooling. Table 3 presents the chemical compositions of red mud and
the slag samples.
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Table 3. Chemical composition of red mud and the slag samples * from reduction smelting analyzed by [60], where slag
I was obtained by 20% CaO addition, and slags II and III were obtained by CaO and SiO, addition, respectively, wt.%.
(reproduced from Ref. [60]).

Element Bauxite Residue Slag LFC Slag I.SC Slag ILFC Slag IL.SC Slag IIL.FC Slag II1.SC
Al 9.6 20.2 20.0 16.9 17.8 19.3 19.1
Ca 6.1 27.2 27.1 17.7 15.9 16.9 16.3
Si 34 4.6 4.7 11.8 12.3 10.4 10.1
Ti 3.5 52 55 6.1 5.4 55 52
Na 21 1.8 0.9 22 2.0 2.1 2.3
Fe 32.7 1.5 25 2.0 24 25 3.7

* FC: Fast cooling; SC: Slow cooling; Slag I, II and III produced with mixture I, I and III, respectively.

After leaching of the slowly cooled slag III by 3 N H,SO4 solution at 150 °C, selective
recovery of above 95% Sc occurred due to the formation of double sulfates [40], whereas
the recovery of other REEs was about 20%. In addition, leaching of the quenched slag I by
3 N HCl solution at 120 °C led to the recovery of over 90% Y, La, and Nd, and of 80% Sc.
The dissolution degree of Ti and Si under the optimal conditions was up to 5%, and over
60% Fe and 90% Al passed into solution. A cost-benefit evaluation of the high-pressure
acid leaching process is required.

Acid leaching can be used in combination with physical beneficiation methods of
raw materials, such as hydrocyclone processing followed by drying [61]. This treatment
increased the contents in the separated fraction of La by 19%, Ce by 23%, and Sc by 7%,
and decreased Fe content by 22%. It also contributed to minimizing total recovery of iron
and increased leaching degree of REEs. Leaching of fine hydrocyclone beneficiated fraction
by 2 M H,50; solution at 95-100 °C, pH =4 and S/L ratio of 1/10 for 2 h increased Sc
recovery by 15%, La by 16%, and Ce by 9% compared with original red mud, whereas Fe
content in the solution was decreased from 4.9% to 2.2%.

Guo et al. [62] proposed the preliminary calcination process of a mixture of red
mud and fly ash from coal-fired power plants in the presence of sodium carbonate in the
temperature range of 600-900 °C for 2 h followed by acid leaching. Leaching of the calcine,
which was obtained by roasting at 850 °C the mixture of 100 g of the ash and 106.4 g of
red mud, by 6 M HCl solution and boiling for 2 h led, to the dissolution of above 90%
of alumina.

Kashcheev et al. [63] suggested an improved sulfuric acid method for red mud process-
ing using ammonium sulfate as a leaching agent. A comparative assessment of leaching
characteristics of ammonium sulfate and sulfuric acid showed that they are equal in terms
of their efficiency of the dissolution of sodium, calcium, iron, and aluminum. In the first
stage, the boiling treatment by 8.45% (NH4),SO4 solution at S/L ratio of 1/14 for 30 min
extracted 95% Na and no more than 13-17% Al and Fe, thereby decreasing red mud weight
by 23%. In the second stage, when the reagent concentration was increased to 58.7% and
the volume of the solution to the S/L ratio was 1/30, boiling for 60 min led to dissolution
of 77.2% Al, 78.6% Ca, 60.25% Fe, 95.7% La, 71.0% Sc, and 86.5% Y. Then, hydroxides of
aluminum, iron, and alkaline-earth metals with an admixture of REEs were precipitated
by sequential neutralization to obtain a solution of ammonium and alkali metal sulfates.
In the final residue, titanium and silicon compounds, in addition to calcium sulfate, were
concentrated. It is the authors’ opinion that the advantage of this technology compared
with sulfuric acid leaching is a lower cost of ammonium sulfate, which is used as a lixiviant.
Other important advantages are the possibility of obtaining a neutralizing reagent, am-
monia, during the regeneration of ammonium hydrosulfate, in addition to environmental
compatibility, high productivity due to better filtration characteristics of the solutions, etc.

The extraction of valuable elements from red mud by direct acid leaching is a well-
studied method. The use of sulfuric and hydrochloric acids as leaching agents is most
promising for industrial application due to their wide application and low cost. Neverthe-
less, these methods have several disadvantages, such as high dissolution of iron, silica gel
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formation, the need for the use of a high temperature, leaching duration, acid concentra-
tion, and pressure or preliminary roasting to increase the recovery degree. A significant
interest for industrial application exists in the Orbite process [51], which allows extraction
of valuable elements from red mud with the acquisition of high-grade alumina. However,
using high pressure avoids the formation of silica gel and leads to the high dissolution
of iron, which is the main hindering factor for the subsequent extraction of REEs from
the solutions. Although dissolution of iron can be decreased by the use of a mixture of
sulfuric acid and hydrogen peroxide [58], its concentration in the solution remains too
high, so the most promising means of decreasing iron content in the solution is preliminary
extraction by pyrometallurgical methods. Using ammonium sulfate as a leaching agent
for the extraction of valuable elements from red mud is a new and prospective but poorly
studied method.

3.2. Scandium Recovery by Sulfation Method

Scandium is among the most important rare-earth elements in red mud because its
price is about 90% of the total price of all REEs contained in this waste. Red mud contains
scandium and other REEs in various mineral forms. Scandium is mainly present as an
impurity of hematite or goethite that substitutes Fe>* and AI*>* [64]. A portion of scandium
is in silicon-rich minerals such as quartz or zeolite. Unlike other REEs, individual scandium
mineral particles have not been detected. Particles containing REEs also consist of titanium
and iron, therefore, they are called REE ferrotitanates [65]. The REE distribution varies
significantly depending on the origin of red mud. For example, in Greek red mud, 65%
of scandium is present in an easily extractable form on the surface of red mud particles,
but Russian red mud from Ural aluminum plants contains a smaller amount of scandium
in chamosite.

One of the most widely studied and simple acid methods for the recovery of REEs,
particularly scandium, from red mud is the sulfation method, which is the roasting of
red mud with concentrated sulfuric acid at an S/L ratio close to 1 to convert scandium
minerals into water-soluble sulfates followed by water leaching [66]. This method makes it
possible to recover scandium selectively without silica gel formation. The advantage of
this method is the possibility to process and reuse some products that are formed during
thermal decomposition of the acid and during the roasting, namely SO,, SO3, NaFe(SO4),,
and NaAl(SOy);, as raw materials for regeneration of sulfuric acid [67].

Meng et al. [68] studied the process of red mud sulfation by the treatment of its
aqueous emulsion using concentrated H,SOy4 at an S/L ratio of 2/1 followed by heating in
a muffle furnace up to the required temperature and holding for 30 min. As a result, metal
oxides in red mud were converted into highly soluble sulfates, and silicon was polymerized
and transformed into an insoluble macromolecular form of silicic acid. An increase in
roasting temperature led to the decomposition of titanium, iron (III), and aluminum sulfates
into corresponding oxides. The maximum recovery degree of scandium sulfate from red
mud was 96.5%, which was obtained by the leaching of the sample roasted at 750 °C for
60 min. An increase in the roasting temperature up to 850 °C led to a decrease in the
solubility of scandium sulfate to about 90% due to its partial decomposition to hardly
soluble oxide. However, it contributed to significantly better scandium selective recovery
due to lower dissolution of titanium, iron (III), and aluminum, which also dissociated
during the roasting from sulfates into oxides, but at lower temperatures of 544 °C, 683 °C,
and 716.6 °C, respectively.

Liu et al. [69] showed that sodium can have an inhibitory effect on the release of SO, or
SOj3 from metal sulfates during the roasting of red mud with concentrated sulfuric acid, and
an excess of the acid over 1 mL/g has no growth effect on Sc and Na leaching. The optimal
treatment conditions were chosen as follows: roasting temperature of 750 °C, roasting
duration of 40 min, liquid-to-solid ratio of 10 mL/g, leaching temperature of 65 °C, leaching
time of 30 min, and stirring speed of 250 rpm. The roasting and leaching under these
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conditions extracted over 95% Na and about 60% Sc in the presence of the obtained solution
of 7% Al, 29% Ca, and 3% Si, in addition to Fe, Ti**, and Ga®* in inconsequential amounts.

Roasting of the mixture of Chinese red mud and sulfuric acid with S/L ratio of 1 g/mL
at 750 °C for 40 min and subsequent water leaching at 50 °C for 30 min contributed to the
dissolution of about 53% Sc, 30.3%, Ca, and 8.9% Al, in addition to less than 1.0% Fe and
0.3% Si. A roasting temperature rise up to 760 °C led to a drop in recovery degree of Sc to
49.5%, Fe to 0.1%, Si to 0.2%, Ca to 27.0%, and Al to 1.6%. According to the authors [66],
scandium after roasting was in the form of complex sulfate Na3Sc(SO4)s3.

Narayanan et al. [70] indicated that scandium and other REEs can be easily separated
by a precipitation from the sulfate leaching solution obtained by red mud processing.
Sulfation was carried out by the treatment of red mud using 80% H,SO4 at 120 °C for
14 h, followed by calcination at 700 °C for 1 h. Mixtures of REE oxides were sequentially
precipitated from the leached sulfate solution by the addition of sodium hydroxide at
pH = 8; scandium was deposited as scandium oxalate by the addition of oxalic acid
followed by calcination at 800 °C for 1 h to obtain a pure oxide. The recovery degree of
scandium by this method was 75%.

Alkan et al. [57] extracted scandium from the slags that were obtained by reduction
smelting of red mud with the addition of lime and silica. Slags with a weight of 13 g
were mixed with 5, 10, and 15 mL of concentrated sulfuric acid (97% H,SO,4) and 5 mL
of deionized water, then the samples were held at 75 °C for 1 h in a furnace. After the
treatment of the silicic slag, about 70% Sc, less than 10% Ti, and 3% Si passed into solution
without silica gel formation.

Rivera et al. [52] investigated REE recovery from red mud by a multistage treatment
using hydrochloric and sulfuric acids, followed by water leaching. The recovery of Si,
Al, Fe, Sc, Y, La, and Nd into the solution was studied depending on the amount of acid
and number of treatment cycles. Sulfating with 95-97% sulfuric acid for 24 h with HySO4
consumption of 412 g/kg of red mud and subsequent water leaching of the roasted sample
for 24 h at 25 °C and S/L ratio of 1/5 led to dissolution of 2.5% Si, 30% Al, 22% Ti, 3%
Fe, 22% Sc, 12% Y, 11% La, and 11% Nd. Treatment by 37% HCI with following water
leaching under the same conditions caused the dissolution of the main macrocomponents
to decrease slightly, but dissolution of REE increased; thus, 28% Al, 2% Ti, 3% Fe, 29%
Sc, 44% Y, 25% La, and 28% Nd passed into solution at HCI consumption of 788 g/kg.
A 4-9-fold increase in recovery degree of the components following a decrease in water
consumption by 50-60% was achieved by five treatment cycles. Taking into account the
price of scandium oxide for December 2017, the preliminary evaluation showed that the
estimated profit margin of the technology with multistage leaching by HCl is 531 USD per
tonne of red mud, whereas for leaching by H,SOy, profit is 563 USD per tonne of red mud.

The use of sulfation roasting and water leaching leads to selective extraction of more
than 60% Sc from red mud without a significant dissolution of iron, titanium, and silica gel
formation [69]. This method can be applied only for the extraction of Sc and has industrial
potential due to high scandium prices. However, due to the large amount of accumulated
red mud and low Sc content in it, this method can be used only as a part of a complex
treatment of red mud with extraction of major valuable elements such as Fe, Al, and Ti.

Generally, it should be noted that an application of acid methods is a promising
approach for red mud processing, and enables extraction of almost all elements, including
small amounts of scandium and other REEs. The main disadvantages of these methods are
the need for acid-resistant equipment and low selectivity. This necessitates development of
multistage technologies that are difficult to practically implement.

4. Red Mud Processing by Organic Solvents

The application of organic media for the treatment of raw materials and the recovery
of valuable components can avoid the formation of a significant amount of processing solu-
tions and spent liquor, which also need to be utilized for the mitigation of environmental
impacts. Recently, non-aggressive hydrocarbons with low toxicity, and their mixtures, have
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been synthesized and introduced into industry. These hydrocarbons are attractive due to
their use as promising extraction media and sorption materials. The application of such
leaching agents makes it possible to use cheaper equipment, thereby reducing the loss of
the extractant by evaporation or hydrolysis in contact with aqueous solutions.

4.1. Organic Acid Leaching

Yang et al. [71] proposed applying a mixture of oxalic and sulfuric acids for selective
recovery of iron from red mud. To reduce the loss of more expensive oxalic acid before
leaching, red mud was neutralized by diluted hydrochloric acid of 3 mol/L at a liquid-
to-solid ratio of 2 mL/g for 1 h at room temperature. As a result of pretreatment, the loss
of HyC,O, with leached residue decreased from about 17% to less than 1%. Leaching of
iron was carried out using the mixture of pretreated mud/H;Cy04-2H,O/H3SO; at the
mass ratio of 3/3/2 and S/L ratio of 1/16 g/mL. The treatment at 95 °C for 1.5 h led to the
recovery of 94.15% Fe and 21.12% Al, and no more than 0.69% Fe remained in the residue.
The treatment of the leached solution with the addition of iron scrap as a reducing agent at
50 °C for 60 min led to the precipitation of FeC,04-2H,0O. The precipitated iron oxalate
was treated by 9 M H,SOy solution at S/L ratio of 1/5 g/mL at 50 °C for 20 min to obtain
FeSO,4-H,0 and for HyC,O4 regeneration. In another paper [72], after oxalic acid leaching,
the same authors carried out the precipitation of iron as iron hydroxide by neutralization
of the solution to pH = 3.5 using CaCOj3 addition. To selectively dissolve iron from the
precipitate, leaching by the aqueous solution containing 1 M HCl and 200 g/L of CaCl, at
S/L ratio of 1/4 g/mL was used. The following reprecipitation of Fe(OH); at pH = 3.52
and the calcination at 750 °C for 3 h resulted in the acquisition of Fe,O3 of 98.44% purity.
Oxalic acid and, in part, the solution of HCl-CaCl, were regenerated, and the remaining
part of calcium was precipitated as CaSO4-2H,0 of 99.31% purity.

Yu et al. [73] precipitated iron in the form of poorly soluble p-FeCy04-2H,0 by
ultraviolet irradiation without any reagent addition from iron (III) oxalate solution obtained
by the leaching of red mud by 1 M CoH;O4 at 75 °C for 2 h. As a result, the residual iron
content in the solution decreased to 1 g/L, and the oxalate solution after filtration was
regenerated for the leaching of red mud.

Ujaczki et al. [74] studied selective recovery of gallium by the leaching of red mud
using 1-2 M solutions of HCl, HNO3 and H,SOy, in addition to 1 M C;H,O4. The degree
of gallium recovery from the suspension of 100 g of red mud in 1 L of the solution after
the treatment at 60 °C for 24 h varied depending on the type of acid, and was 34.8% for
HCI, 27.9% for HNOs3, 28.6% for HySO4, and 42.0%, the highest value, for CoH,O4. Oxalic
acid leaching was investigated by varying the concentration of the acid from 0.05 to 3 M,
treatment duration from 1 to 24 h, temperature from 22 to 80 °C, and concentration of the
suspension from 10 to 200 g/L. The best results with the recovery of about 80% Ga was
obtained using 2.5 M oxalic acid at 80 °C and an S/L ratio of 10 g/L for 21.7 h.

In the method [75], solutions of formic and acetic acids, and their mixtures, were used
to extract aluminum and REEs from red mud. Leaching was carried out in a reactor with a
stirrer at 80 °C using gradual addition of raw materials and continuous pH monitoring. The
red mud addition was terminated upon reaching the specified acidity of the suspension in
the range of pH = 1.6-4.0, but the leaching was continued for 1 h thereafter, and then held
at a fixed temperature for an additional 1 h. Analysis of the acid leachates obtained after
separation and extraction showed that an increase in pH from 1.6 to 3.8 led to a decrease in
the aluminum recovery from 71.5% to 67.5% and scandium recovery from 74.4% to 70.2%,
whereas the application of acetic acid resulted in a decrease in the recovery from 65% to
61.4% for Al, and from 67.7% to 63.9% for Sc. For the mixture of the acids of 1:1 ratio, the
recovery degree of aluminum and scandium dropped from 67.6% to 63.8% and from 70.3%
to 66.4%, respectively.

Atalay Kalsen et al. [76] compared the solubility of red mud components, namely Fe,
Al, Ca, Si, Na, and Ti, in hydrochloric and citric acids depending on acid concentration,
temperature, and leaching time. It was shown that the temperature was the most significant
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factor of the leaching process by hydrochloric acid, whereas the leaching process by citric
acid depended on the temperature to a lesser degree. Leaching by 8 M HCl solution for 5 h
at 100 °C caused almost full recovery of calcium and iron, in addition to the dissolution of
over 60% Ti and 80% Al The use of citric acid under the same conditions enabled recovery
of 50% Ca and 60% Al with a simultaneous low dissolution of the remaining elements
without any studies of the REEs’ behavior.

Gu et al. [77] leached over 46% of lithium from red mud, which was previously
neutralized by 0,5 mol/L oxalic acid, using 25% solution of acetic acid at 85 °C for 60 min.
The increase in acetic acid concentration above 25% and temperature led to the decrease in
the percentage of metals dissolved, such as Al and Fe, and precipitation of a part of the
released metal including lithium. Nevertheless, the leaching efficiencies of lithium were
developed up to 60.27%, which is higher than those of sodium under neutralizing red mud
using 0.01 mol/L hydrochloric acid.

The most important lixiviant among the investigated organic acids is oxalic acid, which
enables selective dissolution of Fe [71-73] and Ga [74] from red mud. This method can be
used as an alternative approach to iron recovery instead of pyrometallurgical methods.

4.2. Leaching by lonic Liquids

Ionic liquids are salts that consist of an organic cation and an inorganic anion, the
melting point of which is lower than the boiling point of water. They also have been
used as alternative solvents for the recovery of valuable components from mineral raw
materials [78,79].

Davris et al. [80] considered leaching of REEs from red mud by betainium bis(trifluo-
romethylsulfonyl)imide [HBet][Tf,N], which is hydrophobic ionic liquid. The leaching
was carried out at atmospheric pressure with the addition of water, and under autoclave
conditions. After the leaching, the dissolved elements were desorbed by hydrochloric acid
solution using stirring at room temperature for 30 min. Then, the purified organic media
was reused. The studied factors influencing the recovery of elements were the amount of
water, temperature, rate and duration of mixing, and pulp density. The optimal leaching
conditions, namely aqueous solution of 40% at 150 °C with stirring at 400 rpm for 4 h,
resulted in the recovery of 45% Sc, 30% Al, and below 3% Fe, and negligible dissolution of
Ti and Si. Temperature had the greatest impact on Sc recovery.

Bonomi et al. [81] investigated direct leaching of red mud by 1-ethyl-3-methylimid-
azolium hydrogen sulfate [Emim][HSO4]. The experiments were carried out in a 50 mL
mini-reactor with a stirrer and a steam condenser at the temperatures of 150, 175, and
200 °C. To reduce the viscosity and facilitate the process, dimethyl sulfoxide was added
during vacuum filtration, and the obtained solutions were treated by 65% HNOj;. The
experiments showed that the temperature and duration of the leaching had the greatest
influence on the recovery of Sc and Ti in the solution. A stirring speed of 200 rpm and
temperature of 200 °C for 12 h at an S/L ratio of 1/20 led to the recovery of 80% Sc,
90% Ti, 98% Fe, 38% Al, and 42% Na. The analyses of the leach residue using scanning
and transmission electron microscopes indicated that undissolved scandium is mainly
associated with ZrSiOy.

Thus, the use of hydrophilic ionic liquids, especially [Emim][HSOy4], as the solvents
for the recovery of valuable components from red mud, is more favorable than the use of
hydrophobic ionic liquids, due to their low cost and high degree of scandium and titanium
recovery [82]. However, due to the high solubility of iron in hydrophilic ionic liquids,
preliminary recovery of iron is necessary.

5. Combined Methods

Due to the complex mineralogical and multicomponent chemical composition of
red mud, its comprehensive utilization using any one solvent is often inefficient; thus,
combined pyro- and hydrometallurgical processes with sequential leaching of elements
by different solvents were developed, as mentioned above, and summarized in [83]. Such
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technological flowsheets before leaching can typically include different previous treatments,
such as high-temperature sintering with alkaline compounds to obtain soluble aluminum
compounds, reduction roasting followed by magnetic separation of iron, or smelting for
almost full iron segregation. The use of different acids at various conditions in a different
order, and more selective recovery methods, have been proposed for the extraction from
tailings or slags of the most valuable components—REEs and titanium. Figure 1 illustrates
the flowsheets of red mud processing using alkaline roasting, water leaching, reduction
smelting, and acid leaching.
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Figure 1. The schematic diagrams of metals recovery from red mud via alkaline roasting-water leaching-reduction
withNa,;COj3 (a) or NaOH (b) as an alkaline agent. Adopted from [83].

The main advantage of these flowsheets is the preliminary extraction of iron, which
can avoid its dissolution and decreases reagent consumption. The removal of alumina by
alkaline roasting before smelting causes a decrease in the consumption of fluxes during
smelting, but two-stage high-temperature roasting leads to high energy consumption
and increases the total cost of these processes. The more promising approach is direct
carbothermic roasting followed by magnetic separation for preliminary extraction of iron.

Deng et al. [41,84] suggest a multistage method of red mud treatment including the
recovery of iron by solid-phase reduction with the addition of alkali metal salts followed
by magnetic separation, leaching of the tailings by phosphoric acid, and pressure leaching
of the residue by alkaline solution to extract Ti, Al, and Sc. Figure 2 shows the flowsheet of
the proposed method.

The optimal conditions for the phosphoric acid leaching of the tailings with the
dissolution of 78.06% SiO,, 44.63% FeyO3, 29.23% Al O3, and 42.03% CaO were temperature
of 3040 °C, acid concentration of 1-1.5 mol/L, duration of 40-60 min, and S/L ratio of
10-15 mg/L. Autoclave leaching of the acid residue, which contained the main part of
Sc;03 and TiO,, by 35-40% NaOH solution at 230-260 °C and S/L ratio of 8-10 mg/L for
90-120 min, dissolved above 95% of Al,O3, SiO,, and P,Os. The treatment of the obtained
alkaline residue after the removal of Fe, Si, and Al by 8M H3POy solution at 150 °C led to
the recovery of about 90% REEs, and no more than 2% Ti, which is negligible [85].

In the next study, Deng et al. [86] used phosphoric acid leaching to separate La;O3,
Cey03, Scp03, and Y,0s3 from the macrocomponents of red mud. After removal of 90% Fe
from the red mud by reduction roasting at 1100 °C and magnetic separation, the obtained
tailings were leached by 1.2 M H3PO, solution at a liquid-to-solid ratio of 11 mL/g at
40 °C to separate REEs from silicon. It was found that during the reduction roasting of red
mud, La,O3 and CepOs3 enter the lattice of perovskite, which is highly resistant to acids at
atmospheric pressure, and remain undissolved. Sc;O3 and Y,03 were also partially entered
into the perovskite lattice by 30% and 70%, respectively. The remainder of scandium and
yttrium oxides with calcium and aluminum atoms remained in aluminosilicates that are
almost insoluble at low concentrations of phosphoric acid, so they were almost fully in the
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residue. The authors noted that the advantages of this method are low energy consumption
and low process cost.

Bauxite Ore Residue Additives

| |

Briquetting
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Figure 2. The schematic diagram of comprehensive processing of red mud via reduction-alkaline roasting-magnetic
separation-acid leaching—pressure alkaline leaching. Reproduced from [84].

The application of phosphoric acid leaching to remove silicon from tailings is an
alternative means of avoiding Si dissolution in conjunction with the sintering process in
flowsheets based on alumina leaching using alkaline solutions. The disadvantage of this
method is the loss of a portion of alumina during phosphoric acid leaching. A rather
abrupt change of the reaction media from alkaline to acidic and vice versa casts doubt upon
the prospects for the practical application of the suggested process due to neutralization
of not only the soluble portion, but also the conversion of acidic compounds into the
insoluble residue containing Sc and Ti. A more promising approach may be the use of a
high-pressure acid leaching of the tailings after iron removal to extract Al and REEs into
solution and concentrate Ti and Si in the leached residue [60]. Ercag et al. [87] developed a
complex route for red mud processing, including its roasting with carbon, dolomite, and
limestone; smelting of the roasted sample in an electric arc furnace with acquisition of pig
iron and slag; leaching of the slag by sulfuric acid; and treatment of the leached solution by
solvent extraction. After the leaching of the slag, the main portion of Ti and Fe passed into
solution. Then solvent extraction of Ti by 5% D2EHPA in kerosene treatment of organic
phase by Nay;COs solution, titanium hydrolysis, and calcination of precipitate to obtain a
high-quality TiO, pigment were carried out. Figure 3 presents the flowsheet of this process.
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This process was one of the first developed complex methods for red mud processing.
The main benefit is the acquisition of two products, namely, pig iron and pigment quality
TiO;. It should be noted that the main distinction of pigment titanium dioxide obtained
using the sulfuric acid scheme is its increased whiteness compared to that obtained by
hydrochloric acid technology, which significantly improves physicochemical properties
of TiO, dioxide. The disadvantages are high consumption of fluxes, which leads to an
increase in acid consumption, loss of part Ti due to its passing into pig iron during reduction
smelting, and silica gel formation during sulfuric acid leaching. The application of aryl
phosphoric acid, which is widely used in nonferrous metallurgy for the extraction of metals
with high distribution coefficients, requires selectivity of the extraction-stripping conditions
and the use of strong acids as stripping agents. A disadvantage in such extraction system
is increased emulsification without a preliminary preparation of the initial solution with a
demulsifying liquid. The authors also note that after titanium re-extraction with a carbonate
solution, it is necessary to regenerate the extractant before reuse by treatment with a sulfuric
acid solution. Information on the behavior of REEs is absent. Swain et al. [15] analyzed
a large number of publications and proposed a flowsheet based on physical separation
and hydrometallurgical approaches for the recovery of valuable elements from red mud.
Figure 4 shows the flowsheet of the developed process. The first stage is iron recovery by
several sequential stages of magnetic separations. After the magnetic separation, a non-
magnetic fraction treatment by leaching using hot water with the extraction of vanadium
into solution is used. Vanadium can be extracted from the solution by different methods
depending on its concentration. Titanium can be extracted from the non-magnetic fractions
by sulfuric acid with acquisition of TiO, after hydrolysis and calcination. The residue after
sulfuric leaching was treated by roasting and hydrochloric acid leaching. The obtained solid
residue recycles in the Bayer process for Al recovery. Solvent extraction of the solution using
D2EHPA, scrubbing by HySO4 + HyO, solution, sequential NaOH solution and oxalic acid
treatment, and calcination led to the acquisition of Sc;Os3. The main new proposals in this
flowsheet are the use of physical separation for iron extraction and the inclusion of leaching
of vanadium by hot water in the scheme. An application of physical separation for the
extraction of iron is an alternative route for iron recovery compared with pyrometallurgical
methods and oxalic acid leaching with lower costs, but the effectiveness of this method may
be low. The authors consider that the proposed route can be cost effective, but experimental
verification, economic estimation, and optimization are required.

Kounalakis et al. [88] considered a method of red mud processing that potentially
allows the acquisition of compounds of sufficiently high purity, namely 95-99% Fe;Os3,
85-94% Al,O3, 90-100% CaCOs, 100% NayOs3, and 82-85% TiO,. Authors proposed a
method consisting of hydrochloric acid leaching of red mud with the acquisition of iron,
aluminum, sodium, and calcium chlorides, and sequential leaching of the solid residue
enriched by titanium and silicon. According to this method, to obtain hematite, the salt solu-
tion is sequentially treated by hydrochloric acid, sulfuric acid with the addition of metallic
scrap, and sodium hydroxide. Hydrogen peroxide is used for the solid residue treatment to
remove silicon, and is then leached by sulfuric acid. Titanium and aluminum compounds
are precipitated from the obtained solution, then calcium sulfate is also precipitated by the
addition of the solution of ammonia with calcium chloride. Preliminary economic estima-
tion has shown that the processing of 32 tons of red mud per day can result in the income
of EUR 2,615,883 after the 3rd year. The estimated net private value was EUR 21,364,732.
However, it should be noted that this method has not been experimentally tested.
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6. Recovery of Elements from Red Mud Leaching Solutions

Leaching of red mud, tailings, and slag after iron removal represents a solution that
comprises multiple components. Recovery of solution components is a difficult task, so
selective precipitation methods are often infeasible or economically ineffective. Therefore,
many studies focus on the use of sorption and extraction methods for the recovery of
valuable components from the solutions obtained during leaching of red mud or slags, and
tailings after iron is removed.

6.1. Extraction Methods

Extraction systems of water-immiscible organic solvents containing complexing reagents
are mainly suitable for selective extraction and separation of metals from the solutions
of red mud acid leaching. Currently, the studied and available extractants are tributyl
phosphate (TBP), tri-n-octylphosphine oxide (TOPO), di-(2-ethylhexyl)phosphoric acid
(D2EHPA or DEHPA), amyl phosphonates, and quaternary ammonium salts with aliphatic
substituents, in addition to alcohol esters, alcohols, and kethones dissolved in kerosene,
toluene, octanol, trichloromethane, and other hydrocarbons.

Boudreault et al. [89] proposed the method of separation of iron (III) and aluminum
from the hydrochloric acid solutions, which were obtained by leaching of aluminum-
containing materials including red mud. The first stage is the treatment at pH = 1-2.5
by the mixtures of heptane and derivatives of phosphoric or phosphinic acids, namely
D2EHPA, bis(2,4,4-trimethylpentyl) phosphinic acid, and 2-ethylhexyl phosphonic acid
mono-2-ethylhexyl ester, at a volumic ratio organic phase/aqueous phase (O/A) of about
1/1 with extraction up to 98% Fe. To recover iron, the reverse extraction at O/ A ratio of
about 1/0.5 by 2-6 M HCl was carried out. The second stage is the treatment at pH =2.5-3.5
by 20% heptane solution of bis (2,4,4-trimethylpentyl) phosphinic acid (Cyanex 272) at
O/ A ratio of 1/3 with extraction up to 90% Al. Wang et al. [90] used the mixture of 5-7%
TBP, 20-28% secondary octanol, 15-25% sulfonated kerosene in weight for recovery of iron
from hydrochloric acid red mud leaching liquor. The stripping by 0.5 M NaOH solution at
O/A of 2-3/1 followed by iron hydroxide precipitation and drying led to the acquisition
of high-purity iron oxide.

Zhang et al. [91] suggested 30% methyltrioctylammonium chloride solution in octanol,
which is known as Aliquat 336, for iron extraction in the form of anionic complex FeCly ™
in a strongly acidic medium. Accompanying metals, namely Al, Zn, Cu, Mg, Ca, Na, Tj, Sc,
Y, Nd, Ce, and La, fully remained in the raffinate, which was further treated for scandium
extraction by 5 vol. % D2EHPA; increase in D2EHPA concentration to 25 vol. % resulted
in Ti and Y separation from Al and other REEs. The organic phase Aliquat 336 with up to
100 g/L Fe content was treated by 1.5 M NaH,POy solution to re-extract iron in the form of
a phosphate complex [92]. Aliquat 336 was efficiently able to re-extract iron for six cycles.

The optimal parameters for the extraction of REEs and retention of aluminum in the
raffinate from the hydrochloric acid red mud liquor after precipitation of the main part
of iron at pH = 3 were calculated using mathematical modeling. The best REE extraction
and stripping degrees were obtained at O/A ratios of 0.1 and 0.67 using 0.78 M D2EHPA
solution in kerosene and 4-3.8 M HCI solution, respectively. As a result, 87% Fe was
separated in the first stage, 33% Al remained in the raffinate, and 79% REEs from 58% of
the previously leached red mud was recovered for further processing. Even this degree of
red mud processing with incomplete recovery of the valuable components has been found
to be cost effective [93]. Zhou et al. [94] showed that co-use of hydrochloric acid and EDTA
solutions in optimal ratios is thermodynamically favorable for the selective extraction of
scandium. The leaching tests led to recovery of 79.6% Sc and 6.12% Fe.

The red mud treatment using a controlled HCI concentration at this stage can lead to
selective leaching of yttrium and calcium with significantly less dissolution degree of other
components [95]. Yttrium was selectively recovered from the leachate by the extraction
using 25% D2EHPA in kerosene at an O/ A ratio of 1/3 in the presence of iron turnings,
which promoted the reduction of Fe(IIl) to Fe(Il) without reducing the extraction capacity
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of the extractant with respect to yttrium. Stripping was carried out by 200 g/L H;SO4
solution containing 10 g/L NaCl in 4-6 steps followed by the precipitation of oxalates and
their calcination to yttrium oxide. In another paper [96], stripping was carried out by a
dilute solution of hydrofluoric acid or solutions of fluoride salts, e.g., NH4F and KF, in one
stage to obtain a suspension of yttrium fluoride followed by its separation and washing.

Zhu et al. [97] suggested the addition of 2.5-7.5% CaF, during sulfuric acid leaching of
red mud to increase scandium recovery up to 92%. Wang et al. [98] almost fully extracted Sc
and partially extracted Al and Fe from a leached solution using a mixture of 10% D2EHPA
and 5% TBP in sulfonated kerosene at pH = 0.1 for 4 min. Solid-phase stripping using 2 M
NaOH solution resulted in scandium separation as hydroxide from Al and Fe impurities in
the raffinate. Sc;O3 of 99% purity was obtained by calcination of the oxalate, which was
re-precipitated from 2M H,SOy solution.

Liu et al. [99] found that the addition of 15 vol.% isooctyl alcohol during the D2EHPA
extraction reduces the efficiency of scandium extraction from 1 M HySOy4 solution, but
promotes its separation from titanium and zirconium with separation factors of 34 and 494
for Sc/Zr and Sc/Ti, respectively. Ochsenkiihn-Petropulu et al. [100] selectively separated
scandium from yttrium and heavy lanthanides at pH = 0 by 0.05 M D2EHPA in hexane,
and in the second stage extracted La and Ce by an increase in D2EHPA concentration to
1M at pH = 1.5. Phosphine extractants Cyanex 923 and Cyanex 301 in hexane under certain
conditions showed a high selectivity for cerium and lanthanum with respect to iron from
1 M HCl solution [101].

Li et al. [102] studied autoclave leaching at 120-140 °C by 6-8 M H3POy solution for
60-90 min and achieved the dissolution of 94% Sc, 50% Ca, 42% Ti, and over 90% Al and
Fe. The extraction by 2% EDTA at an O/ A ratio of 1/3 led to a better separation degree
of Sc from Fe and Al from the obtained phosphate solutions compared with hydrochloric,
sulfuric, and nitric acid solutions. At pH = 1.8, the scandium extraction degree was 98.64%
with the Sc/Fe and Sc/ Al separation factors of 2703 and 230, respectively.

Zhu et al. [103] extracted more than 96% of scandium, vanadium, aluminum, and iron
at pH = 1.9 from a hydrochloric acid solution using a mixture of 15% mono(2-ethylhexyl)2-
ethylhexylphosphonate (P507) and 5% TBP in sulfonated kerosene. Vanadium was re-
extracted using 2 M H,SO, with its precipitation from the solution as vanadium oxide.
Scandium hydroxide suspension was obtained from the organic phase by the treatment
using 2 M NaOH. The next stage was the addition of 20 g/1 of Nay;SOj in the organic
raffinate and stirring for 5 min. The aging of the pulp at pH = 5.0 for 4 h with vigorous
stirring and heating to 50 °C resulted in precipitation of a mixture of aluminum and iron
chlorides, which were separated by filtration. The aluminum and iron recovery degrees
from red mud were 83% and 52%, respectively.

To extract scandium from leaching liquors, Onghena and Binnemans [104] suggested
the application of ionic liquid-betainium bis(trifluoromethylsulfonyl)imide [HBet][Tf,N],
which forms a homogeneous system in aqueous solutions above 55-65 °C and stratifies
with a decrease in temperature. The conditions for the extraction of above 95% Sc and up
to 80% Fe from hydrochloric acidic and nitrate media of pH = 1.5-4 with their separation
from non-ferrous metals and REEs (Y, La, Ce, Nd, Dy) were determined both with and
without heating. Scandium stripping was carried out by the treatment using 1.5-2 M HCl
solution or by precipitation of the oxalate. To separate scandium and iron (III) during the
extraction by [Hbet][Tf,N] at pH = 2.5 from a sulfate solution, reduction by ascorbic acid
to iron (II) was carried out [105]. To remove impurities, such as calcium and aluminum, a
three-stage treatment by hydrochloric acid solution was used until reaching a pH of 1.7,
and then stripping by 6 N H,SO, solution was performed. However, due to significant
contents of the main red mud components—Al, Fe, Ti, Ca, and Si—there was no selective
extraction of scandium and other REEs.

Zhang et al. [106] increased content ratios of Sc/Fe and Sc/Al by 8.8 and 265 times,
respectively, in nitric acid solution, thus obtaining 91.1% Sc recovery by a single treatment
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using hydrated titanium phosphates. The application of sodium sulfite as a reducing agent
considerably decreased simultaneous recovery of Fe** with scandium.

Despite the search for new extractants, the majority of authors have used the most
common extractants and solvents, which often have toxic properties [10]. In addition, the
processing of large volumes of red mud or acidic leaching liquors leads to irrevocable con-
sumption of expensive reagents and technological problems associated with the formation
of the third phase—emulsion or suspension—which hinders the separation of the organic
and aqueous phases and results in losses of the extracted component.

6.2. Sorption Methods

The application of sorption processes for the red mud treatment provides a selective
recovery of target elements by the materials based on an inert polymer matrix or inorganic
hydroxy-hydroxide compounds, either from leached solutions, mainly acidic (H;SOj,
HCl, HNOs;, and their mixtures), or from leaching slurries containing both sludge and
sorbent in a dispersive aqueous medium. Currently, various cation and anion exchangers,
in addition to ampholytic resins, have been developed containing organophosphoric,
phosphonic, phosphine, carboxylic, sulfonic, nitro, amine, and other functional groups
and their combinations (—POOH, —COOH, —SO3zH, —NH),, etc.), which are selective
to one or a group of ions. The type of ion exchanger chosen depends on the recovered
metal, the composition of the medium and impurities, and the need for selective or group
separation, which ultimately determines the total recycling degree of red mud. Therefore,
a wide variety of sorption processes and materials has been developed to date that can be
successfully used for the treatment of different raw materials, mainly for the recovery of
the most valuable rare metals.

For example, Deep et al. [107] investigated sorption of Ti** in the presence of Fe3*,
Zr**, and Th** from 1 M HCl solution with its separation from Vo*, Cett, AP, Ga3t, Mg2+,
and Mn?* ions by bis-(2,4,4-trimethylpentyl)mono- or dithiophosphinic acids (Cyanex 301,
Cyanex 302) impregnated on silica gel. Subsequent elution by the mixture of 3% HyO; in
0.5 M HS04 enabled separation of Ti** from the cations Fe3*, Zr**, and Th**, which are
washed out by oxalic acid solution followed by regeneration of the sorbent. This process
can be combined with hydrochloric acid leaching of red mud or ilmenite.

The recovery of scandium by nitrogen- and phosphorus-containing ampholytes (AFI-
21 and AFI-22) after direct leaching of red mud using sulfuric acid was developed similarly
to the processing of poor uranium ores with subsequent separation of radioactive and
valuable components [29]. The capacity of the resin was 0.04-0.15 g/dm? of scandium with
simultaneous uranium recovery, and the yield after desorption by 150 g/dm? Na,CO;
solution for scandium was up to 80%. The capacity of the used resins was significantly
reduced at high concentrations of Al, Fe, Ti, and Si. Smirnov et al. [108] increased the
recovery degree of scandium to 28.6% by a sorption process from pulp with direct con-
tact with slurry using a KU-2 gel cation exchanger with direct contact with slurry at
pH =1.3-1.7 and sorbent/red mud slurry ratio of 1/20-50. Scandium, yttrium, and alu-
minum recovery degrees from the slurry were 48%, 42%, and 29%, respectively, with
application of multiple desorption by the same solution containing 100 g/L Na;SO4 and
30 g/L HySO4. Removal of aluminum from the collective AI-REE concentrate by an alkaline
solution enabled acquisition of a concentrate 15-20-fold richer in REEs, including yttrium,
and to recycle the aluminate solution to alumina production.

Dostova and Salnikova [109] achieved 100% of REE recovery in HCI solution with
total dissolution degree of 60% after preliminary treatment of red mud by ammonium
chloride to dissolve calcite. A KB-4 carboxyl cation exchanger in the form of NH** was
used for REE sorption. KB-4 has a higher capacity than the KU-2 sulfonic cation exchanger
due to not only electrostatic interaction with sulfogroup, but the formation of strong bonds
with carboxyl groups. To increase the selectivity, Fe(Ill) and Al impurities were converted
into the hydroxide form by neutralization with ammonia to pH = 6.2-6.5. Divalent metals
have no effect on the REE recovery. The disadvantage is the fact that three days of contact
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of the phases led to losses up to 25% of REEs due to their coprecipitation with iron and
aluminum hydroxides.

Mechanical activation of red mud slurry in the sulfuric acid solution of pH =1 and S/L
ratio of 1/3 in a bead mill for 10 min, and the processing of the sorbent with impregnated
phosphoric acid ester inside the pores by a mixture of hydrofluoric and sulfuric acid
solutions before desorption, makes it possible to more efficiently recover and separate
scandium from most of accompanying macrocomponents [110]. To obtain a scandium
concentrate, desorption after previous treatment was carried out by suspension of 1-10 g/L
calcium fluoride in 10 g/L hydrofluoric acid due to a more complete coprecipitation
with CaF,. The REE recovery from the scandium-depleted pulp was performed by the
same macroporous sulfo cation resin after scandium desorbtion. Elution of REEs by an
ammonium sulfate solution was proposed after a treatment by 50 g/L sulfuric acid. The
recovery degrees of scandium and other REEs were 62-64% and 66%. The selectivity of
scandium and REE recovery from multicomponent sulfuric acid solutions of red mud
leaching is likely due to careful observance of the selected technological parameters and
choice of the appropriate sorbent type. The technological difficulties of sorption from
the pulp are possible resin losses at the stages of solid phase separation, in addition to
contamination of the pore space due to physical adsorption of poorly soluble compounds,
which leads to a decrease in capacity. In this case, the stages of preliminary washing
of the resin before desorption of the target component allow satisfactory separation and
selective recovery of metals, but significantly increase the material flows of solutions of
various compositions.

The stepwise leaching of carbonate-hydrocarbonate slurry in a countercurrent mode
led to an increase in scandium recovery up to 47.8-50.1% compared with carbonization
no more than 30-40%. At a slurry/resin ratio of 10-80/1 and S/L ratio of %, the capac-
ity of phosphorus-containing Na* form of the Lewatit TP-260 ion exchanger for Sc was
0.33% [111]. The possibility of scandium recovery from model red mud leaching liquors
allowed determination of its predominant interaction with phosphorus-containing func-
tional groups of other ampholytes based on a styrene-polyacrylate copolymer [112]. The
application of a saturated solution of 450 g/dm? NayCOj3 with a yield of 96% resulted in a
concentration of 275 mg/ dm?3 Sc,03 in the desorbate. To extract scandium from sulfate
pulp with pH = 1.8-2.0, several types of phosphorus-containing ion exchangers of gel
and macroporous structures were tested. The scandium content in the most promising
sorbent Purolite S957 was increased to 9%. Among the resins tested during the recovery
from phosphate solutions—Tulsion CH-93, Purolite S940, Amberlite IRC-747, Lewatit
TP-260, Lewatit VP OC 1026, Monophos, and Diphonix—aminophosphonic IRC-747 and
aminomethylphosphonic TP-260 were identified as the most promising [113].

Polymeric materials based on polystyrene divinylbenzene (PS-DVB) have shown
resistance to extreme pH conditions and high mechanical strength, which makes them
suitable for use in highly acidic media. Nonetheless, a significant disadvantage of the
reagent-impregnated resins is their washing out by acid solutions, which leads to a decrease
in the total process efficiency. Microencapsulated extractants, also named solid extractants
(SE), can be more stable in this regard; the synthesis of the styrene-divilylbenzene polymer
in SE is performed simultaneously in the presence of D2EHPA, TBP, crown ethers, or other
reagents [114]. However, for selective recovery and separation of REEs using SE, a strongly
acidic medium up to 8M HCI or 6M H,SOy is recommended, which significantly limits the
technical feasibility of this approach [115,116].

Avdibegovic et al. [117] showed via a simulation of scandium sorption from hy-
drochloric acid and nitrate solutions that the highest efficiency only occurs in the presence
of equimolar amounts of ions, namely Fe3*, A1**, and Ca?*. The sorption materials were
prepared by impregnating ionic liquid-betainium sulfonyl(trifluoromethanesulfonylimide)
on Amberlite XAD-16 resin or silicon dioxide; the reagent [Hbet-STFSI-PS-DVB] was
synthesized from the initial materials by swelling a sulfonyl chloride resin in an organic
solvent to promote the formation of chemical bonds between the functional groups and the
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polymer. The studied metal phosphate ion exchangers proved to be as non-selective for
Sc3* from HCl and HNOj solutions as REEs such as Dy, Nd, and Y. Due to the formation
of stable sulfate complexes, scandium was desorbed with a high efficiency by 1 M H,SO4
solution with a four-fold concentration at an initial content from 0.2 to 5.6 mmol/L Sc.
Selective separation of scandium and other REEs (Dy, Nd, Y) over base metals, namely Fe,
Al, and Ca, from the leached red mud nitrate and sulphate solutions was proposed using
[Hbet-STFSI-PS-DVB] by column chromatography [118]. Scandium was desorbed from all
media during competitive complexation by the phosphoric acid solution at pH = 2.0-2.5.
Stepwise elution through sorption columns of nitric and phosphoric acid solutions with
pH control enabled separation of almost all metals contained in red mud with the sequence
of elution: Sc(III) > Fe(III) > Ca(Il) > AI(III) > Dy(IlI) ~ Y(III) > Nd(III).

Zhang et al. [119] suggested the use of anionite D201 containing quaternary am-
monium groups (-N (CHjz)3*) for the anion-exchange separation of microquantities of
scandium and an almost 2000-3000-fold excess of iron from a strongly acidic medium with
the separation coefficient of 3 = 1348. The maximum adsorption capacity for iron was
147.06 mg/g, and it was only 0.95 mg/g for scandium. More than 96% Fe was sorbed in
the form of the anionic complex FeCly~ from 9 M HCl solution in the presence of 3 M
Ca(l; for 4 h with no more than 2% of scandium recovery. An increase in the amount of
ion exchanger of more than 10 g per 100 mL of the solution led to losses of scandium with
the organic phase and a ten-fold decrease in the capacity of the resin for iron to 14.54 mg/g.
Iron was desorbed to a concentration of 35 g/L by dilute HCI solution of pH = 2. The resin
could be reused without additional treatment. Calcium, sodium, aluminum, and titanium
remained with scandium in the aqueous phase; further separation of Sc, Ca, Na, Al and Ti
was not studied.

As aresult of red mud leaching by 3 M HCl in the presence of 0.5 wt.% NaClOj at 50 °C
for 12 h, Zhu et al. [120] obtained a solution with pH = 1.47 containing (mg/L): 120 V, 15 Sc,
464 Fe, 1376 Al, 2645 Ca, 3324 Na, and 664 Mg. The recovery of vanadium anions by anion
exchangers D201 (-N—-(CHj3),C,H4OH), 201 x 7 (-N(CHs),), and D452 (-N—(CHj3)-H;O)
with pH increasing to 1.8-2.4 was 99.5%, 82.6%, and 76.4%, respectively. These conditions
can contaminate the ion exchanger due to physical sorption of iron hydroxide particles
that form in small quantities. After washing the ion exchanger with distilled water to
remove iron compounds, vanadium was desorbed using the mixture of 3% NaOH and
8% NaCl followed by crystallization of ammonium vanadate. After vanadium recovery,
the extraction was carried out at pH = 0.2 and O/A ratio of 1/10 for 6 min using the
mixture of 15% P507 and 5% TBP in kerosene, which is widely used for REE recovery.
Almost 100% of scandium was selectively separated with a minimum amount of iron and
aluminum impurities.

Zhou et al. [121] found that activated carbon modified by TBP is a satisfactory sorbent
for scandium from hydrochloric acid red mud liquors with a dosage of 6.25 g/L and 40 min
of adsorption time. An increase in the amount of sorbent leads to a decrease in selectivity
and recovery of all red mud components, especially titanium. A strong acid 732-type
sulfonic cation exchanger based on polystyrene matrix showed selectivity to scandium at
pH 1-3 according to the sequence: Sc > Fe** > Al > Ca > Zr > Ti > Si [104]. As a result of the
two-stage ion-exchange separation, 95-100% of Fe3*, Ti, Al, Ca, Zr, and Si can be removed
from the hydrochloric acid red mud liquor.

Authors such as [122,123] studied the effect of electrodialysis on the sorption process
using sulfonic cation resin Neospeta CMX and Neosepta CMB from hydrochloric acid
red mud liquors in the presence of complexones, namely, nitriloacetic, ethylenediaminete-
traacetic, and citric acids, which led to a considerable change in the cation mobility of
metals such as Al, Fe, Ti, and Na. A significant decrease in the permeability of the formed
complex compounds was used to separate metals. A significant decrease in flux of the
formed complex compounds was used for the recovery of metals. A problem with this
approach is the regeneration and reuse of costly complexonates.
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It should be noted that improvement of the selectivity of the main part of the extraction
and sorption methods requires a significant increase in the concentration of the acids used
for the dissolution of the metals of red mud. This change in the medium is used to control
the specific behavior and properties of one or a group of extractable ions. The variation of
the phase ratio enables a significant increase in the concentration of metals in the solutions.
Nevertheless, active reagents such as phosphorus, nitrogen, and sulfur-containing aromatic
and aliphatic hydrocarbons remain relatively stable in both methods for a long time, which
requires almost individual selection of extraction parameters depending on the ratio of
target metals. Hence, it can be inferred that the composition of solutions and liquids of red
mud, the kind of acid, and the acid concentration play a significant role in effective leaching
of elements from red mud. In the review [9], it was opined that the solvent extraction and
sorption could be a suitable option for the purification and recovery of metals from leach
liquor, but the approach needed to be developed to reach its feasibility.

7. Bioleaching

There are several papers devoted to the research of leaching of various elements from
red mud using biological organisms [124,125]. The main advantages of these methods are
low cost, low energy consumption, and environmental friendliness [126].

Qu et al. [127] investigated the process of bioleaching of heavy metals from red mud
using the fungus Aspergillus niger. The highest leaching ratio of valuable components
was observed at an S/L ratio of 1/100 g/mL. The main active substance in this case was
citric acid. The leaching degree of heavy metals was as follows: 80% Pb, 80% Zn, 67% Cu,
50% Ni, 44% As, 31% Ba, 26% Cr, 11% Fe, and 11% Zr. Vakilchap et al. [128] showed that
treatment by Aspergillus niger fungus leads to recovery of 69.8% Al, 60% Ti, and 25.4% Fe
at an initial red mud concentration of 1% and holding time with the fungus of 30 days.
A strong negative relation was revealed between the biomass of Aspergillus niger fungus
and pH value [129]. At continuous leaching the system can reach a steady state with the
red mud concentration in the pulp of 10% and pH < 3. Compared to leaching by organic
and inorganic acids, this method proved to be cost effective at a laboratory scale. At a
temperature of 30 °C and holding time of 96 h, 31% Ga, 33% Ge, 19% V, 30% Sc, 16% La,
23% Eu, and 44% Yb were recovered. The use of Penicillium tricolor fungus for REE recovery
showed a good survival level of microorganisms mixed with red mud [125]. The main
active substances were oxalic and citric acids. The maximum recovery degrees of REEs
were achieved in a one-stage biological leaching process with 2% of red mud in suspension.
However, the highest recovery degrees were obtained in a two-stage process with 10% of
red mud.

Cizkova et al. [130] used green algae, Desmodesmus quadricauda, Parachlorella kessleri,
and Chlamydomonas reinhardtii, for the intracellular accumulation of lanthanides from
red mud. The rate of lanthanide accumulation was 27.3 mg/kg per day at a red mud
content of 0.1%. Increasing the red mud content led to a decrease in the accumulation
rate. The concentration of Ce, La, and Nd in Desmodesmus quadricauda alga reached 22.5%,
11.9% and 10.1%, respectively; the other algae were less effective. Lanthanides are mainly
distributed in chloroplasts and in the cytoplasm of algal cells. The biomass of algae
enriched in lanthanides can be used as a fertilizer or for the recovery of absorbed elements
by chemical methods.

Qu et al. [131] studied the recovery of major, rare-earth, and radioactive elements from
red mud using Acetobacter bacteria. The advantage of bacteria compared to fungi is the
lower risk of environmental pollution and less required content of biomass for an efficient
leaching process. The total amount of organic acids (acetic, succinic, fumaric, lactic, malic,
oxalatic, tartaric, and citric) excreted by Acetobacter increases with an increase in the density
of the red mud pulp. After biological leaching, the contents of hematite and gibbsite in red
mud were decreased, but a new phase of weddellite Ca(C,04)-2H,0 was detected. The
results showed that in the one-step process and with pulp density of 2%, the leaching ratios
of Al, Lu, Y, Sc, and Th were 55%, 53%, 61%, 52%, and 53%, respectively.
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The disadvantage of bioleaching methods is the long duration, both of the cultivation
process of microorganisms and the leaching process. In addition, bioleaching processes
have a low selectivity [132]. The conducted research has shown that a red mud content
of about 0.1-1% is favorable for the bioleaching process, and the process duration varies
from several days to several weeks. These conditions limit the large-scale application of
bioleaching technologies.

8. Discussion

To date, numerous studies have shown the technological possibility of the recovery of
almost all elements from red mud using only hydrometallurgical methods, or their combi-
nation with pyrometallurgical and physical methods. However, the proposed approaches
have yet to be applied in industry. This is mainly due to an insufficient study of the cost
effectiveness of the proposed processes, and testing of most of the approaches only at a
laboratory scale, which complicates the choice of technology. Moreover, it should be noted
that the effective means to increase the utilization degree of red mud involves a significant
increase in its storage cost. According to estimations, the cost is 9-20 USD per ton [23],
which prohibits alumina producers from investing in red mud recycling. Considering the
negative effects related to red mud storage on the environment and society [133], additional
stimulation of alumina producers via an environmental charge for damage is required.

It should be noted that the processes proposed for red mud processing should not
only be cost effective, but also comply with ever-increasing environmental requirements,
meeting the general principles of green chemistry and sustainable development. These
requirements can be described as follows:

e  Atmospheric pressure and minimal practicable temperatures should be used for the
recovery of valuable components.

Process flowsheet should include a minimum number of stages.

CO; emission in all stages should be minimized

The application of the most available and cheapest reagents.

The concentration of reagents for leaching should be minimal.

If possible, reagents should be replaced with waste from other industries

All reagents should be regenerated as much as possible and recycled.

The alkali contained in dump red mud should be recycled to the main process of
alumina production.

Obtained by-products and wastes must be recycled.

Easy variability of products and technology stages.

Required recovery of the most valuable and high-margin components, especially
scandium and titanium.

Low capital costs of the process.

The acquisition of high-demand goods.

Currently, none of the emerging processes fully comply with the above listed require-
ments. Almost full dissolution of red mud components during leaching by inorganic
solvents necessitates undertaking processes at high temperatures, pressures, and concen-
trations of lixiviants, which, in addition to a high recovery degree, lead to low selectivity.
This circumstance has led to the need for development of comprehensive methods, which
combine pyrometallurgical and hydrometallurgical stages.

Borra et al. [134] describes certain economic assessments of the application of various
methods for red mud processing. The cost analysis of the processes of recovery of valuable
components from red mud by various methods has shown that direct leaching of elements
generates the lowest margin, in addition to a large amount of secondary wastes. It is
more promising to reduce the cost of obtained products by iron recovery using smelting,
followed by leaching of the slag. The favorable factor in this case is the supplementary
possibility to influence the composition and solubility of the obtained slags by changing
their cooling rate and addition of fluxes. Calcination before slag leaching, which enables
dissolution of expensive titanium and REEs, can provide the cost reduction to an even
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greater degree. At the present time, scandium recovery has the largest impact on margins
compared with other REEs. The use of the combination of methods of sulfating, roasting,
and selective leaching [135] has shown approximately the same effect on the increase in
the profit margin with recovery of scandium and other REEs separately, compared with
the combined recovery of REEs and major metals. The best option for increasing the profit
margin is the coupled recovery of major metals and scandium using a combination of
calcination, carbonation, and subsequent leaching methods.

Hatzilyberis et al. [136] considered economic aspects of scandium recovery in the case
of its leaching from Greek red mud by 96-98% H,SO,. The specific recovery of scandium
was proven to be a key variable for cost-benefit evaluation of the leaching process. This
value is directly proportional to the leaching yield, and scandium content in red mud
and in leached solution, and is inversely proportional to the S/L ratio and the total acid
consumption. Despite the high price of scandium, a process focused on its recovery can be
considered as ineffective due to both economic and environmental reasons because, in this
case, the amount of dumped red mud remained almost the same. Moreover, the generated
waste is no less hazardous to the environment than the original red mud.

Agrawal et al. [137] performed a comparative study with a cost analysis of different red
mud treatment routes, such as direct hydrochloric acid leaching, leaching with milling pre-
treatment, HCl leaching after alkaline microwave roasting, or after carbothermic microwave
roasting followed by magnetic separation. It was found that the maximal net cash flow
was the direct acid leaching approach, whereas leaching after alkaline microwave roasting
resulted in a negative net cash flow. A preliminary mechanical activation leads to a
significant increase in processing cost due to the increase in energy consumption.

Joyce et al. [138] used a life cycle assessment (LCA) approach to estimate the envi-
ronmental impact of different red mud processing methods. Analysis of several proposed
processes has shown that it is necessary to consider the influence of these processes on
other industries. For example, the use of a residue after metal extraction from red mud for
production of construction materials leads to a significant decrease in the climate change
impact due to a partial substitution of conventional charge. It is necessary to use this
method more widely for the development of more eco-friendly processes for red mud
recycling, considering not only economic viability, but also the environmental balance of a
process and its influence on other industries [23,139].

The main component of red mud is iron, so it is expedient to extract it to obtain a
high-demand product—cast iron or iron concentrate. To minimize CO, emission, iron
reduction by hydrogen is preferable [140]. It is also reasonable to use carbon-containing
wastes [141] for iron reduction to minimize raw material consumption. Slag or tailings
from magnetic separation enriched in aluminum, titanium, and scandium can be further
processed using acid or alkaline leaching technology. In this case, effective dissolution of
aluminum can be achieved by acid leaching, and scandium recovery can be achieved by
sorption methods; acid wastes can be used to reduce acid consumption [142]. To minimize
the formation of silica gel during red mud leaching by sulfuric acid, it is preferable to
use the sulfatization method, the addition of hydrogen peroxide, leaching by ammonium
sulfate with recovery of scandium from the solution both by sorption or extraction methods,
or precipitation of hardly soluble hydroxide, phosphates, or oxalates. A promising, but
insufficiently studied, method is the recovery of valuable components from leached red
mud solutions using ionic liquids. The residues obtained after the extraction of valuable
components are most advisable to be used for production of construction materials.

9. Conclusions

A review of methods using liquid media for recycling of red mud, which is a toxic
waste product of the alumina industry, has shown that it is a valuable raw material for
the recovery of REESs, particularly scandium, in addition to iron, aluminum, and titanium.
The review highlighted that despite the numerous studies undertaken, an economically
successful and environmentally sustainable method for red mud recycling is still absent.
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This is primarily due to the difficulties associated with the selective recovery of components
via hydrometallurgical methods, particularly due to the high content of iron. Leaching
by alkaline solutions is unsuitable for recovery of titanium and REEs; acidic leaching
leads to dissolution of iron with the valuable components, which hinders the subsequent
recovery of valuable components from the solution. In addition, direct leaching of valuable
components from red mud generates a large amount of wastewater, which must be utilized
and is therefore unacceptable for the environment.

Thus, at the present time, the optimal solution is the development of an integrated
technology using pyrometallurgical methods for iron reduction, involving the application
of hydrogen- or carbon-containing wastes, which leads to enrichment of non-metallic re-
duction products with valuable components. Then, aluminum can be extracted by alkaline
solutions, and titanium and REEs can be recovered by acid leaching. The approaches aimed
at selective REE recovery, particularly the application of ionic liquids and bioleaching, may
be economically feasible, but they require further research and are unable to solve the
problem of the utilization of the total amount of generated and accumulated red mud.

To develop new economically successful and environmentally sustainable processes
for red mud recycling, different approaches, such as LCA, for the estimation of the influence
of the process on the environment and industries, should be used more widely.
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