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The rising demand for lithium-ion batteries (LIBs) highlights the urgent

need for sustainable recycling technologies. Existing pyrometallurgy and
hydrometallurgy methods can recover valuable metals but suffer from high
energy costs and wastewater generation. Here, a selective flash Joule heating
chlorination and oxidation (FJH-CIO) strategy is presented for the efficient
separation of metals from spent batteries. In this process, cathode metals are
first chlorinated for 60 s, after which the transition metal chlorides are oxidized
to oxides, enabling lithium to be separated from transition metals due to their
different aqueous solubility. This approach applies not only to the recovery

of metals from lithium cobalt oxide (LCO), lithium iron phosphate (LFP),

and lithium manganese iron phosphate (LMFP) cathode materials, but also to
the anodic graphite, all from the black mass. The recovered graphite exhibits
purity of ~100% with a yield of 85%, Co at 99% purity and 97% yield, and Li at
99% purity with a 92% yield. Gram-scale experiments confirm the scalability of
the method, maintaining high efficiency and selectivity. Life-cycle assessment
and technoeconomic analysis reveal that the FJH-CIO process substantially
reduces energy consumption, operation time, and reagent consumption, while
lowering operating costs by up to 92%, compared to conventional approaches.
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1. Introduction

The rapid advancement of industrial au-
tomation and the innovation of portable
electronic devices have driven the growth
of the lithium-ion battery (LIB) market.['-%]
LIBs have broad applications, ranging from
electric vehicles and warehouse logistics
equipment to wearable devices and smart-
phones, which benefit from their high
energy density, fast charging capability,
and long cycle life.2”# The widespread
use of electronic products based on LIBs
results in large quantities of discarded
batteries.l”1% Current predictions for the
global market of spent LIB metals estimate
it will reach nearly $22.8 billion by 2030,
with a compound annual growth rate of
~20%.[41112] A closed-loop recovery method
for critical metals, particularly lithium (Li),
from cathode waste through urban min-
ing is essential for preventing supply chain
disruptions.>13-151 This approach dimin-
ishes the need for traditional mining of

battery metals, reduces the environmental consequences of waste
removal and traditional mining, and economically incentivizes
recycling to promote a circular economy.

Recycling the cathode from spent LIBs is especially impor-

[13,16]
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tant due to the presence of high-value precious metals and resid-
ual Li, and achieving an efficient separation between them is
especially critical for developing closed-loop battery recycling
systems.[1317-20] Conventional methods for the separation of cath-
ode metals include hydrometallurgical, pyrometallurgical, and
electrochemical strategies.'*>*2!] Hydrometallurgy, which in-
volves acid leaching and subsequent solvent extraction or precip-
itation, offers improved energy efficiency while enabling highly
selective Li separation.?>2] Nonetheless, it often requires ex-
tensive leaching duration and large volumes of concentrated
acid while generating secondary wastewater (Figure 1a, left).[22-28]
Pyrometallurgy features simplified treatment and demonstrates
strong versatility in handling different cathode materials.[30-3¢]
However, high energy consumption during high-temperature
smelting increases costs (Figure 1a, middle).[*3¢] Electrochemi-
cal Li separation from spent electrodes offers high selectivity and
mild operating conditions.’’~*!] However, this method suffers
from slow kinetics and limited scalability.[33-#%1 Thus, exploiting
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Figure 1. Flash Joule heating method for metal extraction and thermodynamic analysis. a) Schematic illustration of Li separation via hydrometallurgy,
pyrometallurgy, and FJH(CIO) processes. b) Pictures of carbon paper before (top) and during (below) Joule heating. c) Heating and cooling rates under
different current settings. d) Current and voltage changes during Joule heating at a current setting of 15. €) Temperature vs time profiles under different
current settings. f) Thermodynamic calculation results for the chlorination of active materials (LCO, LFP, and LMFP) in a battery. g) Thermodynamic

calculation results for the oxidation of LiCl, CoCl,, FeCl;, and MnCl,.

efficient and environmentally friendly Li separation technology
is crucial for promoting sustainable battery recycling.

Flash Joule heating (FJH), as a rapid heating technique, has
found applications beyond diverse materials synthesis,!*>~*) par-
ticularly in metal recovery from electronic waste (e-waste).[*>~#8!
Unlike our previous pulsed FJH-chlorination system powered
by a capacitor bank,*® which required repeated charging—
discharging cycles and offered limited temperature stability, the
present work employs a continuous DC-powered FJH setup en-
abling uniform, precisely controlled heating. Moreover, single-
step chlorination was effective for metals with large thermody-
namic differences (e.g., Ga, In, Ta); however, the single-step chlo-
rination is insufficient for separating Li from transition metals.
Here, a two-step process comprising FJH chlorination and oxida-
tion (FJH-ClO) is employed to selectively convert battery metals
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into chlorides and oxides, respectively, allowing for the separa-
tion of Li from other metals based on their differential aqueous
solubility (Figure 1a, right). While chlorination is fundamentally
an oxidation step, we distinguish that here from an air oxida-
tion step, which generates metal oxides. FJH-chlorination of LCO
with Cl, gas for 60 s can convert both Li and Co into their corre-
sponding chlorides. Subsequent oxidation in air at 450 °C trans-
forms CoCl, into cobalt oxides, predominantly Co,O,, while LiCl
remains unoxidized, which allows for effective separation of Li
from Co during a water leaching step because of the high solu-
bility of LiCl, achieving a Li purity of >99% and a recovery rate
of 92%. This strategy can be extended to other cathode materi-
als such as LiFePO, (LFP) and LiMnFePO, (LMFP), as well as
to complex feedstocks like mixed cathode waste and black mass.
When applied to the black mass, the efficient separation of Li,
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valuable metals such as Co, and graphite can be realized, provid-
ing a feasible approach for the well-managed recovery of end-of-
life LIBs. By avoiding prolonged high-temperature smelting and
acid leaching, this method offers a low-energy, low-cost, acid-free,
and environmentally friendly alternative to traditional pyromet-
allurgical and hydrometallurgical processes.

2. Thermodynamic Analysis of Lithium Separation
in a Flash Joule Heating System

In our flash Joule heating system, a direct current power sup-
ply (DCPS) is connected via electrodes to carbon paper assem-
bled with graphite blocks (Figure S1, Supporting Information),
and the carbon paper can be rapidly heated to over 1000 °C,
with its surface glowing orange-red (Figure 1b). By adjusting
the DCPS dial to regulate the current setting, the temperature
of the carbon paper during resistive heating can be precisely
controlled (Figure 1c). For instance, when the current setting
is 15, the temperature reaches 1385 °C; increasing the cur-
rent setting to 18 raises the temperature to ~1455 °C. As the
current increases, the heating rate correspondingly accelerates
(Figure 1c; Table S1, Supporting Information). Once the power
is turned off, the temperature of the carbon paper drops be-
low 1000 °C within milliseconds (Figure S2, Supporting Infor-
mation). Importantly, the heating process is stable with consis-
tently steady voltage, despite small periodic variations in cur-
rent (Figure 1d), enabling the carbon paper to maintain temper-
atures above 1000 °C for more than 60 s (Figure 1e; Figure S3,
Supporting Information). The excellent temperature stability and
precise controllability of the FJH process ensure the reliability,
reproducibility, and overall consistency of the experimental re-
sults. The slight variations of temperature observed are primar-
ily attributed to minor changes in the resistance of carbon paper
during heating. The dial setting on the DCPS is a relative cur-
rent setting, but that has been calibrated (Table S2, Supporting
Information).

A thermodynamic analysis shows that the chlorination of Li oc-
curs at a temperature higher than 514 °C, where the Gibbs free
energy is negative (AG< 0) (Figure 1f; Table S3, Supporting In-
formation). But LiCl has a high boiling point of 1382 °C. The
temperatures for the chlorination of Co in LCO, Fe in LFP and
LMFP, and Mn in LMFP are 990, 1230, and 840 °C, respectively,
which are all higher than that for Li (Figure 1g; Table S3, Support-
ing Information). The boiling points of CoCl,, FeCl;, and MnCl,
are 1049, 315, and 1225 °C, respectively, which are lower than
that of LiCl (Table S3, Supporting Information). Though one-step
chlorination is challenging to separate Li from other cathode met-
als, all the metal chlorides can be collected after the chlorination
happens at a temperature higher than the boiling point of LiCl
(1382 °C). Considering the different temperatures for the oxida-
tion of LiCl and other cathode metal chlorides, oxidation of CoCl,,
FeCl;, and MnCl, can operate when the temperature is 450 °C,
while the oxidation of LiCl is not favored between 0 and 2000 °C,
even the molar ratio of O, to LiCl is 100:1 (Figure 1g; Figure S4,
and Table S4, Supporting Information). Benefiting from the high
solubility of LiCl in water (42.6 g/100 mL at 20 °C), Li can be ef-
ficiently separated from other metal oxides via a one-step water
leaching process.
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3. Li Separation from Cathode Active Materials:
LCO, LFP, and LMFP

The conceptual diagram is shown in detail in Figure 2a, where
Li and other battery metals undergo chemical phase transforma-
tions through FJH chlorination followed by oxidation in air (FJH-
ClO) treatment, enabling their separation based on solubility dif-
ferences. LiCoO, (LCO) is one of the most used cathode active
materials in LIBs, making Li recover from LCO exemplary. The
study commenced with the chlorination of LCO powder (Figure
S5, Supporting Information). The particle size is 5-20 um, and
the inductively coupled plasma mass spectrometry (ICP-MS) re-
sults show that the initial LCO contains 10.5% Li and 89.5% Co
(Figure S6, Supporting Information). When the dial of the DCPS
was set at 18 (x~1455 °C), pink and blue powders formed and
deposited on the quartz tube during the first-step chlorination,
exhibiting colors consistent with those of CoCl, and its hydrate
(Figure 2b, upper inset). After 60 s of exposure to Cl, gas at the
temperature, only negligible amounts of residual LCO powder
were observed on the carbon paper (Figure S7, Supporting Infor-
mation), indicating that almost all metallic components had been
chlorinated and subsequently evaporated and deposited onto the
surface of the quartz tube, which was referred to as the volatile
phase. Carbon felts and glass wool were used to lightly restrict the
outlet of the quartz tube for better collection of volatiles (Figure
S8, Supporting Information). A further elemental analysis by en-
ergy dispersive X-ray spectroscopy (EDS) revealed that the pris-
tine material primarily contained Co and O (Figure 2b, bottom),
and Li was undetectable due to its low characteristic X-ray energy.
In contrast, the volatile phase predominantly contained Cl and Co
after chlorination, suggesting a successful conversion from LCO
to chlorides (Figure 2b, top). X-ray diffraction (XRD) patterns
further confirmed the occurrence of the chlorination reaction.
The initial material corresponded to the LiCoO, phase, while the
volatile phase exhibited peaks corresponding to LiCl-H,O and
CoCl,-2H,0 (Figure 2c). Because of the strong hygroscopic na-
ture of both LiCl and CoCl,, the formation of hydrates occurs
upon exposure to ambient moisture. This moisture-induced hy-
dration also explains the observed blue and pink color of the de-
posits on the tube wall (Figure 2b, top inset). Additionally, X-ray
photoelectron spectroscopy (XPS) analysis further corroborates
the successful chlorination process (Figure 2d—f; Figure S9, Sup-
porting Information). In the pristine LCO, no Cl 2p signal is de-
tected (Figure 2d, bottom), while a clear Li 1s peak is observed at
54.23 eV (Figure 2e, bottom), corresponding to Li metal species,
and the Co 2p region exhibits typical features of Co** in LiCoO,
(Figure 2f). After chlorination, a strong Cl 2p signal appears at
198.57 eV (Figure 2d, middle), confirming the formation of LiCl
and CoCl,. The Li 1s peak remains but slightly shifts to 56.02 eV
(Figure 2e, middle), indicating a change in chemical environ-
ment from LiCoO, to LiCl. The Co 2p;, spectrum exhibits char-
acteristic changes corresponding to the valence state transition
from Co** in LiCoO, to Co’* in CoCl,, including a shift of the
main peak (779.41 eV) toward higher binding energy (781.03 eV)
and the emergence of pronounced satellite peaks (purple color),
both of which are indicative of the change in cobalt oxidation state
(Figure 2f, middle).

Following the oxidation process in air at 450 °C for 30 min,
the Cl 2p signal and Li 1s peak persist due to the stability of LiCl
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Figure 2. Liseparation from LCO, LFP, and LMFP cathode powder. a) Schematic diagram of Li and transition metal separation via chlorination-oxidation-
water leaching process. b) SEM-EDS analysis of raw LCO (bottom) and volatile (top) after chlorination. Insets are the photos of the quartz tube before

(bottom) and after (top) chlorination. c) XRD patterns of raw LCO (botto

m) and the volatile (top) after chlorination. The PDF card numbers are noted

with the referenced spectral lines. d) Cl Ts, €) Li 1s, and f) Co 2p XPS signals in raw LCO powder (bottom), chlorinated powder (middle), and oxidized

powder (top). g) Element mass percentage in raw cathode powder (LCO,

LFM, LMFP) and separated samples. h) Content (blue) and yield (purple) of

Li after separation from three different cathode materials. All error bars in (g,h) represent the standard deviation, where N = 3.

(Figure 2d,e, top), whereas the Co 2p spectrum evolves into a pat-
tern characteristic of Co;0, with a mixed oxidation state of Co**
and Co**, indicating the successful oxidation of CoCl, (Figure 2f),
which is also confirmed by the XRD results (Figure S10, Sup-
porting Information). These results demonstrate that chlorina-
tion converts the LCO into volatile chlorides, and subsequent ox-
idation selectively reverts Co into its oxide form while preserving
Li as the chloride. The oxidized samples were gently stirred in
10 mL of water and left to stand for 3 h. The suspension was then
centrifuged for 5 min, and the supernatant was collected with a
syringe and passed through a 22 pym syringe filter into another
centrifuge tube, diluted, and prepared for analysis. The induc-
tively coupled plasma mass spectrometry (ICP-MS) results show
that the Li content increased from 10.5% in the initial LCO to
99.2% after undergoing the FJH-ClO and water leaching process.
Moreover, the Li recovery rate is highly dependent on the temper-
ature of the first-step chlorination reaction. Increasing the reac-
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tion temperature from 1385 to 1455 °C enhances the recovery
rate from 43.3% to 91.5% (Figure S11, Supporting Information).
Meanwhile, the valuable Co was also successfully separated and
recovered, with a purity of 99.7% and a yield of 96.2% (Figure
S12, Supporting Information). This method is also extended to
the Li separation from LFP powder (Figures S13—-S16, Supporting
Information). Li was also cleanly separated and recovered from
LFP, achieving a Li purity of 97.4% and a yield of 90.7% for LFP
(Figure S17, Supporting Information). Li can also be separated
and recovered from LMFP with a Li purity of 97.4% and a yield
of 89.6% (Figures S18-S22, Supporting Information).

4. Li Separation from the Cathode Waste and Black
Mass

In addition to recovering Li from cathode powders, this method
can also be applied to separate and recover Li, Co, and graphite
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Figure 3. Li separation from LCO-based black mass. a) Schematic diagram of the separation of lithium, cobalt, and graphite from carbon black. b) Photo
of the LCO cathode waste (upper) and black mass (below). c) XRD patterns of raw black mass (bottom), chlorinated powder (middle), and residue (top).
d) SEM-EDS elemental analysis of raw black mass (bottom), volatile (middle), and residue (below) after chlorination. e) XPS of Li s in raw black mass
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treatment. g) Elemental content (blue) and yield (red) of Li, Co, and graphite after separation from black mass. All error bars in (g) represent the standard

deviation, where N = 3.

from black mass (Figure 3a). Typically, black mass is composed of
a mixture of cathodes, anodes, binders, and electrolyte residues.
In our study, we manually mixed LCO active material scraped
from spent LCO cathodes with graphite powder to simulate black
mass. The LCO cathode waste (Figure 3b, top) was recovered
from used commercial 18650 cylindrical cells (LGDAHB21865-
P308K034A3) sourced from a local recycler in Houston. After
scraping the LCO active material from the Al foil and anneal-
ing it at ~#600 °C to remove the polyvinylidene fluoride (PVDF)
binder (Figure S23, Supporting Information), it was mixed with
graphite at a mass ratio of 2:1 to form simulated black mass
(Figure 3b, bottom). When only the cathode waste is considered,
Li can be separated and recovered from the spent LCO cathode
with a Li content as low as 4.5% (Figure S24, Supporting Informa-
tion), achieving a Li purity of 97.0% and a recovery rate of 90.6%
through the FJH-CIO and water leaching process (Figure S25,
Supporting Information). In contrast, when recovering Li from
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black mass, the reaction is essentially referred to as carbochlori-
nation due to the presence of graphite. This carbochlorination is
also effective for both Li and Co. See Figure S26 (Supporting In-
formation) for the thermodynamics of carbochlorination. At the
same temperature used for the chlorination of LCO powder, the
carbochlorination of LCO black mass enables a fast reaction rate,
completing in 30 s. In this process, Li and Co are chlorinated and
sublimed into the volatile phase, while graphite remains on the
carbon paper (Figures S27-S29, Supporting Information). XRD
patterns show that the starting material contains graphite and
LiCoO, (Figure 3c, bottom), the volatile phase consists mainly
of CoCl,+6H,0 and LiCleH, O after the carbochlorination and air
exposure (Figure 3¢, middle), while only graphite remains in the
residue (Figure 3c, top). SEM-EDS elemental analysis reveals a
strong Cl signal in the chlorinated sample, confirming the pres-
ence of chlorides (Figure 3d, middle), whereas the residue shows
only carbon signals, indicating that metals were well-chlorinated
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Figure 4. Molecular dynamics (MD) simulations of the carbochlorination of LCO-based black mass. The simulation time is 100 ps for LCO. Bonding
evolution from the a) initial state to b) 12 ps, c) 63 ps, and d) 100 ps, respectively. Red: O atoms; brown: Co atoms, ice-blue: C atoms; violet: Li atoms,
green: Cl atoms. Black dashed circle: Li—Cl bond; yellow dashed circle: Co—Cl bond; blue dashed circle: C—O bond. e) Evolution of the number of Co—Cl,
Li—Cl, and C—0O bonds during the carbochlorination of LCO within 100 ps. f) Comparison of the number of Li—Cl and Co—Cl bonds in the chlorination

and carbochlorination reactions of LCO.

and entered the volatile phase (Figure 3d, top). The Li 1s XPS
spectrum indicates that in the black mass, Li mainly exists in
metallic form within LCO, corresponding to a binding energy
~54.29 eV (Figure 3e, bottom). In contrast, in the volatile phase,
Li exists as LiCl, causing the peak to shift to 56.36 eV, confirm-
ing the presence of Li* (Figure 3e, middle). No lithium signal
is detected in the residue (Figure 3e, top), once again confirm-
ing efficient chlorination of all metals via the carbochlorination
reaction. Similarly, all collected chlorides were subjected to an-
nealing at 450 °C for 30 min. The enhancement of the O signal
and the weakening of the Cl signal in the XPS spectra confirm
that oxidation occurs (Figure S30, Supporting Information). Fol-
lowed by water leaching, Co and Li were further separated. ICP
results show that Li purity can be improved from 4.4% in black
mass to 98.8% after the treatment protocol (Figure 3f). More im-
portantly, using the chlorination—oxidation—water leaching strat-
egy (Figure 3a), Li, Co, and graphite can be separately and effi-
ciently recovered. The purity of Li reaches 98.8%, with a recovery
rate of 92.2% (Figure S31, Supporting Information); Co reaches
99.5% purity and 96.5% recovery; graphite shows 99.9% purity
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(ppb level metallic impurities, Figure S32, Supporting Informa-
tion) with a recovery rate of 85%, as part of the graphite is con-
sumed in the carbochlorination reaction (Figure 3g). Industrial
black mass often contains a mixture of multiple cathode wastes
rather than a single composition. For such complex mixtures, the
combination of the FJH-CIO process with precisely controlled
stepwise chlorination would enable the potential separation of
different cathode metals according to their distinct chlorination
temperature windows (Figure S33, Supporting Information).

5. Molecular Dynamics (MD) Simulations

To gain deeper insight into the carbothermal chlorination of
LCO black mass, molecular dynamics (MD) simulations were
employed to investigate the role of graphite in the chlorination
process. Figure 4a—d illustrates the bonding evolution from the
initial state to 10, 63, and 100 ps, respectively. Experimentally,
305 of carbochlorination leads to the formation of LiCl and CoCl,;
however, the simulations reveal a different sequence of reactions:
Li is preferentially chlorinated before Co. At 12 ps (Figure 4b), Li

© 2025 Wiley-VCH GmbH
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Figure 5. Scalability of Li separation by FJH-CIO and LCA/TEA results for FJH-ClO, hydrometallurgy, and pyrometallurgy separation processes. a) Pho-
tographs of the 3 inch quartz tube before (top) and after (bottom) the reaction. b) Separated LiCl solution, Co;O, powder, and graphite powder after
FJH-CIO and water leaching treatment. c) Comparison of the purity (P) and yield (Y) of graphite (C), Li, and Co after separating from 50 mg of black mass
in the 1inch setup and 1 g of black mass in the 3 inch setup. All error bars in (c) represent the standard deviation, where N = 3. Probability histograms
are plotted for the d) energy consumption in M}, e) reagents consumption in kg, f) water consumption in kg, g) GWP in kg CO, eq, and h) processing
cost in US dollars necessary to produce 1 tonne of Li from black mass. The higher the probability and the narrower the plotted histogram, the more
accurate the prediction. i) A radar plot simultaneously comparing the six key variables associated with the FJH-CIO, hydrometallurgy, and pyrometallurgy
processes to separate 1 tonne of Li. All axes in the radar plot are normalized to a maximum value of 5, corresponding to 100% for each metric. Each
concentric ring on the plot thus represents a 20% increment.

atoms located in the interlayer region of LCO are more suscepti-  bonds increases significantly, confirming the promoting effect of
ble to departing from the LCO framework and being chlorinated ~ carbon. These findings are consistent with the Gibbs free energy
owing to their higher mobility, lower binding energy, and weaker  trends obtained from HSC calculations (Figure 1f; Figure S26,
electrostatic interaction with the lattice compared with Co. This  Supporting Information). It is also noteworthy that, due to the
trend is further corroborated by Figure 4e, which shows thatdur-  closed-system nature of the MD simulation, the limited Cl sup-
ing the first 40 ps, Cl predominantly bonds with Li, and thenum-  ply and the inability of CO to escape, there is a dynamic equi-
ber of Li—Cl bonds continues to increase over time. As the reac-  librium between Li—Cl and Co—Cl bond populations at 100 ps
tion progresses, Cl, begins to penetrate the lattice and bond with ~ (Figure 4d).

Co. However, the presence of stable Co—O bonds hinders the

chlorinatiop rate of Co. In contrast, vx{hen C '(graphite) isinvolved, ¢ geql ability of the FJH-CIO Process

the formation of C—O bonds coincides with the emergence of

Co—Cl bonds (Figure 4c), indicating that carbon facilitates the ~ By enlarging the quartz tube, carbon paper, and associated com-
cleavage of Co—O bonds and thereby accelerates chlorination of ~ ponents, the reaction system can be scaled up from 50 mg in a
Co. A direct comparison reveals that, under carbothermal condi- 1 inch tube setup to a 3 inch tube setup (Figure 5a, top; Figure
tions, the number of Li—Cl bonds increases only slightly relative ~ S34, Supporting Information), enabling separation experiments
to the pure chlorination reaction, whereas the number of Co—Cl  with at least 1 g of black mass powders (2.54 cm = 1 inch; quartz
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tubes are sold in inches for the outer diameter). In this process,
a mixture of LCO cathode waste powder and graphite at a mass
ratio of 2:1 (total mass of 1 g) is uniformly spread onto a piece
of carbon paper measuring 15 cm X 5 cm (Figure 5a, top). Af-
ter reacting at 1460 °C for 3 min, Li and Co are chlorinated, and
LiCl and CoCl, are condensed on the surface of the 3 inch quartz
tube (Figure 5a, below). Similarly, after calcining the collected
powder at 450 °C for 30 min, the powder is immersed in wa-
ter, where LiCl dissolves while Co;0, does not (Figure 5b, left).
After centrifugation and filtration, Co;0, is obtained as a solid
(Figure 5b, middle; Figure S35, Supporting Information). The re-
maining solid after the chlorination reaction is graphite, whose
structural quality shows little change compared with the pristine
graphite, indicating its strong potential for direct reuse in battery
anodes (Figure 5b, right; Figure S36, Supporting Information).
Compared with the separation performance in the 1 inch 50 mg
setup, the scaled-up 1 g reaction also yields high-purity prod-
ucts (Table S5, Supporting Information), with Li purity reaching
94.2% and a yield of 90.1%, and Co purity reaching 95.6% with a
yield of 93.2%. Due to the longer reaction time, more carbon par-
ticipates in the carbochlorination reaction, resulting in a graphite
recovery rate of 75.5%. The Li and Co residues in the recovered
graphite are only 10 and 13 ppm, respectively, giving it a purity
0f 799.9% (Figure S37, Supporting Information). Although FJH—
ClO delivers high separation efficiency, a trade-off is the partial
consumption and mild degradation of graphite during carbochlo-
rination. In future work, optimizing the carbon-to-chlorine ratio
and recycling the CO generated during the process will be impor-
tant for improving carbon utilization and environmental sustain-
ability. Overall, these results confirm the scalability of the reac-
tion process. For industrial applications, a proportional scale-up
of the reaction setup can enable large-scale separation./*>"]

7. Life Cycle Assessment (LCA), Technoeconomic
Analysis (TEA), and Environmental Considerations

Monte Carlo LCA and TEA calculations were employed to com-
pare the predicted costs and environmental impact between
the FJH-CIO process and the two most common battery waste
treatment processes, hydrometallurgical and pyrometallurgical
methods.?'~*] The Monte Carlo analysis allows for the compre-
hensive evaluation of uncertainties and variabilities in critical
economic and technical parameters. By running 10 000 iterations
at a 95% confidence interval for all inputs and outputs, this tech-
nique can provide a probabilistic Gaussian distribution of costs,
materials consumed, and waste produced. This approach is nec-
essary when many variables, such as energy consumption, emis-
sions, and materials demand and usage, can vary widely. Addi-
tional details on the LCA and TEA analysis can be found in the Ex-
perimental Section and Text S4 (Supporting Information), while
the Monte Carlo LCA and TEA data for each process can be found
in Tables S6—S9 and Datasets S1-S4 (Supporting Information).
The primary factors considered in the LCA and TEA were en-
ergy consumption, greenhouse gas emissions (GHG), specifi-
cally CO,, as global warming potential (GWP), water and acid
consumption, and processing cost (Dataset S1, Supporting In-
formation). These factors were chosen since they contribute the
most to materials cost, consumption, waste produced, and over-
all process costs. Processing 1 tonne of black mass produces 62—

Adv. Mater. 2025, 17293

17293 (8 of 11)

www.advmat.de

71 kg of Li for the FJH-CIO and industrial methods. Compared to
the hydrometallurgical process to produce 1 tonne of Li, the LCA
shows that FJH-ClO can reduce the energy consumption by 34%
from =11 099 to ~7348 M] (Figure 5d), reagent consumption by
92% from ~20 128 to ~1696 kg (Figure 5e), water consumption
by 87% from ~5118 to ~663 kg (Figure 5f), operation time by
38% from =~21 to ~13 h (Figure S34, Supporting Information),
and eliminate the use of acids during the separation process. The
GWP difference is 8% for FJH-CIO, with a difference of ~2489 to
~2277 kg CO, (Figure 5g). The major contribution to the GWP
for FJH-CIO is the use of carbon paper on a large scale during
FJH-Cl,. The TEA also shows a reduction in operating costs of
up to 92% from x$7670 to ~$624 per tonne of Li isolated from
black mass (Figure 5h).

Compared to the industrial pyrometallurgical process to pro-
duce 1 tonne of Li, the LCA shows that FJH-CIO can reduce
the energy consumption by 49% from 14,540 to ~7,348 M]
(Figure 5d), GHG emissions through the GWP by 29% from
~3223 to ~2277 kg CO, (Figure 5g), reagent consumption by
95% from ~35 551 to ~1696 kg (Figure 5e), water consumption
by 72% from ~2400 to ~663 kg (Figure 5f), operation time by
91% from =137 to ~13 h (Figure S38, Supporting Information).
The TEA also shows a reduction in operating costs of up to 91%
from ~$6734 to ~#$624 per tonne of Li isolated from black mass
(Figure 5h). GWP, reagent, and water consumption, and opera-
tion costs account for industrial scenarios where ~95% of excess
reagents, such as Cl,, acid, base, and water, can be recycled from
the original material to minimize the produced slag and waste.
Figure 5i compares six key environmental and economic met-
rics between the FJH-ClO, hydrometallurgy, and pyrometallurgy
processes: cost, reagent consumption (acid, base, Cl,, etc.), wa-
ter use, operation time, energy consumption, and CO, emissions
(Table S6, Supporting Information). Each axis of the radar plot
represents one of these quantitative variables, and all axes in the
radar plot are normalized to a maximum value of 5, correspond-
ing to 100% for each metric. Each concentric ring on the plot thus
represents a 20% increment. As evident from the radar chart, our
method offers clear advantages over traditional pyrometallurgical
and hydrometallurgical processes, particularly in terms of envi-
ronmental impact, energy efficiency, economic cost, and chemi-
cal consumption. These benefits highlight its potential to play a
critical role in addressing the challenges posed by the growing
scarcity of lithium resources.

8. Conclusion

In summary, we have developed a scalable and environmentally
friendly strategy based on FJH-ClO for the holistic recovery of
valuable components from spent lithium-ion batteries. The FJH-
CIO process enables the selective transformation of cathode met-
als into chlorides and oxides, allowing for the efficient separa-
tion of Li from transition metals by leveraging their differences
in water solubility. The method demonstrates excellent perfor-
mance across various cathode materials, including LCO, LFP,
and LMFP, and is further validated on realistic black mass. Gram-
scale experiments confirm the feasibility of scaling up the pro-
cess while maintaining high recovery efficiency and purity. In
addition, life-cycle assessment (LCA) and technoeconomic anal-
ysis (TEA) reveal that FJH-CIO dramatically reduces energy and
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water consumption, greenhouse gas emissions, and operating
costs compared to conventional pyrometallurgical and hydromet-
allurgical processes. These results collectively highlight the po-
tential of FJH-CIO as a sustainable, cost-effective, and industri-
ally viable solution for battery recycling and resource recovery.

9. Experimental Section

Materials: The carbon paper was purchased from FuelCellStore (Toray
Carbon Paper 060). The LiCoO, (LCO, 442704-100G) and LiFePO,
(LFP, 759546-5G) were purchased from Sigma-Aldrich. LiMnFePO,
(LMFP, 29023C2-500G) was purchased from MSE Supplies. The spent
LCO cathode was obtained from used commercial 18650-cylinder cells
(LGDAHB21865-P308K034A3) by a local recycler, Greater Texas Metal Re-
cycling in Houston, Texas. The black mass is provided by Austin Ele-
ments, Houston, Texas. The standard solutions for ICP-MS tests included
lithium standard (998 + 4 mg L=, 12292-100ML), cobalt standard (1000
+ 2 mg L™, 30329-100ML-F), manganese standard (1003 + 5 mg L',
74128-100ML), and iron standard (1001 + 2 mg L™, 43149-100ML-F), all
of which were purchased from Millipore Sigma. The nitric acid (HNO3, 67—
70 wt%, TraceMetalTM Grade, Fisher Chemical), hydrochloric acid (HCI,
37 wt%, 99.99%, trace metal basis, Millipore Sigma), and ultrapure water
(Millipore Sigma, ACS reagent for ultra-trace analysis) were used for sam-
ple digestion. A Cl, cylinder (Airgas, 99.5%, 15 Lbs) was used to supply
the Cl,. Argon gas (Airgas, 99.99%) was used to purge the system to re-
move moisture and air in the reaction chamber prior to the introduction
of Cl,. The power supply is a direct current power supply (ZHAOXIN KXN-
3060D, Electronics Co., LTD.) While the DCPS dial settings correspond to
increasing current as they are turned higher, they are not an absolute cur-
rent setting in amperes that matches the dial setting number, and this was
calibrated (Table S2, Supporting Information).

Flash Joule Heating Chlorination System: The power source here is
the DCPS, which is connected to the carbon paper via graphite rods and
graphite blocks. Micro-Epsilon thermometer, CTM-3SF75H2-C and CTRM-
TH1SF100-C3, was used to monitor the temperature of the carbon paper.
The former tests the temperature range between 200 and 1500 °C, and
the latter tests the temperature range between 1500 and 3000 °C. 30 mg
samples (cathode powders or black mass) are spread evenly on the sur-
face of carbon paper in a quartz tube and sealed at the ends of the tube
with electrodes, an inlet chlorine gas line, and an outlet volatile gas line
for unreacted chlorine. The quartz tube is conventionally 1 inch in outer
diameter and 20 cm long. The size of carbon paper is 2 X 6 cm, and the
resistance is 0.8—-1.0 Q. Carbon felts and glass wool were used to lightly
restrict the outlet of the quartz tube for better collection of volatiles. For
safety considerations, a Cl, buffer tank was placed upstream of the reac-
tor to avoid maintaining the main cylinder valve open continuously. This
design limits gas discharge risk under abnormal conditions. The gas de-
livery line was constructed from stainless steel and sealed with a CGA-
180 fitting and PTFE O-ring. The outlet gases were directed through two
neutralization traps: the first packed with solid NaOH, and the second an
aqueous NaOH absorber, to remove unreacted chlorine. All operations
were conducted within a ventilated hood. Cl, in the final exhaust gas was
not detectable (Figure S39, Supporting Information) by gas chromatogra-
phy. In large-scale industrial applications, Cl, can also be properly recov-
ered and reused; the ideal process would utilize a closed-loop condenser
system.[51'52]

Characterization: XRD was performed by the Rigaku SmartLab system
with filtered Cu Ka radiation (A = 1.5406 A). Raman spectra were acquired
using a Renishaw Raman microscope (laser wavelength of 532 nm, laser
power of 5 mW, 50% lens). SEM images were obtained using a FEI Quanta
400 ESEM FEG system at 20 kV. EDS spectra and maps were acquired
using the same system equipped with an EDS detector. XPS was conducted
using a PHI Quantera XPS system at a base pressure of 5 x 107° Torr.
Elemental spectra were obtained with a step size of 0.1 eV with a pass
energy of 26 eV. All the XPS spectra were calibrated using the standard C
1s peak at 284.8 eV. ICP-MS was performed by Perkin Elmer Nexion 2000B
ICP-MS.
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Molecular Dynamics (MD) Simulations: The Density Functional The-
ory (DFT) method!*3] as implemented in the Vienna Ab-initio Simulation
Package (VASP)[>*l is used for molecular dynamics (MD) simulation of
the chlorination and carbochlorination of LCO. A plane wave expansion
up to 400 eV is employed in combination with an all-electron-like projec-
tor augmented wave (PAW) potential.[3°] Exchange-correlation is treated
within the generalized gradient approximation (GGA) using the functional
parameterized by Perdew—Burke—Ernzerhof.[>¢] A periodic boundary con-
dition is applied to the unit cell (or supercell) in all three dimensions.
According to the size of the unit cell, the convergence of total energy is
achieved with respect to k-points sampling for the Brillouin zone integra-
tion over Monkhorst-Pack type mesh.[>’]

For MD simulation of the reaction of LCO with Cl molecules, a 5-
atomic-layer (6 A thick) LCO, along with a 20 A vacuum slab, in which
Cl, molecules and fragmented graphene containing 24 C atoms are in-
corporated. The density of the Cl, molecules is 15 Cl, nm™3. The average
temperature of the MD simulation is set at 2000 K with a 500 K amplitude
of oscillation throughout the 100 ps MD time scale. Three types of bonds
are counted over the MD process with the cut-off length 2.7 A for both
Li—Cl and Co—Cl bonds, and 1.3 A for Co—O bonds.

LCA and TEA: The LCA and TEA were performed using the life cycle
inventory (LCl) from the European reference Life Cycle Database (ELCD)
with the Centrum voor Milieukunde Leiden—Impact Assessment (CML-IA)
baseline impact assessment in the OpenLCA software.[*8] If not available
in the ELCD database, LCl data were cited from the representative litera-
ture. As a preliminary “Class 4” estimate, 10 000 iterations of the Monte—
Carlo simulations were performed for all processes at a 70% confidence
interval (+ 30% triangular distribution) for every analyzed variable accord-
ing to the Association for the Advancement of Cost Estimating Interna-
tional (AACE International).[>®] The triangular distribution limits randomly
generated Monte Carlo values to specific minimum and maximum val-
ues. Distributions with large standard deviations, such as those provided,
can generate imaginary values in the OpenLCA software, which can av-
erage the distribution to 0, thus generating a false distribution. This is
also why an iteration value of 10 000 was chosen, since the triangular dis-
tribution will become approximately Gaussian after sufficient iterations
of the Monte Carlo simulations. This non-amortized operating expense
(OpEx) analysis assessed the necessary inputs to produce 1 tonne of Li
from the FJH-Cl,, hydrometallurgy, and pyrometallurgy processes using
various battery waste inputs, including black mass, LFP, LMFP, and LCO
cathode waste. The TEA analysis does not account for capital expenses
(CapEX). The OpenLCA software was used to calculate the TEA OpEx for
each process to recycle 1tonne of Li from black mass battery waste. This
is done by assigning the TEA values found from Dataset 4 to the input
material for each process, where the software then performs the Monte
Carlo simulation for each process to assess the OpEx based on the input
material values and their cost references.

The data used to simulate the battery recycling hydrometallurgy and
pyrometallurgy processes were collected from the literature to compare
them with experimental variables for the FJH-Cl, process. Data analysis
from Monte—Carlo simulations was performed with Microsoft Excel and
Origin to plot the histograms and radar plots. The input and output mate-
rials for both processes are available in Tables S7-S9 and Datasets S1-S4
(Supporting Information).

Supporting Information

Supporting Information is available from the Wiley Online Library or from
the author.
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