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Abstract: The study aimed to employ a comprehensive methodology for the acid processing of a rare
earth element (REE) concentrate obtained from the ore from Araxa (MG-Brazil). The most important
process variables have been identified and their levels determined to maximize REE extraction (%RE)
and minimize Fe extraction (%Fe). The thermodynamic analysis showed that the roasting temperature
(TF) is crucial for the control of Fe solubilization in the aqueous leaching step of the acid processing. A
statistic design of laboratory experiments and a process optimization method were applied to address
the interaction among the process variables. Experimental results showed that a TF of about 700 °C
can significantly reduce the Fe concentration in the aqueous leaching liquor. Mathematical models
were proposed to predict the effect of process variable on REE and Fe extraction of the concentrate.
A multi-objective technique was employed for optimization of chemical processing and the best
conditions were reached for roasting temperature (TF) = 700 °C, acid to sample mass ratio (ACs) = 0.8
and leaching time (tL) = 20 min, which led to %RE = 96.91% and %Fe = 21.69%.

Keywords: rare earth extraction; monazite leaching; Fe control; process optimization

1. Introduction

Each deposit of rare earth elements (REE) presents a distinct mineralogy that requires a specific
approach in the development of an efficient hydrometallurgical route.

Brazil has the second largest reserve of rare earths in the world, with 22 million tons [1], and the
Araxa-MG deposit is one of REE’s main assets worldwide, mostly related to weathered carbonatites.
The carbonatite deposit of Araxa is located near the city of Araxa, Minas Gerais State in south-eastern
Brazil. The total REE oxide content of the ore is 3.0% [2] with a high Fe content (>30%) [3].

Fe is a common impurity in REE ores and concentrates and must be removed as early as possible
in the mineral processing route, either in the mineral beneficiation or in the hydrometallurgy, preferably
before the REE separation step.

In the beneficiation step, depending on the characteristics of the ore, Fe minerals can be partially
removed by physical or physicochemical methods. Wet high intensity magnetic separation can be used
for the removal of Fe minerals from REE ores [4]. Other researchers reported Fe separation and REE
recovery using magnetizing roasting [5]. Alternatively, REE minerals can be separated by flotation [6],
and the Fe free concentrate and sent to the hydrometallurgical plant.

The hydrometallurgy of REE phosphate minerals, as those of the Araxa carbonatite, requires
extreme chemical processing conditions [7]. Alkaline and acid methods are usually proposed as
hydrometallurgical alternatives for such ores [8].

In the alkaline decomposition method, the REE phosphates are converted to hydroxides by reaction
with NaOH and subsequently dissolved in the acid solution. The rare earths are then purified by solvent
extraction. The trisodium phosphate formed can be used to the manufacture other products [9-11].
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The acid digestion method is based on the roasting of the ore with concentrated H,SO4 (96-98%)
at low (<300 °C) or high temperature (>300 °C). The REE present in the mineral phases are converted
to sulfates which are submitted to an aqueous leaching [10]. The Fe minerals in the ore may contribute
to increase the acid consumption in the process. Additionally, the subsequent Fe removal from solution
requires large amounts of reagents such as oxides, carbonates or hydroxides. A similar method was
used for REE recovery from bottom ashes. The heat treatment of the ashes was carried out with HySO4
and the recovery of REE with control of Fe in the final liquor was achieved. [12].

The REE in the acid leaching liquor can be precipitated as sodium double sulfates or as oxalates.
The reaction products are treated with sodium hydroxide and subsequently leached with HCI. The
REE chlorides in solution are then submitted to solvent extraction for separation of the individual
elements [13]. Fe in solution may poison the extractant in this step and also be a determining factor of
crud formation [14]. Furthermore, the disposal of Fe tailings leads to an increase in processing costs
that may affect the project feasibility.

Classical processes are reported to remove Fet> from a sulfate leaching liquor by percolating it through
a column of iron scrap followed by treatment with sodium dithionite [15]. More recently an alternative
method was tested to remove Fe from sulfate leaching liquors as phosphate compounds. According to the
authors, the process is particularly applicable to liquors with high Fe and low REE concentration [16].

The preliminary thermodynamic analysis allows the evaluation of the possible processing
routes [17,18]. Additionally, a lab test program must be designed to estimate the effect of the
experimental variables on the performance of the process. These programs can be designed so that the
effect of the interaction of experimental variables is taken into account and a mathematical modeling
can be performed. The modeling process can be performed using, for instance, experimental design
theory, multiple linear regression, stepwise regression and/or artificial neural network [19,20]. Then,
a comprehensive approach, using different methodologies, allows for the successful forecast of the
behavior of complex hydrometallurgical systems.

A novel comprehensive optimization methodology was used in this work, based on
thermodynamic analysis, statistic design of experiments and multi objective optimization. The
purpose was to identify the process variables and the levels of these variables that are adequate to
improve the extraction of REE and to reduce the extraction of Fe in the acid processing of a mineral
concentrate from Araxa (MG Brazil).

2. Materials and Methods

2.1. Sample Preparation and Characterization

A mineralogical and technological characterization of the ore from Araxa was previously performed
in order to subsidize the development of a processing route to extract REE [21]. In the study, the
authors identified goethite (38.9%), hematite (8.6%) and magnetite (2.5%) as the main Fe bearing
minerals that account for practically all the Fe content in the ore (Fe = 31.2%). Monazite (4.0%) is
the major REE carrier. La, Ce, Nd, and Pr correspond to 95% of the REE in the ore. Besides ilmenite,
quartz, pyrochlore, rutile, apatite, barite, calzirtite, hollandite, k-feldspar, kaolinite, zircon, cerianite
and gorceixite were also reported. The authors also reported that monazite crystals are intergrown
with other minerals of the paragenesis and identified a complex mineralogy, dominated by fine crystals
and a strong Fe oxide overprint that lead to poor rare earth separability from gangue. Other research
reports that mineralogy and texture of the ore from Araxa impose serious technological constraints to
the concentration of the rare earths bearing minerals of the ore [22].

Areverse flotation of this ore was performed in order to obtain monazite in the flotation tailings [23]
that were then used for the experiments of roasting and aqueous leaching.

The concentrate was characterized by X-Ray diffraction (spectrometer Bruker-AXS D4, Co Ka
40 KV, 40 mA) (Bruker, Karlsruhe, Germany) and X-Ray fluorescence (spectrometer AXIOS WDS,
PANalytical, Almero, The Netherlands).
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2.2. Thermodynamic Analysis

The thermodynamic data used in this work is provided in Table 1. The AG values (Gibbs free
energy) of selected reactions were calculated with HSC® Chemistry software (Version 7.15, Outotec,
Espoo, Finland) [24]. The charts were generated in the range of 100 °C to 1000 °C in order to study the
thermodynamics of the acid roasting.

Table 1. Thermodynamic data—HSC Chemistry 7.15 database.

Species AG°f, 298 (kJ/mol)
Fe,05 ~744.246
Fe304 -1012.34
FeOOH —490.52
Fe, (504 )3 —2264.37
FePOy -1182.22
LaPOy -1781.49
LayOs ~1706.49
Lay(SOy)3 —3597.5
H,S0, -689.916
SO,(g) —285.468
H,0 —237.141

AG°f —Standard formation Gibbs energy of the species, 25 °C,1bar.

2.3. Statistical Design, Mathematical Modeling and Experiments

Experiments were planned in two sets: screening experiments and mathematical modeling.

2.3.1. Screening Experiments

The purpose of the screening experiments was to identify which process variables are statistically
significant in the acid processing of the concentrate. Acid/sample mass ratio (w/w)—ACs, roasting
time (h)—tF, roasting temperature (°C)—TF, leaching time (min)—tL, leaching temperature (°C)—TL,
water/sample mass ratio in aqueous leaching (w/w)—AQs and water/sample mass ratio (w/w) in
washing—AQw were the process variables selected.

The experiments were statistically planned according to a Plackett-Burman design of eight
tests and replicas [25]. The levels of variables shown in Table 2 were set according to the results of
preliminary tests and a literature survey.

Table 2. Plackett-Burman design—screening experiments (w/w: mass/mass).

Run ACs (wjw) tF (h) TF (°C) tL (min) TL (°C) AQs (w/w) AQw (w/w)
1 1.2 3 350 30 80 2 2
2 1.2 3 250 120 25 2 3
3 1.2 1 350 30 25 3 3
4 0.8 3 250 30 80 3 3
5 1.2 1 250 120 80 3 2
6 0.8 1 350 120 80 2 3
7 0.8 3 350 120 25 3 2
8 0.8 1 250 30 25 2 2

ACs—Acid/sample mass ratio, tF—roasting time, TF—roasting temperature, tL—leaching time, TL—leaching
temperature, AQs—water/sample mass ratio, AQw—water/sample mass ratio.

The statistical analysis of the results was carried out by calculating the effect of each process
variable on the response variables: REE extraction (%RE), Fe extraction (%Fe) and the ratio between
REE extraction and Fe extraction (%RE/%Fe). The minimum effect statistically significant for a 90% of
significance level (p = 0.1) was also calculated, which was represented by a vertical line in the Effects
Diagram (Pareto Chart) [25,26]. All statistical analysis was performed with the software Statistica®
(Version 12, Statsoft, Tulsa, OK, USA).
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2.3.2. Mathematical Modeling

The second set of experiments was statistically designed for the mathematical modeling of the
process using different levels of the variables. The modeling was aimed at predicting the behavior
of the extraction of REE and Fe in the roasting and the aqueous leaching. The effects of the process
variables were directly related to the constants of the mathematical model. Linear, quadratic and
second order effects were taken into consideration as in the generic mathematical model of Equation (1),
where By, B1, - .. , Pn are coefficients; xg, X1, ... , Xn, are process variables, ¢ is the experimental error
and Y is the response variable.

YZﬁo-i—ﬁlXJq +52><x2+ ﬁ12><x1 Xxg-i*ﬁll X X1 ><x2+ﬂ22><x%...+e (1)

Table 3 shows the sixteen experiments planned as a central composite design [25] that were carried
out with replicas. Some process variables were kept constant as they were not identified as significant
in the statistical analysis of Section 3.3.1. These variables were as follows: tF =2h, TL =25 °C, AQs =2
and AQw = 2.

Table 3. Central composite design—mathematical modeling experiments.

Run TF (°C) ACs (w/w) tL (min)

1 300 0.30 20
2 300 0.30 60
3 300 0.80 20
4 300 0.80 60
5 700 0.30 20
6 700 0.30 60
7 700 0.80 20
8 700 0.80 60
9 163.64 0.55 40
10 836.36 0.55 40
11 500 0.13 40
12 500 0.97 40
13 500 0.55 6.36
14 500 0.55 73.63

15 (C) 500 0.55 40

16 (C) 500 0.55 40

ACs—Acid/sample mass ratio, tF—roasting time, TF—roasting temperature, tL—leaching time, TL—leaching
temperature, AQs—water/sample mass ratio, AQw—water/sample mass ratio. w/w: mass/mass, (C): central point.

Mathematical models were represented by response surface plots that show the processing
conditions to achieve the best results for the value ranges of the variables considered [26,27].

As part of the mathematical modeling, a multi objective optimization technique was employed
to obtain the levels of the variables based on a desirability function that leads to a maximum REE
extraction and a minimum Fe extraction. This method is usually applied when an optimal compromise
among multiple responses has to be identified.

The desirability function is an important technique for the optimization of processes with multiple
response variables [28]. This methodology requires the calculation of the individual desirability
function d by converting the values of responses y on a non-dimensional scale ranging from 0 to 1. The
conversion scheme can be written as in Equation (2):

0 ifySymi”

min w
d= (y—y ) £ min max 2
((ymax_ymtn)) Zf y S y S y ( )

1 lf y Z ymux
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where y is the value of response, y™"
and w is the weight coefficient.

The global desirability D can be determined by Equation (3), where m is the number of responses.

m 1/m
Hdh] ®)

h=1

and y™® are the lower-bound and the upper-bound respectively

D=

2.4. Experimental

The screening and mathematical modeling experiments were performed according to the
experimental conditions of Tables 2 and 3. Aliquots of 100 g of the concentrate, obtained as described
in Section 2.1, were previously homogenized and sampled for the tests. The samples were rigorously
mixed with concentrated sulfuric acid (96-98%) in porcelain crucibles and heated in a laboratory muffle
furnace with controlled temperature.

After the roasting treatment and subsequent cooling to room temperature, the reaction product
was removed from the crucibles, ground in a hand mortar and leached with water in a glass reactor
mechanically agitated at 300 rpm. The pulp was then filtered in a Biichner filter using quantitative
paper. The solids were washed with deionized water, oven dried at 60 °C for 24 h and analyzed by
X-Ray fluorescence (spectrometer AXIOS Max, Panalytical) and by X-Ray diffraction (spectrometer
Bruker-AXS D4, Co Ka 40 KV, 40 mA). The leaching liquor was analyzed through inductively coupled
plasma spectroscopy—ICP (ICP-OES Horiba, Ultima 2) to evaluate the Fe and REE extractions. The
REE extraction was calculated by the total of La, Ce, Pr, Nd, and Gd extractions. All the chemicals
used in the experiments were analytical grade.

3. Results

3.1. Sample Preparation and Characterization

The concentrate containing monazite was 80% below 75 um and its mineral characterization
identified goethite (FeOOH), hematite (Fe,O3) and magnetite (Fe3O,) as the Fe bearing minerals. The
X-Ray diffraction result is shown in Figure 1. Monazite was identified as the main REE carrier. Barite,
bariopyrochlore, quartz, rutile, hollandite and zircon were also detected. The X-Ray fluorescence
analysis of the concentrate is shown in Table 4. Fe (57%) is the major constituent of the sample and
2.73% is the REE content.
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Figure 1. X-Ray diffraction of the concentrate (H—hematite, M—monazite, B—barite, P—pirochlore,
G—goethite, Z—zircon, Mg—magnetite, Q—quartz, R—rutile).
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Table 4. X-Ray fluorescence analysis of the concentrate.

Species % (w/w) Species % (wfw)
Na,O 0.22 MnO 3.3
MgO 0.67 ZnO 0.31
A1203 0.56 SrO 0.3
510, 4.5 Nb;,O5 39
P,0s5 3.2 BaO 6.7
CaO 0.2 La203 0.87

TiO 4 CeO, 0.76
F6203 57 Pr6011 0.24
ZI‘OZ 0.14 Nd203 0.69

PbO 0.34 Gd;03 0.17
ThO, 0.34 S 1.9

3.2. Thermodynamic Analysis

The reactions selected for the thermodynamic model were sulfatization of Fe and REE bearing
phases. Goethite, hematite and magnetite were considered in this case as they are the Fe bearing
mineral phases in the characterization (Equations (4)-(6)). Monazite, is the REE carrier and its reaction
with sulfuric acid was represented in the model by the sulfatization of LaPO, (lanthanum phosphate)
as La is the most abundant REE in the concentrate (Equation (7)).

The values of free energy (AG) of the selected reactions were initially calculated in the temperature
range from 0 °C to 400 °C and then, separately, from 400 °C to 1000 °C.

FeO-OH + 3/2H,S0y4 = 1/2Fe,(SO4)3 + 2H,O 4)
1/2Fe; O3 + 3/2H,SO,4 = 1/2F82(SO4)3 + 3/2H,0 (5)
1/3Fe;0y + 3/2H,SOy + 1/1204(g) = 1/2Fe»(SO4); + 3/2H,0 ®)
LaPO4 + 3/2H2504 = 1/2La2(SO4)3 + H3PO4 (7)

Figure 2 shows the free energy (AG) of the reactions of Equations (4)—(7), from 100 °C to 400 °C.
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------ FeO-OH + 3/2H2S04 = 1/2Fe2(S04)3 + 2H20

—1/3 Fe304 + 3/2 H2S04 + 1/12 02(g) = 1/2Fe2(S04)3 + 3/2H20

—1/2 Fe203 + 3/2 H2504 = 1/2Fe2(S04)3 + 3/2 H20

---LaP04 + 3/2H2S04 = 1/2La2(S04)3 + H3PO4

Figure 2. Free energy (Delta G—AG) of reactions 1 to 5 (kJ) from 100 °C to 400 °C.
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All reactions in Figure 2 are spontaneous in the temperature range analyzed. The digestion
of hematite (Fe,O3) by sulfuric acid (Equation (5)) is the most spontaneous and as the temperature
increases, the spontaneities of all reactions decrease.

The stoichiometry of the reactions represented by Equations (4)—(7) show that the amount of acid
required to react with 1 mol of Fe (Equations (4)—(6)) is the same as that which is necessary to react
with 1 mol of lanthanum (Equation (7)). The reactions of acid with hematite (Fe;O3) and magnetite
(Fe304) (Equations (5) and (6)) are more favorable than with LaPOy4 (Equation (7)) for the temperature
range studied. Conversely, the reaction of goethite (FeOOH) (Equation (4)) is less favorable than the
reaction of LaPOy up to 350 °C. The reaction of the sulfuric acid with LaPOy rather than with goethite
can be expected above this temperature. Therefore, one can preliminarily predict that the reaction
of goethite with sulfuric acid, may be minimized by keeping the temperature below 350 °C and by
controlling the acid content in the roasting process. Regardless the processing temperature in the range
studied, sulfuric acid will react preferentially with hematite and magnetite rather than with lanthanum
phosphate and Fe will end up in the solution in the aqueous leaching that follows the roasting.

Interesting results of Fe control in the acid roasting can also be obtained at high temperature
(nearly 700 °C) in the hydrometallurgical processing of rare earth phosphates [29]. The authors report
that the amount of acid and the temperature of the roasting can be adjusted carefully so that Fe
minerals present in the ore are converted to sulfate. The reaction products composed of Fe sulfates and
unreacted monazite (LaPOy) react according to the reaction represented by Equation (8).

1/2Fe5(SO4)3 + LaPOy = 1/2Lay(SOy4); + FePO, (8)

The reaction of Equation (8) was then added to the set of reactions of the thermodynamic model
proposed in this work and plotted in Figure 3, which shows the temperature versus AG values for the
reactions of Equations (4)—(8) in the temperature range of 400 °C to 1000 °C.

60
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o

Delta G (KJ)

400 500 600 700 800 900 1000
Temperature (°C)

------ FeO-OH + 3/2H2504 = 1/2Fe2(S04)3 + 2H20
—1/3 Fe304 + 3/2 H2504 + 1/12 02(g) = 1/2Fe2(S04)3 + 3/2H20
—1/2 Fe203 + 3/2 H2504 = 1/2Fe2(S04)3 + 3/2 H20
---1aP04 + 3/2H2504 = 1/2La2(S04)3 + H3PO4
1/2Fe2(S04)3 + LaPO4 = 1/2La2(S04)3 + FePO4

Figure 3. Free energy (Delta G—AG) of reactions 5, 6 and 7 (kJ) from 400 °C to 1000 °C.

Figure 3 indicates that the use of a controlled amount of sulfuric acid would initially favor the
sulfatization of Fe minerals according to the reactions of Equations (4)—(6) which are thermodynamically
more favorable than the sulfatization of the LaPO,4 (Equation (7)). The Fe;(SO4)3 formed would then
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react with the LaPO, according to the reaction of Equation (8) and it will be converted to Fe phosphate
and will remain in the solid residue of the aqueous leaching that follows the acid roasting.

Other possible reactions involving LaPO,; and Fe compounds in the acid roasting are the
decomposition of sulfates that were previously formed, as represented by the reactions of Equations (9)
and (10).

1/2Fe5(SOy)3 = 3/2502(g) + 1/2F6203+3/402(g) )

1/2Lay(S04)3 = 3/250,(g) + 1/2LayO3+3/40;(g) (10)

Figure 4 shows the plot of AG versus temperature for the reactions of Equations (8)—(10) in the
range of 400 °C to 1000 °C. The figure shows that the Fe sulfate decomposition according to Equation
(9) is only favorable at temperatures above 780 °C and that the decomposition of the lanthanum sulfate
(Equation (10)) is not favorable in the temperature range considered.

400
350
300
250
200
150
100

50

Delta G (KJ)

400 500 600 700 800 900 1000
Temperature (°C)
1/2Fe2(S04)3 + LaPO4 = 1/2La2(S04)3 + FePO4
1/2Fe2(S04)3 = 3/2502(g) + 1/2Fe203 + 3/402(g)
1/2La2(S04)3 = 3/2502(g) + 1/2La203 + 3/402(g)

Figure 4. Free energy (Delta G—AG) of Equations (5)—(7) (kJ) from 400 °C to 1000 °C.

The laboratory experiments with the ore of Araxa were then designed taking into account the
conclusions from the analysis of Figures 2—4 as follows:

e  Iron sulfate formation is expected for roasting temperature below 700 °C.

e Iron sulfate decomposition is expected for a temperature above 780 °C.

e  The amount of acid used in the roasting should be just the necessary to obtain the iron sulfate to
react with the monazite of the concentrate.

e  The use of an excess of acid in the roasting step leads to iron solubilization in the aqueous leaching.

3.3. Experimental

3.3.1. Screening Experiments

The results for extraction of REE and Fe as well as the concentration of these elements in the
solution after the aqueous leaching step are shown in Figures 5 and 6 respectively as the arithmetic
mean of the experimental results. Figure 5 shows REE extraction from 87% to 96% and Fe extraction
from 46% to 70%. These extractions led to leaching liquors from 3 to 5 g/L of REE and from 35 to 53 g/L
of Fe (Figure 6).
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Figure 5. Extraction of rare earth element (REE) (%RE) and Fe (%Fe)—screening experiments.
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Figure 6. REE (RE) and iron (Fe) concentration (g/L)—screening experiments.

Figures 7 and 8 show Pareto charts for REE extraction (%RE) and Fe extraction (%Fe).

The figures show the same three variables as statistically significant (90% confidence level—p = 0.1)
for the extraction of REE and Fe. This can be credited to the morphology of the mineral phases of Fe
and REE which are finely intermixed in the ore.

Figure 7 shows that the acid/sample mass ratio—ACs of the roasting is statistically the most
significant variable and the leaching time—tL is the second most significant variable for the REE
extraction (p = 0.1). The roasting temperature—TF shows a negative effect on the extraction of REE
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meaning that an increase of the temperature in the roasting step reduces the REE content of the
leaching liquor.

(1)ACs (wiw)} 4.81 |

(@)tL (min) | 3.19

@)TF () | 3.14

6)AQs (wiw) | 2.36

(5)TL(°C) | 1.85

@2)tF(h) | 0.78

(7)AQw (w/w) | 0.75

p=0.1
Standardized Effect Estimate (Absolute Value)

Figure 7. Effect of the process variables on REE extraction (%RE)—screening experiments (p = 0.1-90%
confidence level). Acid/sample mass ratio—ACs, roasting time—tF, roasting temperature—TF,
leaching time—tL, leaching temperature—TL, water/sample mass ratio in aqueous leaching—AQs and
water/sample mass ratio in washing—AQw.

(3)TF(>C) -9.48

(1)ACs (wiw) 944
(4L (min) 6.38
(5)TL (°C) 1.62
@)tF(h) 1.52
(7)AQw (wiw) 144
(6)AQs (wiw) 0.41
p=0.1

Standardized Effect Estimate (Absolute Value)

Figure 8. Effect of the process variables on Fe extraction (%Fe)—screening experiments (p = 0.1-90%
confidence level). Acid/sample mass ratio—ACs, roasting time—tF, roasting temperature—TF,
leaching time—tL, leaching temperature—TL, water/sample mass ratio in aqueous leaching—AQs and
water/sample mass ratio in washing—AQw.

Figure 8 shows that the roasting temperature—TF is statistically the most significant variable for
the extraction of Fe and that it has a negative effect on Fe. In other words, an increase in the roasting
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temperature reduces the soluble Fe in the leaching step. Conversely, an increase in the acid to sample
mass ratio—ACs and/or in leaching time—tL leads to an increase in Fe extraction.

Figures 7 and 8 show that the roasting temperature—TF is statistically less significant for REE
extraction than for Fe extraction, so one can expect that the proper choice of the roasting temperature
could lead to a difference in the leaching of REE and Fe, meaning some selectivity in the leaching of
these two species (% RE/% Fe). This agrees with the thermodynamic analysis presented in Section 3.2.

Figure 9 shows the Pareto Chart for the response variable %RE/%Fe. The results confirm that an
increase in the roasting temperature—TF can contribute to an increase in the selectivity between REE
and Fe.

(3)TF (oC) 6.65

(1)ACs (wiw) -6.29

(4)tL (min) -3.55

(5)TL(°C) 2.68

(7)AQw (w/w) -1.80

(2)tF(h) 1.09

(6)AQs (w/w) 0.489

p=0.1
Standardized Effect Estimate (Absolute Value)

Figure 9. Effect of the process variables on the ratio of REE extraction to iron extraction (%RE/%Fe)
—screening experiments (p = 0.1-90% confidence level). Acid/sample mass ratio—ACs, roasting
time—tF, roasting temperature—TF, leaching time—tL, leaching temperature—TL, water/sample mass
ratio in aqueous leaching—AQs and water/sample mass ratio in washing—AQw.

The reduction of both the acid/sample mass ratio—ACs and the leaching time—tL is also identified
as statistically significant to the improvement of the selectivity between REE and Fe in the process.

Based on the thermodynamic analysis presented in Section 3.2 and on the experimental results
presented in Section 3.3.1, the roasting temperature (TF), acid/sample mass ratio (ACs) and aqueous
leaching time (tL) were identified as the most important process variables to be considered.

3.3.2. Mathematical Modeling

Figure 10 shows the results of extraction for REE and Fe in the mathematical modeling experiments
as the arithmetic mean of the experimental results. More than 80% of REE extraction was obtained in
10 experiments (runs 1, 2, 3,7, 8,9, 12, 14, 15 and 16) and the Fe extraction ranged from 0% (run 10) to
56% (run 12).

Figure 11 shows the arithmetic mean of the concentrations of REE that range from 0.01 to 6.65 g/L
and of Fe from 0.00 to 56.17 g/L.

Figures 12 and 13 show the X-Ray diffraction of the solid residues of the aqueous leaching step of
runs 10 and 12, respectively.
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Figure 10. Extraction of REE (%RE) and Fe (%Fe)—mathematical modeling experiments.
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Figure 11. Concentration of REE and Fe (g/L)—mathematical modeling experiments.

The X-Ray diffraction of Figure 12 (run 10) shows only hematite as the Fe bearing phase. Monazite
is also present and barite and quartz are identified in the residue of this run as well as in all other
residues of the experiments. The monazite that remains in the residue can be credited to the high
temperature of the run (836 °C) that leads to the decomposition of the iron sulfate (Equation (9)) so
that it will not be available to react with REE phosphates (Equation (8)).

This proposed decomposition of iron sulfate (Equation (9)) agrees with the enlargement of the
hematite peak observed in Figure 12 as compared to the original sample (Figure 1).

Run 12 was carried out at 500 °C with the highest ACs in the experimental planning and led to
%Fe = 56.55%. Figure 12 shows hematite as the Fe remaining phase. The extraction of REE reached
89.4% and the monazite phase was not detected in the residue.
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Figure 12. X-Ray diffraction of the solid residue of the aqueous leaching step of run 10 (H—hematite,
M—monazite, B—barite).
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Figure 13. X-Ray diffraction of the solid residue of the aqueous leaching step of run 12 (H—hematite,
R—rutile, B—barite, Q—quartz).

Equations (11) and (12) are mathematical models statistically developed for the response variables
%RE and %Fe for the range of the process variables shown in the experimental design of Section 2.3.2.
The models, based on linear, quadratic and secondary effects of the process variables, showed acceptable
adjustment (R? = 0.82 for %RE and R? = 0.93 for %Fe). The coefficients indicated in bold in Equations
(11) and (12) were statistically significant for a significance level of 90% (p = 0.1).

%RE = 93.49 — 17.03(TF) — 13.47(TF)? + 13.95(ACs) — 7.55(ACs)? — 0.08(tL) — 1.81(tL)? +

18.00(TF)(ACs) — 0.14(TF) (tL) — 2.07(ACs)(tL) (11)
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%Fe = 43.58 — 10.27(TF) — 9.52(TF)? + 12.28(ACs) — 4.86(ACs)? + 0.88(tL) — 5.53(tL)? + 12)
2.10(TF)(ACs) + 3.23(TF) (tL) — 2.39(ACs)(tL)

Surface plots of the mathematical models of Equations (11) and (12) are shown in Figures 14
and 15. Figure 14 shows %RE as a function of TF and ACs. The plot was done for tL = 20 min (Table 3).
High values for %RE are observed for almost all runs (TF = 400 °C to 700 °C and ACs = 0.8 to 1).

Bl > 80
S N 2, B <64
Sz, I < 44
<24
B <4
Figure 14. Response surface plot and contour lines for %RE (REE extraction) versus TF (roasting
temperature) and ACs (Acid/sample mass ratio)—Equation (11) (leaching time—tL = 20 min).

_ - 20
e -2
<4

Figure 15. Response surface plot and contour lines for %Fe (Fe extraction) versus TF (roasting
temperature) and ACs (Acid/sample mass ratio)—Equation (12) (leaching time—tL = 20 min).

Figure 15 shows %Fe as a function of TF and ACs. The leaching time (tL) was also taken as
constant and equal to 20 min. In this case, one looks for the smallest Fe extraction. The figure shows that
a reduced Fe extraction can be achieved with low TF and high ACs as predicted in the thermodynamic
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analysis of Section 2. However, the smallest Fe extraction is obtained at high TF, around 700 °C, and
low ACs.

It is, therefore, a matter of optimizing the acid digestion process by setting the level of the process
variables to meet two objectives for the response variables: REE extraction (%RE) —maximum and Fe
extraction (%Fe)—minimum.

3.3.3. Multi-Objective Optimization

The objective of the process studied was to maximize REE extraction. A minimum of 80% of REE
recovery was considered satisfactory and it was imposed in the model as a boundary condition. So,
according to Equation (11), y™" = 80% for %RE and y™" = 0% for %Fe. The y™# was set to 100% for
%Fe and %RE. The weight coefficient, w, was set to 1. The process of the present study deals with two
responses (i.e., %RE and %Fe) so that m = 2 and the global desirability as defined by Equation (12) can
be written as the geometric mean of individual desirabilities as follows:

D= Ydure X (1—doer) (13)

In Equation (13) the individual desirability function of %Fe was written as 1-do,pe, since the
objective is to achieve the smallest Fe solubilization.

The individual desirability d and global desirability D were calculated for each %RE and %Fe for
all experimental runs. The values are reported in Table 5.

Table 5. Global desirability (D) and individual desirability results (do,rg and do,p.)—mathematical
modeling experiments.

Run do,RE doFe 1-do,Fe D
1 0.23 0.39 0.61 0.38
2 0.81 0.45 0.55 0.66
3 0.67 0.92 0.08 0.24
4 0.00 0.52 0.48 0.00
5 0.00 0.00 1.00 0.00
6 0.00 0.00 1.00 0.00
7 0.85 0.38 0.62 0.72
8 0.98 0.51 0.49 0.69
9 0.72 0.65 0.35 0.50
10 0.00 0.00 1.00 0.00
11 0.00 0.12 0.88 0.00
12 0.47 1.00 0.00 0.00
13 0.00 0.40 0.60 0.00
14 0.42 0.65 0.35 0.38
15 0.49 0.72 0.28 0.37
16 1.00 0.81 0.19 0.44

The global desirability D for runs 4, 5, 6, 10, 11 and 13 was equal to 0.00 since do,gg = 0. Similarly,
the global desirability D for run 12 was 0.00 since do,re = 1. The second lower value of the global
desirability was D = 0.24 for run 3 that led to %RE = 93.31% and %Fe = 51.80%. In contrast, the highest
global desirability value was D = 0.72 for run 7 that led to %RE = 96.91% and %Fe = 21.69%.

4. Conclusions

The study presents a modeling methodology of the acid processing of a REE mineral concentrate
from Araxa (MG Brazil), based on thermodynamic analysis, statistic design of experiments and
multi-objective optimization. The objective was to achieve an aqueous solution with high REE
concentration and low Fe concentration to feed the subsequent separation and purification operations.
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The characterization of the sample showed monazite as the main REE carrier phase and goethite,
hematite and magnetite as the main Fe-bearing phases.

The thermodynamic analysis performed showed firstly that the iron sulfate formation is expected
for a roasting temperature below 700 °C and that the iron sulfate decomposition is expected for a
temperature above 780 °C. Second, it showed that the amount of acid used in the roasting should be
just the necessary to obtain the iron sulfate to react with the monazite of the concentrate and that an
excess of acid in the roasting step would lead to iron solubilization in the aqueous leaching.

In the experimental planning, initially a set of eight screening experiments was carried out using
a Plackett-Burman design to identify the most important process variables. The statistical analysis
of the results led to the conclusion that the acid to sample mass ratio (ACs), leaching time (tL) and
roasting temperature (TF) are the variables statistically more significant for both REE (%RE) and Fe
(%Fe) extraction and for REE/Fe selectivity (%RE/%Fe). This can be credited to the mineralogy of the
ore that presents intergrown monazite and Fe phases. The analysis also led to the conclusion that the
ACs is statistically the most important variable for %RE followed by tL and TF. The process variable
statistically more important for %Fe is TF followed by ACs and tL. The TF increasing, and ACs and tL
decreasing, led to an increasing of the selective solubilization between REE and Fe (%RE/%Fe). The
results showed that the REE extraction ranging from 87% to 96% and the Fe extraction from 46% to 70%.

A set of sixteen experiments was conceived of as a central composite design to develop a
mathematical model to determine the extraction of REE (%RE) and Fe (%Fe) as a function of the roasting
temperature (TF), acid to sample mass ratio (ACs) and leaching time (tL). Experimental results reached
99% for REE and 56% for Fe. The mathematical models were obtained with acceptable correlation
coefficients: R? = 0.82 for %RE and R? = 0.93 for %Fe.

The methodology of the desirability function was efficient as a tool for optimization of the results
(response variables). The highest value for the global desirability function was attained with roasting
temperature (TF) = 700°C, acid to sample mass ration (ACs) = 0.8 and leaching time (tL) = 20 minutes
which led to a %RE = 96.91% and %Fe = 21.69%.
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