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Abstract: As a popular energy storage equipment, lithium-ion batteries (LIBs) have many advan-
tages, such as high energy density and long cycle life. At this stage, with the increasing demand for
energy storage materials, the industrialization of batteries is facing new challenges such as enhancing
efficiency, reducing energy consumption, and improving battery performance. In particular, the chal-
lenges mentioned above are particularly critical in advanced next-generation battery manufacturing.
For batteries, the electrode processing process plays a crucial role in advancing lithium-ion battery
technology and has a significant impact on battery energy density, manufacturing cost, and yield.
Dry electrode technology is an emerging technology that has attracted extensive attention from both
academia and the manufacturing industry due to its unique advantages and compatibility. This paper
provides a detailed introduction to the development status and application examples of various dry
electrode technologies. It discusses the latest advancements in commonly used binders for different
dry processes and offers insights into future electrode manufacturing.
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1. Introduction

In recent years, the rapid advances in electric vehicles has led to an increased demand
for lithium-ion batteries (LIBs) among consumers. This demand is accompanied by escalat-
ing performance expectations, particularly in areas such as storage capacity and production
costs [1-7]. Increased storage capacity has the potential to address the predominant issue
of poor battery life in electric vehicles. Additionally, a reduction in the cost of individual
batteries could lead to a decrease in the overall selling price of the vehicle, thereby fostering
the widespread adoption and advancement of electric vehicles. The inevitable development
direction of power batteries is achieving high performance at a low cost [8]. In addition to
the development of new high energy density active energy storage materials or new battery
structures, the resolution of the aforementioned issues can also be achieved through the
optimization and innovation of the lithium battery production process [9-14].

At this stage, the predominant method employed by the majority of battery manufac-
turers for battery electrode production is the conventional slurry-casting (SC) process, also
referred to as the wet process [15]. Taking the cathode as an example, the battery production
process utilizing this method typically involves the following steps: initially, a slurry based
on N-methyl pyrrolidone (NMP) containing an active material (e.g., lithium iron phosphate,
etc.), a conductive agent (e.g., conductive carbon black, etc.), a binder (e.g., polyvinylidene
fluoride, etc.), and several other additives is applied onto a collector (Al foil or Cu foil).
Subsequent procedures such as drying, cutting, and assembly are then conducted. The
production process described is firmly established and currently serves as the primary
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method of production. However, there are still some serious problems with this processing
method, such as: (1) the large amount of NMP can be harmful to the human reproductive
system and can also seriously pollute the surrounding environment [16,17]; (2) the price of
NMP solvent is high, and thus accounts for a high proportion of the cost in the production
of electrodes [18,19]; (3) during the solvent drying process, the solvent molecules at the
bottom move upward, resulting in the large volume contraction of the electrode structure
and cracks, and the poor distribution of components such as binder, thus affecting the
performance of the battery [20,21]; (4) the drying and recycling process of solvent is seri-
ously time-consuming and energy-consuming [22,23]. This is a problem not only in the
production of cathodes, but also in anodes. Even though water can be used as the solvent of
binder for anodes, which can further reduce the cost of solvents, the damage to the human
body, and the degree of environmental pollution [24,25], problems (3) and (4) still cannot
be solved. In addition, the electrodes produced by the wet process have relatively low
energy storage density because the active layer thickness is only 50-200 pm.

Hence, stemming from the first nature principle, the innovative concept of eliminating
solvents in electrode processing was introduced, leading to extensive research endeavors on
the “solvent-free electrode processing technology” [26], and the technological innovation
was realized, which is called the “dry electrode technology”. At this stage, “dry electrode
technology” has become a research hotspot in the field of secondary power batteries, and a
variety of dry processing technologies have been widely reported, some of which are still
in the stage of basic research (e.g., polymer fibrillation), and some of which have begun
to be applied to commercial production (e.g., powder compression), which shows great
commercial value and practical value.

Previous reviews [27-29] have compared the dry processing technologies with the
conventional wet processing technology and presented the application of the dry processing
technologies in the preparation of electrodes and electrolytes for batteries. In this paper, we
provide an overview of emerging dry processing technologies for electrodes, analyze and
summarize the process characteristics and binders for each processing method, and finally
discuss the challenges and future prospects for the development of this field.

2. Dry Processing Methods for Electrodes

According to the distinct process characteristics involved in electrode dry processing
technology, the current methods for electrode dry processing are primarily categorized into
five types: dry spraying deposition, melt extrusion, 3D printing, powder compression, and
polymer fibrillation. While each of the aforementioned methods possesses unique techni-
cal characteristics, the overall process remains largely consistent. The process primarily
comprises three steps: dry mixing, dry coating (dry deposition), and pressing into the final
electrode.

2.1. Dry Spraying Deposition

Dry spraying deposition (DSD) is a typical method of dry processing and preparation
of electrodes [30-33]. This method typically involves several essential processing steps.
Firstly, the active material, conductive agent, binder, and other crucial components are uni-
formly dispersed and compounded using a mechanical mixing device to produce powder
granules within a specific size range (100 um to 500 um). Subsequently, the aforemen-
tioned powder particles are evenly deposited onto the metal collector’s surface to create
an electrode active layer of a designated thickness with the aid of external methods. The
external methods commonly employed include air spraying [31], automatic electrostatic
spraying [34-37], and manual electrostatic spraying [38,39]; of these, the automatic electro-
static spraying and the manual electrostatic spraying are collectively known as “electrostatic
spraying”. Finally, the active layer deposited on the collector is further transformed into a
thin and dense electrode active layer through direct hot pressing or roller pressing. During
this process, the active layer and the metal collector are more tightly bonded together due
to the pressure and shear force exerted.
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In 2015, Dong-Won Park et al. [31] were the first to document their research on the
fabrication of anodes for lithium-ion batteries using the air spraying method, as illustrated
in Figure 1. Lithium titanate (Li4TisO1,) was selected as the active material, carbon black
(CB) as the conductive agent, and poly(vinylidene fluoride) (PVDEF) as the binder. Initially,
the active material, conductive agent, and binder were combined in a double-blade mill
at a mass ratio of 8:1:1 for 5 min to prepare a powder mixture suitable for spraying (see
Figure 1(1)). The composite powder of the electrode mentioned above was subsequently
applied onto the metal substrate (aluminum foil) using dry spraying equipment, with
the assistance of a high-pressure N gas flow. Subsequently, the material was transferred
to a hot press machine and subjected to hot pressing at 175 °C (0.59 MPa). The battery
performance of the electrode was then evaluated under various hot-pressing durations
(30 min, 45 min, 60 min, and 90 min). In the half-cell experiment utilizing lithium foil as the
anode, it was observed that the electrode subjected to a hot-pressing duration of 60 min
exhibited the most optimal battery performance. Specifically, it demonstrated a capacity
retention rate of 69.4% after 100 cycles at a current density of 1C.

(1) Mixing (2) Dry-Spraying (3) Hot-Pressing
Double Blade Mill Direction Substrate/
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Y Blade kS Y _ Nygas
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N, gas

Figure 1. Schematic diagram of lithium titanate electrodes prepared by DSD method [31]: (1) mixing
of electrode materials by a double-blade mill; (2) spraying under N; condition; (3) hot pressing into
electrodes at 175 °C.

In 2016, Ludwig et al. [32] reported a method for preparing electrodes using the
electrostatic spraying deposition method. It is obviously different from the air spraying
process mentioned above in that the electrostatic spraying method is firstly used instead
of the air spraying method to complete the deposition and film-forming operation of the
powder mixture on the surface of the metal collector, and then the roller pressing is used
instead of the hot pressing to complete the pressing and molding operation of the electrode.
The advantage of electrostatic spraying is that it can deposit the powder mixture into the
active layer [29] more quickly and conveniently, and roller pressing can better control the
thickness and density of the film [40]. As shown in Figure 2, the main process is as follows:
firstly, LiCO, (LCO), C65 (Super C65 carbon), and PVDF are mixed with a mass ratio of
90:5:5 to make a powder mixture, followed by using a high-pressure electrostatic spray
gun to uniformly deposit the powder on a metal collector (Al foil) ground at one end; the
deposited semi-finished electrode was then heat-treated at 250 °C for 1 h (for activated
PVDF [41,42]), and then the deposited active layer was tightly pressed with the Al foil
using a roll-pressing device to obtain electrodes. The mechanical properties of the dry
electrodes and the corresponding SC electrodes were tested and the performance of the
batteries (half batteries assembled with lithium foil as counter electrodes) were tested, and
the mechanical properties and cycling performance of the dry electrodes were better than
those of the corresponding SC electrodes (Table 1).
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Figure 2. Illustration of a typical electrode manufacturing DSD process [32]. (A) Manufacturing
system for electrodes created by DSD method. (B) 3D representation of a DSD electrode before
thermal activation. (C) 3D representation of a DSD electrode after hot rolling and thermal activation.
(D) Hot roller configuration. (E) DSD electrodes on Al foils.

Table 1. Comparison of the performance of dry spraying electrodes with SC electrodes [32]
(LiCO,:C65:PVDEF = 90:5:5).

. . . Retention
Porosity  Bonding Strength Capacity (0.5C, 50 Cycles)
Dry painted electrode ~30% 148.8 kPa 121 mAhg ! 70%
Slurry-cast electrode ~50% 84.3 kPa <121 mAhg~! 58%

The uniform distribution of electrode materials on the surface of the collector is the
key to the preparation of high-quality dry electrodes. In order to investigate the mixing
of electrode materials in the dry powder coating process, they used the same method [32]
to prepare a 12-inch square electrode sheet, in which the active material can reach 98%
by mass, and the content of conductive additives and binder is as low as 1 wt.%; After
assembling a half-cell with the prepared electrode as the cathode and the lithium foil as
the anode, the battery performance test was carried out: the capacity of the battery can
reach 134 mAh/g at a current density of 0.1C, its capacity can reach 127.8 mAh/g at a
current density of 0.5C, and the battery can still maintain 77% of the initial capacity after
100 cycles [30]. Based on this electrode system, the authors further developed a corre-
sponding interfacial energy physical model [33]. The theoretical calculations show that,
compared to the SC electrode, the binder and conductive additives of this electrode can still
be uniformly distributed on the surface of the LCO particles despite the low content of the
conductive additives and binder in the active layer of the electrode. The authors believe
that the excellent performance of the half-cell and results of theoretical calculations can
prove that the dry spraying method is conducive to achieving a good distribution of the
binder and the conductive additive in the active layer of the electrode.

In 2021, Enmeng Zhen et al. [38] carried out research work on dry electrodes us-
ing a manual electrostatic spraying method. As shown in Figure 3, LiNiy 5Cop,Mng 30,
(NCM523) was used as the active material, and PVDF and carbon black were used as the
binder and conductive additive, respectively. Firstly, different mass ratios of NCM523,
PVDEF, and CB (90:5:5, 87.5:7.5, and 85:10:5) were mixed in a ball mill at 200 rpm for 1 h to
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prepare powdered active composite granular materials that could be used for spraying,
and then the active powder materials were uniformly sprayed by a Nordson Encore LT
manual spray gun onto one end of grounded carbon-coated Al foil. Subsequently, the Al
foil deposited with the active material was heat-treated at 200 °C for 2 h and then rolled at
room temperature to obtain electrode sheets with 35-40% porosity and 30pm thickness. For
comparative research work, SC electrodes with the same electrode material composition
and ratio were also prepared. The half-cells were assembled with lithium foil as counter
electrodes and battery performance tests were carried out, which showed that the capacity
retention rate of the battery based on dry electrodes (69%) was significantly higher than
that of the battery based on SC electrodes (52%) after 300 cycles.
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Figure 3. Large-area preparation of NCM anode by DSD method [38].

The dry spraying deposition process is applicable not only for cathode preparation
but also for anode preparation. In 2019, Schilicke et al. prepared a series of graphite anodes
employing various binders through the application of fluorine-containing thermoplastic
polymers (such as tetrafluoroethylene, hexafluoropropylene, fluorinated ethylene vinyli-
dene (THV), and fluorinated ethylene propylene (FEP)) [34] using electrostatic spraying
and hot-pressing techniques. The deposition process was efficiently completed in only 2 s
under a high-voltage electric field (10-25 kV) (Figure 4a). The active layer that was de-
posited underwent additional hot pressing (200 kN, 170-300 °C) for 2-5 min to produce the
final electrode (Figure 4b). Subsequently, half-cells were constructed using the electrodes
obtained and lithium foils as the counter electrodes for testing. The capacity of these cells
reached up to 370 mAh/g (99% of the theoretical capacity), with a capacity retention rate
of 97% after 50 cycles at 0.5C. The results indicate that the electrochemical performance is
similar to that of the wet process and is anticipated to supplant the traditional SC electrode
production technology.

The dry spraying deposition method has better compatibility with common lithium-
ion battery active materials (especially inorganic cathode active materials) [27]. The binder
can be selected from a wide range of options. The active materials, conductive agent,
and binder are evenly distributed [30], and the battery performance is comparable to
that of the corresponding wet-processed battery. However, the method still needs to be
further improved in terms of active material loading, electrode active layer thickness, and
uniformity of electrode component distribution. In addition, the research into the dry
spraying deposition method is only carried out on a laboratory scale, and the compatibility
of this process with the current stage of commercial production equipment for lithium-ion
batteries is not significant, so the electrode production efficiency cannot be compared with
that of the SC process in practical applications.
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Figure 4. Preparation of graphite anode by electrostatic spraying method: (a) electrostatic spraying
process; (b) hot pressing [34].

2.2. Melt Extrusion

The melt extrusion method typically entails the initial pre-mixing of the active material,
conductive agent, and binder, followed by their introduction into a twin-screw extruder.
The mixture undergoes shear compounding within the twin-screw to attain the intended
dispersion effect. During this process, the binder gradually melts as the temperature
increases incrementally, ensuring the uniform and secure adhesion of the active material
and the conductive agent. The active mixture, coated with the molten resin binder, is
extruded through the die opening and formed into a self-supporting film of the desired
thickness using a roll-pressing apparatus. Following this, the self-supporting film is bonded
to the metal collector either using roll-pressing or hot-pressing equipment, resulting in the
production of the final electrode [43,44]. The thermal stability and mechanical processing
characteristics of the binder play a crucial role in the preparation of optimal dry electrodes
using the melt-extrusion method. PVDF exhibits favorable thermal stability, enabling
it to retain its physical and chemical characteristics over extended periods at elevated
temperatures. Consequently, PVDEF holds promise for potential application as a binder in
the melt extrusion technique [45].

Researchers have implemented the processing strategy of “sacrificing some or all of the
binder” to enhance the processing performance and augment the porosity of the electrodes.
Polymer binders possessing facile processing characteristics, low thermal degradation
thresholds, and environmentally sustainable degradation byproducts have been employed
in the process of melt extrusion. The polymer binders fulfill the essential processing criteria
for fabricating electrode sheets through melt extrusion and exhibit thermal decomposition
properties at elevated temperatures. The decomposition of the binder facilitates the creation
of voids and channels within the electrode film, which are conducive to ion transport. Con-
sequently, this process can significantly enhance the porosity of the electrodes. As a result,
this type of polymer is commonly referred to as a “sacrificial” binder, with polypropy-
lene (PP) and polypropylene carbonate (PPC) being typical representatives. In addition
to “sacrificial” binders, melt extrusion can also use “permanent” binders [46], typically
represented by PVDF [47] and rubber materials [48]. Melt extrusion involving sacrificial
binders differs from melt extrusion using “permanent” binders. The melt extrusion method
utilizing a sacrificial binder involves an additional step of “binder removal” in contrast to
the melt extrusion method employing a “permanent” binder. This process can be divided
into four main steps: (1) mixing of active materials; (2) melt extrusion and molding of
self-supporting electrode film; (3) calendering of electrodes; and (4) binder removal.

In 2019, Sotomayor et al. prepared high energy density electrodes using lithium iron
phosphate (LFP) and lithium titanate (LTO) as the positive and negative active materials,
respectively, and carbon as the conductive agent [49]. High-energy density electrodes were
prepared by melt extrusion using a four-stage process of dry mixing, extrusion, binder
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removal, and sintering. A mixture of polypropylene (PP, 50 vol%), paraffin (PW, 46 vol%),
and stearic acid (SA, 4 vol%) was used as a “sacrificial” binder. The active material and
binder were first mixed well, and then the mixture was introduced into a twin-screw
extruder and extruded at 160-170 °C. The extrusion process was repeated three times
to obtain semi-finished electrodes. For binder removal, PW and SA were first removed
at 200 °C, and then the temperature was raised to 450 °C to remove PP; this operation
resulted in the creation of pores inside the electrode. Finally, the electrode was subjected
to a sintering process at 800 °C for 2 h, which can further enhance the bonding between
the remaining particles in the active layer of the electrode, improve the adhesion between
the active layer and the Al foil, and stabilize the pore structure. The sintered LTO and LFP
electrodes with thicknesses of 550 pm and 500 pum, respectively, were used to assemble a
full cell with LFP as the cathode and LTO as the anode, and the specific capacity of the cell
area was 13.3 mAh/cm?, with a capacity retention rate of 75.7% over 50 cycles at C/12.
This research work demonstrates that it is feasible to fabricate high area capacity electrodes
by melt extrusion using a sacrificial binder strategy.

Torre-Gamarra et al. [50] carried out further research work on the preparation of high
energy density dry electrodes using the same sacrificial binders (PP, PW, and SA). In order
to prepare LFP electrodes with a high thickness, they optimized the binder removal process
and were able to successfully prepare binder-free self-supported LFP electrodes with a
thickness of up to 500 um (Figure 5). In the binder removal procedure, the binder-containing
electrode self-supported active layer film was first impregnated with n-heptane at 50 °C
to remove PW and SA, which resulted in the formation of a certain degree of network
channel structure in the dense electrode active layer film. These channels facilitate the
expulsion of gases generated in the further heating process. PP is next removed by thermal
degradation. The thermal degradation process was accomplished by going through two
constant temperature platforms heated at 200 °C and 450 °C, respectively, with the former
favoring the elimination of undissolved PW and SA and the latter thermally degrading the
PP. The half-cells were assembled with lithium foil as counter electrodes, and the half-cells
exhibited high area capacity (13.7 mAh/cm?) and good cycling stability (capacity retention
of around 80% after 40 cycles) at low current densities (C/24-C/10), which provided a new
idea for the preparation of lithium-ion batteries with high energy densities using the melt
extrusion method.

In 2020, Khakani et al. [48] reported the preparation of a series of dry electrodes
with different active materials by melt extrusion using a binder system consisting of
polypropylene carbonate (PPC) and hydrogenated nitrile rubber (HNBR). The HNBR acts
as a permanent binder (Figure 6), while the PPC is used both as a processing aid and as a
sacrificial binder, which promotes the mixing of the composite electrode components and
will be removed at a later stage of the process, so that the electrodes obtain the desired
porosity. Therefore, in this research work, the amount of PPC plays an important role in
influencing the change in electrode porosity. Firstly, HNBR and PPC were introduced into
an internal mixer at 90 °C to obtain a homogeneous molten blend. Then, active materials
(LTO, LFP, or NCM) and conductive additives (C65 + carbon nanofiber) were added to
the HNBR/PPC for compound dispersion to produce electrode composites containing
binders. The above composite was rolled and adhered to the carbon-coated Al foil several
times at 40-60 °C to obtain semi-finished electrodes with thickness (400 um) and porosity
(30%). Finally, LFP, the NCM111 cathode, and LTO anode were successfully prepared
by adding and removing PPC at 230 °C with an active material mass fraction of 77.5%.
The LFP cathode and LTO anode were selected to assemble the full cell, which exhibited
a capacity of 123 mAh/g at a high current density of 5C; the cell had excellent cycling
performance (90% capacity retention after 250 cycles). It was shown that the preparation of
electrodes using different active materials does not affect the porosity modulation effect
of the sacrificial binder on the active layer of the electrode; moreover, the dry electrodes
prepared by this method are also comparable to the traditional SC electrodes in terms of
electrochemical performances.
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Figure 5. Schematic diagram of the fabrication of LFP electrodes by melt extrusion process using PP,
PW, and SA binder system [50]. (a) Mixing of electrode materials. (b) Extrusion procedure. (c) Solvent
debinding and thermal debinding procedures. (d) Composite electrodes sintered at 650 °C.
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Figure 6. Preparation of LTO, LFP, or NCM electrodes by melt extrusion using PPC as a processing
aid [48].

In the same year, Astafyeva et al. [46] prepared LiNijgCo 154100502 (NCA, 90 wt.%)
electrodes and graphite electrodes with a high content of active material using PPC as a
“sacrificial” binder by the melt extrusion method. As shown [46] in Table 2, the mass ratio
of each component in the active layer changed significantly before and after the removal of
the “sacrificial” binder, and the ratio of the active material could be increased to more than
90%. The half-cell with a high NCA content cathode and a lithium foil anode exhibited a
high specific capacity of 160 mAh/g at 0.5C. In addition, the porosity of the electrode can
be effectively regulated by adjusting the amount of PPC.

Melt extrusion represents a scalable method for fabricating electrodes, characterized
by a high loading of active materials. It serves as an efficient approach for producing thick
electrodes with a high energy density. Nevertheless, the extrusion process is influenced by
the condition of the pellets and necessitates the meticulous management of various critical
factors, including the extrusion temperature, shear force, and extrusion duration [27].
Furthermore, challenges such as excessive polymer consumption, complex fabrication
procedures, and elevated sintering temperatures impede its broader utilization in the
practical production of electrodes.
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Table 2. NCA and graphite electrode composition before and after removal of “sacrificial” binder [46].

Active Material Carbon Black  Carbon Nanofiber Binder PPC Liq PPC Sol
(wt.%) (Wt.%) (Wt.%) (wt.%) (wt.%) (wt.%)
NCA compound 64.0 3.9 1.9 1.3 10.1 18.8
NCA electrode 90.0 55 2.7 1.8 - -
Graphite compound 61.6 2.7 0.7 2.7 21.0 11.3
Graphite electrode 91.0 4.0 1.0 4.0 - -

2.3. 3D Printing

The 3D printing technology is a rapid prototyping technology, also known as additive
manufacturing technology. It is commonly used to manufacture 3D structural products
or parts with complex and special structural patterns, and its application scope has been
further expanded to the field of battery production in recent years. In electrode manu-
facturing, two 3D printing technologies, liquid deposition modelling (LDM) [51,52] and
fused deposition modelling (FDM) [53] have been successfully applied. Compared to the
LDM method, FDM is a solvent-free, dry electrode technology. FDM, also known as fused
filament manufacturing [54], is a widely used and easy to process 3D printing technology.
FDM employs a specific high-temperature-resistant nozzle that extrudes and deposits an
electrode composite containing a polymer binder onto the metal collector at a certain rate
at a temperature higher than the polymer’s melting temperature. The nozzle moves hori-
zontally according to a set procedure to create the target electrodes layer by layer. It is easy
to see that the process and principle of electrode preparation by 3D printing is very similar
to that of fused deposition. However, the advantage of 3D printing technology is that the
shape, morphology, and thickness of the electrodes can be precisely tailored to the specific
application scenario. Due to the application limitations of the fused deposition method,
and in combination with the basic requirements of battery electrodes for polymer binders,
the polymer binders that can be used at this stage are mainly based on polymers such
as poly(lactic acid) (PLA), poly(polycarbonate) (PC), and acrylonitrile-butadiene—styrene
(ABS) [55,56].

In 2021, Alexis Maurel et al. [57] prepared a more environmentally friendly lithium
terephthalate (Li;TP)/PLA composite filament for 3D printing by FDM technology to be
used as an anode material for lithium-ion batteries (shown in Figure 7). The homemade
Li, TP and CB were firstly mixed at a mass ratio of 4:1 and ball-milled for 15 min; then, the
powder mixture was mixed with PLA powder and added to a Filabot Original extruder;
subsequently, the plasticizer PEDGME500 was added to the extruder, and the composite
ratio of the mixture in the extruder was Li,TP/PLA/CB/PEDGME500 = 4:4:1:1 wt.%. The
composite filaments (1.75 mm in diameter) were obtained by the extruder at 175 °C and
can be used for 3D printing. Finally, round electrode sheets of 12.7 mm diameter, 200 pm or
600 um thick, were obtained by printing on Cu foil using a Prusa MK3S 3D printer with
the composite filament as raw material. After assembling the half-cell with lithium foil as
the counter electrode, it was tested and exhibited a discharge capacity of 237 mAh/g at low
current density (C/40) for the first cycle. This study provides a feasible reference for the
fabrication of next-generation 3D-printed lithium-ion batteries using FDM technology.

In 2022, Soyeon Park et al. [58] prepared a blend using graphite as the active material,
carbon black, and multi-walled carbon nanotubes (CNTs) as the conductive additives, and
PLA as the sacrificial binder, and melted and extruded the blend into a composite filament
that could be used for 3D printing using a single-screw extruder. Then, the electrode active
layer was printed on the Cu foil in accordance with a pre-set printing procedure, obtaining
an electrode sheet containing the PLA binder. Next, the above electrode sheet was heat-
treated at 600 °C to remove the PLA, thereby obtaining a freestanding 3D graphite electrode
made of graphite and carbon additives (mass ratio of 7:3) (Figure 8). A half-cell assembled
with lithium foil as the counter electrode was tested, and the capacity retention was 86.4%
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after 50 cycles at 0.1C. Compared with the SC-processed cell, the specific capacity and
area capacity at 1C were increased by 200% and 260%, respectively, which has significant
potential to be further applied to the practical production of high-capacity electrodes.

+ PLA

Ball-milling
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B & ‘
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( P »
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Figure 7. Schematic diagram of solvent-free 3D-printed electrode process [57].

A Structured electrode additive manufacturing (SEAM)
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Figure 8. Schematic of additive manufacturing of 3D graphite thick electrode structure with out-of-
plane aligned structure [58]: (A) schematic diagram of graphite electrodes prepared by 3D printing;
(B) schematic and photograph of the multi-scale out-of-plane aligned 3D graphite electrode.

Using 3D printing technology, it is possible to precisely customize the scale dimensions
of electrodes to specific application scenarios [59]. However, there are some issues with
3D printing technology, namely that the process is not suitable for large-scale electrode
production manufacturing, but only for specific scenarios, such as microelectronics and
wearable devices [60]. Furthermore, the 3D printing process is slightly more demanding in
terms of equipment requirements compared to several other processes.



Materials 2024, 17, 2349

11 of 28

2.4. Powder Compression

The powder compression method uses a compressible active material to prepare the
active layer of the electrode. Compared with other dry electrode technologies, the most
obvious difference in the processing of the powder compression method is that while other
dry electrode technologies involve dry coating or dry deposition, the powder compression
method omits this process. The powder compression method is a simple process: the dry
battery material powder is mixed and pressed directly into the electrode by means of a hot
press or a hydraulic press, so the powder compression method is also known as the direct
pressing method.

The powder compression method can be performed without adding binder. In 2019,
Kirsch, D. J et al. mixed different active materials such as NCM, LFP, LCO, and porous
graphene and then pressed them directly with a hydraulic press (20-500 Mpa) to form
electrodes (Figure 9). Among them, the LFP cathode showed a rate performance and cycle
performance (capacity retention > 90% after 100 cycles at 0.2C) in a half-cell [61]. The
porous graphene is the key material for the process because the presence of voids within
the faces allows for the easy transfer of matter; porous graphene has been shown to be a
superior electrode material to ordinary graphene for application in the powder compression
method. This porous graphene powder can also be easily pressed into different shapes of
dense and strong electrodes without any solvent or binder at room temperature, and it has
high electrical conductivity and other properties that are important for the electrochemical
performance; therefore, it has great potential to be applied in the production of electrodes
for lithium-ion batteries [62]. 2020, Brandon A. Walker et al. [63] combined porous graphene
with NCM523; using a hydraulic press to hold the pressure for 5 min at 2025 MPa, then
dry electrodes were produced. The process is simple, scalable, solvent-free, and binder-
free; the entire process from powder mixing to electrode formation can be completed in
several minutes.

Dry Pressing Process — Solventless & Binderless

Mix dry powders, apply hydraulic pressure to

Mechanical
‘ Pressing

r
A Active battery
material
Air
escaping
_________ holey Graphene

form electrodes freestanding or on current collector

Figure 9. Preparation of LFP anode by direct pressing using compressible porous graphene [61].

The powder compression method also allows for the addition of a binder to create a
conventional electrode system containing active materials, conductive agent, and binder.
In 2023, Zhe Zhang et al. [64] reported a dry LFP cathode preparation process using PPC as
a binder. A powder mixture of LFP, multiwall CNTs mixed with CB, and PPC with a mass
ratio of 88:10:2 was first directly ball-milled for 12 h, and then hot-pressed at 120 °C to form
electrodes (Figure 10a). The lithium foil was used as the anode to assemble the half-cell, and
the test showed that the cathode had excellent cycling performance (capacity retention of
79.1% after 800 cycles); the electrode structure remained more intact after cycling compared
with that of the battery with PVDF as the binder, thus providing a new idea for the dry
electrode of the powder compression method.
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Figure 10. (1) Solvent-free dry cathode preparation process using PPC as binder [64]; (2) SEM images
of PPC-LFP cathode (a) before cycle, (b,c) after cycles, and (d) photograph of PPC-LFP cathode after
cycles. SEM images of PVDE-LFP cathode (e) before cycle,(f,g) after cycles, and (h) photograph of
PVDE-LFP cathode after cycles.

2.5. Polymer Fibrillation

In 2006, Maxwell Technology Inc. took the lead in developing polymer fibrillation-
based electrode manufacturing technology and applied for relevant patents [65,66]. This
technology is mainly applied to the preparation and production of supercapacitor elec-
trodes. In 2019, Tesla took the lead in putting this technology into the research and
commercial production of lithium battery electrodes for dry processing. In recent years,
this technology has become a hotspot in dry electrode technology that has been widely
researched and applied [28,67,68].

Although large-scale commercial production has been achieved, the technology is
very demanding in terms of the polymer binders. Polymer binders with the ability to be
fibrillated are required; such binders can form a filamentary fiber network structure under
the action of shear force, which is able to uniformly and firmly connect and encapsulate
the electrode active particles with conductive additives and other materials to form a
stable electrode active layer with minimal usage. Although some new binders have been
applied to the polymer fibrillation method [69] for several years, the binder with the best
practical results and the most applications is still polytetrafluoroethylene (PTFE) and its
derivative materials.

In the molecular chain structure of PTFE, fluorine and carbon main chain through the
high bonding energy of the C-F bond are closely linked (485 kJ /mol) [70] and around the
C-C main chain form a layer of low surface energy of the dense protective layer, which gives
PTFE high thermal stability, solvent resistance, low coefficient of friction, and many other
excellent characteristics. In addition, PTFE fine powders with a high degree of crystallinity
begin to become soft above the critical transition temperature of 19 °C, at which point the
friction between the fine powder particles triggers fibrillation once a shear force is applied
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to them. The fibers obtained can constrain the particles of the active material together
and are further hot pressed or rolled to form a self-supporting electrode film. As shown
in Figure 11, there are four main steps in the manufacture of dry electrodes using the
PTFE fibrillation method: (1) Dry mixing of the electrode material; (2) PTFE fibrillation;
the current fibrillation methods mainly include mortar and pestle milling [71] and high-
speed airflow impact [72]; (3) Calendering the electrode to the target thickness. This step
usually adopts roller pressing; (4) Preparation of the finished electrode: the self-supporting
film is combined with the collector at a certain temperature and pressure. This process is
compatible with current commercial lithium-ion battery production facilities and therefore
has great potential to replace the SC process.

1. Mixing 2. Fibrillation 3. Calendering 4. Press onto the collector
Figure 11. Steps of the PTFE fibrillation method electrode [73].

2.5.1. The Application of PTFE in Cathodes

In 2019, Hippaulf et al. [72] reported all-solid-state cathodes consisting of LiNig 9Coqg 5
Mny 950, /solid-state electrolytes (SEs)/carbon nanofibers (CNFs)/lithium-indium alloy
anode, in which they chose PTFE as the binder to prepare dry electrodes. The all-solid-
state cathodes were assembled using the dry solid-state electrolyte developed by another
group in a previous work [74]. By fibrillation and cold pressing process, they successfully
prepared cathodes with different PTFE contents (0.1 wt.%, 0.3 wt.%, 1 wt.%) and showed by
EIS tests that the resistance (53 Q) of cathodes with PTFE contents as low as 0.1 wt.% was
significantly lower than that of cathodes with 1 wt.% PTFE (263 ). The full battery was
tested with graphite as the anode and the results showed excellent cycling performance,
with a capacity retention rate of 93.6% after 100 cycles (the cut off potentials are 4.0 and
2.5V and the charge and discharge current is 0.35 and 0.7 mA cm 2, respectively).

In 2020, Zhou et al. [75] successfully applied the polymer fibrillation dry electrode
technology to the preparation of LFP electrodes (Figure 12), and PTFE was still chosen
as the binder. The process combined two processes: high-speed airflow impact (for the
pre-fibrillation of the mixed system of active material, conductive agent, and PTFE) and hot
pressing. The thickness of the electrodes was up to 120 um, and their compaction density
was almost 1.6 times higher than that of the corresponding wet process electrodes. Super
cells produced based on this method have a surface capacity of up to 1.4 mAh/cm? and a
volumetric energy density of 95 Wh/L, which is almost twice as high as that of wet process
cells. In addition, with a self-passivating solid electrolyte interface and the formation of a
stable PTFE fiber-mesh cladding structure, the assembled cell exhibits an excellent capacity
retention of 92% over 5000 cycles at a high current density of 1 A/g.

In addition to applications in NCM and LFP cathodes, in 2023, in the work of Weiliang
Yao et al. [76] (shown in Figure 13), lithium manganese nickelate (LiNig 5Mnj 504) electrodes
were prepared with the polymer fibrillation method using PTFE as the binder. This dry
electrode has ultra-high loading (~68 mg/cm?,~240 um) and excellent cycling stability;
assembling it (LNMO cathode) with graphite anode to form a full cell, the full cell was able
to exhibit 67% capacity retention after 300 cycles at 0.1C.
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Figure 12. Mid-scale LFP (40% activated carbon) electrode preparation, high-speed blowing fibrillated
PTFE process [75].
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Figure 13. Schematic diagram of the process of preparing LiNig5Mn; 504 electrode based on PTFE
fibrillation [76].

2.5.2. The Application of PTFE in Anodes

The polymer fibrillation method can be applied not only to the preparation of cathodes,
but also to the preparation of anodes for batteries. Maxwell not only used polymer fibrilla-
tion to prepare NCM cathodes, but also used the method to prepare graphite anodes [77].
The NCM/ graphite battery showed high rate performance and good cycle life under high
quality loading (36 mg/cm?) [78]. However, they also found that there was a capacity loss
when PTFE was used as the anode binder. Specifically, the initial coulombic efficiency (ICE)
was significantly lower than the coulombic efficiency (CE) of the subsequent charging and
discharging process, and this phenomenon occurred due to the fact that PTFE is prone
to gain electrons in the negative environment, which leads to some side reactions. This
problem has been reported in the study of SC electrodes employing PTFE as a cathode
binder [79].

In 2022, Yang Zhang et al. [80] successfully applied PTFE fibrillation technology to
graphite anodes by combining PVDF and PTFE as a composite binder. The mass ratio of
each component of the electrode was graphite/carbon black/PVDF/PTFE =90/5/2/3. The
purpose of adding PVDF is to use the bonding ability of PVDF to compensate for the loss
of PTFE during the first lithiation process and to continue to act as a binder to ensure the
structural stability of the electrode. A full cell was assembled with the resulting electrode
as the anode and the commercial LFP electrode as the cathode, and the capacity retention
rate of the full cell reached more than 95% after 50 cycles. However, the problem of capacity
loss in the first cycle still existed, and the ICE was 85.6%, while the CE in the second cycle
increased to 99%.
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Pre-mixing

In the same year, Yang Zhang et al. [81] selected different carbon materials (graphite/
soft carbon/hard carbon) as the active material, conductive carbon black as the conductive
agent, and PTFE as the binder in a mass ratio of 90:5:5 to successfully prepare different
dry anodes (Figure 14). Firstly, a V-mixer was used to dry-mix the electrode materials for
10 min, then a spray mill was used to fibrillate the PTFE, which was then rolled to form a
self-supporting film, and finally pressed onto the carbon-coated Cu collector. The full cell
was assembled using a commercial NCM523 electrode as the cathode, and the test results
showed that, although the ICE was still low, the full cell with a hard carbon dry-mixed
electrode as the anode exhibited excellent cycling performance (capacity retention of 90%
after 120 cycles) and rate performance, which has a great potential to be applied to the
Li-ion battery production line.

2. Fibrillization 3. Hot Pressing

i

1. Dry Mixing

4. Lamination
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Figure 14. Cathodes and anodes as well as electrolyte film prepared by PTFE fibrillation process [81].

In 2023, Yuri Suh et al. [71] chose graphite as the anode material and PTFE as the
binder, and fibrillated PTFE using mortar and pestle milling to prepare a dry graphite
anode (shown in Figure 15). The mass ratio of active material to binder was 98:2, and no
conductive agent was added to the dry mix, but a conductive layer was added to the Cu
collector. The test results showed that the charge transfer resistance of the dry electrode
was lower than that of the corresponding SC electrode. The full cell was assembled with
a commercial NCM electrode as the cathode and graphite as the anode, and the full cell
achieved 88% capacity retention after 300 cycles at a current rate of 0.5C.

Fabrication process of the dry-processed electrode

Fibrillation Lamination & Roll pressing

Robust electrode adhesion Dry electrode fabrication
of graphite and PTFE by through lamination (at high T)

Figure 15. Schematic diagram of graphite anode preparation by PTFE fibrillation method [71].
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The main problem in anode preparation is the instability of PTFE in anodes [79,81].
In 2009, Aisaku Nagaiwe et al. [82] used a theoretical computational model developed
by them to simulate and measure the HOMO and LUMO energy levels of a number
of common polymer binders, which provides a valuable reference for the selection of a
binder in practical applications. A set of calculations for various polymers and ethylene
carbonate (EC, a typical solvent) is given in Figure 16: each bar represents the calculated
electrochemical redox window for a particular polymer. The bottom of the bar represents
the HOMO energy level and its top represents the LUMO energy level. The HOMO energy
levels of PTFE, PVDEF, and polyacrylonitrile (PAN) are lower than those of several other
polymers, a result which indicates that PTFE, PVDE, and PAN are very strong in gaining
electrons and do not easily lose electrons, implying that polymers, represented by PTFE,
are very stable as binders in anodes. On the other hand, after a comparison from the
perspective of the LUMO energy level, it can be found that both polyethylene oxide (PEO)
and polypropylene oxide (PPO) have a high LUMO energy level, among which PEO has
the highest LUMO energy level, which indicates that their electron-gaining ability is very
strong, and they are very prone to losing electrons, so that both PEO and PPO can be stable
in the anode environment. As both of the polymers have very high HOMO, they may
be unstable in positive environments. In addition, PEO and PPO are soluble in organic
solvents and cannot be used as binders. Polyethylene (PE) has a high LUMO, which we
would expect to be stable in negative environments, but again, it is difficult to dissolve PE
in organic solvents. PVDF and SBR have almost the same LUMO energy level as PE, so
these compounds can be used as anode binders. PTFE also has the lowest LUMO energy
level, which means that compared to the other materials, PTFE is more prone to obtain
electrons in negative environment.

HOMO and LUMO (eV)

w

L
o

PVdF
PTFE}

Figure 16. HOMO and LUMO energy levels for various Li-ion battery components [82].

To solve this problem, a strategy was proposed and experimentally verified by Taegeun
Lee et al. [83] in 2024, in which the graphite particles were coated with a layer of PEO
or poly(vinylidene-fluoride—trifluoroethylene —chlorofluoroethylene) (P(VDE-TrFE-CFE))
that does not conduct electrons but conducts ions to partially block the occurrence of side
reactions of PTFE at the anode (Figure 17). A full cell assembled with a commercial NCM
electrode as the cathode was tested, and the results showed that the PEO and P(VDE-
TrFE-CFE) layers increased the initial discharge capacity of the battery from 157.7 mAh/g
(uncoated graphite anode) to 185.1 mAh/g and 182.5 mAh/g, respectively, and the ICE was
improved from 67.2% (uncoated graphite anode) to 79.1% and 77.8%; this work provides a
reliable idea for solving the instability problem of PTFE in anode.

In the same year, Ziqi Wei et al. [84] prepared a dry graphite anode using PEO-coated
graphite with PTFE as the fibrillated binder, and compared the contents of the side reaction
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components between the uncoated graphite anode and PEO-coated graphite anode with an
XPS test, which proved that the PEO-coated graphite anode had fewer side reactions; when
the half-cell was assembled using a lithium foil as the counter electrode for the test, the
PEO-coated graphite anode showed a much higher CE of 90.9% than that of the uncoated
graphite anode (69.5%), which again verified the feasibility of this strategy (Figure 18).
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Figure 17. Graphite surface-coated PEO and P(VDF-TrFE-CFE) to block PTFE side reactions [83].
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Figure 18. Significantly improved CE of PEO-coated graphite anode: (a) preparation process of
PEO-coated graphite anode; (b) first charge/discharge curves of PEO-coated graphite anode/Li
half-cell versus graphite anode/Li half-cell; (c) comparison of the peak intensity between graphite
anode and PEO-coated graphite anode in the XPS C 1s spectra for CH,-CF,-CH, and CF,-CF,-CF,
after cycling [84].
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2.5.3. Other Binders with the Ability to Be Fibrillated

In addition to PTFE, polymeric fibrillated binders include certain natural polymeric
materials such as sericin. Similar to PTFE, sericin also forms fibers under the shear force.
One possible explanation for the mechanism of fibrillation of sericin has been given by
the Japanese scientist Jun Magoshi [85]. In his study, he concluded that under the action
of shear force, the molecular chain of sericin unfolds and undergoes a transition from
a-helix to -folding, and at the same time the conformational transition generates oriented
microfibers under a rapidly increasing shear rate, which aggregate to form fibers. The
fibers formed by sericin are shorter and finer than those formed by PTFE. The smaller size
of sericin fibers may be explained by the low molecular weight of this natural polymer.

In 2022, Florian Schmidt et al. [69] for the first time, applied sericin as a fibrillated
binder in the manufacturing process of dry sulfur-carbon cathodes. Half-cell test results
showed that PTFE-based cathodes and sericin-based cathodes exhibited initial discharge
capacities of 1205 and 1203 mAh/g, respectively. After 50 cycles at 0.1C, PTFE-based
cathodes delivered 633 mAh/g, whereas the sericin-based one achieved 616 mAh/g; the
average CEs are 98.6% and 98.3%, respectively. Therefore, the application of sericin neither
significantly improved nor significantly degraded the performance of the battery. Therefore,
sericin is a promising biodegradable fluorine-free material that is environmentally friendly
and is expected to be an alternative to PTFE.

Polymer fibrillation technology can be applied in both cathodes and anodes, with good
scalability and compatibility, and has begun to be adopted on a large-scale commercial
scale, which is very promising for replacing the SC electrode technology. However, the
PTFE fibrillation method still has a significant amount to explore in terms of processing
and anode stability.

Different dry processes have different application scenarios and advantages and
disadvantages, as shown in Table 3; however, considering that the mainstream direction
of today’s commercial Li-ion battery production line is a roll-to-roll production line, the
polymer fibrillation and dry spraying deposition processes are more compatible with it.
For the polymer fibrillation process, PTFE has been chosen as the binder in the mainstream
direction so far; however, due to the instability of PTFE in anodes, there is a need to explore
polymers with a wide electrochemical window that can be fibrillated to replace PTFE. Dry
spraying deposition is suitable for both cathodes and anodes, where PVDF is mostly used.
Melt extrusion and 3D printing both obtain electrode semi-finished products by means of
an extruder; melt extrusion usually requires the use of a “sacrificial” binder represented by
PPC; however, PVDF and PLA are mostly chosen as the binder for 3D printing. Powder
compression is a simple process, suitable for the rapid production of electrodes, with or
without the addition of a binder.

Table 3. Summary of the dry process.

Operating

Procedure Binders Advantages Disadvantages Refs.
Temperature

Drv Spravin Can be used in almost all Hard to control mass

D}; (};)si t?ong Mostly PVDF. 20-120 °C types of particle-based loading, thickness, and [30-39]

P fabrications. homogeneity.

Hot Melting ) The process is 51mpl.e and A large amO}mt of.

and Extrusion PP, PW, SA, etc. >300 °C the equipment is polymer is required; high  [46,48-50]
inexpensive. operating temperature.
Strong designability. The .
3D printing PVDE, PLA and 180-230 °C shape of electrode is Not suitable for mass [57,58,86]

other polymers.

controllable.

production.
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Table 3. Cont.
Procedure Binders Operating Advantages Disadvantages Refs.
Temperature
. The electrode
Powde? Holey graphite Around 120 °C Easy to operate, and.no performance is [61,62,64]
compression and PPC. binder is usually required. .
relatively poor.
Low binder content;

Polymer .. o . . [69,72,75,76,

Fibrillation PTFE and sericin. 20-100 °C suitable for current “roll to Unstable at anode. 80,81,87]

roll” production lines.

3. Advantages of the Dry Process

As an emerging process, compared with the conventional SC electrode process, the
dry process has the following four main advantages: improvements in cell performance,
reduction in production costs, protection of environmental resources, and broadening the
range of applications.

3.1. Improve Cell Performance

The performance of lithium-ion batteries depends greatly on the composition and
microstructure of the electrodes. Unlike SC electrodes, dry electrodes can improve area
capacity and other electrochemical properties by changing the microstructure and morphol-
ogy. The electrode performance achieved with the dry process is more superior, mainly in
the following aspects.

3.1.1. Higher Compaction Density

Increasing the compaction density of the electrodes increases the volumetric energy
density of a lithium-ion battery because a high compaction density lithium-ion battery
means it can be loaded with more active material for the same volume.

High volumetric energy density is important for volume-constrained application
scenarios such as electric vehicles and consumer electronics. In the SC process, solvent
evaporation leaves a large number of pores inside the electrode and low compaction density
after calendering. The electrode porosity can be calculated with the following equation: [88].

€ =1— mMypeal/L (wam/paM + WB/PB + WA/ PcA)

where m,eq1, L, p, and w are surface mass load, electrode film thickness, electrode compo-
nent density, and mass fraction, respectively; and the subscripts AM, B, and CA are active
material, binder, and carbon additive, respectively. For commercial Li-ion batteries, the
porosity of the electrodes is usually in the range of 30-45% [89]. High porosity reduces
the volumetric energy density of Li-ion batteries. The compaction density achievable by
the dry process can be much higher than the wet process because of the lower porosity
inside the electrode. For example, the compaction density of a dry electrode with LFP as
the active material is almost 1.6 times higher than the corresponding SC electrode [75].

3.1.2. Better Rate Performance

The dry process electrode has better rate performance than the wet process electrode.
As shown in Figure 19 [90], a schematic diagram of the distribution of the conductive
agent and binder on the surface of the active material of the SC LFP electrode and the LFP
electrode obtained by the PTFE fibrillation method is given. In the dry process, the binder,
the active material, and the conductive additives undergo solvent-free mixing, and the
absence of an insulating layer around the active material is conducive to the transmission
of electrons and ions, resulting in a better rate performance [91]. In the wet process of
preparing the electrode, the binder is easy to form a tight insulating layer around the active
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particles, which is unfavorable for the transmission of electrons and ions, leading to a
decrease in the rate performance [92].

Wet-processed LFP electrode Dry-processed LFP electrode
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Figure 19. The distribution of conductive additives and polymer binder in an SC LFP electrode and
a dry LFP electrode [90].

3.1.3. Larger Area Capacity

For the conventional wet process, the binder gradient distribution due to solvent
evaporation and poor rate performance limits the thickness of SC electrodes [93] typically
to less than 200 um. However, if the binder and the active material are dry mixed, the binder
can be uniformly distributed around the active particles. Effective ion transport contributes
to the fabrication of electrodes with a high area capacity. The LFP electrodes prepared by
melt extrusion can reach a thickness of 500 um with an area capacity of 13.7 mAh/cm?,
which is much higher than that of the electrodes prepared by the SC method [50].

3.1.4. Better Mechanical Properties

Mechanical properties are important for the cycle performance of the battery, since
the loss of contact between the body of the electrode material and the fluid collector is
one of the most common causes of capacity loss in lithium-ion batteries. The mechanical
strength of LCO cathodes [32] prepared by a dry spraying process using 5% PVDF can
reach 148.8 kPa, whereas the mechanical strength of electrodes prepared by a wet process at
the same ratio is only 84.3 kPa. In addition, it has been shown that dry LCO cathodes with
1% PVDF can also exhibit a mechanical strength of 93.8 kPa, which is higher than that of
the corresponding wet process electrodes (83.4 kPa) [33]. The mechanical strength of LCO
cathodes is also higher than that of the corresponding wet process electrodes (83.4 kPa).
Improved mechanical strength also helps to avoid structural damage to the electrode during
operation, which contributes to higher yields and improved safety.

For the dry process, the binder is dry mixed with the active material and uniformly
distributed around the active material. The uniformly distributed binder increases the
contact between the collector and the electrode film, as well as the contact between the active
particles. In addition to increasing mechanical strength, the uniform binder distribution
can reduce the use of binder.

As a result, the dry process can achieve higher electrode bond strength as well as
higher electrode mechanical strength, compared to the wet process.
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3.1.5. More Ion Channels

In the wet process, the binder is dissolved in the solvent and floats upwards with
the solvent during drying, especially at high temperatures. The rapid evaporation of the
solvent leads to the inhomogeneous distribution of the electrode material. In the work of
Yuri Suh et al. [71], 3D XRM-reconstructed images of an SC graphite anode (graphite: SBR:
CMC = 97:1.5:1.5) and a dry graphite anode (PTFE as the binder) as well as the porosity
distributions at different locations were given, as shown in Figure 20, which shows that
the dry graphite anode has a more homogeneous distribution of porosities compared with
the SC electrode, which means that the dry graphite anode has a smoother lithium ion
transport path, conducive to improving the battery performance.
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Figure 20. (a,c) The 3D XRM reconstructed images of SC electrode (a) and dry-processed electrode (c);
(d) cross-sectional images of pore distribution in the top and bottom regions of wet-processed
electrodes (b1,b2) and dry-processed electrodes (d1,d2); (e) porosity of the top, bottom, and overall
layers of the wet- and dry-processed electrodes [71].

3.1.6. Fewer Residues

In the wet process, solvents and other processing aids used in the mixing process
cannot be completely removed and become residues. The residual solvent in the electrode
will also has side reactions with the electrolyte, resulting in the degradation of the elec-
trode’s performance, such as reduced capacity, generation of gas, and shortened life [94-96].
The dry process largely avoids the residues imposed during the manufacturing process,
allowing for better battery performance.

3.2. Reduce Production Costs

The dry process can potentially reduce costs in two ways, as follows.

3.2.1. Energy Savings

For most Li-ion battery production lines, energy consumption accounts for more than
47% of the electrode manufacturing cost [97]. For example, 10 kWh of electrical energy is
required to recover one kilogram of NMP [22].

Typically, the slurry preparation process takes several hours, and the mixing and
coating drying as well as the NMP recycling processes are energy-intensive and expensive,
provided that sufficient energy input is ensured [98-100]. In the dry process, the dry
mixing process can be as short as a few minutes, depending on the choice of mixer. More
importantly, the dry process does not involve drying and the recovery of solvents such as
NMP [32,72]. Significant energy savings can also be achieved.
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3.2.2. Low Cost of Materials and Equipment

In addjition to the energy savings mentioned above, these include lower raw material
usage and lower investment in equipment for the dry process. For the wet process, the
capital investment is higher as it requires a large plant facility to house the coater and NMP
recovery system. Coaters are expensive, and the cost of NMP recovery systems is also high,
with the cost of a GWh volume production line typically ranging from USD three million
to USD six million [18]. The total cost of electrode production is expected to decrease by
10-15 per cent with the dry process. As shown in Table 4, a comparison [32] of the various
overheads of the traditional wet process and the dry process for two lithium-ion battery
production lines shows that the capital consumption of the dry process is significantly
lower than that of the traditional wet process in all aspects.

Table 4. Cost analysis of wet and dry electrode production lines [32].

Lithium-Ion Battery Production

Direct Labor Eq(ilai};ir:\a:nt Plant Area Direct Labor EqCuaif)ir;aelnt Plant Area
(Hours/Year) (Millions) (Square Meters)  (Hours/Year) (Millions) (Square Meters)
Wet processing lines 511,871 109.85 12,569 595,918 139.10 15,958
Dry processing lines 441,021 94.28 10,918 499,600 112.61 13,326
Saving percentage 21.6% 14.2% 13.1% 16.2% 19.0% 16.5%

3.3. Protection of Environmental Resources

As an example, a 10 kWh battery production line emits about 1000 kg of CO, during
the coating and drying process [19]. The demand for Li-ion batteries for electric vehicles is
expected to exceed 1 TWh in 2030, and it is expected that 100 million tons of CO, emissions
would be reduced if all batteries were produced in a dry process, eliminating the coating
and drying process. Another environmental issue with lithium-ion battery production
is potential NMP leakage. A complex and expensive recycling system can achieve 99%
recovery of NMP [22] but the remaining waste still poses a threat to the environment.
NMP leakage poses a high health risk to operators and can lead to explosions when the
concentration of NMP vapor is too high.

3.4. Broadening the Range of Applications

Due to the solvent-free nature of the dry process, it can be applied to many liquid-
sensitive systems with a wider range of potential applications. Traditional liquid elec-
trolytes face the safety issue of being flammable and explosive, and different solid elec-
trolytes, especially sulfur-containing electrolytes, are sensitive to polar solvents, which
are prone to decomposition, leading to a short cycle life. Dry electrolytes can effectively
solve this problem, providing technical support for the preparation of dry electrolytes and
the development of all-solid-state batteries. Secondly, the dry process can be applied to
pre-lithiation, in which LixSi nanoparticles are used as the pre-lithiation reagents (PreLi).
However, Li,Si is unstable in common polar solvents (e.g., water for commercial electrode
production). In addition, the complexity of slurry preparation may lead to a loss of Lix5i ca-
pacity, resulting in low pre-lithiation efficiency [101,102]. Therefore, the use of a dry process
would eliminate the need for slurry preparation and enable efficient pre-lithiation (PreLi)
with Li,Si nanoparticles. Another common PreLi reagent is stabilized lithium metal powder,
which can only be used in non-polar solvents such as toluene [103,104]. The dry process
does not use solvents, and PreLi can be directly dry-mixed with active and conductive
additives. Finally, the dry electrode process is more compatible with current mainstream
roll-to-roll production lines, greatly expanding its practical production applications
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4. Challenges of the Dry Electrode Technology

With the development of electric vehicles and the growing demand for energy storage
systems, the ideal dry technology battery is expected to have a high energy density and
excellent cycling performance. From the production cost perspective, dry electrode technol-
ogy should reduce cost and improve efficiency. At the same time, safety issues need to be
taken into account. As one of the highly promising electrode manufacturing technologies,
the dry process technology is expected to replace the wet process currently used on a large
scale in state-of-the-art commercial lithium-ion batteries. However, a number of challenges
remain before this new technology can be commercialized.

4.1. Study of Dry Mixing Systems

In general, dry-mixed electrode materials of different sizes and densities have a
tendency to agglomerate, and in the polymer fibrillation method PTFE higher than 19 °C
will produce a crystalline change [105], which is prone to agglomerate. After agglomeration,
the pores between the active material and the conductive agent and binder become fewer,
which is not favorable to the conductivity of the electrode. Interfacial interactions between
the active material, binder, and conductive additive are critical for the uniform distribution
of the dry mixture. The conductivity of the binder is generally poor, and ideally, the binder
is modified on the active material with a limited degree of agglomeration to achieve the
goals of low binder dosage and the high mechanical strength of the electrodes; conductive
additives are also needed to improve the conductivity of the electrodes, and the conductive
additives should not be allowed to agglomerate. Therefore, one of the key issues of the
electrode structure design is also how to build a good conductive network. We need to
adjust the amount of conductive additives and binders according to different systems. In
order to optimize the dry process, the effects of surface energy and particle size on the
performance of dry blends need to be further investigated, but there are relatively few
related research works. In addition, the research work on the application of dry electrodes
in actual battery production is insufficient, and many details need to be optimized.

4.2. Determination of Electrode Parameters

The thickness, compaction density, and porosity of the electrode are parameters that
determine the performance of the electrode. Different dry processes have different effects
on electrode parameters. Thickness, as the name implies, refers to the thickness of the
final electrode after the electrode material undergoes roll pressing; generally speaking,
the greater the thickness, the greater the capacity of the electrode. The thickness of dry
electrodes is usually in the range of 80-150 um; if the thickness is too low, the loading of
active material will be insufficient, resulting in low capacity; if the thickness is too high,
the ion transport performance may be affected. Compaction density is another important
parameter, which is inversely proportional to porosity within a certain range. Like thickness,
generally speaking, the higher the compaction density, the higher the capacity of the battery.
However, if the compaction density is too large, the porosity is too low, many particles
tend to agglomerate, the point contact is reduced, the surface contact is dominant, and
the electrolyte is insufficient to infiltrate; the electronic and ionic conduction is blocked
which leads to the decrease in the battery’s fast charging performance; however, if the
compaction density is too small, the porosity increases, and the particles tend to form an
independent entity, and the contact between them is insufficient, and it is easy to isolate
the electronic conduction. Therefore, a suitable range of compaction densities can ensure
that the particles are in full contact with each other without blocking the ionic movement
channel, and at the same time ensuring that the electrons have good conductivity and fast
ionic movement during the high-current discharge, reducing the discharge polarization,
and improving the discharge platform voltage. Therefore, it is very important to determine
the appropriate electrode parameters according to different processes.
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4.3. Selection and Optimization of the Binder

Different dry processes require different binders. Fluorine-containing binders such
as PVDF and PTFE have been chosen by many researchers. PVDF has a wider range of
applications and is more commonly used in the dry spraying deposition method, whereas
thermoplastics are mostly used in 3D printing and melt extrusion processes. So far, the
dominant binder choice for the preparation of dry electrodes using the means of polymer
fibrillation is still PTFE. However, in anode applications, its use is limited because it is
unstable under low voltage conditions. Moreover, for cathode materials such as LFP, PTFE
is not suitable for the fabrication of LFP cathodes because the hardness of LFP is too high
and it is easy to break during the production and processing of electrode sheets. In order to
solve the above problems, it is necessary to either explore binders that have good stability
under large voltage windows and can be fibrillated or to modify existing binders such
as PTFE; improvements can also be made by adding additives. Binders for other dry
processes such as 3D printing and melt extrusion need to be heated above the melting
point to increase the contact area. The development of suitable low melting point polymer
binders is beneficial for these processes. The powder compression method mostly uses its
own binder with strong bonding properties, such as PVDEF, or does not add a binder but
uses other materials instead.

5. Conclusions

The introduction of dry electrode technology in the lithium-ion battery industry has
altered the microstructure and production procedures of the electrodes. In comparison to
the conventional wet process, this method can maintain a sufficiently smooth ion trans-
port pathway while preserving a large enough mechanical strength of the electrode. Dry
electrode technology is a promising electrode processing technology, which mainly in-
cludes dry spraying deposition, melt extrusion, 3D printing, powder compression, and
polymer fibrillation. Compared with the traditional wet electrode technology, dry electrode
technology offers lower costs, higher efficiency, and significant cell performance, which
has significant potential to be used in future production lines of LIBs. However, before
replacing wet electrode technology, the dry electrode technology still requires further de-
velopment and improvement. The dry technology still faces many challenges, such as
determining the parameters of the electrode sheet and selecting appropriate binders for
various dry processes. The binders used in the dry process are still under development,
with the exception of PVDF and PTFE. The modification of the developed binder to meet
the various requirements of the process is also a crucial topic.

Author Contributions: Conceptualization, K.Z. and Z.C.; methodology, X.W.; software, D.L.; valida-
tion, X.W., H.S. and H.Z.; formal analysis, K.Z.; investigation, X.W.; resources, H.S.; data curation,
H.Z.; writing—original draft preparation, K.Z.; writing—review and editing, Z.C.; visualization, J.G.;
supervision, C.R.; project administration, Z.C.; funding acquisition, D.L., ].G. and C.R. All authors
have read and agreed to the published version of the manuscript.

Funding: This work is financially supported by the Major Science and Technology Projects for Inde-
pendent Innovation of China, FAW Group Co., Ltd. (Grant Nos. 20220301018GX and 20220301019GX),
the National Natural Science Foundation of China (No. 22075096), the Jilin Provincial Science and
Technology Development Project of China (20220201104GX, YDZJ202203CGZH028) and the Jilin
Provincial Department of Education Science and Technology Project (No. JJKH20231130K]J).

Institutional Review Board Statement: Not Applicable.
Informed Consent Statement: Not Applicable.
Data Availability Statement: Data are available in the source publications listed in the bibliography.

Conflicts of Interest: The authors declare that this study received funding from China FAW Group Co.,
Ltd. The funder had the following involvement with the study: software, visualization, supervision.
Author Dan Lj, Jingwan Gao, and Changru Rong were employed by the company China FAW Group
Co., Ltd. The remaining authors declare that the research was conducted in the absence of any
commercial or financial relationships that could be construed as potential conflicts of interest.



Materials 2024, 17, 2349 25 of 28

References

1. Dunn, B.; Kamath, H.; Tarascon, J.-M. Electrical Energy Storage for the Grid: A Battery of Choices. Science 2011, 334, 928-935.
[CrossRef] [PubMed]

2. Zhang, K.; Han, X; Hu, Z.; Zhang, X.; Tao, Z.; Chen, J. Nanostructured Mn-based Oxides for Electrochemical Energy Storage and
Conversion. Chem. Soc. Rev. 2015, 44, 699-728. [CrossRef] [PubMed]

3. Muldoon, J.; Bucur, C.B.; Gregory, T. Quest for Nonaqueous Multivalent Secondary Batteries: Magnesium and Beyond. Chem. Rev.
2014, 114, 11683-11720. [CrossRef] [PubMed]

4. Goodenough, J.B.; Park, K.S. The Li-Ion Rechargeable Battery: A Perspective. J. Am. Chem. Soc. 2013, 135, 1167-1176. [CrossRef]
[PubMed]

5. Thackeray, M.M.; Wolverton, C.; Isaacs, E.D. Electrical Energy Storage for Transportation—Approaching the Limits of, and Going
Beyond, Lithium-Ion Batteries. Energy Environ. Sci. 2012, 5, 7854-7863. [CrossRef]

6.  Zubi, G.; Dufo-Lépez, R.; Carvalho, M.; Pasaoglu, G. The Lithium-Ion Battery: State of the Art and Future Perspectives. Renew.
Sustain. Energy Rev. 2018, 89, 292-308. [CrossRef]

7. Shen, H.; Wang, Q.; Chen, Z.; Rong, C.; Chao, D. Application and Development of Silicon Anode Binders for Lithium-Ion Batteries.
Materials 2023, 16, 4266. [CrossRef] [PubMed]

8. Xu, J.; Cai, X,; Cai, S.; Shao, Y.; Hu, C.; Lu, S.; Ding, S. High-Energy Lithium-Ion Batteries: Recent Progress and a Promising
Future in Applications. Energy Environ. Mater. 2023, 6, €12450. [CrossRef]

9. Zhan, C.; Cai, F; Amine, K.; Lu, J. Advanced Lithium Batteries for Automobile Applications at ABAA-9. ACS Energy Lett. 2017, 2,
1628-1631. [CrossRef]

10. Wood, D.L.; Wood, M.; Li, J.; Du, Z.; Ruther, RE.; Hays, K.A.; Muralidharan, N.; Geng, L.; Mao, C.; Belharouak, I. Perspectives on
the Relationship Between Materials Chemistry and Roll-to-Roll Electrode Manufacturing for High-Energy Lithium-Ion Batteries.
Energy Storage Mater. 2020, 29, 254-265. [CrossRef]

11. Schnell, J.; Giinther, T.; Knoche, T.; Vieider, C.; Kohler, L.; Just, A.; Keller, M.; Passerini, S.; Reinhart, G. All-Solid-State Lithium-Ion
and Lithium Metal Batteries—Paving the Way to Large-Scale Production. J. Power Source 2018, 382, 160-175. [CrossRef]

12.  Berckmans, G.; Messagie, M.; Smekens, J.; Omar, N.; Vanhaverbeke, L. Cost Projection of State of the Art Lithium-Ion Batteries for
Electric Vehicles Up to 2030. Energies 2017, 10, 1314. [CrossRef]

13.  Schmitt, M.; Baunach, M.; Wengeler, L.; Peters, K.; Junges, P.; Scharfer, P.; Schabel, W. Slot-Die Processing of Lithium-Ion Battery
Electrodes—Coating Window Characterization. Chem. Eng. Process. Process Intensif. 2013, 68, 32-37. [CrossRef]

14.  Schmitt, M.; Scharfer, P.; Schabel, W. Slot Die Coating of Lithium-Ion Battery Electrodes: Investigations on Edge Effect Issues for
Stripe and Pattern Coatings. J. Coat. Technol. Res. 2013, 11, 57-63. [CrossRef]

15. Kraytsberg, A.; Ein-Eli, Y. Conveying Advanced Li-lon Battery Materials into Practice The Impact of Electrode Slurry Preparation
Skills. Adv. Energy Mater. 2016, 6, 1600655. [CrossRef]

16. Haufroid, V.; Jaeger, VK ; Jeggli, S.; Eisenegger, R.; Bernard, A.; Friedli, D.; Lison, D.; Hotz, P. Biological Monitoring and Health
Effects of Low-Level Exposure to N-Methyl-2-Pyrrolidone: A Cross-Sectional Study. Int. Arch. Occup. Environ. Health 2014, 87,
663—674. [CrossRef]

17. Wang, M.; Dong, X.; Escobar, I.C.; Cheng, Y.-T. Lithium Ion Battery Electrodes Made Using Dimethyl Sulfoxide (DMSO)—A Green
Solvent. ACS Sustain. Chem. Eng. 2020, 8, 11046-11051. [CrossRef]

18.  Wood, D.L.; Quass, ].D.; Li, J.; Ahmed, S.; Ventola, D.; Daniel, C. Technical and Economic Analysis of Solvent-Based Lithium-Ion
Electrode Drying with Water and NMP. Dry. Technol. 2018, 36, 234-244. [CrossRef]

19. Zackrisson, M.; Avellan, L.; Orlenius, J. Life Cycle Assessment of Lithium-Ion Batteries for Plug-in Hybrid Electric Vehicles—Critical
Issues. J. Clean. Prod. 2010, 18, 1519-1529. [CrossRef]

20. Klemens, J.; Schneider, L.; Herbst, E.C.; Bohn, N.; Miiller, M.; Bauer, W.; Scharfer, P.; Schabel, W. Drying of NCM Cathode
Electrodes with Porous, Nanostructured Particles Versus Compact Solid Particles: Comparative Study of Binder Migration as a
Function of Drying Conditions. Energy Technol. 2022, 10, 2100985. [CrossRef]

21. von Horstig, M.-W.; Schoo, A.; Loellhoeffel, T.; Mayer, ].K.; Kwade, A. A Perspective on Innovative Drying Methods for
Energy-Efficient Solvent-Based Production of Lithium-Ion Battery Electrodes. Energy Technol. 2022, 10, 2200689. [CrossRef]

22.  Ahmed, S.; Nelson, PA.; Gallagher, K.G.; Dees, D.W. Energy Impact of Cathode Drying and Solvent Recovery During Lithium-Ion
Battery Manufacturing. |. Power Source 2016, 322, 169-178. [CrossRef]

23. Susarla, N.; Ahmed, S.; Dees, D.W. Modeling and Analysis of Solvent Removal During Li-Ion Battery Electrode Drying. J. Power
Source 2018, 378, 660-670. [CrossRef]

24. 1i,];Lu, Y, Yang, T,; Ge, D.; Wood, D.L., 3rd; Li, Z. Water-Based Electrode Manufacturing and Direct Recycling of Lithium-Ion
Battery Electrodes-A Green and Sustainable Manufacturing System. iScience 2020, 23, 101081. [CrossRef]

25. Zhang, S.S.; Xu, K.; Jow, T.R. Evaluation on a Water-Based Binder for the Graphite Anode of Li-Ion Batteries. ]. Power Source 2004,
138, 226-231. [CrossRef]

26. Ryu, M.; Hong, YK,; Lee, S.Y.; Park, J.H. Ultrahigh Loading Dry-Process for Solvent-Free Lithium-Ion Battery Electrode
Fabrication. Nat. Commun. 2023, 14, 1316. [CrossRef]

27. Verdier, N; Foran, G.; Lepage, D.; Prebe, A.; Ayme-Perrot, D.; Dolle, M. Challenges in Solvent-Free Methods for Manufacturing

Electrodes and Electrolytes for Lithium-Based Batteries. Polymers 2021, 13, 323. [CrossRef]


https://doi.org/10.1126/science.1212741
https://www.ncbi.nlm.nih.gov/pubmed/22096188
https://doi.org/10.1039/C4CS00218K
https://www.ncbi.nlm.nih.gov/pubmed/25200459
https://doi.org/10.1021/cr500049y
https://www.ncbi.nlm.nih.gov/pubmed/25343313
https://doi.org/10.1021/ja3091438
https://www.ncbi.nlm.nih.gov/pubmed/23294028
https://doi.org/10.1039/c2ee21892e
https://doi.org/10.1016/j.rser.2018.03.002
https://doi.org/10.3390/ma16124266
https://www.ncbi.nlm.nih.gov/pubmed/37374450
https://doi.org/10.1002/eem2.12450
https://doi.org/10.1021/acsenergylett.7b00407
https://doi.org/10.1016/j.ensm.2020.04.036
https://doi.org/10.1016/j.jpowsour.2018.02.062
https://doi.org/10.3390/en10091314
https://doi.org/10.1016/j.cep.2012.10.011
https://doi.org/10.1007/s11998-013-9498-y
https://doi.org/10.1002/aenm.201600655
https://doi.org/10.1007/s00420-013-0906-5
https://doi.org/10.1021/acssuschemeng.0c02884
https://doi.org/10.1080/07373937.2017.1319855
https://doi.org/10.1016/j.jclepro.2010.06.004
https://doi.org/10.1002/ente.202100985
https://doi.org/10.1002/ente.202200689
https://doi.org/10.1016/j.jpowsour.2016.04.102
https://doi.org/10.1016/j.jpowsour.2018.01.007
https://doi.org/10.1016/j.isci.2020.101081
https://doi.org/10.1016/j.jpowsour.2004.05.056
https://doi.org/10.1038/s41467-023-37009-7
https://doi.org/10.3390/polym13030323

Materials 2024, 17, 2349 26 of 28

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.
56.

Zhang, Y.; Lu, S.; Wang, Z.; Volkov, V.; Lou, E; Yu, Z. Recent Technology Development in Solvent-Free Electrode Fabrication for
Lithium-Ion Batteries. Renew. Sustain. Energy Rev. 2023, 183, 113515. [CrossRef]

Bouguern, M.D.; Madikere Raghunatha Reddy, A.K.; Li, X.; Deng, S.; Laryea, H.; Zaghib, K. Engineering Dry Electrode
Manufacturing for Sustainable Lithium-Ion Batteries. Batteries 2024, 10, 39. [CrossRef]

Al-Shroofy, M.; Zhang, Q.; Xu, J.; Chen, T.; Kaur, A.P; Cheng, Y.-T. Solvent-Free Dry Powder Coating Process for Low-Cost
Manufacturing of LiNi; ;3Mn; ;3C0; /30, Cathodes in Lithium-Ion Batteries. J. Power Source 2017, 352, 187-193. [CrossRef]
Park, D.-W.; Carias, N.A.; Wagner, N.; Friedrich, K.A. Novel Solvent-Free Direct Coating Process for Battery Electrodes and Their
Electrochemical Performance. J. Power Source 2016, 306, 758-763. [CrossRef]

Ludwig, B.; Zheng, Z.; Shou, W.; Wang, Y.; Pan, H. Solvent-Free Manufacturing of Electrodes for Lithium-ion Batteries. Sci. Rep.
2016, 6, 23150. [CrossRef] [PubMed]

Ludwig, B.; Liu, J.; Chen, LM.; Liu, Y.; Shou, W.; Wang, Y.; Pan, H. Understanding Interfacial-Energy-Driven Dry Powder Mixing
for Solvent-Free Additive Manufacturing of Li-Ion Battery Electrodes. Adv. Mater. Interfaces 2017, 4, 1700570. [CrossRef]
Schilicke, G.; Landwehr, I; Dinter, A.; Pettinger, K.-H.; Haselrieder, W.; Kwade, A. Solvent-Free Manufacturing of Electrodes for
Lithium-Ion Batteries via Electrostatic Coating. Energy Technol. 2019, 8, 1900309. [CrossRef]

Lee, S.H.; Huang, C.; Johnston, C.; Grant, P.S. Spray Printing and Optimization of Anodes and Cathodes for High Performance
Li-Ion Batteries. Electrochim. Acta 2018, 292, 546-557. [CrossRef]

Liu, J.; Ludwig, B.; Liu, Y.; Pan, H.; Wang, Y. Strengthening the Electrodes for Li-Ion Batteries with a Porous Adhesive Interlayer
through Dry-Spraying Manufacturing. ACS Appl. Mater. Interfaces 2019, 11, 25081-25089. [CrossRef]

Liu, J.; Ludwig, B.; Liu, Y.; Zheng, Z.; Wang, F,; Tang, M.; Wang, J.; Wang, J.; Pan, H.; Wang, Y. Scalable Dry Printing Manufacturing
to Enable Long-Life and High Energy Lithium-Ion Batteries. Adv. Mater. Technol. 2017, 2, 1700106. [CrossRef]

Zhen, E.; Jiang, J.; Lv, C.; Huang, X.; Xu, H.; Dou, H.; Zhang, X. Effects of Binder Content on Low-Cost Solvent-Free Electrodes
Made by Dry-Spraying Manufacturing for Lithium-Ion Batteries. ]. Power Source 2021, 515, 230644. [CrossRef]

Yonaga, A.; Kawauchi, S.; Mori, Y.; Xuanchen, L.; Ishikawa, S.; Nunoshita, K.; Inoue, G.; Matsunaga, T. Effects of Dry Powder
Mixing on Electrochemical Performance of Lithium-Ion Battery Electrode Using Solvent-Free Dry Forming Process. J. Power
Source 2023, 581, 233466. [CrossRef]

Kim, J.; Park, K; Kim, M.; Lee, H.; Choi, J.; Park, H.B.; Kim, H.; Jang, J.; Kim, Y.H.; Song, T.; et al. 10 mAh cm~2 Cathode by
Roll-to-Roll Process for Low Cost and High Energy Density Li-Ion Batteries. Adv. Energy Mater. 2024, 14, 2303455. [CrossRef]
Huang, P; Xu, S.; Zhong, W.; Fu, H.; Luo, Y.; Xiao, Z.; Zhang, M. Carbon Quantum Dots Inducing Formation of 3 Phase in
PVDE-HEFP to Improve the Piezoelectric Performance. Sens. Actuators A Phys. 2021, 330, 112880. [CrossRef]

Oliveira, F; Leterrier, Y.; Manson, ].A.; Sereda, O.; Neels, A.; Dommann, A.; Damjanovic, D. Process Influences on the Structure,
Piezoelectric, and Gas-Barrier Properties of PVDE-TrFE Copolymer. |. Polym. Sci. Part B Polym. Phys. 2014, 52, 496-506. [CrossRef]
Keller, D.G.; Giovannoni, R.T.; MacFadden, K.O. Extrusion of Electrode Material by Liquid Injection into Extruder Barrel. U.S.
Patent 5,725,822, 10 March 1998.

Lavoie, P.-A ; Laliberté, R.; Besner, S.; Gagnon, Y.; Simoneau, M.; Vallée, A. Positive Electrode Films for Alkali Metal Polymer
Batteries and Method for Making Same. U.S. Patent 7,700,018, 20 April 2010.

Dreger, H.; Haselrieder, W.; Kwade, A. Influence of Dispersing by Extrusion and Calendering on the Performance of Lithium-Ion
Battery Electrodes. |. Energy Storage 2019, 21, 231-240. [CrossRef]

Astafyeva, K.; Dousset, C.; Bureau, Y.; Stalmach, S.L.; Dufour, B. High Energy Li-Ion Electrodes Prepared via a Solventless Melt
Process. Batter. Supercaps 2020, 3, 341-343. [CrossRef]

Haarmann, M.; Haselrieder, W.; Kwade, A. Extrusion-Based Processing of Cathodes: Influence of Solid Content on Suspension
and Electrode Properties. Energy Technol. 2019, 8, 1801169. [CrossRef]

El Khakani, S.; Verdier, N.; Lepage, D.; Prébé, A.; Aymé-Perrot, D.; Rochefort, D.; Dollé, M. Melt-Processed Electrode for Lithium
Ion Battery. J. Power Source 2020, 454, 227884. [CrossRef]

Sotomayor, M.E.; de la Torre-Gamarra, C.; Levenfeld, B.; Sanchez, ] .-Y.; Varez, A.; Kim, G.-T,; Varzi, A.; Passerini, S. Ultra-Thick
Battery Electrodes for High Gravimetric and Volumetric Energy Density Li-lon Batteries. J. Power Source 2019, 437, 226923.
[CrossRef]

de la Torre-Gamarra, C.; Sotomayor, M.E.; Sanchez, ] -Y.; Levenfeld, B.; Varez, A.; Laik, B.; Pereira-Ramos, J.-P. High Mass Loading
Additive-Free LiFePO, Cathodes with 500 um Thickness for High Areal Capacity Li-Ion Batteries. J. Power Source 2020, 458,
228033. [CrossRef]

Sun, K; Wei, T.S.; Ahn, B.Y,; Seo, ].Y.; Dillon, S.J.; Lewis, J.A. 3D Printing of Interdigitated Li-lon Microbattery Architectures. Adv.
Mater. 2013, 25, 4539-4543. [CrossRef] [PubMed]

Fu, K;; Wang, Y;; Yan, C; Yao, Y.; Chen, Y.; Dai, J.; Lacey, S.; Wang, Y.; Wan, J.; Li, T.; et al. Graphene Oxide-Based Electrode Inks
for 3D-Printed Lithium-Ion Batteries. Adv. Mater. 2016, 28, 2587-2594. [CrossRef] [PubMed]

Maurel, A.; Grugeon, S.; Armand, M.; Fleutot, B.; Courty, M.; Prashantha, K.; Davoisne, C.; Tortajada, H.; Panier, S.; Dupont, L.
Overview on Lithium-Ion Battery 3D-Printing by Means of Material Extrusion. ECS Trans. 2020, 98, 3. [CrossRef]

Osswald, T.A.; Puentes, J.; Kattinger, J. Fused Filament Fabrication Melting Model. Addit. Manuf. 2018, 22, 51-59. [CrossRef]
Carneiro, O.S; Silva, A.F.; Gomes, R. Fused Deposition Modeling with Polypropylene. Mater. Des. 2015, 83, 768-776. [CrossRef]
Too, M.H.; Leong, K.E; Chua, C.K; Du, Z.H.; Yang, S.F; Cheah, C.M.; Ho, S.L. Investigation of 3D Non-Random Porous Structures
by Fused Deposition Modelling. Int. ]. Adv. Manuf. Technol. 2002, 19, 217-223. [CrossRef]


https://doi.org/10.1016/j.rser.2023.113515
https://doi.org/10.3390/batteries10010039
https://doi.org/10.1016/j.jpowsour.2017.03.131
https://doi.org/10.1016/j.jpowsour.2015.12.066
https://doi.org/10.1038/srep23150
https://www.ncbi.nlm.nih.gov/pubmed/26984488
https://doi.org/10.1002/admi.201700570
https://doi.org/10.1002/ente.201900309
https://doi.org/10.1016/j.electacta.2018.09.132
https://doi.org/10.1021/acsami.9b03020
https://doi.org/10.1002/admt.201700106
https://doi.org/10.1016/j.jpowsour.2021.230644
https://doi.org/10.1016/j.jpowsour.2023.233466
https://doi.org/10.1002/aenm.202303455
https://doi.org/10.1016/j.sna.2021.112880
https://doi.org/10.1002/polb.23443
https://doi.org/10.1016/j.est.2018.11.028
https://doi.org/10.1002/batt.201900187
https://doi.org/10.1002/ente.201801169
https://doi.org/10.1016/j.jpowsour.2020.227884
https://doi.org/10.1016/j.jpowsour.2019.226923
https://doi.org/10.1016/j.jpowsour.2020.228033
https://doi.org/10.1002/adma.201301036
https://www.ncbi.nlm.nih.gov/pubmed/23776158
https://doi.org/10.1002/adma.201505391
https://www.ncbi.nlm.nih.gov/pubmed/26833897
https://doi.org/10.1149/09813.0003ecst
https://doi.org/10.1016/j.addma.2018.04.030
https://doi.org/10.1016/j.matdes.2015.06.053
https://doi.org/10.1007/s001700200016

Materials 2024, 17, 2349 27 of 28

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

71.

72.

73.

74.

75.

76.

77.

78.

79.

80.

81.

82.

83.

84.

Maurel, A.; Russo, R.; Grugeon, S.; Panier, S.; Dupont, L. Environmentally Friendly Lithium-Terephthalate/Polylactic Acid
Composite Filament Formulation for Lithium-Ion Battery 3D-Printing via Fused Deposition Modeling. ECS J. Solid State Sci.
Technol. 2021, 10, 037004. [CrossRef]

Park, S.; Shi, B.; Shang, Y.; Deng, K.; Fu, K. Structured Electrode Additive Manufacturing for Lithium-Ion Batteries. Nano Lett.
2022, 22, 9462-9469. [CrossRef] [PubMed]

Foo, C.Y,; Lim, H.N.; Mahdi, M.A.; Wahid, M.H.; Huang, N.M. Three-Dimensional Printed Electrode and Its Novel Applications
in Electronic Devices. Sci. Rep. 2018, 8, 7399. [CrossRef]

Wang, Y.; Chen, C.; Xie, H.; Gao, T.; Yao, Y.; Pastel, G.; Han, X; Li, Y.; Zhao, ]J.; Fu, K.K,; et al. 3D-Printed All-Fiber Li-Ion Battery
toward Wearable Energy Storage. Adv. Funct. Mater. 2017, 27, 1703140. [CrossRef]

Kirsch, D.J.; Lacey, S.D.; Kuang, Y.; Pastel, G.; Xie, H.; Connell, ].W,; Lin, Y.; Hu, L. Scalable Dry Processing of Binder-Free
Lithium-Ion Battery Electrodes Enabled by Holey Graphene. ACS Appl. Energy Mater. 2019, 2, 2990-2997. [CrossRef]

Han, X.; Yang, Z.; Zhao, B.; Zhu, S.; Zhou, L.; Dai, J.; Kim, ].W,; Liu, B.; Connell, JW,; Li, T.; et al. Compressible, Dense,
Three-Dimensional Holey Graphene Monolithic Architecture. ACS Nano 2017, 11, 3189-3197. [CrossRef]

Walker, B.A ; Plaza-Rivera, C.O.; Sun, S.-S.; Lu, W.; Connell, ].W,; Lin, Y. Dry-Pressed Lithium Nickel Cobalt Manganese Oxide
(NCM) Cathodes Enabled by Holey Graphene Host. Electrochim. Acta 2020, 362, 137129. [CrossRef]

Zhang, Z.; Han, D.; Xiao, M.; Wang, S.; Feng, Y.; Huang, S.; Meng, Y. New Potential Substitute of PVDF Binder: Poly(Propylene Car-
bonate) for Solvent-Free Manufacturing High-Loading Cathodes of LiFePOy, | Li Batteries. Ionics 2023, 29, 3895-3906. [CrossRef]
Mitchell, P.; Zhong, L.; Xi, X. Recyclable Dry Particle Based Adhesive Electrode and Methods of Making Same. U.S. Patent
7,342,770, 11 March 2008.

Mitchell, P,; Xi, X.; Zhong, L.; Zou, B. Particle Packaging Systems and Methods. U.S. Patent Application 11/116,882, 10
November 2005.

Lu, Y,; Zhao, C.-Z.; Yuan, H.; Hu, ].-K,; Huang, J.-Q.; Zhang, Q. Dry Electrode Technology, the Rising Star in Solid-State Battery
Industrialization. Matter 2022, 5, 876-898. [CrossRef]

Wang, X.; Chen, S.; Zhang, K.; Huang, L.; Shen, H.; Chen, Z.; Rong, C.; Wang, G.; Jiang, Z. A Polytetrafluoroethylene-Based
Solvent-Free Procedure for the Manufacturing of Lithium-Ion Batteries. Materials 2023, 16, 7232. [CrossRef] [PubMed]
Schmidt, F.; Kirchhoff, S.; Jagle, K.; De, A.; Ehrling, S.; Hartel, P.; Dorfler, S.; Abendroth, T.; Schumm, B.; Althues, H.; et al.
Sustainable Protein-Based Binder for Lithium-Sulfur Cathodes Processed by a Solvent-Free Dry-Coating Method. ChemSusChem
2022, 15, €202201320. [CrossRef]

Zhang, G.; Fu, Y,; Zhang, Q.; Xie, Z. Benzo[1,2-b:4,5-b’]dithiophene-Dioxopyrrolothiophen Copolymers for High Performance
Solar Cells. Chem. Commun. 2010, 46, 4997-4999. [CrossRef] [PubMed]

Suh, Y,; Koo, ] K,; Im, H.-J.; Kim, Y.-J. Astonishing Performance Improvements of Dry-Film Graphite Anode for Reliable
Lithium-Ion Batteries. Chem. Eng. J. 2023, 476, 146299. [CrossRef]

Hippauf, FE; Schumm, B.; Doerfler, S.; Althues, H.; Fujiki, S.; Shiratsuchi, T.; Tsujimura, T.; Aihara, Y.; Kaskel, S. Overcoming
Binder Limitations of Sheet-Type Solid-State Cathodes Using a Solvent-Free Dry-Film Approach. Energy Storage Mater. 2019, 21,
390-398. [CrossRef]

Matthews, G.; Wheeler, S.; Ramirez-Gonzalez, J.; Grant, P. Solvent-Free NMC Electrodes for Li-Ion Batteries: Unravelling the
Microstructure and Formation of the PTFE Nano-Fibril Network. Front. Energy Res. 2023, 11, 1336344. [CrossRef]

Rayavarapu, P.R.; Sharma, N.; Peterson, V.K.; Adams, S. Variation in Structure and Li*-Ion Migration in Argyrodite-Type LigPS5X
(X =Cl, Br, I) Solid Electrolytes. J. Solid State Electrochem. 2011, 16, 1807-1813. [CrossRef]

Zhou, H,; Liu, M.; Gao, H.; Hou, D.; Yu, C,; Liu, C.; Zhang, D.; Wu, J.-C.; Yang, J.; Chen, D. Dense Integration of Solvent-Free
Electrodes for Li-Ion Supercabattery with Boosted Low Temperature Performance. J. Power Source 2020, 473, 228553. [CrossRef]
Yao, W.; Chouchane, M.; Li, W,; Bai, S.; Liu, Z.; Li, L.; Chen, A.X,; Sayahpour, B.; Shimizu, R.; Raghavendran, G.; et al. A 5 V-Class
Cobalt-Free Battery Cathode with High Loading Enabled by Dry Coating. Energy Environ. Sci. 2023, 16, 1620-1630. [CrossRef]
Duong, H.; Suszko, A.; Feigenbaum, H. (Invited) Dry Electrode Process Technology. ECS Meet. Abstr. 2016, MA2016-01, 475.
Duong, H.; Shin, J.; Yudi, Y. Dry electrode coating technology. Power Sources Conf. 2018, 3, 34-37.

Li, G.; Xue, R.; Chen, L. The Influence of Polytetrafluorethylene Reduction on the Capacity Loss of the Carbon Anode for Lithium
Ton Batteries. Solid State Ion. 1996, 90, 221-225. [CrossRef]

Zhang, Y,; Lu, S.; Lou, F; Yu, Z. Leveraging Synergies by Combining Polytetrafluorethylene with Polyvinylidene Fluoride for
Solvent-Free Graphite Anode Fabrication. Energy Technol. 2022, 10, 2200732. [CrossRef]

Zhang, Y.; Huld, F; Lu, S.; Jektvik, C.; Lou, E; Yu, Z. Revisiting Polytetrafluorethylene Binder for Solvent-Free Lithium-Ion Battery
Anode Fabrication. Batteries 2022, 8, 57. [CrossRef]

Nagai, A. Applications of Polyvinylidene Fluoride-Related Materials for Lithium-Ion Batteries. In Lithium-Ion Batteries: Science
and Technologies; Yoshio, M., Brodd, R.J., Kozawa, A., Eds.; Springer: New York, NY, USA, 2009; pp. 155-161.

Lee, T; An, J.; Chung, W.J.; Kim, H.; Cho, Y.; Song, H.; Lee, H.; Kang, ].H.; Choi, ]. W. Non-Electroconductive Polymer Coating on
Graphite Mitigating Electrochemical Degradation of PTFE for a Dry-Processed Lithium-Ion Battery Anode. ACS Appl. Mater.
Interfaces 2024, 16, 8930-8938. [CrossRef] [PubMed]

Wei, Z.; Kong, D.; Quan, L.; He, J.; Liu, J.; Tang, Z.; Chen, S.; Cai, Q.; Zhang, R.; Liu, H.; et al. Removing Electrochemical
Constraints on Polytetrafluoroethylene as Dry-Process Binder for High-Loading Graphite Anodes. Joule 2024. [CrossRef]


https://doi.org/10.1149/2162-8777/abedd4
https://doi.org/10.1021/acs.nanolett.2c03545
https://www.ncbi.nlm.nih.gov/pubmed/36399137
https://doi.org/10.1038/s41598-018-25861-3
https://doi.org/10.1002/adfm.201703140
https://doi.org/10.1021/acsaem.9b00066
https://doi.org/10.1021/acsnano.7b00227
https://doi.org/10.1016/j.electacta.2020.137129
https://doi.org/10.1007/s11581-023-05108-6
https://doi.org/10.1016/j.matt.2022.01.011
https://doi.org/10.3390/ma16227232
https://www.ncbi.nlm.nih.gov/pubmed/38005162
https://doi.org/10.1002/cssc.202201320
https://doi.org/10.1039/c0cc00098a
https://www.ncbi.nlm.nih.gov/pubmed/20520865
https://doi.org/10.1016/j.cej.2023.146299
https://doi.org/10.1016/j.ensm.2019.05.033
https://doi.org/10.3389/fenrg.2023.1336344
https://doi.org/10.1007/s10008-011-1572-8
https://doi.org/10.1016/j.jpowsour.2020.228553
https://doi.org/10.1039/D2EE03840D
https://doi.org/10.1016/S0167-2738(96)00367-0
https://doi.org/10.1002/ente.202200732
https://doi.org/10.3390/batteries8060057
https://doi.org/10.1021/acsami.3c18862
https://www.ncbi.nlm.nih.gov/pubmed/38326747
https://doi.org/10.1016/j.joule.2024.01.028

Materials 2024, 17, 2349 28 of 28

85.

86.

87.

88.

89.

90.

91.

92.

93.

94.

95.

96.

97.

98.

99.

100.

101.

102.

103.

104.

105.

Magoshi, J.; Magoshi, Y.; Nakamura, S. Mechanism of Fiber Formation of Silkworm. In Silk Polymers; American Chemical Society:
Washington, DC, USA, 1993; Volume 544, pp. 292-310.

Boudeville, V.; Grugeon, S.; Maurel, A.; Lesieur, R.; Louati, M.; Cayla, A.; Ursescu, S.; Campagne, C.; Panier, S.; Dupont, L.
Solvent-Free Extrusion of a LiFePO4-Based Monofilament for Three-Dimensional Printing of a Lithium-Ion Battery Positive
Electrode. ]. Power Source 2024, 593, 233973. [CrossRef]

Lee, D.; Manthiram, A. Stable Cycling with Intimate Contacts Enabled by Crystallinity-Controlled PTFE-Based Solvent-Free
Cathodes in All-Solid-State Batteries. Small Methods 2023, 7, €2201680. [CrossRef]

Tao, R.; Steinhoff, B.; Uzun, K.; La Riviere, B.; Sardo, K.; Skelly, B.; Hill, R.; Cheng, Y.-T.; Li, J. Correlation Among Porosity,
Mechanical Properties, Morphology, Electronic Conductivity and Electrochemical Kinetics of Dry-Processed Electrodes. J. Power
Source 2023, 581, 233481. [CrossRef]

Shearing, PR.; Brandon, N.P,; Gelb, J.; Bradley, R.; Withers, PJ.; Marquis, A.J.; Cooper, S.; Harris, S.J. Multi Length Scale
Microstructural Investigations of a Commercially Available Li-Ion Battery Electrode. J. Electrochem. Soc. 2012, 159, A1023-A1027.
[CrossRef]

Kwon, K,; Kim, J.; Han, S.; Lee, ].; Lee, H.; Kwon, J.; Lee, J.; Seo, J.; Kim, PJ.; Song, T.; et al. Low-Resistance LiFePO, Thick Film
Electrode Processed with Dry Electrode Technology for High-Energy-Density Lithium-Ion Batteries. Small Sci. 2024. [CrossRef]
Wang, Y.; Zheng, Z.; Ludwig, B.; Pan, H. Dry Powder Based Electrode Additive Manufacturing. U.S. Patent 10,547,044, 28
January 2020.

Jeschull, E; Brandell, D.; Wohlfahrt-Mehrens, M.; Memm, M. Water-Soluble Binders for Lithium-Ion Battery Graphite Electrodes:
Slurry Rheology, Coating Adhesion, and Electrochemical Performance. Energy Technol. 2017, 5, 2108-2118. [CrossRef]
Bryntesen, S.N.; Stromman, A.H.; Tolstorebrov, I.; Shearing, P.R.; Lamb, ].J.; Stokke Burheim, O. Opportunities for the State-of-the-
Art Production of LIB Electrodes—A Review. Energies 2021, 14, 1406. [CrossRef]

Zhou, C; Bag, S.; Lv, B.; Thangadurai, V. Understanding the Role of Solvents on the Morphological Structure and Li-Ion
Conductivity of Poly(vinylidene fluoride)-Based Polymer Electrolytes. J. Electrochem. Soc. 2020, 167, 070552. [CrossRef]

Li, J.; Daniel, C.; An, S.J.; Wood, D. Evaluation Residual Moisture in Lithium-Ion Battery Electrodes and Its Effect on Electrode
Performance. MRS Adv. 2016, 1, 1029-1035. [CrossRef]

Aranmala, K.; Chanhaew, A.; Rahmawati, M.; Ikhsanudin, M.N.; Meethong, N. Effects of Conductive Agents on Electrochemical
Performance of Water-Based LiNig Mng»Co( 0, Cathodes for Cylindrical Cell Production of Lithium-Ion Batteries. Defect.
Diffus. Forum 2022, 417, 169-176. [CrossRef]

Yuan, C.; Deng, Y.; Li, T.; Yang, F. Manufacturing Energy Analysis of Lithium Ion Battery Pack for Electric Vehicles. CIRP Ann.
2017, 66, 53-56. [CrossRef]

Balandier, J.-Y.; Quist, F.,; Amato, C.; Bouzakraoui, S.; Cornil, J.; Sergeyev, S.; Geerts, Y. Synthesis of Soluble Oligothiophenes
Bearing Cyano Groups, Their Optical and Electrochemical Properties. Tetrahedron 2010, 66, 9560-9572. [CrossRef]

Liu, Y,; Zhang, R.; Wang, J.; Wang, Y. Current and Future Lithium-Ion Battery Manufacturing. iScience 2021, 24, 102332. [CrossRef]
[PubMed]

Wood, D.L.; Li, J.; Daniel, C. Prospects for Reducing the Processing Cost of Lithium Ion Batteries. J. Power Source 2015, 275,
234-242. [CrossRef]

Zhao, ].; Lu, Z.; Liu, N.; Lee, HW.; McDowell, M.T.; Cui, Y. Dry-Air-Stable Lithium Silicide-Lithium Oxide Core-Shell Nanoparti-
cles as High-Capacity Prelithiation Reagents. Nat. Commun. 2014, 5, 5088. [CrossRef] [PubMed]

Zhao, J.; Lu, Z.; Wang, H.; Liu, W.; Lee, HW.,; Yan, K.; Zhuo, D.; Lin, D.; Liu, N.; Cui, Y. Artificial Solid Electrolyte Interphase-
Protected LixSi Nanoparticles: An Efficient and Stable Prelithiation Reagent for Lithium-Ion Batteries. J. Am. Chem. Soc. 2015, 137,
8372-8375. [CrossRef] [PubMed]

Huang, B.; Huang, T.; Wan, L.; Yu, A. Pre-Lithiating SiO Anodes for Lithium-Ion Batteries by a Simple, Effective, and Controllable
Strategy Using Stabilized Lithium Metal Powder. ACS Sustain. Chem. Eng. 2021, 9, 648-657. [CrossRef]

Forney, M.W.; Ganter, M.].; Staub, ].W.; Ridgley, R.D.; Landi, B.J. Prelithiation of Silicon-Carbon Nanotube Anodes for Lithium
Ion Batteries by Stabilized Lithium Metal Powder (SLMP). Nano Lett. 2013, 13, 4158—-4163. [CrossRef]

Wu, ].; Wang, H.; Feng, B.; Li, Y.; Wu, S.; Yin, Q.; Yu, Z.; Huang, J. The Effect of Temperature-Induced Phase Transition of PTFE
on the Dynamic Mechanical Behavior and Impact-Induced Initiation Characteristics of Al/PTFE. Polym. Test. 2020, 91, 106835.
[CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.jpowsour.2023.233973
https://doi.org/10.1002/smtd.202201680
https://doi.org/10.1016/j.jpowsour.2023.233481
https://doi.org/10.1149/2.053207jes
https://doi.org/10.1002/smsc.202300302
https://doi.org/10.1002/ente.201700200
https://doi.org/10.3390/en14051406
https://doi.org/10.1149/1945-7111/ab7c3a
https://doi.org/10.1557/adv.2016.6
https://doi.org/10.4028/p-5k25w8
https://doi.org/10.1016/j.cirp.2017.04.109
https://doi.org/10.1016/j.tet.2010.09.086
https://doi.org/10.1016/j.isci.2021.102332
https://www.ncbi.nlm.nih.gov/pubmed/33889825
https://doi.org/10.1016/j.jpowsour.2014.11.019
https://doi.org/10.1038/ncomms6088
https://www.ncbi.nlm.nih.gov/pubmed/25277107
https://doi.org/10.1021/jacs.5b04526
https://www.ncbi.nlm.nih.gov/pubmed/26091423
https://doi.org/10.1021/acssuschemeng.0c05851
https://doi.org/10.1021/nl401776d
https://doi.org/10.1016/j.polymertesting.2020.106835

	Introduction 
	Dry Processing Methods for Electrodes 
	Dry Spraying Deposition 
	Melt Extrusion 
	3D Printing 
	Powder Compression 
	Polymer Fibrillation 
	The Application of PTFE in Cathodes 
	The Application of PTFE in Anodes 
	Other Binders with the Ability to Be Fibrillated 


	Advantages of the Dry Process 
	Improve Cell Performance 
	Higher Compaction Density 
	Better Rate Performance 
	Larger Area Capacity 
	Better Mechanical Properties 
	More Ion Channels 
	Fewer Residues 

	Reduce Production Costs 
	Energy Savings 
	Low Cost of Materials and Equipment 

	Protection of Environmental Resources 
	Broadening the Range of Applications 

	Challenges of the Dry Electrode Technology 
	Study of Dry Mixing Systems 
	Determination of Electrode Parameters 
	Selection and Optimization of the Binder 

	Conclusions 
	References

