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Abstract: The use of organic solvents in an electrolytic system for neodymium electrorecovery by
electrolysis at low temperatures is studied in the current work. More specifically, an alternative route,
that of the system of DMSO (Dimethyl sulfoxide) with dissolved NdCl3 has been researched and
has given promising results. The study of this electrolytic system has been divided into two stages.
Firstly, the characteristics of the electrolyte, the dissolution of NdCl3 in DMSO, the conductivity
and the viscosity of NdCl3 solutions in DMSO at various temperatures, and the Nd complexation
in the solution were studied and secondly, the electrolysis parameters and their impact on the Nd
electrodeposition process were evaluated. Finally, the deposits were submitted to SEM-EDS (Scanning
Electron Microscopy-Energy Dispersive X-Ray Spectroscopy) analysis and metallic Nd was confirmed
to be electrodeposited by X-ray Photoelectron Spectroscopy (XPS) spectroscopy.
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1. Introduction

In June 2010, the European Commission published a list of 14 raw materials that are critical for
many important emerging technologies. The list was revised in 2014 and 2017, including 20 critical raw
materials [1]. In all three lists published, rare earths elements were identified as critical raw materials,
while in the last two, greater detail was provided for rare earth elements by splitting them into
heavy and light rare earth elements, and scandium. It is evident that rare earth elements are of great
interest for the European Union (EU) due to the EU’s high import dependency rate, low substitution,
and low recycling rate. Among rare earth elements, neodymium gains significant attention, since its
production is considered to be a critical technology metal mostly used for permanent magnets in wind
turbines, electric vehicles, hard-disc drives, mobile phones, and more [1–3]. The first neodymium
and neodymium alloys in industrial scale were produced by calciothermic reduction of neodymium
fluoride and chloride electrolysis. However, due to the high demand of pure neodymium for Nd2Fe14B
permanent magnets, the calciothermic reduction as a costly batch process was found to be economically
inviable for industrial production [4]. On the other hand, neodymium chloride electrolysis could
only produce mischmetal or Nd-Fe alloy [5]. It was created with a voltage 10–14 V and a current
between 1 and 25 kA, while the electrolysis bath consisted of a mixture of NdCl3-KCl-NaCl and also
an addition of LiCl [6] and CaCl2 at 1050 ◦C. The serious drawbacks of this technology are the fact
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that above 1000 ◦C, large quantities of electrolytes evaporate and at the same time a high amount
of chlorine off-gas is released, causing environmental and health issues [7]. The fluoride electrolysis
can be realized at the required temperatures, but presents similar drawbacks, such as, environmental
issues along with the constraint to use neodymium salts as raw material [5,7].

The neodymium oxide electrolysis in a fluoride bath conducted by the United States (US) Bureau
of Mines in the 1960s had a lot of problems to overcome, such as the dissolution of neodymium
oxide in the salt. The best results were presented by the system composed of NdF3 and LiF [8].
It was suggested that higher than 87% of NdF3 resulted in higher current efficiency and better metal
quality. However, the use of LiF is needed in order to decrease the melting point and boost the
electrical conductivity. In 1984 an industrial 3 kA electrolysis cell was developed in Baotou China;
it had a cylindrical shape with an inner crucible [9]. A tungsten rod was used as a cathode in the
center of the cell surrounded by a one-piece tube-like graphite cylinder acting as a consumable anode.
Neodymium was electrodeposited on the inert cathode and was dropped as liquid metal into a
collecting molybdenum crucible. The substitution of the one-piece anode to divided four-arc shaped
anode blocks made it possible to perform electrolysis continuously. This electrolysis cell type is the
most wide spread in neodymium production, and in Baotou, the design of four cathode rods inserted
vertically and surrounded by block anodes has been implemented [8,9].

During electrolysis for neodymium production, the main off-gas products are CO and CO2, along
with CF4 emissions released from the anode. The emission of CF4 is strongly enhanced when the
anode effect takes place. The emission of carbon fluorides from neodymium electrolysis can have a
significant impact on global warming [10].

The scope of the current work is the study of an alternative to molten salts electrolysis technology
for Nd reduction by using a common organic aprotic solvent, namely dimethyl sulfoxide (DMSO),
as an electrolyte and to design a potential process for the electrorecovery of metallic neodymium at
ambient temperature based on such an electrolytic system.

2. Materials and Methods

The anhydrous organic solvent DMSO was supplied by Sigma Aldrich (Saint Louis, MO, USA)
and neodymium chloride by Johnson Matthey (London, UK). The moisture content was less than
50 ppm for the anhydrous DMSO solvent according to the data provided by the company. The organic
solvent was placed over 3 A molecular sieves under vacuum for 24 h in order to eliminate the presence
of residual water. Cyclic voltammetry and electrolysis tests were performed in a three electrodes cell
connected to a VersaSTAT 3 potentiostat by Princeton Applied Research (AMETEK SI, Berwyn, PA,
USA); the obtained experimental data were analyzed with the VersaStudio software by Princeton
Applied Research (AMETEK SI, Berwyn, PA, USA). In cyclic voltammetry experiments, the working
electrode was a platinum disk of 1 mm diameter. The working electrode was polished with 1 µm
alumina paste on a velvet pad and by performing voltammetric cycles in 1 M sulfuric acid. As a counter
electrode, a Pt wire was used, immersed directly into the solution, whereas, a Pt wire was used as a
pseudoreference electrode, calibrated against the reversible couple Fc/Fc+. The ferrocene/ferrocenium
(Fc/Fc+) redox potential was recorded vs. the Pt pseudoreference electrode after the direct dissolution
of 10 mM of ferrocene in the organic solvent under study and was used as the reference potential.
In electrolysis tests, the set up used was identical, with the only difference being a copper sheet
as a working electrode, of dimensions 10 × 10 mm2, with a total reactive surface equal to 20 mm2.
Before the experiments, the Cu working electrode was polished with a series of abrasive papers.

Although DMSO is stable under normal atmospheric conditions, all electrochemical
measurements and tests were performed under inert conditions, to minimize oxygen and moisture
contamination, in an Ar atmosphere inside a Pure Lab glove box supplied by INERT (Amesbury,
MA, USA) where oxygen and moisture were kept below 20 and 50 ppm, respectively. The viscosity
of the solutions was measured with a Brookfield DV-I+LV viscometer (AMETEK SI, Berwyn, PA,
USA) supplied with an electric thermomantle. The conductivity was measured by a 4-Pt rings
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electrode conductometer Si-Analytics HandyLab 200 (Xylem, NY, USA). Chemical analysis, in order
to determine neodymium concentration in the solutions prepared, was performed by the use of an
inductively coupled plasma optical emission spectrometer (ICP-OES) Perkin Elmer 8000 Optimal
(Perkin Elmer, Waltham, MA, USA). The infra-red spectrum was collected from 650 to 4000 cm−1 on
an attenuated total reflection (ATR) module with a Perkin Elmer model FTIR Spectrum 100 (Perkin
Elmer, Waltham, MA, USA). To perform the measurement, a droplet of the sample was placed on
the ATR crystal. The morphology of electrodeposits was examined by Scanning Electron Microscope
(JEOL model 6380LV, JEOL, Tokyo, Japan), provided with an Energy Dispersive Spectrometer (JEOL,
Tokyo, Japan). The photoemission experiments were carried out in an ultra-high vacuum system
(UHV) consisting of a fast entry specimen assembly, a sample preparation chamber, and an analysis
chamber. The base pressure in both chambers was 1 × 10−9 mbar. The analysis chamber was equipped
with a hemispherical electron energy analyzer (SPECS LH-10, Scanwel, Gwynedd, UK) and a twin
anode X-ray gun for X-ray Photoelectron Spectroscopy (XPS) (Scanwel, Gwynedd, UK) measurements.
The preparation chamber consisted of an ion gun for Ar+ sputtering. The unmonochromatized Mg-Kα

line at 1253.6 eV and an analyzer pass energy of 97 eV, giving a full width at half maximum (FWHM)
of 1.7 eV for the Au 4f7/2 peak, were used in all XPS measurements. The XPS core level spectra
were analyzed using a fitting routine, which can decompose each spectrum into individual mixed
Gaussian-Lorentzian peaks after a Shirley background subtraction. The samples were in vials in an
inert atmosphere and inserted in the UHV system through a glove bag attached to the fast entry
specimen assembly of the UHV system. The glove bag was kept under continuous He flow in order to
prevent further surface oxidation. Survey scans were recorded for all samples, while the core level
peaks that were recorded in detail were: Nd3d, S2p, F1s, O1s, and C1s.

3. Results and Discussion

3.1. Study of the Electrolyte

3.1.1. Dissolution Tests of NdCl3 in DMSO at Different Temperatures

Rare earth metals are known to form strong complexes with halide anions, rendering their
dissolution a challenging task [11,12]. The halide salts in non-aqueous electrolytes present great
interest for electrorecovery applications, because they are oxidized at mild anodic potentials prior to
the oxidation of the electrolyte, thus preventing its anodic decomposition. The first point that had to
be elucidated in the system under consideration was the dissolution of the halide salt in the organic
solvent chosen as the electrolytic medium. It was decided to investigate the dissolution of NdCl3 in
DMSO. The dissolution experiments were performed in a mini-reactor of working volume V = 60 mL,
under continuous argon purging, stirring set at 300 rpm for a total duration of 24 h. The amount
of NdCl3 added to the mini-reactor was determined to be equal to the quantity needed to form a
solution of 1 M Nd concentration, if total dissolution occurred. The experiments were performed for
three selected temperatures (30 ◦C, 60 ◦C, and 90 ◦C) and samples were collected after the 1st, 3rd,
and 6th hours and at the end of the experiment in order to be analyzed by ICP-OES and to measure Nd
concentration in the solution. The chemical analyses performed showed that by the first hour almost
the total amount of Nd added in DMSO has been dissolved (Figure 1). The concentration of Nd was
stable after 3 h. Nd concentration in the final solution produced at 90 ◦C and 60 ◦C was 1 M, while it
was slightly lower for the solution produced at 30 ◦C (0.96 M).
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Figure 1. (a) Nd concentration measured by inductively coupled plasma optical emission 
spectrometer (ICP-OES) for the solutions prepared and (b) the mini reactor used for the dissolution 
experiments. 
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The conductivity and the viscosity of the solutions produced after the dissolution experiments 
were studied at various temperatures. Figure 2a presents the results for the viscosity measurements 
performed for the solutions that were previously produced and for a dilute solution of 0.1 M Nd. It 
was revealed that the more concentrated solutions present higher viscosity. The solution with 1 M 
Nd, as it was anticipated, presented significant viscosity, while the dilute solution of 0.1 M Nd at 
room temperature was almost 16 times less viscous than the concentrated one. It is estimated that the 
higher Nd concentration leads to the complexation of Nd with the solvent’s molecules and the 
subsequent formation of chemical species that contribute to the increase of the viscosity of the system 
under study. As the temperature is increased, however, the viscosity of 1 M Nd solution is drastically 
decreased, and at temperatures higher than 80 °C it is almost comparable with the viscosity of the 
dilute solution of 0.1 M Nd. The increase of temperature affects, mainly, the concentrated solution 
and not the dilute one, since for the latter the viscosity at room temperature is already substantially 
low and it cannot be drastically further decreased. On the other hand, the conductivity measurements 
that were realized for the concentrated solution (1 M) and the dilute one (0.1 M) and are presented in 
Figure 2b, demonstrate that at room temperature the conductivity of the two solutions is comparable. 
Nevertheless, as the temperature is increased above 30 °C, the more concentrated solutions exhibit 
higher conductivity in comparison to the dilute solution. Apparently, higher conductivity is due to 
the higher amount of charged species present in the solution. The increase of temperature has, as a 
result, the consequent decrease of system’s viscosity, as it was reported previously, and, therefore, 
the charged species present higher mobility. Since the concentrated solutions are present in higher 
amounts, they lead to the increase of the system’s conductivity. 
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Figure 1. (a) Nd concentration measured by inductively coupled plasma optical emission spectrometer
(ICP-OES) for the solutions prepared and (b) the mini reactor used for the dissolution experiments.

3.1.2. Viscosity and Conductivity Study of NdCl3 and DMSO Solutions

The conductivity and the viscosity of the solutions produced after the dissolution experiments
were studied at various temperatures. Figure 2a presents the results for the viscosity measurements
performed for the solutions that were previously produced and for a dilute solution of 0.1 M Nd.
It was revealed that the more concentrated solutions present higher viscosity. The solution with 1 M
Nd, as it was anticipated, presented significant viscosity, while the dilute solution of 0.1 M Nd at
room temperature was almost 16 times less viscous than the concentrated one. It is estimated that
the higher Nd concentration leads to the complexation of Nd with the solvent’s molecules and the
subsequent formation of chemical species that contribute to the increase of the viscosity of the system
under study. As the temperature is increased, however, the viscosity of 1 M Nd solution is drastically
decreased, and at temperatures higher than 80 ◦C it is almost comparable with the viscosity of the
dilute solution of 0.1 M Nd. The increase of temperature affects, mainly, the concentrated solution and
not the dilute one, since for the latter the viscosity at room temperature is already substantially low
and it cannot be drastically further decreased. On the other hand, the conductivity measurements
that were realized for the concentrated solution (1 M) and the dilute one (0.1 M) and are presented in
Figure 2b, demonstrate that at room temperature the conductivity of the two solutions is comparable.
Nevertheless, as the temperature is increased above 30 ◦C, the more concentrated solutions exhibit
higher conductivity in comparison to the dilute solution. Apparently, higher conductivity is due to the
higher amount of charged species present in the solution. The increase of temperature has, as a result,
the consequent decrease of system’s viscosity, as it was reported previously, and, therefore, the charged
species present higher mobility. Since the concentrated solutions are present in higher amounts, they
lead to the increase of the system’s conductivity.
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Figure 2. (a) Viscosity measurements vs. temperature (T); (b) Conductivity measurements vs.
temperature (T).
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3.1.3. FTIR Study of NdCl3 and DMSO Solutions

It is strongly recognized that the complexation of cations in a solution plays an important role in
the properties and characteristics of a potential electrolyte [12,13]. The next step of the study was to
determine the state of Nd in the prepared solutions by Infra-Red spectroscopy. The Infra-Red spectra
were collected in the range of 4000 to 650 cm−1. The spectra are presented in Figure 3 for the pure
DMSO, 0.1 M NdCl3 in DMSO, and 1 M NdCl3 in DMSO. Dimethyl sulfoxide has a sulfonyl group
and the normal absorption of the S=O bond occurs at 1050 cm−1 [13,14], as confirmed in Figure 3.
Metals can bond to DMSO either through its oxygen or its sulfur [13,15]. If the bonding is to the sulfur,
the metal donates electrons from its π orbitals into an empty π orbital on the DMSO ligand, thereby
increasing the S–O bond order. Thus, if the metal is bonded to the DMSO at the sulfur, the frequency
of the S=O absorption increases. If the bonding is to the oxygen of the DMSO, the metal forms a bond
with one of the lone pairs on the oxygen and thereby withdraws electron density from the oxygen [13].
Therefore, the S=O bond order declines and the S=O absorption appears at a lower frequency.
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orange line), and DMSO_1 M NdCl3 (grey line).

Taking that into account and the FTIR spectra presented in Figure 3 for the different concentrations
of Nd, it is implied that at low Nd concentrations, Nd cations are complexated through sulfur since
a shift to increased frequency wavenumbers is observed in the spectrum. However, at higher Nd
concentrations (1 M) a difference in the complexation trend is noticed and the transmittance peak
appears at a lower frequency wavenumber, suggesting that the complexation, in this case, occurs
through oxygen.

3.1.4. Cyclic Voltammetry of NdCl3 and DMSO Solutions

The extremely negative reduction potential, Ered of Nd3+ imposes severe constraints on the
electrodeposition process. It restricts the electrolyte to aprotic materials, because the applied potential,
necessary for deposition of this element, will vigorously reduce water and other protic solvents.
DMSO has been used as a solvent in non-aqueous polarography and voltammetry and various cathodic
processes have been reported to occur [16–19]. Therefore, DMSO was selected as the electrolyte medium
because it is stable at high reducing potentials and is a good, polar solvent [19–23]. In Figure 4 the
cyclic voltammograms recorded with a scan rate of 20 mV/s at room temperature for the pure DMSO
and 0.1 M Nd in DMSO are reported. The cyclic voltammogram of the solution 0.1 M NdCl3 in
DMSO presents a reductive loop that begins when scanning the potential to values more cathodic
than −1.8 V and shapes a peak at −2.45 V vs. the reference, which is attributed to the reduction of Nd
trivalent cations to the zerovalent state. Moreover, an oxidative peak is observed in the reverse scan at
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−1.1 V that is ascribed to the oxidation of the deposited metallic Nd, implying that the overall reaction
is irreversible.
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3.2. Study of Electrolysis Parameters

In the second phase, the parameters affecting electrolysis of Nd from solutions of NdCl3 in
DMSO were studied with the aim of concluding to the optimum conditions for Nd electrorecovery.
The parameters studied were the mode of electrolysis, the use of supporting electrolyte, concentration,
temperature, and stirring. The criteria used to determine the optimum conditions were the presence
of impurities in the electrodeposit and the mass of the electrodeposit produced after electrolysis
is performed.

3.2.1. Electrolysis Mode

Electrolysis was performed either galvanostatically or potentiostatically and by imposing potential
or galvanic pulses. The experiments were performed with dilute solutions, i.e., 0.1 M NdCl3 in DMSO.
Four experiments were performed to determine the most efficient electrolysis mode; all experiments
were performed at room temperature for a total duration of 24 h. Galvanostatic electrolysis was
performed at −0.8 µA. Potentiostatic electrolysis was performed at −2 V. For pulsed current electrolysis,
current pulses at −2 mA for t = 1 s and −0.1 µA for t = 3 s were used. Finally, for pulsed potential
electrolysis, potential pulses at −2.3 V and −1.5 V were used for the same time intervals as for pulsed
current electrolysis. After the end of each electrolysis test, the cathode was thoroughly rinsed with
acetone in order to remove the electrolyte, and the cathode was weighed. The difference between the
mass of the cathode prior to and after the end of electrolysis was considered the mass of the deposit
and is stated in Table 1.

Table 1. The mass of the deposit (in mg) for each electrochemical test performed.

Electrochemical
Mode

Galvanostatic
Polarization

Potentiostatic
Polarization

Potential Pulsed
Electrolysis

Current Pulsed
Electrolysis

Mass 3 3 8 12

The electrodeposits were evaluated by SEM-EDS analysis in order to be identified. To define
the preferable conditions for electrolysis, it was decided to take into consideration both the mass and
the quality of the deposit (presence of impurities in the electrodeposited metal). Consequently, after
the end of each electrolysis test, rinsing, and weighing, the cathode was removed from the glove box
to proceed with SEM-EDS analysis. Nevertheless, the contact with ambient conditions caused the
immediate oxidation of the electrodeposited metal forming a greyish film. The oxidized film was
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identified by SEM-EDS images and the results of the EDS analysis for the electrodeposits are reported
in Figure 5.
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The EDS analysis confirmed the presence of Nd and O, thus permitting the assumption that
neodymium metal was electrodeposited and oxidized after the removal of the electrolyte. It was
determined from the SEM-EDS analysis and the mass of the deposit that the optimum electrochemical
mode is pulsed electrolysis since the deposits were of higher mass and of higher purity.

3.2.2. Supporting Electrolyte

As was previously stated, DMSO is a polar organic solvent, and solutions of salts can exhibit
significant conductivity. However, the use of a supporting electrolyte was tested in order to examine if
their addition can boost the electrodeposition of Nd. Aliquat 336 was used as a supporting electrolyte.
Aliquat 336 is a common ionic liquid that presents electrochemical stability, which is a prerequisite in
this application [24,25]. In addition, Aliquat 336 shares the same anion with the Nd precursors in our
system, which is the chloride anion, thus eliminating the introduction of new charged species. In the
system, DMSO 0.1 M NdCl3 Aliquat 336 was added as a supporting electrolyte in a volumetric ratio
5:1 (VDMSO/VAliquat = 5/1), and electrolysis was performed by imposing current pulses at −1.8 mA
for 1 s and −0.1 µA for 3 s. The total duration of the experiment was 24 h. After the end of electrolysis,
the electrodeposit was thoroughly rinsed, its mass was measured, and subsequently, it was submitted
to SEM-EDS analysis (Figure 6).
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Figure 6. (a) SEM image and (b) EDS analysis of the electrodeposit.

The EDS analysis showed the presence of high amounts of chloride present in the deposit,
suggesting its contamination by the electrolyte. It was concluded that the use of this specific supporting
electrolyte was detrimental for the process.

3.2.3. Concentration

The electrolysis was performed by imposing current pulses −2 mA for 1 s and −0.1 µA for 3 s at
room temperature for a total electrolysis duration of 24 h. The deposits were weighed and examined by
SEM-EDS analysis after the end of electrolysis. The neodymium electrodeposited in each electrolysis
test is reported in Table 2.

Table 2. The mass of the deposit (in mg) for the three different concentration solutions (in M).

Concentration 0.1 0.5 1

Mass 12 14 19

Larger electrodeposits were found for the more concentrated solutions as is presented in Table 2.
The SEM-EDS analysis confirmed the presence of Nd and O due to the oxidation of the metal when in
contact with the air (Figure 7).Metals 2018, 8, x FOR PEER REVIEW  9 of 13 
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Figure 7. SEM-EDS analysis of the electrodeposits for the three different concentration solutions
(a) 0.1 M; (b) 0.5 M; (c) 1 M.

3.2.4. Temperature

Electrolysis was performed at 30 ◦C, 50 ◦C, and 70 ◦C. The electrolysis was realized by imposing
current galvanic pulses at −2 mA for 1 s and −0.1 µA for 3 s for a total duration of 5 h, and the solution
used for electrolysis was 1 M NdCl3 in DMSO. DMSO has a boiling point at 189 ◦C that permits the
increase of temperature during electrolysis. Nevertheless, there is an unavoidable evaporation at lower
temperatures that could alter the volume and by consequence the concentration of the solution. This is
the reason that electrolysis was performed for 5 h when studying the effect of the temperature, instead
of 24 h. A 24 h test could have been performed by the use of a condenser, but that would render the set
up rather difficult to install inside the glove box. The masses of the electrodeposits are presented on
Table 3.

Table 3. The mass of the deposit (in mg) produced at the three tested temperatures (in ◦C).

Temperature 30 50 70

Mass 4 4 3

As was mentioned, DMSO has a boiling point at 189 ◦C that permits the increase of temperature
during electrolysis. Furthermore, the increase of temperature is considered a simple way to boost the
rate of a reaction. Yet, in the system under study, it is observed that at temperatures above 50 ◦C the
final mass of the electrodeposit is decreased, implying that either cracking phenomena take place or
a competitive reaction, such as the decomposition of the electrolyte, happens [22]. Among the three
electrodeposits, the higher mass was measured for the electrodeposit produced at 50 ◦C.

Nonetheless, the EDS analysis performed on all three electrodeposits revealed that the increase
of temperature to 50 ◦C and 70 ◦C increased the impurities found in the electrodeposit, which is
detrimental for the process (Figure 8). Hence, it was derived by SEM-EDS analysis that the higher
temperatures enhance the incorporation of impurities from the electrolyte, and the preferable
temperature to perform electrolysis is T = 30 ◦C.
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3.2.5. Stirring

Current pulsed electrolysis was performed in 1 M NdCl3 in DMSO at −2 mA for 1 s and
−0.1 µA for 3 s for a total duration of 24 h at T = 30 ◦C. Under mild stirring, 21 mg of Nd were
electrodeposited, while without stirring that value was 19 mg. As it was anticipated, stirring improved
the electrodeposition rate, whereas the deposit in both cases did not present contaminations from the
electrolyte (Figure 9).
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3.3. Optimum Conditions

Taking into consideration the results from the study of electrochemical parameters, the optimum
conditions for electrolysis were defined. The pulsed electrolysis provided the most satisfying results,
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while the use of supporting electrolyte did not improve the behavior of the system. The more
concentrated solutions produced larger deposits. The higher temperatures enhanced the incorporation
of impurities from the electrolyte, thus, the preferable temperature was T = 30 ◦C, while stirring
enhanced the electrodeposition of Nd. Electrolysis was performed in the optimum conditions and the
electrodeposit was examined by X-ray Photoelectron Spectroscopy in order to confirm metallic Nd
electrodeposition. The deposits, after the end of electrolysis, were rinsed and stored inside the glovebox
under inert conditions in sealed serum bottles, to perform XPS measurements. The photoemission
survey showed the presence of the atoms Nd, O, C, and S. For that reason, Ar+ sputtering cycles
(2 kV, 1.2 × 10−6 mbar Ar) were performed, in order to remove the first atomic layers, and after
the first sputtering cycle, no sulfur or carbon was detected, thus revealing that their presence was
due to inadequate electrolytes removal from the surface of the deposit and not due to a deposit’s
contamination. In Figure 10, the spectrum shown with a black line, which is collected before sputtering
cycles, shows the Nd 3d peak of the sample, and the binding energy of Nd3d5/2 is at 983.3 eV and is
attributed to the Nd2O3 chemical state. It is obvious that the sealing of the samples after preparation
in the serum bottles as well as the introduction to the UHV chamber using a glove bag is not enough
to avoid the oxidation of the surface. Sputtering caused the appearance of a second peak component
assigned to Nd0 as evidenced by the XPS measurements. In Figure 10, the spectra of Nd3d collected
after different periods of sputtering cycles of the sample are presented and show that a second peak at
~3 eV lower binding energy appeared, which is assigned to the Nd0 chemical state [26], thus confirming
that metallic Nd is electrodeposited.
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4. Conclusions

In the present study, the use of an organic solvent was investigated as a potential electrolytic
medium for the reduction of drastic metals of high technological and economic importance, such as Nd.
The high-temperature molten salts electrolysis that is the current technology used for the production
of Nd is an energy-intensive process with a severe environmental impact. The experimental results
showed that NdCl3 can be dissolved rapidly in the aprotic organic solvent DMSO and produce
concentrated solutions. In the first part of the study, the viscosity, the conductivity, the way Nd is
complexated with the electrolyte, and the electrochemical behavior of the electrolytic system were
presented, while in the second part, the research was focused on defining the optimum conditions
for electrolysis. The study of the electrolysis parameters revealed that pulsed electrolysis, at low
temperatures, under stirring exhibited the best results, and the deposit produced was identified by XPS
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analysis, and it was confirmed that metallic Nd was electrodeposited indicating that the metallurgical
process under development is promising.
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