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Description

[0001] The present invention relates to a method for recycling transition metals from Li-ion (lithium-ion) batteries.
Specifically, the present invention relates to a highly efficient method for recycling transition metals from Li-ion batteries
via mechanochemical reduction of the transition metals and leaching.

[0002] Following the development of lithium-ion batteries (LIBs) as energy storage devices, their demand in our daily
life and in many industries is rapidly increasing. The common usage of LIBs, however, leads to a large number of LIBs
being produced and disposed as waste which highlights the importance of waste recycling and reuse. If handled not
properly, battery wastes have a significantly negative impact on the environment and resources on the planet. In addition,
LIBs contain valuable and nonrenewable resources, such as Li (lithium), Co (cobalt), Ni (nickel), and Mn (manganese),
which are limited and costly to produce. Therefore, battery recycling has significant economic, strategic, and environ-
mental benefits. However, as the massive production of LIBs has started relatively recently, their recycling technology
remains currently in its infancy, and the safe and economic recovery of all valuable elements represents a considerable
technological challenge.

[0003] Currently, the most developed technologies for recycling spent LIBs are based on pyrometallurgical or hydro-
metallurgical processes, which are usually coordinated.

[0004] In the pyrometallurgical methods, the spent LIBs are smelted at high temperatures to obtain alloys containing
multiple metals. As the next step, the alloy’s valuable components are recovered using hydrometallurgical processes.
Unfortunately, in pyrometallurgical processes, many useful elements, such as lithium and carbon/graphite, organic
electrolyte, and binder, are usually burnt off, which causes exceptionally high energy consumption and emission of
hazardous gases.

[0005] By contrast, hydrometallurgical processes have attractive advantages such as high metal recovery rates, high
product purity, low energy consumption, and minimal gas emission.

[0006] In a typical hydrometallurgical process, leaching is a key step for recovering valuable metals from spent LIBs.
The aim of leaching is to convert the metals in the cathode active materials (CAMs) obtained from a pretreatment process
to ions in a solution. Further, the metals can be recovered in the following procedures by a series of chemical methods,
such as precipitation, solvent extraction, and electrolytic deposition. The most effective leaching of CAMs is carried out
by using inorganic acids. In this context, the most commonly used inorganic acids are e.g., H,SO,4, HCI, and HNO3.
Leaching procedures with inorganic acids followed by precipitation and/or solvent extraction obtain the desired products
with high recycling efficiencies.

[0007] Unfortunately, the high recycling rates can only be achieved by using high quantities of acids in high concen-
trations, heating, and further addition of reducing agents. Consequently, high amounts of corrosive wastes and hazardous
gas emissions (such as Cl,) are produced. Moreover, the high costs of the chemicals for acidic digestion and subsequent
neutralization exceed the intrinsic metal value of the LIB wastes by far.

[0008] The state-of-the-art leaching technology, which converts the metals in the CAMs to their solutions, utilizes
inorganic acids in high concentrations in combination with reducing agents and elevated temperatures. Some exemplary
conditions of major recovery processes are listed in Table 1.

[0009] In the processes shown in Table 1, several chemical reactions during the leaching of CAMs, such as LiMO,
cathodes (M = Co, Ni, Mn), occur as shown by the following reactions (1) to (3):

LiMO, + 4HNO; — LiNO5 + M(NO5), + NOT + 0,1 + 2H,0 1)
2LIMO, + 3H,S0, + 3H,0, — 2MSO, + Li,SO, + 20,7 + 6H,0 @)

2LiMO,, + 8HCI — 2MCl, + 2LiCl + 4H,0 + CI,1 (3)

Table 1. Examples of state-of-the-art acid leaching recovery processes of LIBs.

(oamaanatom) Redusingagent | 120009 o | cemenene | Reference
el 80 99 (1, 121, [3]
H,S0, (2N) NaHSO, 95 90 [4]
H2S04 (2N) 95 50-96 [4]
H,S0, 2N) H,0, 95 80 [4]




10

15

20

25

30

35

40

45

50

55

EP 4 361 296 A1

(continued)
(concentraton) Reducingagent | (700 o oc | cmens %o | Reference
H,SO, (4N) RT 76 [5]
H,SO, (4N) H,0, 80 99 [3], [6]
H2S04 (8N) H,0, 70 99 [71, [8]
H,S0O, (6N) glucose 95 96 [9]
HNO;3 (1N) 75 40 [10], [11]
HNOj3 (1N) H,0, 75 99 [12]
HNO3 (10N) 75 80 [13]

[0010] However, all these processes of the above reactions (1) to (3) suffer from the poor kinetics of chemical trans-
formations due to a slow Co3* — Co2* redox reaction (reactions (1) and (2)). Therefore, leaching rates and efficiency
are often improved by the addition of reducing agents. Excellent leaching efficiency was found for hydrochloric acid in
particular. However, when HCI is used, hazardous Cl, gas is produced due to the oxidation of HCI (reaction (3)).
[0011] Moreover, a mechanochemical pretreatment process was utilized in recent research prior to aqueous leaching
of lithium of the reduced CAMs being performed as described in References [14] and [15]. Reference [15] describes
that solvent-free processing can mechanochemically convertlithium cobaltate (LiCoO,) into metallic Co and Li-derivatives
via reduction reactions. Specifically, Reference [15] describes the mechanochemical treatment of battery constituents
in the presence of reducing metals (e.g., Li, Ca, Al, etc.), which leads to the reduction of transition metal components
of LIB cathodes into ferromagnetic products (Co, Ni, etc.) which can be effectively separated from other nonmagnetic
and/or water-soluble by-products by magnetic separation techniques. The general reaction of this process for a LiCoO,
cathode and Al as a reducing component can be described by the following reaction (4):

2LiCo0, + 2Al - Li,0 + 2Co + Al,0, (4)

[0012] However, said processes were applied specifically for lithium recycling, while the remaining water insoluble
byproducts, i.e., the ferromagnetic products, were separated and not used.

References:
[0013]

[1]1 P.W. Zhang, et.al., Hydrometallurgy 1998, 47, 259-271
[2] R. Wang, et.al., Hydrometallurgy 2009, 99, 194-201

[3] G. Granata, et.al., J. Power Sources 2012, 206, 393-401
[4] P. Meshram, et.al., JOM 2016, 68, 2613-2623

[5] L. Sun, et.al., J. Hazard. Mater. 2011, 194, 378-384

[6] J. Cheng, et.al., J. Clean. Prod. 2021, 316, 128279

[7] X. Min, et.al., J. Hazard. Mater. 2021, 406, 124743

[8] L. Chen, et.al., Hydrometallurgy 2011, 108, 80-86

[9] X. Chen, et.al., Waste Manage. 2018, 75, 459-468

[10] S. Castillo, et.al., J. Power Sources 2002, 112, 247-254
[11] R. Wang, et.al., Hydrometallurgy 2009, 99, 194-201
[12] C. Lee, et.al., J. Power Sources 2002, 109, 17-21

[13] C. Peng, et.al., J. Power Sources 2019, 415, 179-188
[14] O. Dolotko et. al., J. Alloys Compd., 2020, 824,153876
[15] US 2020/318219 A1

[0014] As can be seen, in all presently used recycling processes as described in References [1] to [13], pristine
cathodes are chemically transformed into water-soluble salts. The challenge of these reactions is related to the high
thermodynamic stability of cathode materials. Therefore, the state-of-the-art processes for recycling transition metals



10

15

20

25

30

35

40

45

50

55

EP 4 361 296 A1

from LIBs require aggressive chemicals and severe temperature conditions in order to achieve sufficiently high recycling
efficiency.

[0015] Inview of the above, an object of the present invention is to overcome the above disadvantages of the methods
for recycling d-elements from spent LIBs known from the prior art. In particular, the technical problem underlying the
present invention is to provide a method for recycling transition metals from lithium-ion batteries having high efficiency
while being simple and environmentally friendly.

[0016] The above technical problem underlying the present invention has been solved by providing the embodiments
characterized in the claims.

[0017] In particular, the present invention provides a method for recycling transition metals from a lithium-ion battery,
comprising the following steps:

(i) subjecting a cathode material of the lithium-ion battery containing a transition metal-containing compound in a
cathode active material to a mechanical processing in the air in the presence of aluminum, thereby mechanochem-
ically reducing the active cathode material;

(i) subjecting the mechanochemically processed material of step (i) to an aqueous leaching by adding water, thereby
providing an aqueous mixture including an insoluble fraction;

(iii) separating the insoluble fraction from the aqueous mixture, the insoluble fraction comprising a water-insoluble
transition metal-containing material including reduced transition metal-containing compounds and/or reduced tran-
sition metals; and

(iv) dissolving the transition metal-containing material of the insoluble fraction obtained in step (iii) with a mineral
acid, thereby providing an aqueous solution of transition metal salts,

wherein step (iv) of dissolving the transition metal-containing material is conducted at a temperature of about 10°C to
about 50°C.

[0018] As will be described in more detail herein-below, the present invention provides a simple and highly effective
dissolution of solid cathode materials and their transformation into solutions containing transition metal salts, suitable
for further element separation. The method according to the present invention utilizes mechanochemical processing of
the LIB waste as the pretreatment step, which includes the chemical interaction of the CAM with Al as a reducing
component. In this step, d-elements, i.e., the target components of this recycling process, are chemically reduced to
their lower electrochemical charging states, making the leaching process highly effective even at room temperature and
low acid concentrations. In addition, the mechanochemical treatment, accompanied by chemical interaction, leads to a
significant reduction of particle sizes, which has additional benefits for the kinetics of the dissolution process. The present
invention, which significantly enhances the efficiency of the leaching process, is expected to increase the efficiency at
a large scale, foster environmental sustainability, and reduce the overall cost of the LIB recycling process.

[0019] ALIBisatype of rechargeable battery composed of cells in which lithium ions move from the negative electrode
(anode) through an electrolyte to the positive electrode (cathode) during discharge and back when charging. Li-ion cells
use an intercalated lithium compound as the material at the cathode and typically graphite at the anode.

[0020] Many CAMs used for LIBs are constructed from cobalt-based materials, such as LiCoO, (LCO) or manganese-
based materials, such as LiMn,O, (LMO). However, also other manganese-based materials are known as cathodes for
LIBs. Forinstance, the layered manganese oxides Li,MnO3, LIMnO,, Lio,MnO,, and combinations in terms of composites
of the foregoing oxides are known in the art, which are also encompassed within the present invention. Besides, cathode
materials based on lithium-nickel-manganese-cobalt oxides (NMC) having the general formula LiNiXMnyCozoz, wherein
the sum of x+y+z is 1, such as Li(Nig 33Mng 33C0( 33)0,, as well as cathode materials based on lithium-nickel-cobalt-
aluminum oxides (NCA) having the general formula LiNi,Co,-Al,O,, wherein the sum of x+y+z is 1, such as
LiNig g4C0q 12Alg 0405 are known, which are also encompassed within the present invention.

[0021] As will be demonstrated for selected materials by the experimental section below, due to a similar mechanism,
the method according to the present invention is advantageous to all said technologies without being limited to the
specific materials mentioned above. Preferably, the cathode material used in the method of the present invention includes
at least one material selected from the group consisting of LiCoO,, Li(Nig 33Mng 33C0( 33)05 and LiMn,0,. This means
that also mixtures of said cathode materials can be used.

[0022] As mentioned above, in the first step (i) of the method of the present invention, the cathode material of the LIB
is subjected to mechanical processing in the air in the presence of aluminum, thereby mechanochemically reducing the
CAM, i.e., the transition metal oxide of, for instance, LCO, LMO and NMC. This step can be carried out similarly to the
process described in US 2020/318219 A1, provided that Al is used as a reducing component, allowing this step to be
carried out under air. That is, no inert atmosphere is required.

[0023] The general reaction of this process step for LiCoO, cathodes is described in US 2020/318219 A1 by the
reaction (4):
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2LiCo0, + 2Al - Li,0 + 2Co + Al,0, (4)

[0024] Metallic Coformedin saidreaction (4)can be easily separated from the non-magnetic by-products via a magnetic
separation process. As another reaction product, Li,O is mentioned, which is soluble in water.

[0025] However, the mechanochemical reduction reaction of LiCoO,, with Al as a reducing component can be described
more appropriately by the following reaction equation (5), where feasible reaction intermediates are given in parentheses:

2LiCo0, + 2Al — 2Co + {Li,O + Al,04} (5)
[0026] In general terms, said reaction can be formulated by the following reaction equation (6):
2LIMO, + 2Al — 2M + {Li,O + Al,O4} (6)

where M represents a transition metal ora composite thereof used in LIBs as cathode, such as Co, Mn, Ni, and composites
thereof.

[0027] Accordingly, as can be taken from reaction equation (5) or (6), even though the molar ratio of the cathode
material (such as LCO) in terms of M equivalents and Al in the mechanochemical processing step (i) is not limited,
according to a preferred embodiment of the present invention, said constituents are used in a molar ratio in terms of M
equivalents and Al of 1:3 to 2:1 depending on the transition metal or metal composite present in the starting cathode
material. More preferably, said constituents are used in about an equimolar ratio, and most preferably in a molar ratio
of 1:1 for LCO-Al, NMC-AI, and NCA-AI systems. For LMO-AI systems, it is preferred to use the constituents in a molar
ratio of 1:2 to 1:3. Here, the expression "M equivalents" refers to the transition metal or metal composite present in the
starting cathode material, such as Co, Mn, Ni, and composites thereof.

[0028] According to the present invention, Al is used as the reducing component in the mechanochemical reduction
reaction of step (i). Al may be added to the cathode material of the LIB so as to adjust the molar ratio of the components.
To assure the complete recycling, Al can be added to the reaction mixture in excess. Since an Al foil is commonly present
as a current collector in LIB cathodes, it is also possible that no additional Al or at least a reduced amount of Al is required
for the reduction. In view of providing an environmentally sustainable method of recycling the transition metals of LIBs,
it is preferable that the aluminum at least partially stems from the current collector of the LIB. Generally, Al can be used
in step (i) of the method of the present invention in the form of powder and/or as shredded Al scrap without being limited
thereto.

[0029] Furthermore, the mechanical processing in the mechanochemical reduction reaction of step (i) can include,
but is not limited to, ball milling, shredding, grinding, and/or extruding and combinations thereof, which can be generally
used for processing LIB electrode materials. In order to achieve a suitable reaction of Al with the CAMs and to provide
a mechanochemically processed material having a suitable particle size for further processing steps, it is preferable to
employ ball milling. The ball milling as well as other mechanical processing techniques may be carried out until the
reduction reaction has been completed, which may or may not be followed by analysis. For instance, due to its magnetic
nature, metallic Co and its composites are easily attracted by a permanent magnet. Therefore, one of the visual signs
of the reduction process of LiCoO, (which is nonmagnetic) is the formation of the magnetic phase. Reduction of Co in
the LiCoO, by Al is started already after 30 minutes of milling, which is distinguishable by the appearance of the broad
Bragg reflection at ~45° of 20, when being subjected to X-ray powder diffraction (XRD) measurement, and formation of
the magnetic phase. Thus, the ball milling may be carried out for about 0.5 to 3 hours, depending on the milling conditions
(balls to sample ratio, milling vial material, rotation speed in planetary mills, etc.).

[0030] The conditions may be those commonly applied. For instance, the starting materials (cathode material of the
LIB and Al) can be combined in an appropriate molar ratio and ball-milled for 0.5 to 3 hours in a hardened-steel vial of
appropriate size with steel balls using a shaker mill.

[0031] Even though not excluded, the mechanochemical processing step (i) of the present invention is preferably
conducted in the absence of any additive and solvent to provide an environmentally sustainable method for recycling
transition metals from LIBs at low cost. That is, in the mechanochemical processing step (i), only the cathode material
of the LIB and Al are processed under air atmosphere, resulting in the reduction of the active cathode material (LCO,
LMO, NMC, NCA etc.).

[0032] In view of the above, by incorporating the reduction reaction into a mechanical pretreatment of the spent LIBs,
a significant simplification of the transition metal recycling procedure can be achieved. In particular, the particle size is
decreased significantly, which enhances the efficiency of the subsequent processing steps.

[0033] According to the present invention, the particle size of the mechanochemically processed material of step (i),
i.e., of the material to be subjected to the aqueous leaching step, is preferably 1 um or less. The lower limit is not
particularly limited and may be 0.01 wm or more. More preferably, the particle size is 0.9 um orless and 0.1 pm or more,
even more preferably 0.8 wm or less and 0.2 pwm or more, and most preferably about 0.5 um. According to the present
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invention, the particle size is determined by scanning electron microscopy (SEM) and means an average particle size.
In particular, the average particle size is determined based on 20 particles, in which the longest diameter of each of said
particles is taken as the particle size, followed by averaging the obtained values in terms of an arithmetic mean. The
particle size can be measured by any suitable SEM device, such as MERLIN Scanning Electron Microscope from Carl
Zeiss.

[0034] In the following, said subsequent processing steps (i) to (iv) of the method according to the present invention
are described in detail by reference to the Figures, particularly Figures 1 and 2, which show these steps in a schematic
manner.

[0035] The Figures show:

Figure 1 shows a flowsheet of steps (i) to (iii) of the recycling process of transition metals from spent LIBs according
to the present invention, wherein the aqueous mixture in step (ii) is kept at room temperature

Figure 2 shows a flowsheet of steps (i) to (iii) of the recycling process of transition metals from spent LIBs according
to the present invention, wherein the aqueous mixture in step (ii) is heated to a temperature of 300°C or higher
thereby conducting an optional carbonatization step.

Figure 3 shows a comparison of the transition metal recycling efficiency for different cathode materials and mineral
acids of Examples 1 to 36 for a dissolution process duration of 18 hours.

Figure 4 shows a comparison of the transition metal recycling efficiency for different cathode materials, mineral
acids, and different processes of Examples 37 to 54 for a dissolution process duration of 5 hours.

[0036] After the mechanochemical reduction reaction of step (i) ("reactive milling" in Figures 1 and 2), the processed
material is subjected to an aqueous leaching step (ii). In the method of the present invention, lithium can be leached
and recycled without applying any corrosive leachates in the aqueous leaching step (ii) since preferably only water is
used. Here, it should be noted that the water is not particularly limited, and any technical grade of pure water can be
used. Preferably, in order to minimize any byproducts, in the method of the present invention, deionized (DI) water is
used throughout all process steps.

[0037] According to a preferred embodiment, no acids and no carbonate salt are used in the aqueous leaching step
(ii). This means that in the method of the present invention, lithium can be separated from the insoluble transition metal
composites without applying any corrosive or hazardous material. Also, contrary to the process described in US
2020/318219 A1, it is not necessary to add any carbonate salt in order to purify lithium carbonate (Li,CO3). In said
process, an extra ion (Na*) has to be introduced at the precipitation stage, which can be avoided by the method of the
present invention.

[0038] In view of ensuring low energy consumption, aqueous leaching is preferably performed at room temperature
by adding water to the mechanochemically processed material (see "aqueous leaching" in Figure 1).

[0039] The present inventors have found that the reaction intermediates {Li,O + Al,O3} shown in reaction equations
(5) and (6) interact causing formation of y-LiAlO,. Moreover, the aqueous leaching process results in Li,CO5 and lithium
aluminum carbonate hydroxide hydrate, Li,Al,(CO3)(OH)42-3H,0 (LACHH). In case it is aimed at recycling both the
transition metals and the Li from the LIB wastes, aqueous leaching might also be performed at elevated temperatures
(see "carbonatization" and "aqueous leaching" in Figure 2). The heating ("carbonatization") of the aqueous mixture
significantly increases the Li yield in further processing steps of the filtrate which typically results in decreased cost of
the process when aiming at recycling both the transition metals and the Li from the spent LIBs.

[0040] In view of the above, the aqueous leaching step (ii) of the method of the present invention may also include
heating of the aqueous mixture to a temperature of 300°C or higher, thereby transforming LACHH into Li,CO5 and
providing a mixture of dissolved Li,CO,. That is, the lithium compound present in the aqueous mixture is transformed
into Li,CO4 by heating the sample to a temperature of 300°C or higher, preferably of 330°C to 370°C, and most preferably
to 350°C under air atmosphere. The duration of this heating step is not particularly limited and may be 1 to 5 hours, such
as about 3 hours. Under these conditions, LACHH mixed carbonate decomposes with the formation of Li,CO3 and Al,O5
as shown by the following reaction equation (7):

LiyAl,(CO5)(OH);,-3H,0 — LinCO5 + 2A1,05 + 9H,01 7)

[0041] The above-described heating in the aqueous leaching step (ii) is preferably carried out in a stepwise manner
by heating the aqueous mixture to a temperature of 80°C to 100°C for 0.5 to 3 hours upon stirring, a step of aging the
mixture by holding the mixture at a temperature of at least 60°C for at least 2 hours, and thereafter increasing the
temperature to at least 300°C. In this regard, it should be noted that this heating step is preferably carried out in air. In
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the presence of CO, from the airand added H, O, all lithium in the mixture transforms into Li,CO5 and LACHH compounds.
Moreover, atatemperature of atleast 300°C, the LACHH compound decomposes to Li,CO3 and Al,O5 (reaction equation
(7).

[0042] Thereafter, the heated sample is leached with water after cooling, leading to the dissolution of the Li,CO5. The
high solubility rate of Li,CO5 at room temperature (which refers in the present invention to a temperature of 20°C to
25°C) allows performing this step at ambient conditions.

[0043] As explained above, the aqueous leaching step (ii) results in an aqueous mixture including dissolved Li com-
pounds and an insoluble fraction comprising the water-insoluble transition metal-containing material including reduced
transition metal-containing compounds and/or reduced transition metals and Al,O3. The reduced transition metal-con-
taining compounds and/or reduced transition metals will be also referred to as "transition metals or composites thereof".
[0044] Thereafter, the insoluble fraction of the obtained aqueous mixture is separated from the filtrate in step (iii) of
the method according to the present invention.

[0045] The method for separating the insoluble fraction comprising the transition metals or composites thereof from
the filtrate comprising mainly soluble Li compounds is not particularly limited. However, in view of simplicity and cost
effectivity, it is preferable to separate both fractions by filtration. In this context, any method for filtering the aqueous
mixture known in the art may be performed.

[0046] Once the insoluble fraction has been separated from the filtrate, the comprised transition metals or composites
thereof are dissolved in step (iv) of the method according to the present invention. In particular, mineral acids are added
to the insoluble fraction, which dissolves the transition metals or composites thereof, thereby transferring said transition
metals or composites thereof into an aqueous solution of transition metal salts, which are suitable for further usage.
Thus, the dissolving step (iv) is not necessarily the final step of the method according to the present invention of recycling
transition metals from LIB wastes.

[0047] The type of mineral acid is not particularly limited. However, it is preferred that the mineral acid is selected from
HCI, HNO3, H,SO,, and a mixture thereof. If said mineral acids are used, excellent dissolving efficiency of transition
metals is found. By using at least one of said mineral acids, several reactions having different kinetics most probably
occur during the dissolving of the transition metals or composites thereof, as is shown in reaction equations 8 to 16,
where M represents a transition metal or a composite thereof used in LIBs as cathodes, such as Co, Mn, Ni, and
composites thereof as above:

M + 2HCI — MCI, +H," (fast) ®)

MO + 2HCI — MCl, + H,0 (slow) 9)

Al,O5 + 6HCI — 2AICI, + 3H,0 (slow) (10)

3M + 8HNO; — 3M(NO3), + 2NO T + 4H,0 (fast) (11)
MO + 2HNO, — M(NO3), + H,0 (slow) (12)

Al,O5 + BHNO3 — 2AI(NO3); + 3H,0 (slow) (13)

M + H,S0, — MSO, + H," (fast) (14)

MO + H,S0, — MSO, + H,0 (slow) (15)

Al,Oy + 3H,S0, — 2A15(SO,); + 3H,0 (slow) (16)

[0048] It should be noted that in the method according to the present invention, reaction with HCI proceeds under
formation of H, or H,O instead of Cl, (compare reaction equation 3 with equations 8 to 10). Thus, the formation of
hazardous Cl, gas can be inhibited.

[0049] The concentration of the mineral acid is not particularly limited. Preferably, it is as low as possible, e.g., it is in
a range of 0.25N to 6N. More preferably, the concentration of the mineral acid is 0.5N or more and 3N or less, more
preferably 2N or less, even more preferably 1N or less, and particularly preferably it is in the range of 0.25N to IN. If a
mineral acid having a low concentration is used, cost and precautionary measures can be reduced. However, if the
concentration of the mineral acid is too low, the efficiency of dissolving transition metals decreases. In case a mineral
acid in the above concentration range is employed, effective dissolution of transition metals can be ensured. However,
it should be noted that the concentration of the mineral acid depends on the type of mineral acid, on the starting cathode
material used, i.e., onits structure and the transition metal to be dissolved, and on the particle size of the insoluble fraction.
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[0050] Asmentionedabove, according to the presentinvention, the step (iv) of dissolving the transition metal-containing
material (i.e., transition metals or composites thereof) is conducted at a temperature of about 10°C to about 50°C. This
is a significant difference to the state-of-the-art processes for recycling transition metals from LIBs, which require ag-
gressive chemicals and severer temperature conditions, such as at least 70°C, in order to achieve sufficiently high
recycling efficiency. Further, in view of minimizing energy consumption, the dissolving step of the transition metals or
composites thereof is preferably conducted at a temperature of about 15°C to about 40°C, more preferably at a temper-
ature of about 15°C to about 30°C, and most preferably at room temperature (i.e., a temperature of 20°C to 25°C).
[0051] In atypical process, the duration of said dissolving step is not particularly limited and may be 1 hour or more,
preferably at least 5 hours. In order to enhance the dissolution efficiency, the duration may be at least 10 hours or at
least 15 hours, such as, for instance, 18 hours. Under these conditions, transition metals or composites thereof are
efficiently dissolved by mineral acids. It should further be noted that the duration of the dissolving process depends on
the type of mineral acid, on the starting cathode material used, i.e., on its structure and the transition metal to be dissolved,
and on the particle size of the insoluble fraction.

[0052] In a preferred embodiment, the dissolving step (iv) of the method according to the present invention does not
include using any reducing agent in addition to the insoluble fraction and the mineral acid. In this regard, it should be
noted that such a reducing agent, which is not required in the present invention, refers to a reducing agent typically used
in the state-of-the-art acid leaching recovery processes of LIBs, such as NaHSO,, H,0,, or glucose.

[0053] Therefore, the method according to the presentinvention provides an excellent approach for recycling transition
metals from LIBs. Compared to the state of the art, the present invention allows the reduction of the total cost of the
process, and the technology becomes more robust and straightforward. In particular, high efficiency of transition metal
recycling can be achieved by usinglow acid concentrations without heating or introducing reducing agents in the dissolving
step (iv). The introduction of the mechanochemical pretreatment step (step (i)) decreases the amount of corrosive wastes,
significantly simplifies the technology, and decreases the total cost of the hydrometallurgical recycling method.

[0054] The present invention is further illustrated by the following Examples without, however, being limited thereto.

Examples

[0055] The following materials were used in Examples 1 to 54 and Comparative Examples 1 to 27:

LiCoO, (97 wt. %) was purchased from Alfa Aesar; LiMn,O, (> 99%) was purchased from Sigma-Aldrich; and
Li(Nig 33Mng 33C0q 33)0, was purchased from BASF, Germany. Aluminum foil (from Novelis) served as a source of Al
in selected experiments. All materials were used as received.

Examples 1 to 54:

[0056] Two types of pre-treated materials were used for dissolution of transition metals using a mineral acid. The
schematic flowsheets presented in Figures 1 and 2 summarize two processes. In Process 1 (Figure 1), the material,
after the reactive milling step, was dissolved in water, thus removing a majority of lithium from the mixture. Then, the
remaining insoluble part, called "d-elements composite”, which contains the mixture of Al,O5 and reduced metals, was
used for further dissolution. In process 2 (Figure 2), material after the carbonatization step and water dissolution was
used for the dissolution by a mineral acid. This material contains Al,O5, reduced metals, and a minor amount of metal
oxides, which formed during the carbonatization step.

a) Reactive milling:

[0057] About 2 g of a mixture of starting materials (LCO, NMC, or LMO plus Al foil) were combined in an appropriate
molar ratio and ball-milled for 0.5-3 hours in a 65 ml hardened-steel vial with 20 g of steel balls using a SPEX 8000
shaker mill. The Al foil was cut into pieces of 1-2 cm sizes before the milling. All experiments were performed under air
atmosphere. Data obtained by SEM shows that the average particle sizes of the ball-milled samples range from 0.1 um
to 1 pm.

b) Aqueous leaching and separation:

[0058] The milled samples were combined with deionized (DI) water and stirred for a few minutes in the air. In Examples
1 to 45, the aqueous leaching was performed at room temperature.

[0059] In Examples 46 to 54, the ball-milled samples (about 1 g) were mixed with DI water (-50 ml) in a 200 m| beaker
and heated to 90 °C for 1 hour upon stirring. After that, the sample in the beaker was left at 70 °C overnight. Next, the
beaker with the sample was transferred to an oven and heated to 350 °C for 3 hours. Thereafter, the carbonized samples
were combined with deionized (DI) water and stirred for a few minutes in the air.
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[0060] Then, the insoluble fraction of the obtained mixture was filtered through a paper filter using a vacuum pump.
c¢) Dissolution of the transition metals:

[0061] In all Examples, the transition metal dissolution was performed by providing 0.2 g of the respective insoluble
fraction as starting material and by adding approximately 50 ml of the respective mineral acid to a 100 ml beaker.
Thereafter, the mixture was kept stirring at room temperature for the durations listed in Table 2 below.

Comparative Examples 1 to 27:
Dissolution of the transition metals:

[0062] In all Comparative Examples, the pristine LCO, NMC, and LMO materials were used without reactive milling
or aqueous leaching prior to dissolution by the mineral acid. In particular, the transition metal dissolution was performed
by providing 0.2 g of the respective pristine LCO, NMC, or LMO as starting material and by adding approximately 50 ml
of the respective mineral acid to a 100 ml beaker. Thereafter, the mixture was kept stirring at room temperature for the
durations listed in Table 3 below.

Transition metal dissolution efficiency

[0063] Dissolution of the insoluble fraction with a mineral acid was performed as described in detail above. After
dissolution of the insoluble fraction containing transition metals, the remaining still insoluble fraction, i.e., the fraction not
dissolved by the mineral acid, was collected and weighted. From the weight of the remaining insoluble fraction, the
efficiency of dissolution was calculated which is listed in Tables 2 and 3 for all Examples and Comparative Examples.
Here, the dissolution efficiency provided in % is determined from weighting experiments, thus, it is provided in weight %.

Table 2. Examples according to the present invention.

Example Mineral Concentration of the Duration / h Material Carbonatization Dissolution

acid mineral acid efficiency / %

1 6N LCO 99.4

2 6N NMC 99.9

3 6N LMO 97.2

4 3N LCO 99.1

5 3N NMC 99.8

6 3N LMO 97.9
HNO4 18 X

7 1N LCO 98.2

8 1N NMC 99.7

9 1N LMO 98.3

10 0.5N LCO 97.5

11 0.5N NMC 99.6

12 0.5N LMO 99.1

10
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(continued)
Example Mineral Concentration of the Duration / h Material Carbonatization Dissolution
acid mineral acid efficiency / %
13 6N LCO 99.1
14 6N NMC 98.5
15 6N LMO 98.2
16 3N LCO NMC 98.7
17 3N 98.9
18 3N LMO 97.6
19 "250s 1N 18 LCO X 98.4
20 1N NMC 97.8
21 1N LMO LCO 97.0
22 0.5N 97.7
23 0.5N NMC 97.5
24 0.5N LMO 96.4
25 6N LCO 99.8
26 6N NMC 99.9
27 6N LMO 98.2
28 3N LCO 99.7
29 3N NMC 99.8
30 3N LMO 97.4
HCI 18 X
31 1N LCO 99.5
32 1N NMC 99.7
33 1N LMO 95.8
34 0.5N LCO 99.0
35 0.5N NMC 99.5
36 0.5N LMO 94.5
37 1N LCO 95.6
38 HNO4 1N NMC 91.6
39 1N LMO LCO 79.2
40 1N 87.5
41 H2S04 1N 5 NMC X 89.7
42 1N LMO 81.0
43 1N LCO 84.2
44 HCI 1N NMC 92.6
45 1N LMO 73.1

1"
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(continued)
Example Mineral Concentration of the Duration / h Material Carbonatization Dissolution
acid mineral acid efficiency / %
46 1N LCO 91.1
47 HNO4 1N NMC 90.1
48 1N LMO 75.2
49 1N LCO 81.7
50 H2S04 1N 5 NMC ] 86.2
51 1N LMO 72.3
52 1N LCO 85.2
53 HCI 1N NMC 95.0
54 1N LMO 69.8
Table 3. Comparative Examples.
Comp. Example | Mineral acid | Concentration of the mineral acid | Duration / h | Material | Dissolution efficiency / %
1 6N LCO 30.9
2 6N NMC 20.1
3 HNO, 6N 18 LMO 24.5
4 1N LCO 36.5
5 1N NMC 30.2
6 1N LMO 23.3
7 6N LCO 315
8 6N NMC 30.1
9 6N LMO 16.9
H2S04 18
10 1N LCO 36.5
11 1N NMC 39.2
12 1N LMO 20.0
13 6N LCO 50.4
14 6N NMC 95.0
15 6N LMO 98.9
HCI i18
16 1N LCO 41.9
17 1N NMC 49.2
18 1N LMO 35.5

12
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(continued)

Comp. Example | Mineral acid | Concentration of the mineral acid | Duration / h | Material | Dissolution efficiency / %
19 1N LCO 10.2
20 HNO4 1N NMC 16.6
21 1N LMO 19.2
22 1N LCO 13.0
23 H,SO, 1N 5 NMC 10.0
24 1N LMO 16.5
25 1N LCO 39.6
26 HCI 1N NMC 39.1
27 1N LMO 23.6

[0064] The dissolution efficiencies of all Examples and Comparative Examples are further shown in Figures 3 and 4.
In Figure 3, the dissolution efficiencies of Examples 1 to 36 and Comparative Examples 1 to 18 are illustrated, i.e., the
dissolution was performed for 18 hours using different cathode materials, mineral acids, and acid concentrations. In
Figure 4, the dissolution efficiencies of Examples 37 to 54 and Comparative Examples 19 to 27 are illustrated, i.e., the
dissolution was performed for 5 hours using different cathode materials, mineral acids, and aqueous leaching procedures.
The terms "Process 1" and "Process 2" refer to the process of obtaining of the insoluble d-element composite as illustrated
in Figures 1 and 2, respectively.

[0065] As shown in Figure 3, all three materials LCO, NMC, and LMO, pre-treated mechanochemically, were almost
completely dissolved (Examples 1 to 36). Even a low acid concentration of 0.5N shows an efficiency of dissolution of
95-99% at room temperature. Under similar conditions, the solubility of the pristine materials of Comparative Examples
1 to 18 was poor. Only highly concentrated HCI shows the significant dissolution of pristine NMC and LMO (Comparative
Examples 14 and 15). However, according to reaction equation 3, the release of the gaseous Cl, is expected during
dissolution of these samples.

[0066] As shown in Figure 4, the efficiency of dissolution remained almost similar when dissolution was performed for
5 hours, independently on the pretreatment process applied to materials, i.e., independently of conduction of carbona-
tization. The minor decrease in the efficiency of the dissolution of the materials after carbonatization can be related to
the presence of the more considerable amount of Al,O5 and metal oxides in the aqueous mixture having slow kinetics
of leaching reactions (see reaction equations 9, 10, 12, 13, and 15 and 16). However, compared to the dissolution of
the pristine cathode materials under equal conditions, the significant improvement of the leaching reactions of the pre-
treated samples is evident.

[0067] Inconclusion, a comparison of the Examples according to the presentinvention and the Comparative Examples
shows a significant improvement in dissolution efficiency while being simple and environmentally friendly. In particular,
no hazardous gases such as Cl, are produced, and dissolution efficiency remains high even at low acid concentrations
and ambient temperature conditions.

Claims
1. A method for recycling transition metals from a lithium-ion battery, comprising the following steps:

(i) subjecting a cathode material of the lithium-ion battery containing a transition metal-containing compound in
a cathode active material to a mechanical processing in the air in the presence of aluminum, thereby mechan-
ochemically reducing the active cathode material;

(i) subjecting the mechanochemically processed material of step (i) to an aqueous leaching by adding water,
thereby providing an aqueous mixture including an insoluble fraction;

(iii) separating the insoluble fraction from the aqueous mixture, the insoluble fraction comprising a water-insoluble
transition metal-containing material including reduced transition metal-containing compounds and/or reduced
transition metals; and

(iv) dissolving the transition metal-containing material of the insoluble fraction obtained in step (iii) with a mineral
acid, thereby providing an aqueous solution of transition metal salts,

13
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wherein step (iv) of dissolving the transition metal-containing material is conducted at a temperature of about 10°C
to about 50°C.

The method for recycling transition metals from a lithium-ion battery according to claim 1, wherein the cathode active
material comprises at least one of LiCoO,, Li(Nig 33Mnj 33C04 33)05, and LiMn,O,.

The method for recycling transition metals from a lithium-ion battery according to claim 1 or 2, wherein in the
mechanochemical processing step (i) the molar ratio of the cathode active material in terms of equivalents of the
transition metals and aluminum is ranging from 1:3 to 2:1.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 3, wherein
in the mechanochemical processing step (i) the aluminum is added to the cathode active material of the lithium-ion
battery and/or stems at least partially from the current collector of the lithium-ion battery.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 4, wherein
the mechanochemical processing step (i) includes ball milling.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 5, wherein
the average particle size of the mechanochemically processed material of step (i) is 1 wm or less.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 6, wherein
inthe aqueous leaching step (ii) the mechanochemically processed material of step (i) is leached atroom temperature.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 6, wherein
in the aqueous leaching step (ii) the aqueous mixture is heated to a temperature of 300 °C or higher followed by
addition of water after cooling.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 8, wherein
in the aqueous leaching step (ii) water is the only reagent added to the mechanochemically processed material of

step (i).

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 9, wherein
the separation step (iii) includes filtering the insoluble fraction.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 10, wherein
the dissolving step (iv) is conducted at room temperature.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 11, wherein
in the dissolving step (iv) the mineral acid is selected from the group consisting of HCI, HNO5, H,SO,, or a mixture
thereof.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 12, wherein
in the dissolving step (iv) the mineral acid is added in a concentration ranging from 0.5N to 2N.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 13, wherein
in the dissolving step (iv) the insoluble fraction is stirred in the mineral acid for at least 5 hours.

The method for recycling transition metals from a lithium-ion battery according to any one of claims 1 to 14, wherein

in the dissolving step (iv) the reaction mixture including the insoluble fraction and the mineral acid does not contain
any reducing agent.

14



EP 4 361 296 A1

Figure 1
Cathode + Al foil
Ball niilling Reactive milling
Reduced products
]
Dissolutionin :-Izo, filtration
Filtrate {Li-rich so‘ltution) Precipitate {d-ele n{ents composite)
Water Evaip""a“"“ Aqueous leaching
Li;CO;, impurities
|
Heating, dissolutio:n in H,0, filtration
! }
Filtrate {Li,CO, solution} Precipitate {insoluble impurities}
H,0 evapfmi"" Purification
High purity Li,CO;
Figure 2

Cathode + Al foil

Ball ;}tﬁmng Reactive milling

Reduced

products

Hzo addin

5

g, heating Carbonatization

Dissolutionin

H,0, filtration

Filtrate (Li,CO; solution} Precipitate

Hzo evaporation inso’u biE prl’OdUCtS}

{d-elements composite,

High purity Li,CO, Aqueous leaching

15




Figure 3

LCO (Process 1)

[ INMC (Process 1)

Dissolution in HNO, in 18 hours

EP 4 361 296 A1

0.5N

L=
o

100+
80
0

(a)

o, ‘uonniosSsIp euslBW jo Aousioys

Acid concentration

16

o
RO

e

AT TR e

T S T SO

R

ot

Dissolution in HCl in 18 hours

80 -~ -
20
o

=4 o
= @

100 -

(c)

o7 ‘UONN|OSSIP [RURIEW Jo Aousmiyg

0.5

Acid concentration

]
o

Dissolution in H,50, in 18 hours

(b)

o), ‘UCKNIOSSIP [BLaIEW JO AouRolgs

Acid concentration



[eusiewWw apouyles [Busew apowyiel
JWN

EP 4 361 296 A1

uoENIOSSIP (BUBIRW JO Aousiys

4

9, 'UDHMDSSIP [RUSIRW JO ADUBioWT]

ook * [£113
sanoy § ui (NT) [DH uj uonnjossig  (9) sanoy s ut (NT) "OS°H ut uonnjoessia  (q)
leusjews apowyied
QT DN
(sunsud) OWT{[ [ ]] 7 o
(z sse00sd) OWT v
(1 sseooid) oW {[TI © g
(sunsuid) SN 2 v g
(Z ss9904d) ONN 3
(1 ssa20:d) DN | oo 2
(sunsud) 001 224 e £
(z sse001d) 001 B8 5
(1 ssao0id) OO0 0oL

sanoy s ui (NT) SONH ui uonnjossig  (e)
¥ 2inbi4

17



10

15

20

25

30

35

40

45

50

55

EP 4 361 296 A1

des

Europdisches
Patentamt

European
Patent Office
Office européen

brevets

EUROPEAN SEARCH REPORT

Application Number

EP 22 20 3868

DOCUMENTS CONSIDERED TO BE RELEVANT
Category Citation of document with indication, where appropriate, Relevant CLASSIFICATION OF THE
of relevant passages to claim APPLICATION (IPC)
Y US 2020/318219 Al (DOLOTKO OLEKSANDR [US] |1-15 INV.
ET AL) 8 October 2020 (2020-10-08) C22B5/04
* paragraph [0034] * C22B7/00
* examples 1, 4, 4A * C22B3/00
* claims 1-20 * C22B26/12
————— C22B47/00
Y DOLOTKO OLEKSANDR ET AL: "Mechanochemical | 1-15
recovery of Co and Li from LCO cathode of ADD.
lithium-ion battery", C01G45/00
JOURNAL OF ALLOYS AND COMPOUNDS, ELSEVIER C01G51/00
SEQUOIA, LAUSANNE, CH, C01G53/00
vol. 824, 16 January 2020 (2020-01-1s6), HO1M10/54
XP086053678,
ISSN: 0925-8388, DOI:
10.1016/J.JALLCOM.2020.153876
[retrieved on 2020-01-16]
* Sections 2.1, 2.2, 3.1, 3.1.1 *
* figure 6 *
Y CHEN XIANGPING ET AL: "Gradient and 1-10,12,
facile extraction of valuable metals from |13,15 gEﬁggEﬁ;Fmﬁﬁa
spent lithium ion batteries for new
cathode materials re—fabrication", C22B
JOURNAL OF HAZARDOUS MATERIALS, ELSEVIER, HO1M
AMSTERDAM, NL, colG
vol. 389, 14 December 2019 (2019-12-14),
XP086088072,
ISSN: 0304-3894, DOI:
10.1016/J.JHAZMAT.2019.121887
[retrieved on 2019-12-14]
A * Sections 2.1, 2.2 and 2.2.1-2.2.3 * 11,14
* figure 1 *
-/—
1 The present search report has been drawn up for all claims
_ Place of search Date of completion of the search Examiner
g The Hague 16 March 2023 Neibecker, Pascal
:\T_ CATEGORY OF CITED DOCUMENTS T : theory or principle underlying the invention
P} E : earlier patent document, but published on, or
b4 X : particularly relevant if taken alone after the filing date
[ Y : particularly relevant if combined with another D : document cited in the application
e document of the same category L : document cited for other reasons
Z Atechnological BACKGroUNd e e
Q@ O : non-written disclosure & : member of the same patent family, corresponding
o P : intermediate document document
w

18




10

15

20

25

30

35

40

45

50

55

EP 4 361 296 A1

9

des

Europdisches
Patentamt

European
Patent Office

Office européen

brevets

[

EPO FORM 1503 03.82 (P04C01)

EUROPEAN SEARCH REPORT

EP

Application Number

22 20 3868

DOCUMENTS CONSIDERED TO BE RELEVANT
Category Citation of document with indication, where appropriate, Relevant CLASSIFICATION OF THE
of relevant passages to claim APPLICATION (IPC)
Y GIUSEPPE GRANATA ET AL: "Product recovery|1-9,11,
from Li-ion battery wastes coming from an |12,15
industrial pre-treatment plant: Lab scale
tests and process simulations",
JOURNAL OF POWER SOURCES, ELSEVIER,
AMSTERDAM, NL,
vol. 206, 18 January 2012 (2012-01-18),
pages 393-401, XP028403134,
ISSN: 0378-7753, DOI:
10.1016/J.JPOWSOUR.2012.01.115
[retrieved on 2012-02-02]
A * Sections 2.1, 2.3 and 2.6 * 10,13,14
* tables 1-2 *
Y BILLY EMMANUEL ET AL: "Dissolution 1-9,
Mechanisms of LiNi 1/3 Mn 1/3 Co 1/3 O 2 11-15
Positive Electrode Material from
Lithium-Ion Batteries in Acid Solution",
APPLIED MATERIALS & INTERFACES,
vol. 10, no. 19,
17 April 2018 (2018-04-17), pages gggggfé‘['; F'E'-(PPSC)
16424-16435, XP09303117s6,
us
ISSN: 1944-8244, DOI:
10.1021/acsami.8b01352
A * Section MATERIALS AND METHODS 10
"Materials" and "Experimental Methods.
Leaching"; Section RESULTS AND DISCUSSION
"Leaching Kinetics of the
LiNil/3Mnl/3Co0l1/302 Material in Sulfuric
Acid" *
* figure 1 *
The present search report has been drawn up for all claims
Place of search Date of completion of the search Examiner
The Hague 16 March 2023 Neibecker, Pascal
CATEGORY OF CITED DOCUMENTS T : theory or principle underlying the invention
E : earlier patent document, but published on, or
X : particularly relevant if taken alone after the filing date
Y : particularly relevant if combined with another D : document cited in the application
document of the same category L : document cited for other reasons
A technological background s
O : non-written disclosure & : member of the same patent family, corresponding

P : intermediate document document

19




EP 4 361 296 A1

ANNEX TO THE EUROPEAN SEARCH REPORT

ON EUROPEAN PATENT APPLICATION NO. EP 22 20 3868

10

15

20

25

30

35

40

45

50

55

EPO FORM P0459

This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report.
The members are as contained in the European Patent Office EDP file on
The European Patent Office is in no way liable for these particulars which are merely given for the purpose of information.

16-03-2023
Patent document Publication Patent family Publication
cited in search report date member(s) date
US 2020318219 Al 08-10-2020 NONE

For more details about this annex : see Official Journal of the European Patent Office, No. 12/82

20



EP 4 361 296 A1
REFERENCES CITED IN THE DESCRIPTION
This list of references cited by the applicant is for the reader’s convenience only. It does not form part of the European
patent document. Even though great care has been taken in compiling the references, errors or omissions cannot be
excluded and the EPO disclaims all liability in this regard.

Patent documents cited in the description

«  US 2020318219 A1 [0013] [0022] [0023] [0037]

Non-patent literature cited in the description

P.W. ZHANG. Hydrometallurgy,
259-271 [0013]

R. WANG. Hydrometallurgy, 2009, vol. 99, 194-201
[0013]

G. GRANATA. J. Power Sources, 2012, vol. 206,
393-401 [0013]

P. MESHRAM. JOM, 2016, vol. 68, 2613-2623
[0013]

L. SUN. J. Hazard. Mater., 2011, vol. 194, 378-384
[0013]

J. CHENG. J. Clean. Prod., 2021, vol. 316, 128279
[0013]

X. MIN. J. Hazard. Mater., 2021, vol. 406, 124743
[0013]

1998, vol. 47,

21

L. CHEN. Hydrometallurgy, 2011, vol. 108, 80-86
[0013]

X. CHEN. Waste Manage., 2018, vol. 75, 459-468
[0013]

S. CASTILLO. J. Power Sources, 2002, vol. 112,
247-254 [0013]

C. LEE. J. Power Sources, 2002, vol. 109, 17-21
[0013]

C.PENG. J. Power Sources, 2019, vol. 415, 179-188
[0013]

O. DOLOTKO. J. Alloys Compd., 2020, vol. 824,
153876 [0013]



	Bibliographic Data
	Abstract
	Description
	Claims
	Drawings
	Search Report

