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HIGHLIGHTS GRAPHICAL ABSTRACT

o A new methodology for electrochemical
metal extraction is proposed.

o Rotating disc electrode was utilized to
test methodology.

e Concentration of HCl and H,0,, rotation
rate, and current density were studied.
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ARTICLE INFO ABSTRACT
Keywords: Environmentally friendly processes to recapture critical metals and supplement markets are vital to overall
Battery recycling sustainability in the energy sector. This work outlines a precise methodology for the electrochemical study of
Hydrometallurgy

extraction performance in hydrometallurgical recycling. To demonstrate this method, the battery cathode ma-
terial NMC532 is exposed to hydrochloric acid solutions at varying concentrations, rotation rates, current den-
sities, and hydrogen peroxide contents. A dispersion of NMC532 and Nafion™ in water is deposited onto a
rotating disc electrode surface to form a thin-film composite. The solution is sampled over time and relevant
component concentrations are measured using inductively coupled plasma mass spectrometry (ICP-MS). The
solution volume is maintained by replacing the sampled volume with initial solution and a correction equation is
used to account for dilution. After electrochemical extraction, the NMC532 residue is collected for further
analysis using scanning electron microscopy (SEM). This methodology requires minimal recyclable material to
assess a wide variety of extraction conditions and provide various high-precision results. It can also facilitate the
development of advanced electrochemical systems and provide valuable insight into key mechanisms for various
hydrometallurgical and electrochemical processes.
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1. Introduction

As lithium-ion batteries become dominant, the need to recover
valuable transition metals through recycling is critical. Many strategies
have been employed to extract valuable metals from battery components
including pyrometallurgical, hydrometallurgical, and more recently
direct recycling. Most of these methods require pre-processing that in-
volves battery discharging and shredding while hydrometallurgy in-
volves processes to recover specific components such as magnetic
separation for steel casings and flotation of plastics and graphite [1-8].
Direct recycling aims to utilize advanced component separation tech-
niques to directly reuse the components in new battery manufacturing
without breaking down the structure as is typically performed in
metallurgical extraction processes [9-16]. Pyrometallurgy utilizes high
temperatures to either oxidize or melt metals of interest, producing an
alloy with transition metals (TM) and a slag containing various oxides.
This process has benefits for battery recycling such as simplicity, speed,
and convenience as the anode material graphite acts as a reducing agent
for the oxides in the cathode. However, such methods require high en-
ergy consumption, cause atmospheric pollution from CO5 and burned
plastic byproducts, and possess intrinsic process hazards from molten
metal transport and toxic gas generation [1,2,4,17-19]. Hydrometal-
lurgy utilizes aqueous solutions with lixiviants, often strong oxidizing
acids, to dissolve metal components for selective recovery by precipi-
tation or selective solvent extraction. This process has benefits for bat-
tery recycling such as relatively low energy requirements, the ability to
recover individual elements, and improved process safety with fewer
hazards in processing. However, this process also includes drawbacks
such as slower processing, larger industrial footprint, high water usage,
and potential pollution in the form of solvents and lixiviants released
through spillage and evaporation [1,2,4,20-25].

Recent developments in the recycling of lithium batteries have
investigated electrochemical methods that may address some of the issues
known for hydrometallurgical processing and improve various recycling
and extraction processes altogether [26-36]. Electro-extraction is a rather
modern adaptation to hydrometallurgical processing, particularly in
environmental remediation and TM recovery from sea nodules but has not
been widely implemented due to its complexity [37,38]. Recent studies
provide evidence of electrochemical methods’ benefits for recovering
metals from secondary raw materials via electro-extraction and electro-
deposition [39]. An electric field is commonly used to enhance the
extraction of organic and inorganic compounds [40], phenolics [41],
metals, such as nickel [42] and uranium from seawater [43], or in chro-
matography sample preparation to improve mass transport and selectivity
[44]. In each of these applications, the electric field initiates different
mechanisms and results in different reaction products. For example, the
application of an electric field results in production of hydrogen peroxide
which acts as a reducing agent [45-49].

Electrolytic reduction of mixed metal oxides facilitates metal
extraction through re-oxidation in presence of solubilizing anions [50,
51]. Finally, the charged surface of an electrode may concentrate
charged ions in the hydrodynamic layer and facilitate adsorption and
subsequent reaction on materials surfaces [52]. This would increase the
effective reagent concentration without requiring an increase in bulk
concentration. Some particular advantages of electrochemically
enhanced extraction processes include use of eco-friendly reducing
agents [53], precise process control, increased extraction rate, and
improved environmental sustainability [54-58].

Proposed in this study, an advanced methodology using specified
evaluation parameters would facilitate fast and high precision assess-
ment of extraction performance from a minimal amount of waste. This
methodology introduces an innovative recyclability evaluation that
could be applied to other materials for the development of safe and
environmentally friendly recycling processes. To demonstrate the pro-
posed high-precision electrochemical methodology, a lithium-ion bat-
tery cathode, specifically LiNigsMng3C00202 (NMC532) [59] was
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chosen as a baseline. This material was investigated in a dilute inorganic
acid extraction system in combination with hydrogen peroxide, a com-
mon additive for metal extraction from mixed metal oxides. While
elevated temperature analysis is possible in the future, the current
experimentation was performed at ambient temperature.

2. Experimental methods
2.1. Materials

Cathode NMC532 powder was purchased from MSE Supplies. Trace
metal grade concentrated hydrochloric acid (HCI) and hydrogen
peroxide (H202) were purchased from Fisher Scientific. Dupont DE521
1100 5 % NafionTM solution was purchased from Ion Power Inc. High
purity liquid chromatography (HPLC) water was used for dilutions and
rinsing.

2.2. Electrochemical measurements

The electrochemical studies of the metal extraction from the
NMC532 powder were performed using the Rotating Disk Electrode
(RDE) setup from Pine Instruments (Fig. 1A). Application of NMC532 to
the RDE surface involved preparing a dispersion of the NMC532 powder
in water mixed with Nafion solution and drying a droplet on the Glassy
Carbon (GC) electrode surface. The dispersion was made by combining
10 mL of 1 mg/mL NMC532 in water and 50 pL of 5 % Nafion solution.
The dispersion was mixed on a stir plate using a magnetic stir bar at 700
rpm and applied to the electrode by depositing 30 pL onto the GC sur-
face. The electrode was then covered with a beaker and left in a fume
hood to dry for at least 12 h forming a uniform film on the GC surface
(Fig. 1C and D).

A GC rotating disc electrode in Teflon casing was used to reach a
specified current density. The rotation rate was controlled using a Pine
Instruments AFMSRCE rotator and preset to the specified speed for each
experiment then adjusted manually to account for frictional losses after
assembling the cell. The electrode potential was controlled using the
Pine Instruments AFCBP1 Bipotentiostat with the associated Pine
Research Aftermath software. A platinum counter electrode and an Ag/
AgCl, Cl-reference electrode and a salt bridge filled with 0.1 M KCI were
used in these experiments. For experiments with applied current, the
current was set to 1 mA for a reduction current density of 5 mA/cm2 and
5 mA for a current density of 25 mA/cm2. Other settings were kept as
default except for auto-ranging functions.

2.3. Preparation of samples for metal extraction and ICP-MS analysis

A 10 mL pipette was used to add relevant volumes of concentrated
trace metal grade reagents to the flask which was then diluted to 100 mL
using HPLC water. Each experiment required 300 mL of electrolyte to be
prepared; 100 mL for the initial cell filling and at least 140 mL for
replenishing solution.

Electrolyte samples were collected at the following extraction times
for each experiment: 5, 10, 15, 20, 30, 40, 50, 60, 90, 120, 150, and 180
min. At the start of each experiment, an initial liquid electrolyte and
replenishing solution were sampled. At the end of each experiment,
another sample of the replenishing solution was collected to account for
potential contamination during the experiment.

The TM concentrations (Mn, Co, Ni) were analyzed using the Aligent
7900 ICP-MS system with Masshunter 4.1 instrument control and
analysis software. The system was calibrated using a blank of 2 % trace
metal grade HCI diluted with HPLC water and PlasmaCAL SPC28AES
standard solution at concentrations of 1, 10, 100 ppb and 1, 10 ppm.
Quality control samples using HPS ICP-MSCS-PE3-A standard solution at
concentrations of 100, 10, and 1 ppb were analyzed to confirm that
instrument maintained acceptable accuracy.

The measured concentrations were corrected using equation (1)
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generalized for systems of different cell and sample volumes, and ana-
lyte elements.

Ccan=Cwman + [ Vs /Ve) ((ZCMM> (Cra *n))] = Chmao (@]

where Cc qn — corrected concentration of analyte for a numbered sam-
ple; Cagq,n — measured concentration of analyte in numbered sample; Vg
- sample volume; V¢ - cell volume; Z;‘:’Ol Cm,,i - sum of measured con-
centrations from the first sample to the previous sample; Cg q - average
concentration of the replenishing solution; n - number of samples
collected; and Cy,q 0 initial concentration of the analyte. This equation
allows for total ionic balance analysis considering that (a) solution is
sufficiently mixed; (b) sampling/replenishing volumes remain constant
throughout the experiment; (c) replenishing volume is equivalent to the
sampling volume; (d) extracted ions remain in solution.

Inductively coupled plasma mass spectrometry (ICP-MS) measure-
ments were processed using the dilution correction equation. The me-
dian of extraction completion rates calculated for all samples was
compared between the experiments. For extraction of metals from
NMC532, sample concentrations of nickel, manganese, and cobalt were
measured and used for further calculations. Equation (2) was used to
calculate the extraction completion rate for each sample. This equation
was generalized for solutions of different electrolyte density, cell vol-
ume, starting material composition and amount, measured analyte ele-
ments, and elapsed extraction time for a given sample:

=[(100 % p, * Ve

5« MM,,) | (b % o * )] * {Zf [(Ceam) / (MC,pp % MM,,,)]} @

where R, — extraction completion rate for sample n; p, — density of liquid
electrolyte; V¢ - cell volume; MM, — molar mass of extracted material m;
t, — extraction time for sample n; mg, — initial mass of material m; a —

number of analytes used to estimate extraction completion rate; Z{—
summation for measured analytes ai through af; C. o m - corrected con-
centration of analyte ai extracted from material m; MC,, m» — molecular
coefficient of analyte ai in material m; and MM,, — molar mass of analyte
ai. This equation was used in assumption that the change in electrolyte
density is negligible, and an algebraic average of analyte extraction
completion rates is sufficient to describe the overall extraction rate.
The expected mass of the NMC532 in the NMC532/Nafion deposited

&
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layer was not always constant. For experiments where the extraction
was incomplete, the expected mass of deposited NMC532 was assumed
to be the average from all depositions. Finally, the extraction completion
rate was calculated by averaging the slopes over time for each sample.
The median value of sampled extraction completion rates yields a sin-
gular value which was used to compare the extraction efficiency be-
tween experiments. By averaging median extraction rates of
experiments that share an identical setting, response curves were formed
to compare the impact of each parameter at each relative level.

2.4. Morphological and chemical analysis before and after extraction

For morphological analysis, NMC532 cathode samples before and
after electrochemical extraction were collected using double sided
conductive carbon tape. The SEM images were collected from the sam-
ples where full extraction was not reached. Imaging was performed on a
Helios 5 CX system and controlled by ThermoFisher XT Microscope
Control software.

3. Results and discussion
3.1. Evaluation of the metal extraction efficiency by ICP-MS

The data regarding TM extraction from the NMC532 cathode mate-
rial (Fig. 2) demonstrates the effect of the four chosen parameters
(Table 1) on the electrochemical extraction efficiency. In some cases (e.
g. Exp. 4,8, 7, 6, and 3, Table 1) the majority of NMC532 particles were
extracted in the first 60 min. However, in absence of hydrogen peroxide
(Exp. 5 and 9, Table 1), the extraction completion rate dropped drasti-
cally after the first 60 min. In Exp. 2 performed in 0.1 M HCl solution the
rate was slow but was steadily increasing until 120 min. This figure also
highlights the exceptionally low extraction performance when all pa-
rameters are at their lowest levels (Exp. 1, Table 1).

The experimental results are presented using Taguchi design [60-63]
with four parameters including HCI concentration, rotation rate, applied
current density, and hydrogen peroxide concentration. The selected
parameters (Table 1) include HCI concentrations (0.1, 1.0, and 2.0 M),
rotation rates (400, 900, and 1600 rpm), reduction current densities (O,
5, and 25 mA/cm2), and hydrogen peroxide concentrations (0, 0.1, and
1.0 %).

The impact from each of the four extraction parameters on the
overall metal extraction performance (Fig. 3) is presented using the
median extraction completion rate results. The points on this figure are

-
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Fig. 1. (A, B) Electrochemical cell with RDE, platinum wire counter electrode, and KCl salt bridge submerged in the liquid electrolyte; (C, D) Images of the NMC532/

Nafion coating on the GC surface before (C) and after metal extraction (D).
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Fig. 2. ICP-MS results showing the metal extraction from NMC532 cathode
powder at different extraction times for nine experiments presented in Table 1.

averages of median extraction rates for 3 experiments with an identical
level of the specified parameter. For example, the level 1 point on the
HCI curve is an average of the median extraction rates of experiments 1,
2, and 3 as they share the same HCI concentration of 0.1 M. This figure
shows that the hydrogen peroxide concentration increases the median
extraction rate. Conversely, rotation rate shows the least impact on
median extraction rate. Furthermore, the HCl concentration demon-
strated a significant impact between 0.1 M and 1.0 M but much lower
impact in the range of 1.0 M-2.0 M. The current density also shows
minimal impact at low level but managed to improve extraction at its
higher values.

Summarizing the overall trends in NMC cathode material recycling
(Fig. 3) it is evident that HyO» concentration has the highest impact on
metal extraction. Compared to HyO2, HCI concentration has also strong
effect on extraction performance, however this effect decreases at con-
centrations above 1.0 M. Regarding the current density, this effect was
minimal at lower currents, but more beneficial at higher currents.
Similar to the current density parameter, the rotation rate is also mini-
mally impactful and higher rotation rates appear to have a negative
effect on the extraction performance. Further study should be under-
taken to understand these trends and their synergistic effects in terms of
mass transport limitations, for example correlation between rotation
rate vs. extraction efficiency and how this extraction at microscale can
be correlated with industry-relevant extraction processes.

The effect of measured potential required to hold the electrode at a
specific current throughout experiments is presented in Fig. 4. In effect,
a lower reduction potential can be correlated with higher conductivity
of thin film NMC532 based composite. The potential decreased in the
first 30-60 min before reaching a constant value. On the other hand,
Exp. 2 and 7 show a wide range of variation which is directly correlated
with an observed formation of gas bubbles at the electrode surface. Exp.
3 and 5 were similar to each other and required the highest potential to
reach the high-level current density.

Table 1
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3.2. Morphological and structural properties before and after
electrochemical extraction

SEM imaging was used to investigate the morphological changes in
NMC532 cathode powder as a result of the electrochemical extraction
process. To accomplish this, the NMC532 was imaged before and after
an extraction experiment. The pristine NMC532 sample (Fig. 5) shows
closely packed grains with smooth boundaries. On the contrary, the
sample obtained in Exp. 5 (Table 1 and Fig. 6) demonstrates rough grain
surfaces and wide gaps between grains. This observation provides evi-
dence that the applied parameters, such as concentration of the acid,
rotation rate, current density, and hydrogen peroxide concentration
(Table 1), are important for understanding the specific effects caused by
each of them in reaching high recycling efficiency.

In the proposed methodology, at least five potential sources of error
should be highlighted. One of the major sources of error was a variation
in mass of the NMC532 particles deposited on the GC surface. To address
this, the 100 % extraction completion was based on the highest cor-
rected concentration attained for experiments that appeared to reach
completion (Exp. 3, 4, 6, 7, 8, Table 1). For experiments that did not
reach completion, the 100 % extraction completion was based on the
average of that of the experiments that reached completion. Another
source of error involves generation of Hy gas caused by electrolysis in
acidic solution. This was observed in Exp. 7 (Table 1) where the slow
rotation rate was coupled with high HCI and H0, concentration, and
high current density. These gas bubbles caused blockage of the com-
posite NMC532 layer and its contact with HCl-based electrolyte and
deviations of the potential during chronopotentiometry tests (Fig. 4).
Another potential source of error involves delamination of Nafion™ -
NMC532 composite from the GC surface. This source of error could be
caused by an interaction of HyO2 with Nafion, though this effect is
negligible at low concentrations. Finally, there is some expected error
involved with ICP-MS analysis at low concentrations of analytes. Even

0.5

Average Median Extraction Rate (%/min)

1 2 3
Relative Parameter Level

—#HCI Conc. —e—Rotation Rate ——Current Density Peroxide Conc.

Fig. 3. The effect of the four experimental parameters on the efficiency of
metal extraction from NMC532 lithium-ion battery cathode powder. Each point
is the average of median extraction rates from 3 experiments of equivalent

parameter setting.

The performed experiments considering four testing parameters and the corresponding median extraction rates as performance indicators for each set of parameters.
Four parameters were tested at three levels. For example, the three levels of HCI concentration are 0.1 M, 1.0 M, and 2.0 M.

Experiment # HCI concentration (M) Rotation rate (rpm)

Current density (mA/: cm?)

H,0, concentration (vol. %) Median extraction completion rate (%,/min)

1 0.1 400 0
2 0.1 900 5
3 0.1 1600 25
4 1.0 400 5
5 1.0 900 25
6 1.0 1600 0
7 2.0 400 25
8 2.0 900 0
9 2.0 1600 5

0 0.06
0.1 0.70
1.0 1.42
1.0 1.81
0 1.07
0.1 2.32
0.1 1.80
1.0 1.94

0 0.78
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Fig. 4. The effect of the electrode potential vs. time for the NMC532 cathode powder (Exp. 2, 3, 5,and 7, Table 1).

» e
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A

Fig. 5. SEM images of commercial NMC532 particles before electrochemical extraction at magnifications 10,000x (A), 20,000x (B), 50,000 (C), & 100,000x (D).

minor contamination during sample collection and analysis can signif-
icantly impact results.

4. Conclusions

As new energy storage technologies are developed, more advanced
recycling processes should be developed to sustainably recover and reuse
materials. This work outlines a precise methodology to study the effect of
hydrochloric acid concentration, hydrogen peroxide concentration, cur-
rent density, and rotation rate on the extraction of Ni, Mn, and Co from
NMC532 cathodes used in lithium-ion and lithium metal batteries. The
concentration of hydrogen peroxide was found to have the greatest impact
while rotation rate had negligible impact on the extraction. Hydrochloric
acid concentration significantly improved extraction rates when increased
from 0.1 M to 1.0 M but this improvement was less significant when
increased from 1.0 M to 2.0 M. The applied current density did not
significantly increase the extraction rate but provided some improvement
at 25 mA/cm?, high enough to initiate water electrolysis. While these re-
sults do not support the hypothesis that an applied electrochemical current
can improve extraction rates in this particular system, the method used
may be applied to other experimental systems to generate precise data

regarding the extraction of valuable wastes. This method can be considered
effective for investigating electrochemical phenomena through high pre-
cision characterization of both the electrolyte and solid materials. While
this method can benefit from improvements such as better control of par-
ticle deposition onto the electrode surface and prevention of gaseous
bubble interference at the interface, it holds promise to closely monitor and
investigate a variety of advanced recycling techniques. The proposed study
demonstrates an accurate methodology for the electrochemical study of
extraction properties in hydrometallurgical recovery using NMC352 as an
example. Advanced recycling processes provide a path forward to eco-
friendly extraction of lithium-ion battery cathodes.
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Fig. 6. The SEM images of the sample after electrochemical extraction (Exp. 5, Table 1) at magnifications 10,000x (A), 25,000x (B), 50,000x (C), & 100,000x (D).
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