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Abstract: The comminution of spent lithium-ion batteries (LIBs) produces a powder containing the
active cell components, commonly referred to as “black mass.” Recently, froth flotation has been
proposed to treat the fine fraction of black mass (<100 um) as a method to separate anodic graphite
particles from cathodic lithium metal oxides (LMOs). So far, pyrolysis has been considered as an
effective treatment to remove organic binders in the black mass in preparation for flotation separation.
In this work, the flotation performance of a pyrolyzed black mass obtained from an industrial
recycling plant was improved by adding a pre-treatment step consisting of mechanical attrition with
and without kerosene addition. The LMO recovery in the underflow product increased from 70%
to 85% and the graphite recovery remained similar, around 86% recovery in the overflow product.
To understand the flotation behavior, the spent black mass from pyrolyzed LIBs was compared to
a model black mass, comprising fully liberated LMOs and graphite particles. In addition, ultrafine
hydrophilic particles were added to the flotation feed as an entrainment tracer, showing that the
LMO recovery in overflow products is a combination of entrainment and true flotation mechanisms.
This study highlights that adding kerosene during attrition enhances the emulsification of kerosene,
simultaneously increasing its (partial) spread on the LMOs, graphite, and residual binder, with a
subsequent reduction in selectivity.

Keywords: black mass; spent lithium-ion batteries; graphite; lithium metal oxides; froth flotation;
mineral processing; recycling

1. Introduction

Lithium-ion batteries (LIBs) are the key technology to electrify transportation, which
is one of the multiple measures proposed to prevent global warming [1]. With its dominant
application in electric mobility, the global battery demand is forecast to increase 14-fold by
2030 from 2018 levels, consequently driving the demand for battery materials such as Co,
Li, Ni, and graphite [2]. Mining and recycling will play an important role in fulfilling the
demand for battery materials and ensuring the sustainability of the battery supply chain.
Most importantly, spent LIBs should not be landfilled according to the Battery Directives
(2006/66/EC; 2008/98/EC) due to their heavy metal contents, which pollute the land and
groundwater. Furthermore, the residual energy of spent LIBs can trigger explosions, fire,
and the release of toxic gases. The current and emerging recycling technologies focus on
the recovery of LIB components that have high economic value such as Co, Ni, and Cu.
Currently, pyrometallurgy is the main route utilized to recover valuable metals from spent
LIBs. In pyrometallurgy, the spent LIBs are directly fed to the smelting furnace (>1000 °C) to
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recover Co, Ni, and Cu, while graphite is used as a reducing agent and significant amounts
of Al and Li are lost in slag [3]. Hydrometallurgy is a low-energy process and is seen
as a potential solution to recover more active materials compared to the pyrometallurgy
process [4,5]. In this process, LIBs are mechanically prepared by shredding and sieving to
obtain the “black mass”, which contains the electrode components such as lithium metal
oxides (LMOs) and graphite. Organic acid (i.e., citric and succinic acid), inorganic acid
(hydrochloric, sulfuric and nitric acid), and microorganisms can be used as reagents to
selectively dissolve target metals [6]. Nevertheless, these recycling processes only recover a
fraction of LIB components which, in compliance with the new EU battery regulation, will
need to attain recycling efficiencies of 65% by average weight by 2025 and 70% by 2030 [7].

According to Asenbauer et al. [8], “graphite is and will remain to be an essential
component of commercial lithium-ion batteries in the near- to mid-term future—either as
sole anode active material or in combination with high-capacity compounds such as under
stoichiometric silicon oxide, silicon-metal alloys, or elemental silicon”. In typical commer-
cial LIBs, graphite comprises 15-20% of its weight [9], making it a strategic candidate to
meet the increasing recycling efficiencies. Natural graphite, particularly in its spherodized
form, is also categorized as a critical material in the EU, Canada, and Australia as a result of
the supply risk for its production, which is at the moment is almost exclusively produced
by China [10,11]. Thus, properly designed processes for the recovery of graphite from LIBs
would result in a diversification of the graphite supply for Europe. In addition, the removal
of graphite from the black mass is also beneficial for subsequent metallurgical processing. In
pyrometallurgy, the high content of carbon can result in excessive CO, emissions and affects
the operating conditions such as the CO, /CO ratio, reaction kinetics, and melt properties,
and consequently, the metal recovery and process efficiency [12]. In hydrometallurgy, the
removal of graphite minimizes the feed material volume, thus reducing the consumption
of water and reagents. The leaching process can also pollute and/or deteriorate graphite,
and thus may not be suitable for the upcycling of spent anode materials [13].

Previous studies have recommended the use of froth flotation, which can be applied
to the fine fraction of the black mass (<100 um) to separate the graphite particles from the
lithium metal oxides (LMOs) into two valuable products, increasing the overall efficiency
of LIB recycling [14-16]. It has even been claimed that after separation through mechan-
ical means, the LMOs [17,18] and graphite particles [19,20] can be applied for battery
remanufacturing. Froth flotation, a separation process based on surface wettability, is one
of the most common processes currently used for primary resource beneficiation [21,22],
however, it is still an emerging technique for black mass beneficiation. The concept of
froth flotation as a separation technique for active cell components was introduced as
early as 2003 based on the assumption of the contrasting surface wettabilities of graphite
and LMOs [14]. Many studies have emphasized that the presence of an organic binder
coating the active components complicates the separation process and remains among
the biggest challenges in black mass flotation [14,23]. Consequently, various pre-treatment
strategies have been studied to remove the coated binder before flotation. Mechanical
grinding [24] has been applied to the black mass before flotation, reportedly resulting in
a high LMO grade of 97.2% in the underflow product with a low recovery of 49.3%. In
another study, a Fenton reagent pre-treatment proved to be effective in removing the binder,
but led to the formation of hydrophobic Fenton secondary products on the surfaces of the
LMOs, resulting in the separation of LMOs with a high grade [25,26]. Other researchers
have claimed that the application of pyrolysis between 400 °C and 600 °C decomposes the
binder and improves the flotation efficiency [14,15,27-29]. For instance, Zhang et al. [29]
applied mechanical crushing followed by a pyrolysis stage at 500 °C with a heating rate of
10 °C/min and pyrolysis time of 15 min, finally floating the fine fraction of the pyrolyzed
product. Reportedly, with a rougher flotation stage, the underflow product obtained had a
grade of 94.7% LMOs with a recovery of only 83.7%.

Another challenge in black mass flotation is the fine particle sizes of the liberated active
components that have a typical D5 of ca. 15 um, which are highly prone to entrainment. En-
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trainment is the non-selective mechanical transfer of materials from the pulp to froth layer,
directly affecting the grade of hydrophobic products [30]. The recovery by entrainment in
froth flotation is well documented and strongly related to the recovery of water [31-34] and
other operating factors such as pulp density, material density, froth height, and airflow [30].
It is also worth noting that entrainment may not be the only mechanism of LMO recovery
in black mass flotation. Vanderbruggen et al. [35] recently reported that LMOs without a
coated binder could attach to an air bubble and also interact with kerosene.

Bearing the aforementioned challenges in mind, the present study aimed to enhance
the separation efficiency of pyrolyzed black mass by applying a high shear (i.e., attrition)
pre-treatment before flotation in order to remove the residual coated binder. This concept
is inspired by high-intensity conditioning (HIC), which is used in the flotation of coal,
graphite, and other minerals [36-39] to improve the flotation efficiency by de-aggregating
particles, removing the slime coating, and reactivating mineral surfaces. Furthermore, the
addition of kerosene during HIC can result in better emulsification and dispersion of oil
droplets, leading to an enhanced collision probability with solid particles and improved
flotation kinetics, as demonstrated by Zhou et al. [40] in their work on graphite ore. There-
fore, it is of interest in this work to investigate the most efficient strategy for kerosene
addition either during or after attrition pre-treatment.

Unlike the majority of published works aimed at black mass flotation where the focus
has been on the recovery of cathode materials, the present work is interested in both the
LMOs and graphite. Evidently, this can only be achieved by understanding the flotation
mechanisms present in this system of mixed materials. Consequently, experimental work
was carried out to assess the impact of the two aspects above-mentioned on affecting the
quality of the black mass flotation products, namely, the presence of residual binder and
the entrainment of fine particles. For the former, flotation results of an industrial pyrolyzed
black mass sample containing a residual binder were compared to a model black mass
used as a benchmark. The model black mass consisted of a mixture of pristine graphite
and LMO particles, thus binder-free. To address the latter, fine hydrophilic particles were
added to the black mass as an entrainment tracer to understand the contribution of this
flotation mechanism.

2. Materials and Methods
2.1. Samples and Reagents

For this study, a black mass sample was provided by an industrial scale operator,
Accurec Recycling GmbH. The spent LIBs were sorted at the plant by chemistry, and a
mixture of nickel-manganese-cobalt oxides (NMCs) and lithium cobalt oxides (LCOs) were
used as a feed for this recycling process. The black mass received underwent a vacuum
pyrolysis treatment at 500-600 °C, followed by dry crushing and sieving. The fraction sieved
below 100 pm was used for the flotation tests and its chemical compositiondetermined by
X-ray fluorescence (XRF) and C assay (described in Section 2.3) is given in Figure 1. In
the fine fraction of this black mass, each chemical element can be associated with a special
battery component: the graphite particles made of C; lithium metal oxides made of Co, Nj,
Mn, and Li; cathode current collector made of Al; anode current collector made of Cu; and
the casing particles mainly made of Fe. It should be highlighted that the content of Al, Cu,
and Fe in the spent black mass highly depends on the comminution (liberation) stage of the
recycling process. In the recycling industry, the cells are usually opened by comminution
processes, leading to the production of fine particles [18] as opposed to manual dismantling
in laboratory studies. Hence, there is a high probability of finding foil particles in the fine
fraction of industrial black mass (below 100 pm), as shown by the characterization of the
industrial black masses of Ruisméki et al. [41] or Vanderbruggen et al. [42].
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Figure 1. Chemical composition of the spent black mass by XRF and C assay. The group “Others”
corresponds to the elements below 1 wt.% content and light elements excluding C such as Li, O, and F.

To understand the influence of the spent components and residual binder on black
mass flotation, tests were also performed on a model black mass consisting of fully lib-
erated and binder-free active particles. This model black mass was prepared by mixing
pristine lithium metal oxides LiNig 33Mng33C0( 3302 (NMC-111, MSE supplies, Product
No. PO0126) and spheroidized natural graphite (ProGraphite GmbH, product No. 1112-1)
in a ratio of 60:40.

In addition, to estimate the degree of entrainment during black mass flotation, ultrafine
glass spheres (Omicron® NP5-P0, Sovitec) were added as an entrainment tracer to the
flotation feed, representing 6.4% by weight. These particles are considered hydrophilic and
had the following nominal PSD: Dy, Dsg, Dgg of 0-3 um 5-9 pm 12-16 pm, respectively.
For the flotation tests, two reagents were used with fixed dosage. Escaid™ 110 from
ExxonMobil (Hydrocarbon fluid, Product No. 20171206) was used at a dosage of 350 g/t as
the promoter (collector) to enhance the natural hydrophobicity of graphite surfaces. Methyl
isobutyl carbinol (MIBC) supplied by Alfa Aesar (99% CgH140, Product No. A13435) was
used as a frother with a dosage of 150 g/t.

2.2. Froth Flotation

The batch flotation tests were conducted in a laboratory-scale mechanically stirred
cell GTK Labcell from Outotec with automatic scraping, using a 1.6 L capacity cell. Three
conditioning strategies were tested in this study, as illustrated in Figure 2:

No attrition pre-treatment (I);
Attrition pre-treatment (II); and
Attrition pre-treatment with kerosene addition (III).

Flotation feed Flotation feed Flotation feed
I Pre-treatment I Pfe-treatment
with kerosene
—  Transfer to flotation cell —  Transfer to flotation cell
Kerosene Kerosene
MIBC MIBC MIBC
A
Underflow Overflow Underflow Overflow Underflow Overflow

Figure 2. The three flow diagrams for the flotation experiments. (I) No pre-treatment, (IT) With
pre-treatment, (III) Kerosene added during the pre-treatment.
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It is worth noting that in the present study, the flotation products are referred to as
“overflow” and “underflow” as opposed to the commonly used terms of “concentrate” and
“tailings” used in froth flotation. This is because tailings is a term implying waste, but in
the case of back mass separation, valuable anode and cathode materials are enriched into
the froth and dispersed phases, respectively.

For (I), the sample was directly dispersed with tap water (6.5% solid) in the flotation
cell using an impeller speed of 1000 min~!. After 2 min of agitation, conditioning with
kerosene was carried out for 3 min followed by MIBC for 1 min. In addition, one flotation
test was carried out as (I) without kerosene to estimate the influence of this reagent.

For (II), the black mass sample was dispersed at 40% solid content in water and mixed
at 16,000 min ! using an Ultra Turrax high shear mixer (IKA, dispersing unit S25N—25F,
Konigswinter, Germany). After 10 min of pre-treatment, the slurry was transferred to the
flotation cell with additional water to reach the same pulp density as in (I) and followed
the same conditioning procedure with kerosene and MIBC.

For (III), kerosene was added during the attrition pre-treatment stage instead of adding
it in the flotation cell. The conditions during pre-treatment were the same as in (II). After
10 min of pre-treatment, the slurry was transferred to the flotation cell such as in (I) and
agitated for 2 min, followed with MIBC conditioning for 1 min.

The percent solids, reagent dosage, impeller speed, and airflow rate were constant for
all experiments (I, II, and III) and were 6.5% solid, 350 g/t kerosene, and 150 g/t MIBC at
1000 min~! and 4 L-min~!. Five overflow products were collected to study the kinetics
with the following collection times: C1 =185, C2=365s,C3 =545,C4 =90s, and C5 =390s.
The times used for the kinetic study were based on previous test experiments.

After each flotation experiment, the mass of the five overflow products was measured
before and after drying to determine the mass pull and the water pull. Drying was per-
formed in an oven under natural convection for 12 h at 45 °C. Finally, representative dry
samples were prepared for characterization. The flotation recoveries were calculated using
Equation (1).

. C-c(i)
== Fr

where R is the recovery of the component i; C is the overflow product mass; ¢ is the grade
of the element i in the overflow product; F is the feed mass; and f is the grade of component
i in the feed.

To assess the contribution of true flotation and entrainment to the recovery of LMO
particles, the degree of entrainment (ENT) was estimated by using tracer particles. These
particles are fully liberated and fine hydrophilic particles, therefore assumed to be recovered
only by entrainment mechanisms. ENT for the tracer particles is calculated as the ratio
of the mass of tracer particles per unit mass of water in the overflow product (Johnson,
1972 [43]). Equation (2) is used to calculate the degree of entrainment:

)

R (tracer, t)

ENT(tracer,t) = W (o)

@
where R (tracer,t) is the recovery of tracer particles at a certain time in the overflow product
and W(t) is the water pull at the same time. The contribution of entrainment in the flotation
of LMOs can thus be determined by a comparison of ENT (tracer,t) with the total recovery
per volume of water “R/W”, which includes all possible flotation mechanisms.

2.3. Characterization

The particulate and compositional characteristics of the flotation feed and products
were visualized by a scanning electron microscope (SEM, FEI Quanta 600 F) equipped with
a field emission source (FEG) and an SSD-EDS X-ray spectrometer (Bruker Quantax X-Flash
5030 EDS-Detectors). The loose powder samples were fixed on a tab (PELCO Tabs TM,
6 mm OD from TED PELLA, INC, Redding, CA, USA). In this study, the backscattered
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electron (BSE) image and secondary electron (SE) image were superimposed and false
colors were attributed to generating an image with compositional, textural, and topographic
information. The BSE signal intensity is governed by the density (by means of the atomic
number (Z)) of the particles and shows a contrast in elemental composition between each
particle. The blue color was imposed for high density, highlighting the LMO particles made
of heavy metals, and black color for low density, highlighting the graphite and binder
particles. The SE signal is sensitive toward the topography of the substrate surface and is
highlighted through orange colors.

The samples were analyzed using an X-ray fluorescence (XRF), (NitonTM XL3t 980,
Thermo Scientific, Waltham, MA, USA), with an end-window X-ray tube with a gold-anode
and a voltage of 8 kV to 50 kV. The carbon content was analyzed by ALS laboratories
in Ireland. The procedure consists of leaching with dilute hydrochloric acid to remove
inorganic carbon. After filtering, washing, and drying, the remaining sample residue was
roasted at 425 °C to remove the organic carbon. The roasted residue was later analyzed for
carbon in a high-temperature LECO furnace with infrared detection.

To analyze the effect of pre-treatment on PSD, a sample was taken before and af-
ter the 10 min pre-treatment and analyzed by laser diffraction (HELOS with RHODOS
dry deagglomeration by Sympatec HELOS GmbH, Clausthal-Zellerfeld, Germany). The
measurements were conducted in triplicate.

3. Results and Discussion
3.1. Flotation Trends of Spent Black Mass

For the beneficiation of spent black mass, the graphite and metal oxide particles can
be separated by froth flotation. As detailed in Section 2.2, three different conditioning
procedures were applied, each resulting in distinctive separation efficiencies. The grade-
recovery curves of graphite and metallic components in the overflow product are shown in
Figures 3 and 4, respectively.
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Figure 3. Grade and recovery of carbon in the overflow product according to the flotation flow: no
attrition (I), with attrition (II), and attrition with kerosene (III).
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Figure 4. Grade recoveries of the impurities in the overflow products during spent black mass
flotation. (I) No attrition, (IT) With attrition, (III) Attrition with kerosene.

The mass pull obtained without pre-treatment (I) was 47.5%, but when attrition was
applied (II), the mass pull dropped to 40.5%. This is likely associated with a more efficient
separation since the grade of C in the overflow product increased from 63.1% to 74.2%
(Figure 3). Nevertheless, the final graphite recovery for (I) and (II) were similar at 86.6% and
87.5%, respectively (Figure 3). Furthermore, to highlight the necessity of kerosene for spent
graphite flotation, a test without kerosene and with only MIBC was carried out. This test
resulted in a low mass pull of 12% and only 31% graphite recovery in the overflow product,
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leading to low separation efficiency. However, in a previous study from our group [35],
pristine spheroidized graphite was floated with a 90% recovery under similar conditions in
the absence of kerosene. These results point out that the hydrophobicity of spent graphite is
lower than fresh spheroidized graphite, possibly due to residual binder or a solid electrolyte
interphase (SEI) layer partially removed during pyrolysis [13]. A collector is thus required
to sufficiently enhance the hydrophobicity of spent graphite before flotation.

It is noteworthy that the grade of graphite in the overflow product did not follow the
typical trend in flotation where it decreased as recovery increased. As seen in this study,
the grade/recovery trends observed showed consistent values of grade, especially for (II),
suggesting that the same ratio of graphite and LMOs report to the overflow throughout the
length of the experiment. This phenomenon could be explained by the association of LMO
and graphite particles, perhaps entrapped in the form of aggregates.

When kerosene was added during attrition (III), the mass pull increased to 49.2% and
graphite recovery increased to 98.1%. Under such conditions, the energy input through the
attrition pre-treatment improved the emulsification of the oily collector, likely promoting
the reagent adsorption and subsequently improving particle-bubble attachment [44—46].
It was observed in Figure 4 that adding kerosene during attrition (III) increased as did
the recovery of Co, Ni, and Mn compared to (II). While kerosene increased the graphite
recovery, it also promoted the flotation of metallic particles, highlighting a non-selective
character of the oily collector. In a previous study [35], it was observed that kerosene
interacted with graphite particles as well as with lithium metal oxide particles, increasing
their agglomeration and their attachment to an air bubble.

The improvement in the C grade between (I) and (II) is correlated with the decrease
in the metals reporting to the overflow product (Figure 4). These metals belong to specific
battery components. The main metals identified in the overflow product were Co, Mn, and
Ni, and their grades decreased with the attrition pre-treatment from 9.4% to 5.1% for Co,
6.7% to 4.4% for Mn, and 3.9% to 3.3% for Ni. These elements are contained in the LMOs
from the cathode electrode, which in this industrial black mass were a mixture of LCO and
NMC. The LMOs can be coated with residual binder (e.g., PVDEF), which will render them
hydrophobic enough to be recovered by true flotation [23]. Therefore, the removal of binder
by attrition seems to impact the LMO recovery, as will be further discussed in Section 3.2.

The other metals Al, Cu, and Fe had a low grade in the overflow product (i.e., <2%),
which slightly decreased with attrition pre-treatment (Figure 4). The Cu particles likely
originated from the anode electrode foil, which were well liberated from the graphite
particles and the Fe element belonged to the casing particles, as discussed in the charac-
terization study by Vanderbruggen et al. [43] of this black mass. Since Cu and Fe particles
have a good wettability [46] and are free of binder, they are likely recovered by entrain-
ment in the overflow product. Al particles are likely to be from the electrode foil since no
Al-containing LMOs are expected in the black mass used in this study. The Al trend in (I) of
increased recovery and grade after 1 min (corresponding to the fourth point in cumulative
grade/recovery curves in Figure 4I) as similar to Co. A reasonable explanation for this
similarity is that Al foil particles remained attached to LMOs in this case.

3.2. Possible Flotation Mechanisms as Result of Black Mass Pre-Treatment

To better understand the flotation behavior of the spent black mass and the effect of
attrition pre-treatment, flotation tests with a model black mass were performed. Binder-free
and fully liberated LMOs and graphite particles were used to approximate an ideal flotation
behavior. In addition, to estimate the degree of entrainment, a glass tracer was added to
the black mass used as feed.

3.2.1. Effect of Attrition on the PSD

The PSD results of the model black mass and spent black mass with and without
attrition are displayed in Table 1.
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Table 1. Attrition pre-treatment effect on the PSD of the model black mass and spent black mass.

Size (um) Model Black Mass Spent Black Mass
Without Pre-Treatment After Pre-Treatment Without Pre-Treatment After Pre-Treatment
Dqp 10.7 £ 0.6 10.8 £ 0.6 27+0.1 21+0.1
Dsp 18.0 0.2 179 £ 0.2 169 + 0.1 141+ 03
Dgg 271+ 0.6 26.9 £ 0.1 53.1 +1.3 459+ 1.5

For the model black mass, made of liberated LMOs and graphite particles (Figure 5),
the attrition showed no effect on the PSD with similar Dy, D5, and Dgg for both samples
(Table 1). Therefore, it is safe to assume that the attrition method used in this study does
not damage the structure of individual particles of the electrode materials.

100 pm

- | 10.00kY 57 | 879x | 120 mm | 236 ym Helmholtz Institute Freiberg for Resource Technology

Figure 5. SEM image with imposed colors of the model black mass before attrition. LMO particles in
blue and graphite particles in black.

The spent black mass had a coarser particle size distribution than the model black
mass, with Dgy of 53.1 um and 27.1 um, respectively. As observed in the SEM image
(Figure 6), the graphite particles in the spent black mass appeared to be well liberated and
with sizes similar to those in the model black mass. Consequently, the size differences
between the model and spent black mass can be mainly associated with the LMOs that
appear as aggregates formed with the aid of a PVDF binder. The fact that the PVDF binder
was not fully decomposed after pyrolysis might be linked to the way that the batteries were
treated to produce the black mass used in this study. In the industrial processing, batteries
were not opened during vacuum pyrolysis, in contrast with publications from other groups,
where the pyrolysis stage was conducted directly on black mass or on manually dismantled
electrodes [13,47,48]. The compacted structure of the electrodes in the intact battery, in
addition to the possibility of thermal gradient, may hinder the complete decomposition of
the binder. On the other hand, the superior liberation degree of graphite particles compared
with LMOs can be related to the weaker interaction between PVDF and graphite [49]. It is
also possible that a different water soluble binder was used for the anode electrode (e.g.,
SBR-CMC) [50].
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Lithium metal oxides

Liberated graphite
particle
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lithium metal oxides
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Figure 6. SEM image with imposed color of the spent black mass before attrition. The composition is
represented by false color differences, blue was imposed for high atomic numbers (e.g., Co, Ni, Mn)
and black for low atomic numbers (e.g., C, F).

It is also of note that the spent black mass presents a smaller Dy compared to the
model black mass of 2.7 um and 10.7 um, respectively. These were evidently ultrafine
products obtained during the comminution staged. Contrary to the attrition pre-treatment,
the comminution stage is an energy intensive process that affects the structure of some
active particles. Nevertheless, for this industrial black mass, the overall shape of the anode
particles could be considered well conserved (Figure 6). The retention of the spheroidized
shape of the graphite particles is a true advantage since it would allow for the reuse of these
graphite particles for battery production, therefore decreasing the anode costs. Indeed, it is
known that additional spheroidization may be resource intensive [51,52].

As observed in Table 1, 10 min of attrition pre-treatment reduces the PSD of the spent
black mass, as some of the LMOs aggregates are de-agglomerated. This explanation is also
confirmed by the study of Zhan et al. [53], who studied the de-agglomeration of cathode
electrodes with a commercial blender. In their study, they delaminated the cathode active
particles and found that 85% of these cathode active particles were coarser than 37 pum.
They applied 20 min of high-shear forces on these cathode active particles, decreasing their
PSD below 37 pm. As shown with the model black mass where the pristine structure of the
LMOs was conserved after attrition of the model black mass, the size reduction in the case
of the spent black mass was attributed to a de-agglomeration process due to the liberation
of cathode composites from PVDF binders.

They concluded that the size of the cathode composites was effectively reduced upon
a de-agglomeration process due to the liberation of cathode composites from PVDF binders.
Attrition of black mass aids by detaching the coated binder, producing fine liberated binder
particles as observed in the SEM image in Supplementary Materials (Figure S1).

3.2.2. Effect of Residual Binder on LMO Recovery

As seen in Section 3.1, the attrition pre-treatment reduced the LMO recovery in the
overflow product. In this section, the recovery of LMOs due to the binder residual is
discussed through the comparison of the model and spent black mass. The final recoveries
obtained after 6.5 min in the overflow product are summarized in Figure 7.
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Figure 7. Recoveries of LMOs (including Co, Ni, and Mn elements) from spent black mass and model
black mass with the different flotation flows: no attrition pre-treatment, with attrition pre-treatment,
and attrition pre-treatment with kerosene. The results are average values of four experiments and the
error bars represent an interval confidence of 90%.

For the spent pyrolyzed black mass, the LMO recovery in the overflow product was
29.2 + 3% without attrition pre-treatment (I). This result is comparable to the flotation study
of Zhang et al. [23], where they also used an oily collector and MIBC for the flotation, and
recovered 36.5% of the LMOs from a crushed pyrolyzed spent black mass in the overflow
product. According to the literature on black mass flotation studies, a minimum of 10% and
up to 50% of LMOs reported to the overflow, depending on the recycling process applied
and the amount of binder removed [15,23,24,54]. In most of these studies, it was assumed
that the LMO recovery in the overflow product was due to true flotation via the residual
binder, although our group has recently demonstrated that other mechanisms may be
responsible for their flotation [35]. The significant difference in LMO recovery between the
spent and model black mass (i.e., 29.2 + 3% and 7.5 4= 0.9%, respectively) hereby measured
(Figure 7) highlights the contribution of the residual binder in the LMO recovery. Moreover,
the LMO recovery from the spent black mass dropped to 15.3 & 1.4% when an attrition
pre-treatment was applied. This decrease in LMO recovery can be connected to the removal
of residual binder and the deagglomeration of LMOs, as discussed in Section 3.2.1.

As observed in Figure 8, the flotation kinetics of LMOs were different between the
spent black and model black mass. For the model black mass, most of the LMOs were
recovered within 18 s from the start of flotation. For the spent black mass, only 25% of the
total recovered LMOs were collected within such a timeframe. Moreover, the LMO kinetics
showed two regimes, with an inflexion point at ca. 90 s. Compared to the model black
mass, the spent black mass contained LMO particles coated with residual binder, which
may be recovered through true flotation, explaining the differences in kinetic behaviors.



Minerals 2022, 12,72 12 of 18

35

30
5
- 25
o
=
= 20
= o
g 15 S LS 5 A
o R P
Z J P
3 -
z 3
I I Ity A i B i 3
@]

0
0 50 100 150 200 250 300 350 400
Time (s)
—a— Model Black mass - No attrition (I) —e— Spent Black mass - No attrition (I)
- & — Model Black mass - Attrition (II) - o - Spent Black mass - Attrition (II)
Model Black mass - Attrition with kerosene (III) o Spent Black mass - Attrition with kerosene (III)

Figure 8. Recovery of the LMOs from spent black mass and model black mass in the overflow product
according to the flotation time.

Kinetics also are influenced by the conditioning procedure. When the collector is added
during the attrition pre-treatment (III), more LMOs were recovered at the beginning of flota-
tion compared to (I) for both systems, highlighting that such collector effectively enhances
hydrophobicity in a non-selective manner. As shown in the research of Vanderbruggen
et al. (2021) [37], kerosene increased the attachment probability of LMO particles to an air
bubble. During attrition pre-treatment (III), some of the residual binders may have been
partially removed, nevertheless resulting in a relatively similar LMO recovery than without
attrition of 27.1 & 3.4% (II) and 29.2 & 3% (I), respectively. Still, it was higher compared to
attrition alone (II), which might be a result of enhanced dispersion of kerosene droplets in
the presence of high shear (16,000 rpm). As explained by Hornn et al. [55], during agitation,
the oil droplets are split by shear force, decreasing the size of the droplets and increasing
the number of droplets in the pulp. Consequently, the collision and attachment of LMOs
and fine oil droplets during the attrition stage was increased.

The results with the model black mass showed that the effect of attrition went beyond
the residual binder. Even without the residual binder, the LMO recovery decreased with
attrition pre-treatment from 7.5 = 0.9% to 3.8 & 0.5%, suggesting that other mechanisms
than true flotation through the binder are occurring during black mass flotation.

As shown in Figure 9, the graphite kinetics of the spent black mass (I) and (II) were
similar, suggesting that attrition does not seem to influence the graphite kinetics compared
to the LMO kinetics (Figure 8). The kinetics of spent graphite were slower than fresh
graphite from the model black mass, with 58.3% and 77.9% of graphite recovery at 90 s,
respectively, without attrition (I). This difference of kinetics can be associated with the
graphite hydrophobicity, as explained in Section 3.1. The addition of kerosene during
attrition pre-treatment (III) improved the kinetics of graphite for both the spent black mass
and model black mass.
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Figure 9. Carbon recovery from the spent black mass and model black mass in the overflow product
according to the flotation time.

3.2.3. Black Mass and Particle Entrainment

Entrainment is a common phenomenon in flotation in which a nonselective recov-
ery occurs, thus having a negative impact on the overflow product grade. To study the
entrainment degree of the spent and model black mass, an entrainment tracer consisting
of fine hydrophilic particles was added to the flotation feed. As the tracer is considered
fully hydrophilic, it was assumed that it could only be recovered through entrainment. In
addition, the tracer particles being lighter (tracer particle density of 2.5 g/cm? vs. NMC
particle density of 4.6 g/ cm®) and finer (Dgg 8 um vs. 20 pum) [56], they should present a
higher probability to be entrained than the LMO particles. ENT of the tracer and LMOs after
185,365, 545,90 s, and 390 s calculated for each system with Equation (2) are summarized
in Table 2. The data used for the calculation are provided in Supplementary Materials
(Table S1).

Table 2. Entrainment degree of the tracer particles and the LMO particles for the spent black mass

and model black mass.

Conditioning No Attrition (I) Attrition (IT) Attrition with Kerosene (III)
Spent Black mass
Cumulative time (s) R/W LMOs ENT Tracer R/W LMOs ENT Tracer R/W LMOs ENT Tracer
18 3.30 0.71 1.86 0.59 2.34 1.22
36 3.15 0.69 242 0.73 225 1.01
54 2.99 0.64 2.28 0.67 2.25 0.93
90 3.00 0.64 2.15 0.60 225 0.86
390 2.44 0.55 1.47 0.46 1.84 0.67
Model Black mass
Cumulative time (s) R/W LMOs ENT Tracer R/W LMOs ENT Tracer R/W LMOs ENT Tracer
18 1.10 0.47 0.61 0.51 0.90 0.80
36 1.01 0.42 0.53 0.46 0.83 0.74
54 0.99 0.41 0.51 0.44 0.78 0.70
90 0.95 0.39 0.46 0.42 0.74 0.68
390 0.67 0.29 0.30 0.28 0.58 0.50

It is important to highlight that the values in Table 2 for LMOs in the spent black
mass include the recovery by all possible flotation mechanisms, either aided by residual
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binder (as discussed in Section 3.2.2.), entrapment within hydrophobic agglomerates, or
entrainment. This explains the high difference between the LMOs in the spent black mass
compared to the model black mass (e.g., 2.64 vs. 0.64 for (I)). Thus, the entrainment degree
and R/W only give an indication of the behavior of the particles during flotation, and the
values between the two systems should not be directly compared, although trends can
be identified with each specific set of flotation conditions. It was observed (Table 2) that
the ENT degree of the tracer was similar for the model black mass (I) and (II), suggesting
that both systems present similar entrainment probability. In addition, when attrition was
applied, the ENT degree of the LMOs and tracer were similar (II), highlighting that the
LMO particles were mainly recovered by entrainment mechanisms. However, the values of
ENT and R/W differed between (I) and (II) by 0.67 and 0.30, respectively. This result for the
model black mass suggests that there are additional mechanisms other than entrainment in
promoting LMO recovery.

For instance, when the model or spent black mass is added to water, non-wetted
clusters were observed on top of the pulp, as shown in Supplementary Material (Figure S2),
some of which were not broken even under a rotor agitation at 1000 min—!. As shown
in the study of Vanderbruggen et al. [35], LMO particles were entrapped in such non-
wetted clusters. By applying an attrition pre-treatment, such unselective agglomerates were
broken [57] and the full wetting of LMOs in the pulp was promoted. This is highlighted
by the decrease in the LMO entrainment degree in the model black mass between (I) and
(II). However, this effect was diminished when kerosene was added during attrition, as
shown by our group Vanderbruggen et al. [35] and others Guan et al. [58], where kerosene
enhanced agglomeration, resulting in LMO entrapment. These results suggest that the
collector addition step has a strong impact on the entrainment of the impurities in the
overflow product.

The possible effects of attrition pre-treatment are summarized in Figure 10. Attrition
pre-treatment removes a part of the residual binder, reducing the true flotation of the spent
LMOs (Figure 10, on the right). In addition, one hypothesis is the disaggregation and full
wetting of the particles during attrition (Figure 10, on the left), which would explain the
decrease in LMO recovery for the model black mass.

Model black mass Spent black mass (*)
1
- |
o O Nago air bubble re?msenung | Asreaates with
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'
| O !
- i
= 1
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(*) Includes as well the effect observed for the model black mass

Figure 10. Summary of the potential effects of attrition on the black mass. (*) the effects observed in
the model black mass are also included in the spent black mass.
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4. Conclusions

The efficient separation of LMOs and graphite from spent LIBs by flotation is a
challenging research topic due to the complexity of the black mass composition. The spent
black mass studied in this work was composed of ultrafine and coarse aggregates of LMOs
(Co, Ni, Mn) with residual binders, liberated graphite particles, and impurities such as
Cu and Al from the electrode foils. Two reagents were used for the black mass flotation
tests: an oily collector and a frother, (i.e., kerosene and MIBC, respectively). It was found
that even though graphite is naturally hydrophobic, a collector is necessary to enhance the
hydrophobicity of spent graphite, likely due to the modification of its surface during the
battery lifetime (e.g., binder adhesion or SEI layer formation) and recycling process (e.g.,
pyrolysis, oxidation).

More than 85% of the spent graphite is recoverable if enough collector is used, leading
to a cathode-rich underflow product, with less than 3% C grade. A main challenge for the
LMO/ graphite separation by flotation is the recovery of LMOs in the overflow product
mainly due to two mechanisms: true flotation promoted by a coating of residual binder
and entrainment. An attrition pre-treatment with high shear forces was tested to reduce
both phenomena.

The results underline that the kerosene is a non-selective collector enhancing the
flotation of both graphite and LMOs, especially when it is introduced during the attrition
pre-treatment step. Most of the LMO recovery from spent black mass can be reasonably
attributed to true flotation aided by the residual binder coating on the LMO particles. The
attrition pre-treatment is efficient at removing part of the binder and decreasing the LMO
recovery by refreshing the surface of such particles and by breaking LMO aggregates. This
study also shows that part of the LMOs was recovered by entrainment and that attrition
reduced the entrapment of LMOs.

It was shown that conditioning black mass with an attrition pre-treatment step pro-
motes a better separation of graphite and LMOs by flotation. This improvement in separa-
tion efficiency is of interest since it creates two valuable products: an LMO product with
a high grade of metals that could be easily treated for battery remanufacturing or further
refined by hydrometallurgical means, and a spheroidized graphite concentrate that can
be further purified to remove the fine metal impurities and be re-used in new batteries as
an anode material. With this step, the LIB recycling processes would move closer to the
circular economy objective of closing the loop for raw materials.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/10
.3390/min12010072/s1, Figure S1: SEM image with imposed color of the supernatant particles on
top of the pulp after the attrition of spent black mass. Table S1: Experimental data obtained with the
model and spent black mass during the three types of flotation tests: no attrition (I), attrition (II), and
attrition with kerosene (III). Figure S2: Picture from the top of the flotation cell showing non-wetted
cluster on top of the pulp after adding spent black mass into water.
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