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Summary:

Dissolution of rare earth elements from bastnasite ores was studied using
sulfuric acid at the atmospheric pressure. The one step strategy with
sulfuric acid was studied further and the results showed that filtering
difficulties do not happen for the chosen parameter combinations.
Furthermore, the best parameter combinations were those with low
temperatures and low acid concentrations. All in all, direct leaching is a
simple process that uses the cheapest acid on the market and offers good
leaching recoveries. Attention should be given to the formation of gel,
especially when taking the process to the large scale, and the subsequent
elimination of Ca from the leachate.

Key words: rare earth elements, hydrometallurgy, bastnasite, sulfuric
acid.

Introduction

Rare earth elements are a group of metallic elements of the periodic
table, often overlooked, but very significant in today’s industrial
landscape and modern lifestyle. Like other metals, rare earths are
silvery-gray, malleable, ductile, and conduct electricity.
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2012-LARGE-6) under grant agreement n°309373. This publication reflects only the
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www.eurare.eu. We would like to thank FEN Minerals, Norway, for sending their Rodberg
sample and for their discussion in our experimental work.
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They appear in nature in the form of oxides and other compounds,
but with one particularity — the chemical similarity between all of them is
so astounding that they all occur together in their bearing minerals,
substituting one another at the molecular level (Gupta& Krishnamurthy,
2005), (Castor et al, 2006, pp.769-792).

Europe has never been known for having rich and substantial rare
earth deposits; they do, however, exist in the continent’s northern area,
especially in the Scandinavian countries. As lower grade ores and
different mineral formations are coming into the focus of industrial
interest, many research projects have been set up. The European
Commission has been willing to participate in these efforts through the
EURARE project, aimed at setting “the basis for the development of a
European Rare Earth Element industry” and to “safeguard the interrupted
supply of rare earth raw materials and products crucial to sectors of the
EU economy”. (Chen, 2011, pp.1-6)

Bastnasite ((La,Ce)COsF is a fluororcarbonate of the cerium group
found in ore deposits, metamorphic zones and pegmatites. In average, it
contains 70% rare earth oxides (most of them belonging to the light
fraction), particularly lanthanum, cerium and neodymium (Rare Earth
Elements, British Geological Survey). The amount of thorium present in
the mineral is negligible. This mineral is the primary source of rare earth
oxides in Bayan Obo, China and Mountain Pass, California, the two most
world-relevant rare earth mining complexes (Hoshino et al, 2016, pp.129-
291). At the Mountain Pass Mine in California and the Bayan Ono mine in
China, bastnasite concentrate containing between 60 -70% REO is
commercially processed via a calcination/HCI leach route to recover the
rare earth elements.

The sulfuric acid leaching process was studied for processing
roasted ore of Dechang bastnasite in Sichuan, China, in order to obtain
rare earth elements (Feng et al, 2013, pp.849-854). Using particle size
(0.074-0.100mm), 1.5 mol/L sulfuric acid concentration, mass ratio of
liquid to solid 8 and stirring speed of 500 rpm, the reaction rate of the
leaching process can be controlled by diffusion through the product/ash
layer, as described by the shrinking-core model, and the calculated
activation energy of 9.97, which is typical for a diffusion controlled
process.

Geological surveys carried out in Norway have revealed the
existence of a rare earth deposit south west of Oslo, and one of its ores,
named Rodberg, is thought to be an especially promising source of rare
earth elements. The chemical nature and the grain size of Rodberg’s
bastnasite minerals are however quite different from those of other ores
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being currently exploited, which is why Rodberg requires a custom-made
process for rare earth recovery. Traditional rare earth ore processing
methods are due to Rodberg’s mineralogical characteristics not easily
applicable and have been discarded. The reason for this is the low grain
size of Rodberg’s rare earth bearing minerals within the rock formation
(Balomenos et al, 2017, pp.142-153). The grain size of rare earth bearing
minerals determines whether it is easy or not to obtain a rare earth
concentrate through physical separation from other minerals of low value.
The first step in separating the minerals is known as mineral liberation:
ores are ground in order for rare earth minerals to become detached from
the rest of the ore material. The rare earth minerals such as eudialyte
and steenstripine can be then separated from the ore and the result is a
rare earth physical concentrate. Working with a concentrate in further
processing steps increases the efficiency of leaching and chemical
treatment, and is the way extraction methods have been traditionally
designed. Two alternative processing possibilities have been proposed
for the treatment of bastnasite ore, both of them related to the high
presence of iron oxides in the ore.

1) The first of these processing possibilities consists of conducting
direct leaching. Since Rodberg is formed by a matrix of iron oxides in
which the rare earth elements — carbonates — are embedded, acids are
expected to attack the rare earth minerals more readily than the more
stable iron oxide matrix. This means that it would be possible to reduce
acid consumption as well as the excess dissolution of unwanted species
in the leaching operation without the need of a concentrate.

Tailings Physical REE
Ore with REE crush beneficiation | concentrate Cracking
grind —x  (magnetic (=500°C+ strong ——
sepatration, acid/alkali)
flotation)
k.
Leaching
_________________ Direct e REE
Leaching concentrate
p—
: Th, U, C3,
Purified concentrate Fe Al etc.

further -
End uses processing separation

Figure 1 — Traditional and Direct leaching route for processing of bastnasite
Puc. 1 — TpaduyuoHHbIl u npsmoli memod obpabomku gpmopkapboHamos
Cnuka 1 — TpaduuyuoHarnHu u OupekmHu Mmemod obpade ¢briyopokapboHamHoe
MuHepana
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The main equations ruling dissolution in sulfuric acid are described
as:

2REFCO, +3H,S0, — RE,(SO,), + 2HF + 2H,CO, 1

(1)
CaCo, + H,S0, — CasSO, + H,CO, 2)
Fe,O, +3H,S0, — Fe,(S0O,), +3H,0 (3)
MnO +H,SO, — MnSO, + H,0 (4)

2) The second processing route is related to the carbothermic
reductive smelting of the bastnaesite ore for steel manufacture,
producing metallic iron and a slag.Once smelted, the slag should contain
a high fraction of rare earth elements together with other compounds that
normally appear in slags. Therefore, the slag can be considered a rare
earth concentrate suitable for leaching operations in acid and for
subsequent recovery of REEs.

Experimental work

Material

The experiments were performed using the bastnasite ore with a
higher content of iron in the form of iron-oxides (73,1 %), as shown in
Table 1.

Table 1 — Composition of the sample of the bastnasite ore
Tabnuua 1 — Cocmae o6pasuyos pydsi ¢ codepxaHuemM ¢pmopkapboHamos
Tabena 1 — Cacmas y3opka pyde Koja cadpxu griyopokapboHamHu muHeparsn

Fe |[Ca |Mg|Mn |Si [La [Ce |Nd |Pr Sm |Gd Tb Y
Element || (%) | (%) | (%) | (%) | (%) [|(%) | (%) | (%) | (ppm) | (ppm) | (PPmM) | (PPM) | (PPM)

Amount [ 73,1|6,75|0,5|0,45|1,39(0,16 | 0,61 | 0,45 | 831 512 |93 <10 |[<10

The total REE (La+Ce+Pr+Nd+Sm+Gd) content is 1.36%. Although
the content of thorium was about 1000 ppm, the behavior and
precipitation of this metal during the sulfuric acid leaching will not be
considered in this work.

Experimental procedure

The direct leaching process of bastnasite was performed using the
hydrometallurgical equipment shown in Figure 2.
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The 2l-capacity reactor is based on a double-walled glass container,
were the desired temperature for the experiment is programmed in
device number 8, and heated water is pumped between the reactor's
walls to keep uniform temperature in the tank. A coiled condenser
prevents vapor fumes from leaving the reactor, while a series of openings
can be used to introduce a thermocouple and a pH meter. The reactor is
also equipped with a broad stainless steel stirrer.

1. stirring speed control 6. pipes for

2. thermocouple temperature

3. pH meter regulation

4. double-walled glass 7. pH reader
reactor 8. water pumping

5. security stop and heating

10.

11.

12.

condensator

pipes for
condensator
heating induction
plate

temperature reader

Figure 2 — Hydrometallurgical equipment for direct leaching process
Puc. 2 — l'udpomemannypeauyeckoe obopydogaHue 01151 MPSIMO20 8biujeniaqyueaHusi
Criuka 2 — Xudpomemarnyplika onpema 3a rnpoyec OUpeKkmHoz pacmeapara

The experiments were carried out as outlined below. First, the
diluted sulfuric acid solutions were prepared and poured into the reactor.
When the experiment temperature was 65°C and higher, the acid was
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preheated in an induction plate to save time. The reactor was then
covered, the condensation circuit turned on, and the pipes were
connected to the temperature control device, already programmed at the
desired temperature. The stirring speed was then selected, and the
previously weighed bastnasite ore was poured with a funnel through one
of the openings. The stopwatch was activated. The pH readings were
noted during the duration of the experiment. Once the reaction time was
over, the necessary devices were stopped and disconnected to allow
opening the lid. The container’s content was filtered using a vacuum
filtering machine and the leachate was collected. Afterwards, the solid
remains in the reactor container were washed out with distilled water
onto the same filter paper and both were soaked with distilled water for
neutralization. These filter papers were carried to a drying oven set at
105°C for 4h. The dried residue was weighed. Some samples
precipitated white crystals a few hours after the leaching operation.
Filtration was carried out and the precipitate was once again weighed.

Experimental design

The five chosen parameters for the leaching process were: sulfuric
acid concentration, temperature, dissolution time, solid-liquid ratio and
stirring speed. Each parameter was made to have 5 levels. For example,
temperature can be varied between the levels 20, 35, 50, 65, and 80 °C.
Table 2 summarizes these parameters and their levels.

Table 2 — Factors and levels for the experimental design

Tabnuya 2 — ®akmopb! U amaribi N1aHUpPo8aHus 3KCrepumMeHma
Tabena 2 — ®akmopu U HUBOU nyiaHupara ekcriepuMmeHma

level 1 level 2 level 3 level 4 level 5
acid concentration (mol/l) 1 1,5 2 2,5 3
temperature (°C) 20 35 50 65 80
time (min) 20 50 80 110 140
solid-liquid ratio (g/1) 50 100 150 200 250
stirring speed (rpm) 40 70 100 130 160

Determining the levels of a variable requires an in-depth
understanding of the process, including the limits within which it makes
sense to range these values, and the likelihood that these values will
contribute to an optimal performance characteristic. The number of levels
chosen is an important matter, since more levels mean more accuracy
but also an increase in the number of experiments to be conducted.
Experimental design for the determination of an optimal parameter
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combination was used according to the Taguchi method (Khaw et al,
1995, pp.225-245).0ne of the advantages of the Taguchi method in
relation to the traditional methods for experimental design (such as full
factorial design) is that it allows for the analysis of a large number of
parameters ranging along a large number of levels, with the minimum of

experiments.
Table 3 — Experimental design
Tabnuua 3 — lNnaHuposaHue 3akcrnepumeHma
Tabena 3 — lNnaHupare ekcriepumeHma

experiment number ((;?QIC/:I.) temp.(°C) | time (min) S'gﬁ;m str&rir;:;]e;ed
1 1 20 20 50 40
2 1 35 50 100 70
3 1 50 80 150 100
4 1 65 110 200 130
5 1 80 140 250 160
6 1,5 20 50 200 100
7 1,5 35 80 250 130
8 1,5 50 110 50 160
9 1,5 65 140 100 40
10 1,5 80 20 150 70
11 2 20 80 100 160
12 2 35 110 150 40
13 2 50 140 200 70
14 2 65 20 250 100
15 2 80 50 50 130
16 25 20 110 250 70
17 25 35 140 50 100
18 25 50 20 100 130
19 25 65 50 150 160
20 25 80 80 200 40
21 3 20 140 150 130
22 3 35 20 200 160
23 3 50 50 250 40
24 3 65 80 50 70
25 3 80 110 100 100
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Results and discussion

The liquors collected where in a range of colors going from very
clear yellow to dark brown. In a few cases, the solution was completely
colorless.

Figure 3 — The obtained solutions in experiments 11, 13 and 25
Puc. 3 — lNonyyeHHble 8 xo0e 3KcriepuMeHma pacmeopsb!
Cnuka 3 — [JobujeHu pacmeopu y ekcriepumeHmuma 11, 13 u 25

As expected, after two or three hours, a white precipitate appeared
at the bottom of many liquor bottles. This precipitate kept on appearing
for two or three days after leaching had been carried out. The texture of
this precipitate varied significantly. Crystals were thick in some cases,
while in other cases they were extremely small, forming gels. The
existence of gels could be easily seen while filtering the precipitate
because filtering became extremely difficult and even lasted an hour or
two. The appearance of gel during filtering operations and the texture of
other filtered precipitates is given in Figure 4.

The formation of gel is a serious problem, because filtering
operations become unviable, and rare earth elements are lost. In the
collected data, the amount of the formed gel was categorized as high,
medium or low. High levels of gel meant that the filtering operation of 1l
liquor took between 1 and 2h.
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Figure 4 —Typical gel formation in Experiment. 13
Puc. 4 — TunuyHoe obpa3sosaHue zesis 8 akcriepumeHme 13
Cnuka 4 — Kapakmepucmu4yHo ¢hopmupar-e eena y ekcepumeHmy 13

The following observations can be made from the obtained results
presented in the graphs in Figure 5 to describe the effects of the reaction
parameters on the REE behavior during dissolution from the bastnasite
ore.

- Sulfuric Acid concentration: Concentration only affects the recovery
of REEs slightly. Middle and middle-low concentrations give the best
results.

- Temperature: High temperatures hinder the dissolution of REEs.
This is consistent with literature (the solubility of rare earth sulfates
increases as temperatures decrease). Middle ranged temperatures are
the best option.

- Time: Dissolution increases with time during the first hour of
leaching and remains high for longer times.

- Solid to liquid ratio: Higher solid to liquid ratios are more favorable
than low ones. This is not a common behavior for mineral dissolution.

- Stirring speed: A minimum of stirring is needed for dissolution to be
effective.
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Figure 5 — Main effects graphs for rare earth extraction from bastnasite ore by direct
leaching with sulfuric acid
Puc. 5 — Npaghuku 0CHOBHbIX 3¢bghekmo8 aKkcmpaKkuuu pedKo3eMesIbHbIX 3[1EMEHMO8 U3
gpmopkapboHama, nymem rnpsiMoz0 8bilesiaqueaHusi, ¢ MOMOU,bHO CEPHOU KUC/IOMbI
Cnuka 5 — lNpuka3 ymuuaja enagHux napamemapa ekcmpakyuje pemkux 3emarba
OupekmHumMm pacmeaparemM pyda Koje cadpxe ¢hrryopokapboHamHu MUHepar

The optimum of each factor is the level with a maximum mean; in
other words, the highest value in the main effects graphs: 2M, 35°C,
80min, 1509/l and 70rpm. No experiment has been done for this
parameter combination. However, there is a very similar experiment,
experiment number 12 (2M, 35°C, 110min, 150g/l and 70 rpm), where
the only difference is 20min longer leaching time, with high gel formation.
This means that there is danger that the optimal parameter combination
would be affected by gel, and it is, therefore, not a suitable option.
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We can also conclude that the levels chosen for each factor were
convenient, since the maximum dissolution of REEs happens in the middle
values of levels.

From all the experiments, the one with the highest average of REEs
dissolved is experiment number 3 (1M, 50°C, 80min, 150g/l and 100rpm). For
this combination, all rare earth elements except Nd and Sm dissolve to their
highest value (96.7% of cerium, 95% for praseodymium, 79.58% for
lanthanum). The average of REEs extracted is also at its highest point with
85.12%. Neodymium is most difficult to extract: the maximum dissolution occurs
for experiment 13 (2M, 50°C, 140min, 200g/l and 70rpm). Unfortunately, this
experiment produces gel. The second best value for Nd is also experiment 3
that produces no gel. Other advantages of experiment number 3 are that it
requires a minimum amount of acid, and that the dissolution of Fe is especially
low with only 2.19%.

A high amount of gel was formed in experiments 7, 12 13, 17 and 23.
What these experiments have in common is that they were all carried out at
temperatures of 35 and 50°C. Concentration does not seem to be a decisive
factor. There is gel for concentrations of 1.5, 2 and 3M. None of the 1M
experiments produced gel. The 2,5M experiments did not have gel either,
although lower and higher concentrations did cause gel formation. However,
the experiments with a concentration of 2,5M and in the range of temperatures
mentioned were performed with lower solid per liquid ratios. Most other
experiments with gel were performed with 200 to 250g/l of bastnasite ore. The
formation of gel is connected to the dissolution of silicium and silica undergo
hydrolysis. Unfortunately, experiments with gel are between those with higher
rare earth recovery ratios. Experiments 7, 12 and 13 give the three best
dissolution values for REEs after experiment 3. Although this is not studied
here, dry digestion process can be applied in order to prevent gel formation
(Davris et al, 2017, pp.115-122), (Ma et al, 2018, p.267).

The leaching process of bastnasite ore is a very complicated process were
many chemical components and mechanisms are taking place at the same
time and are guided by different driving forces. Many dissolution studies have
been carried out so far, in which the object was to understand the dissolution
behavior of individual minerals or more simple mixtures with similar dissolution
characteristics. The recovery of rare earths from Rodberg bastnasite ore with
sulfuric acid is however surrounded by many phenomena, including the
precipitation of calcium sulfate, calcite passivation, re-dissolution and re-
precipitation of gypsum and anhydrate, adsorption of rare earths by calcium
sulfate crystals and gel formation. These phenomena are influenced by factors
such as concentration and temperature to different extents. The result is an
extremely complicated system.

767

Stopi¢, S. et al, Leaching of rare earth elements with sulfuric acid from bastnasite ores, pp.757-770



VOJNOTEHNICKI GLASNIK / MILITARY TECHNICAL COURIER, 2018, Vol. 66, Issue 4

Although the detailed analysis of means was in some cases not able
to provide clear trends in the dissolution of bastnasite ore, it did help
identify some of the main factors involved in the dissolution of
components and the amount of formed precipitates or solid residues.

Conclusion

Sulfuric acid leaching of Rodberg bastnasite ore from Norway
containing an average of 1.36 % REEs was studied in the direct leaching
process. The one step strategy with sulfuric acid was studied further and
the results showed that filtering difficulties do not happen for all
parameter combinations. The optimum of each factor is the level with a
maximum mean; in other words, the highest value in the main effects
graphs: 2M, 35°C, 80min, 150g/l and 70rpm.

Furthermore, the best parameter combinations were those with low
temperatures and low acid concentrations. All in all, it is a simple process
that uses the cheapest acid on the market and offers good leaching
recoveries. Attention should be given to the formation of gel, especially
when taking the process to the large scale, and the subsequent
elimination of Ca from the leachate. If these issues are solved, sulfuric
acid leaching represents the best option for processing the bastnaesite
ore. In order to solve it, dry digestion process with sulfuric acid and
subsequent leaching with water were proposed.
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BbILENAYBAHWE PEAKO3EMEJIbHbBIX SJIEMEHTOB CEPHOM
KNCNOTOUM N3 NMOPOA, COAEPXALLUMX ®dTOPKAPBEOHATDI

Cpeuko P. Ctonny, bepHd I'. Ppugpux

TexHnyeckunin yHmBepcuTeT ropoga AxeH,

MHCTUTYT MeTannypru4yecknx NpoLeccoB U peLuKMpoBaHust MeTarsos,
depepatmeHas Pecnybnvka Nepmanus

OBJNIACTb: xumn4yeckme TexHomnorum
BWO CTATbW: opurmHanbHasa Hay4yHas ctaTbs
A3bIK CTATbW: aHrnuickui

Pe3some:

B daHHOU pabome npedcmasneHbl pe3ynbmamsbi uccriedosaHull rno
pacmeopeHuo pedKo3eMesibHbIX 31eMeHmos8 u3 pyod, codepxauiux
gmopkapboHambl, € MOMOWbIO CepHOU KUCTOMbI, U ammocgepPHOM
OasneHuu. Pesynbmambl ebiWenaqyueaHusi € MOMOWbIO CepHoU
Kucriomsl okasanu, 4mo unbmposaHue 8 rpouyecce 6bibopa
pasuyHbIX napamempoe He ere4em 3a cobol HeeamueHbIX
nocnedcmeud. Hauny4wue nokazamenu bbiiu rnpu KoM6uHUpos8aHuu
napamempos ¢ Haubosiee HU3KUMU memnepamypamu U HaumMeHbwel
KoHUeHmpauueld kucriomsl. [lpsmoe ebiwenaqyueaHue npedcmaesnsiem
cobol secbma npocmol npouecc, 8 OCywecmesieHUU KOomopozo
ucnonb3yemcsi camasi 0ewesasi Kucsioma Ha pbiHke cbbima. Ocoboe
8HUMaHue criedyem ydenisimb 0b6pa3o8aHuUlo 2erid, 0CObeHHO ecru 8
meyYeHue npouecca ucrnosnb3osarncs bonbwol obbem pacmeopa, a
mak>xe Ha nocrnedyrouwee ydaneHue KabUyus U3 pacmeopa.

Krnowesbie criosa: pedko3emeribHbIe 3/IeMeHmMbl, 2udpomMemarnypausi,
gmopkapboHambI, cepHasi Kucrioma.
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PACTBAPAHE EJIEMEHATA PETKWX 3EMAJBA CYMMNOPHOM
KNCEJTMHOM M3 PYOA KOJE CAOPXE ®JTYOPOKAPEOHATHU
MWHEPATN

Cpehko P. Ctonuh, bepHd . Ppugpux

TexHun4Kkn yHnBepsuTeT Y AXeHy, VIHCTUTYT 3a NpouecHy MeTanyprujy un
peuunknvpane MeTana, CaBe3Ha Penybnuka Hemauka

OBNACT: xemujcke TexHornoruje
BPCTAUYNIAHKA: opyruHanHn Hay4yHV YnaHak
JESNK YJTAHKA: eHrnecku

Caxemak:

UcrnumueaHo je pacmeaparbe efnleMeHama pemkux 3emMasba u3 pyda Koje
cadpxe ¢briyopokapboHamHu MuHeparsi rnoMoRy CyMropHe KucesruHe npu
ammMocgbepckoM ripumucky. Pesynmamu pacmeaparba y jeOHOM KopaKy
rmomoRy cymriopHe KucernuHe roka3yjy Oa He Oona3u 00 npobrema
npunnukom ¢hunmpuparba npu u3bopy pasHux napamemapa. Hajéorbe cy
ce rnokasasie KoMbuHauuje napamMemapa C HUCKUM memrepamypama u
MarnuMm KOHUeHmpauujama KucesnuHe. [UpekmHO pacmeapare je
JjedHocmaesaH npouec y KojeM ce Kopucmu HajjecbmuHuja KucesnuHa Ha
mpxxuwmy. NocebHy naxmy mpeba obpamumu Ha hopMupaH-e 2ena,
Hapo4Yumo mokoM ripoueca ¢ seehum 3anpemMuHamMa pacmeopa, Kao U Ha
HakHalHO yKnarsaH-€ Kanuujyma u3 pacmeopa.

KrbyyHe pedu: enemeHmu pemkux 3emarba, Xxudpomemarnypeauja,
¢priyopokapboHamHu MuHepari, CyMrnopHa KucesuHa.
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