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Description

TECHNICAL FIELD

[0001] The present application belongs to the technical field of energy storage apparatuses, and specifically relates
to a negative electrode plate, a secondary battery, and an apparatus containing the secondary battery.

BACKGROUND

[0002] Secondary batteries represented by lithium-ion secondary batteries have advantages of relatively high energy
density and output power, relatively long service life, low environmental pollution, no memory effect, and the like, so
they have been widely used in various electronic products and electric apparatuses (such as electric vehicles). As the
present application range of secondary batteries continues to expand, an important factor for improving user experience
and satisfaction is that the battery has higher energy density. Therefore, how to further increase energy density is an
important technical issue in the research and development of secondary batteries.

SUMMARY

[0003] The inventors found that, in order to meet stringent requirements for electrical conductivity and current collecting
performance of negative electrode current collectors, the existing negative electrode plates generally adopt metal current
collectors with a relatively large thickness (for example, from 8 mm to 30 mm), but the metal current collectors are relatively
heavy, which is not beneficial for increasing energy density of batteries.
[0004] The inventors further found that, by disposing a metal conductive layer with relatively small thickness on a
surface of an organic support layer with relatively low density, and disposing a negative electrode active material layer
on the metal conductive layer, the resulting negative electrode plate is significantly lighter than the existing negative
electrode plate, which is beneficial for increasing energy density of a battery. However, the cycle performance of a
secondary battery using this negative electrode plate will deteriorate.
[0005] The inventors have conducted a lot of research and aimed to provide a negative electrode plate that enables
a secondary battery adopting it to have relatively high energy density and relatively long cycle performance, a secondary
battery containing the negative electrode plate, and an apparatus containing the secondary battery.
[0006] Therefore, the first aspect of the present application provides a negative electrode plate, including:

a negative electrode current collector, including an organic support layer and a metal conductive layer disposed on
at least one surface of the organic support layer; and

a negative electrode active material layer, including at least a first active material layer, the first active material layer
being disposed on the surface of the metal conductive layer away from the organic support layer, and the first active
material layer including a first active material;

wherein in a first cross section in a thickness direction of the negative electrode plate, the first active material has
a size a in a direction parallel to the metal conductive layer, the first active material has a size b in the thickness
direction, and a and b satisfy 0.8 ≤ a/b ≤ 20; and

in a second cross section in the thickness direction of the negative electrode plate, the first active material has a
size c in the direction parallel to the metal conductive layer, the first active material has a size d in the thickness
direction, and c and d satisfy 0.8 ≤ c/d ≤ 20;

the first cross section is parallel to a first direction, the second cross section is parallel to a second direction, and
the first direction intersects with the second direction.

[0007] The second aspect of the present application provides a secondary battery, including the negative electrode
plate according to the first aspect of the present application.
[0008] The third aspect of the present application provides an apparatus, including the secondary battery according
to the second aspect of the present application.
[0009] The negative electrode plate provided by the present application includes a negative electrode current collector
composed of a metal conductive layer and an organic support layer, which can reduce its own weight while meeting the
requirements for the mechanical properties and electrical conductivity of the negative electrode current collector, thereby
increasing gravimetric energy density of a secondary battery using the negative electrode plate. In addition, the first
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active material of the negative electrode active material layer satisfies a/b and c/d within specific ranges, which can
effectively prevent the first active material from causing damage such as cracks to the metal conductive layer, so that
the metal conductive layer can have and maintain good electrical conductivity, and thus the negative electrode plate
has relatively low impedance and good charge and discharge performance. Therefore, the negative electrode plate can
not only increase the energy density of the secondary battery, but also enables the secondary battery to have relatively
long cycle performance. More preferably, the first active material is reasonably combined with a second active material
to form the negative electrode active material layer with a double-layer structure, which can further improve the cycle
performance and dynamic performance of the battery. The apparatus of the present application includes the secondary
battery, and thus has at least the same advantages as the secondary battery.

DESCRIPTION OF THE DRAWINGS

[0010] In order to explain the technical solutions of the embodiments of the present application more clearly, the
following will briefly introduce the drawings that need to be used in the embodiments of the present application. Obviously,
the drawings described below are only some embodiments of the present application. A person of ordinary skill in the
art can obtain other drawings based on the drawings without creative work.

Fig. 1 is a first cross-sectional scanning electron microscope (SEM) image (A) and a second cross-sectional SEM
image (B) of a negative electrode plate according to an embodiment of the present application.

Fig. 2 is a schematic structural diagram of a negative electrode plate according to an embodiment of the present
application.

Fig. 3 is a schematic structural diagram of another negative electrode plate according to an embodiment of the
present application.

Fig. 4 is a schematic diagram of an embodiment of a secondary battery.

Fig. 5 is an exploded view of Fig. 4.

Fig. 6 is a schematic diagram of an embodiment of a battery module.

Fig. 7 is a schematic diagram of an embodiment of a battery pack.

Fig. 8 is an exploded view of Fig. 7.

Fig. 9 is a schematic diagram of an embodiment of an apparatus using the secondary battery as a power source.

DETAILED DESCRIPTION

[0011] In order to make the objectives, technical solutions and beneficial technical effects of the present application
clearer, the present application will be further described in detail below in conjunction with embodiments. It should be
understood that the embodiments described in this specification are only for explaining the application, not intending to
limit the application.
[0012] For the sake of brevity, only certain numerical ranges are explicitly disclosed herein. However, any lower limit
may be combined with any upper limit to form a range that is not explicitly described; and any lower limit may be combined
with other lower limits to form an unspecified range, and any upper limit may be combined with any other upper limit to
form an unspecified range. Further, although not explicitly specified, each point or single value between the endpoints
of the range is included in the range. Thus, each point or single value can be combined with any other point or single
value as its own lower limit or upper limit or combined with other lower limit or upper limit to form a range that is not
explicitly specified.
[0013] In the description herein, it should be noted that, unless otherwise specified, a numeric range described with
the term "above" or "below" includes the lower or upper limit itself, and "more" in "one or more" means two or more.
[0014] The above summary of the present application is not intended to describe each disclosed embodiment or every
implementation in this application. The following description illustrates exemplary embodiments more specifically. In
many places throughout the application, guidance is provided through a series of examples, which can be used in various
combinations. In each instance, the enumeration is only a representative group and should not be interpreted as ex-
haustive.
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Negative electrode plate

[0015] In order to obtain a secondary battery with higher energy density, a lighter negative electrode current collector
may be selected. Therefore, the negative electrode plate may adopt a negative electrode current collector composed
of a metal conductive layer and an organic support layer. However, the inventors found that, because the metal conductive
layer is relatively thin and low in strength, it is prone to cracking and producing other damages during the production
and storage of the negative electrode plate and the charge and discharge cycle of the battery, which will increase ohmic
internal resistance and impedance of the battery and deteriorate the charge and discharge performance of the battery.
[0016] After a lot of research, the inventors found that the metal conductive layer can be effectively protected by
adopting a specific type of active material in the negative electrode active material layer close to the metal conductive
layer, thereby enabling the negative electrode plate to have relatively low resistance and good charge and discharge
performance while reducing the weight of the negative electrode plate. Therefore, the battery adopting the negative
electrode plate can have relatively high energy density and relatively long cycle performance.
[0017] Based on this, an embodiment of the present application provides a negative electrode plate, including a
negative electrode current collector and a negative electrode active material layer disposed on the negative electrode
current collector; the negative electrode current collector includes an organic support layer and a metal conductive layer
disposed on at least one surface of the organic support layer; the negative electrode active material layer includes at
least a first active material layer, and the first active material layer is disposed on the surface of the metal conductive
layer away from the organic support layer and includes a first active material; wherein, in a first cross section in a thickness
direction of the negative electrode plate, the first active material has a size a in a direction parallel to the metal conductive
layer (referred to as a first size), the first active material has a size b in the thickness direction of the negative electrode
plate (referred to as a second size), and a and b satisfy 0.8 ≤ a/b ≤ 20; and in a second cross section in the thickness
direction of the negative electrode plate, the first active material has a size c in the direction parallel to the metal conductive
layer (referred to as a third size), the first active material has a size d in the thickness direction of the negative electrode
plate (referred to as a fourth size), and c and d satisfy 0.8 ≤ c/d ≤ 20; the first cross section is parallel to a first direction,
the second cross section is parallel to a second direction, and the first direction intersects with the second direction. The
angle of intersection is preferably from 45 degrees to 90 degrees, and more preferably from 60 degrees to 90 degrees.
[0018] For example, the first direction is an MD direction (Machine Direction), and the second direction is a TD direction
(Transverse Direction, perpendicular to the MD direction), as shown in Fig. 1. Of course, the first direction may be the
TD direction, and the second direction may be the MD direction.
[0019] The negative electrode plate according to an embodiment of the present application adopts a negative electrode
current collector composed of a metal conductive layer and an organic support layer, which can reduce the thickness
of the metal conductive layer while meeting the requirements for the mechanical properties and electrical conductivity
of the negative electrode current collector, and the density of the organic support layer is greatly less than the density
of a metal, so compared with a negative electrode plate using a metal current collector, the weight can be greatly reduced,
and the gravimetric energy density of a secondary battery using this negative electrode plate can be greatly increased.
[0020] In addition, in the negative electrode plate according to an embodiment of the present application, the first
active material in contact with the metal conductive layer satisfies a/b and c/d within specific ranges, which can protect
the metal conductive layer and effectively prevent the first active material from causing damage such as cracks to the
metal conductive layer during rolling and expansion of the electrode plate, so that the metal conductive layer can have
and maintain good electrical conductivity during the cycle of the battery, the negative electrode active material layer has
relatively high active ion diffusion performance, and the negative electrode plate has relatively low impedance and good
charge and discharge performance accordingly. Therefore, the battery using the negative electrode plate can have high
gravimetric energy density and relatively long cycle performance.
[0021] In some embodiments, the metal conductive layer may have a thickness of 30 nm to 3 mm, and preferably from
300 nm to 2 mm. The metal conductive layer has the appropriate thickness, which is beneficial for enabling the negative
electrode plate to have relatively small size and weight and relatively low resistance. For example, the metal conductive
layer may have a thickness of 500 nm, 800 nm, 900 nm, 1 mm, 1.2 mm, or 1.5 mm.
[0022] In some embodiments, the metal conductive layer may include one or more of copper, nickel, silver, and alloys
of the above metals. For example, the metal conductive layer includes one or more of copper and copper-nickel alloy,
and further, such as copper. Content of a copper element in the copper-nickel alloy may be more than 90wt%, such as
95wt%.
[0023] In some embodiments, the organic support layer may have a thickness of 1 mm to 20 mm. Preferably, the
organic support layer has a thickness of 2 mm to 15 mm, more preferably from 2 mm to 10 mm, and particularly preferably
from 2 mm to 8 mm. For example, the organic support layer has a thickness of 2 mm, 3 mm, 4 mm, 5 mm, 6 mm, 7 mm,
8 mm, 10 mm, or 12 mm.
[0024] The thickness of the organic support layer is suitable to make it have sufficient mechanical strength so as not
to break easily during processing and use and to well support and protect the metal conductive layer, and enables the
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battery to have relatively small size and weight, thereby increasing volume energy density and gravimetric energy density
of the battery.
[0025] In some embodiments, the organic support layer includes one or more of polymer materials. Due to the low
density of the polymer material, the weight of the negative electrode plate can be reduced greatly, thereby increasing
gravimetric energy density of the battery.
[0026] In some embodiments, the polymer material may have a number average molecular weight of 50,000 to
1,000,000, and further from 50,000 to 200,000.
[0027] As an example, the polymer material may include one or more of polyamides, polyimides, polyesters, polyolefins,
polyalkynes, siloxane polymers, polyethers, polyols, polysulfones, polysaccharide polymers, amino acid polymers,
polysulfur nitrides, aromatic ring polymers, aromatic heterocyclic polymers, epoxy resin, phenolic resin, derivatives of
the above materials, cross-linked products of the above materials, and copolymers of the above materials.
[0028] Preferably, the polymer material may include one or more of polycaprolactam (commonly known as nylon 6),
polyhexamethylene adipamide (commonly known as nylon 66), polyparaphenylene terephthalamide (PPTA), polyisoph-
thaloyl metaphenylene diamine (PMIA), polyethylene terephthalate (PET), polybutylene terephthalate (PBT), polyethyl-
ene naphthalate (PEN), polycarbonate (PC), polyethylene (PE), polypropylene (PP), polypropylene-ethylene (PPE),
polyvinyl alcohol (PVA), polystyrene (PS), polyvinyl chloride (PVC), polyvinylidene fluoride (PVDF), polytetrafluoroeth-
ylene (PTEE), poly(sodium styrene sulfonate) (PSS), polyacetylene, silicone rubber, polyoxymethylene (POM), polyphe-
nylene ether (PPO), polyphenylene sulfide (PPS), polyethylene glycol (PEG), cellulose, starch, protein, polyphenyl,
polypyrrole (PPy), polyaniline (PAN), polythiophene (PT), polypyridine (PPY), and acrylonitrile-butadiene-styrene copol-
ymer (ABS).
[0029] More preferably, the polymer material may include one or more of polyethylene terephthalate (PET), polybuty-
lene terephthalate (PBT), polyethylene naphthalate (PEN), polyethylene (PE), polypropylene (PP), and sodium polysty-
rene sulfonate (PSS). Especially preferably, the polymer material may include one or more of polyethylene terephthalate
(PET), polybutylene terephthalate (PBT), and polyethylene naphthalate (PEN).
[0030] In some embodiments, the organic support layer includes polymer materials and additives (i.e., a polymer
composite material). The polymer materials may be selected from the aforementioned polymer materials. The additives
may include one or more of metallic materials and inorganic non-metallic materials. The metal material additives may
be one or more selected from aluminum, copper, nickel, titanium, iron, silver, and alloys of these metals. The inorganic
non-metallic material additives may be one or more selected from carbon-based materials, alumina, silicon dioxide,
silicon nitride, silicon carbide, boron nitride, silicate, and titanium oxide, such as one or more of glass materials, ceramic
materials and ceramic composite materials. The carbon-based materials may be one or more selected from graphite,
superconducting carbon, acetylene black, carbon black, Ketjen black, carbon dots, carbon nanotubes, graphene, and
carbon nanofibers.
[0031] In some embodiments, the negative electrode current collector may have a Young’s modulus E of 2 GPa to 20
GPa, and preferably from 4 GPa to 18 GPa. For example, the negative electrode current collector has a Young’s modulus
E of 5 GPa, 6 GPa, 7 GPa, 8 GPa, 9 GPa, 10 GPa, 12 GPa, or 15 GPa.
[0032] The negative electrode current collector has the appropriate Young’s modulus E, and therefore, has relatively
high mechanical strength and flexibility for winding. In addition, the negative electrode current collector will not be
excessively stretched or deformed during the processing of the negative electrode plate and the battery, can prevent
the metal conductive layer from breaking and subjecting to other damages, and enables the organic support layer and
the metal conductive layer to have relatively high bonding strength and not to be prone to peeling, thereby improving
the cycle stability of the negative electrode plate. The cycle performance of the battery is thus improved.
[0033] In order to further protect the metal conductive layer and improve the charge and discharge performance of
the negative electrode plate, in some preferred embodiments, in the first cross section in the thickness direction of the
negative electrode plate, the first size a and the second size b of the first active material satisfy 0.9 ≤ a/b ≤ 10, more
preferably 1 ≤ a/b ≤ 5, and particularly preferably 2 ≤ a/b ≤ 4. For example, a/b is equal to 1, 2, 2.5, 3, 3.5, 4, 4.5, 5, 7, or 9.
[0034] Further, in the second cross section in the thickness direction of the negative electrode plate, the third size c
and the fourth size d of the first active material satisfy 0.9 ≤ c/d ≤ 10, more preferably 0.95 ≤ c/d ≤ 6, and particularly
preferably 1.8 ≤ c/d ≤ 5. For example, c/d is equal to 2, 2.2, 2.5, 2.8, 3, 3.5, 4, 4.5, 4.8, 5.5, 6, 8, or 9.
[0035] When a/b and c/d are within the ranges, the contact area between the first active material and the metal
conductive layer is relatively large, which tends to or is surface-to-surface contact and can further protect the metal
conductive layer from cracking and subjecting to other damage; and the first active material also has relatively high
active ion transport performance, thereby further prolonging the cycle life of the battery.
[0036] In some preferred embodiments, the first active material has a volume average particle size Dv501 satisfying
5 mm ≤ Dv501 ≤ 25 mm. Preferably, 10 mm ≤ Dv501 ≤ 20 mm. More preferably, 12 mm ≤ Dv501 ≤ 18 mm. The inventors
found that the Dv501 of the first active material within an appropriate range can not only better protect the metal conductive
layer from cracking or subjecting to other damages, but also enables the negative electrode plate to have relatively high
active ion transport performance, thereby further prolonging the cycle life of the battery.
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[0037] In some embodiments, the first active material may be a graphite material, for example, one or more selected
from natural graphite and flaky artificial graphite. When the first active material is natural graphite, the first active material
layer can be directly made of flaky natural graphite; alternatively the active material coating can also be made of natural
graphite having one or more of block-shaped, spherical-like and oval-like initial morphologies, and is rolled to slip between
layers so as to meet the requirements of a/b and c/d.
[0038] The graphite material has a relatively small hardness, and can thus further improve the protective effect on the
metal conductive layer. In particular, the natural graphite has low hardness and unique micro morphology, and can thus
better protect the metal conductive layer from damage.
[0039] In some preferred embodiments, the initial morphology of natural graphite is one or more of block, spherical-
like and oval-like shapes, and the natural graphite is rolled to form the first active material. After the natural graphite is
rolled, its size in the thickness direction of the negative electrode plate decreases, and its size in the direction perpendicular
to the thickness direction of the negative electrode plate increases, so it can meet the requirements of a/b and c/d. The
first active material can effectively protect the metal conductive layer and also have relatively high gram capacity and
relatively high electrochemical dynamics performance, which enables the battery to have relatively high energy density
and cycle life. The initial morphology of the natural graphite is more preferably one or more of spherical-like and oval-
like shapes.
[0040] In order to further prolong the cycle life of the battery, in some preferred embodiments, the negative electrode
active material layer further includes a second active material layer, the second active material layer is disposed on the
surface of the first active material layer away from the metal conductive layer, and the second active material layer
includes a second active material. The second active material may include a graphite material, and preferably artificial
graphite. The artificial graphite has relatively high gram capacity, its expansion effect during charge and discharge cycle
is relatively small, and its side reaction with an electrolyte is less. Accordingly, the battery has relatively high energy
density, and its cycle performance is further improved.
[0041] The particle morphology of the second active material may include one or more of flake, block, rod, spherical-
like and oval-like shapes, and preferably includes one or more of spherical-like and oval-like shapes.
[0042] The inventor’s research found that, when the first active material includes graphite materials, especially includes
natural graphite, and the second active material includes artificial graphite, the performance of the secondary battery
can be further improved in the case that the first active material and/or the second active material further satisfy one or
more of the following parameters,.
[0043] In some preferred embodiments, the second active material has a hardness greater than that of the first active
material. In the negative electrode active material layer of the composite layer structure, the first active material in the
first active material layer has relatively small hardness, which is beneficial for protecting the metal conductive layer. The
second active material in the second active material layer has relatively large hardness, which is beneficial for maintaining
the infiltrating performance of the electrolyte in the negative electrode active material layer during rolling or cyclic ex-
pansion of the electrode plate, and the second active material has relatively small volume changes with active ions
intercalated therein, which is beneficial for reducing the cyclic expansion effect of the negative electrode plate. Therefore,
the cycle performance of the battery can be further improved by reasonable combination of the first active material and
the second active material.
[0044] In some preferred embodiments, the second active material has a volume average particle size Dv502 satisfying
5 mm ≤ Dv50z ≤ 25 mm. More preferably, 10 mm ≤ Dv502 ≤ 20 mm. Particularly preferably, 12 mm ≤ Dv502 ≤ 18 mm. The
second active material has the appropriate particle size, which can reduce side reactions of the electrolyte on its surface
and further improve the cycle performance of the battery. Meanwhile, the average particle size of the second active
material is also suitable for enabling the negative electrode active material layer to have relatively high active ion and
electron diffusion capability, thereby enabling the battery to have relatively high dynamic performance.
[0045] In some preferred embodiments, the volume average particle size Dv501 of the first active material and the
volume average particle size Dv502 of the second active material satisfy: Dv501 > Dv502. As such, while the metal
conductive layer is protected, the negative electrode active material layer has relatively high compaction density, thereby
increasing energy density of the battery.
[0046] In some preferred embodiments, Dv501 of the first active material satisfies 5 mm ≤ Dv501 ≤ 25 mm, Dv50z of
the second active material satisfies 5 mm ≤ Dv50z ≤ 25 mm, and Dv501 > Dv502. This can fully exert the synergistic effect
of the first active material and the second active material, so that the battery has relatively high energy density, cycle
performance and dynamic performance.
[0047] In some preferred embodiments, Dv501 of the first active material, Dv502 of the second active material, and
the elastic modulus E of the negative electrode current collector satisfy: |Dv501 - Dv502|/E ≤ 2; where, Dv501 and Dv502
are in mm, and E is in GPa. As such, the negative electrode active material layer has relatively high compaction density,
and also has relatively high protective effect on the metal conductive layer, which reduces DC internal resistance (DCR)
and impedance of the battery, thereby further improving the energy density, cycle performance and dynamic performance
of the battery. Preferably, 0.3 ≤ |Dv501 - Dv502|/E ≤ 1.25. For example, |Dv501 - Dv502|/E is 0.35, 0.4, 0.45, 0.5, 0.55,
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0.6, 0.65, 0.7, 0.8, 0.9, 1.0, 1.1, or 1.2.
[0048] |Dv501 - Dv502|/E only involves numerical calculations. For example, if Dv501 of the first active material is 15
mm, Dv502 of the second active material is 12 mm, and the elastic modulus E of the negative electrode current collector
is 5 GPa, then: |Dv501 - Dv502|/E = 115 - 12|/5 = 0.6.
[0049] In some preferred embodiments, the first active material has a graphitization degree of 94.8% to 97.0%, for
example, 94.8%, 95%, 95.5%, 96%, 96.5%, 96.8%, or 97%. The first active material has relatively high graphitization
degree, so its hardness is lower, and it has a better protective effect on the metal conductive layer during rolling and
expansion of the electrode plate. The first active material has the appropriate graphitization degree, which enables it to
have relatively low powder resistivity and to maintain a proper interlayer spacing, thereby improving the active ion and
electron transport performance in the negative electrode active material layer and improving the cycle performance and
dynamic performance of the battery.
[0050] In some preferred embodiments, the second active material may have a graphitization degree of 91% to 97.5%.
The second active material has a graphitization degree of preferably 91.2% to 93.8%, such as 91.5%, 92%, 92.5%,
93%, 93.5%, 94%, or 95%. The graphitization degree of the second active material is smaller than that of the first active
material. As such, the second active material has a relatively large hardness, which is beneficial for improving the cycle
performance of the battery. When the graphitization degree of the second active material is within an appropriate range,
the layer spacing of the second active material is relatively large, which can further improve the transport and diffusion
performance of active ions, thereby improving the cycle performance and dynamic performance of the battery.
[0051] In some preferred embodiments, the first active material has a powder OI value greater than that of the second
active material. The OI value represents an orientation index of the graphite material. When the first active material has
a relatively large OI value, it easily forms surface-to-surface contact with the metal conductive layer in a large area,
thereby protecting the metal conductive layer well and further improving the cycle performance of the battery. When the
second active material has a relatively small OI value, it will have relatively large anisotropy, which enables the negative
electrode active material layer to have relatively high ion transport performance, thereby improving the cycle performance
and dynamic performance of the battery.
[0052] In some preferred embodiments, the first active material has a powder OI value of preferably 3.5 to 3.9, such
as 3.51, 3.55, 3.60, 3.65, 3.70, 3.75, 3.80, or 3.85. The first active material having the appropriate OI value is suitable
for well protecting the metal conductive layer, and can also reduce the expansion effect of the negative electrode plate,
thereby further improving the cycle performance of the battery.
[0053] In some preferred embodiments, the second active material has a powder OI value of preferably 3.0 to 3.2,
such as 3.05, 3.08, 3.10, 3.12, 3.15, or 3.18. The second active material having the appropriate powder OI value can
further improve the ion transport performance of the negative electrode plate, and also reduce the expansion effect of
the negative electrode plate, thereby further improving the cycle performance of the battery.
[0054] In some preferred embodiments, the first active material has a specific surface area of preferably 1.2 m2/g to
4 m2/g, such as 1.3 m2/g, 1.5 m2/g, 1.8 m2/g, 2 m2/g, 2.5 m2/g, 3 m2/g, or 3.5 m2/g. The first active material having the
appropriate specific surface area has high electrochemical reaction activity and reduces side reactions of the electrolyte,
thereby further improving the energy density and cycle performance of the battery.
[0055] In some preferred embodiments, the second active material has a specific surface area of preferably 1 m2/g
to 2 m2/g, such as 1.1 m2/g, 1.2 m2/g, 1.5 m2/g, 1.6 m2/g, or 1.8 m2/g. The second active material having the appropriate
specific surface area has high electrochemical reaction activity and can also reduce side reactions of the electrolyte,
thereby enabling the battery to have high energy density and cycle performance.
[0056] In some preferred embodiments, the specific surface area of the first active material is greater than that of the
second active material. The specific surface area of the first active material is relatively large, which can increase the
electrochemical reaction activity of the first active material layer in the inner layer, thereby increasing the energy density
of the battery. The specific surface area of the second active material is relatively small, which can reduce side reactions
of the electrolyte in the negative electrode active material layer, thereby improving the cycle performance of the battery.
[0057] The inventors also found that, when the first active material includes graphite materials, especially includes
natural graphite, and the second active material includes artificial graphite, the performance of the secondary battery
can be further improved in the event that the negative electrode active material layer further satisfy one or more of the
following parameters.
[0058] In some preferred embodiments, the first active material layer has a porosity of preferably 23% to 35%, such
as 24%, 25%, 28%, 30%, 32%, or 33%. The first active material layer having the appropriate porosity enables it to have
relatively high active ion and electron transport performance, and also enables the negative electrode active material
layer to have a relatively high compaction density, so that the battery has relatively high energy density, cycle performance
and dynamic performance.
[0059] In some preferred embodiments, the second active material layer has a porosity of preferably 18% to 30%,
such as 19%, 20%, 23%, 25%, or 28%. The second active material layer having the appropriate porosity enables it to
have relatively high active ion and electron transport performance, and also enables the negative electrode active material
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layer to have a relatively high compaction density, so that the battery has relatively high energy density, cycle performance
and dynamic performance.
[0060] In some preferred embodiments, the porosity of the first active material layer is greater than that of the second
active material layer. The first active material layer having relatively large porosity can improve the infiltrating property
of the electrolyte in the inner layer of the negative electrode active material layer, thereby improving overall capacity
and dynamic performance of the negative electrode active material layer. The second active material layer having
relatively small porosity can meet the requirement of electrolyte infiltration and increase the compaction density of the
negative electrode active material layer, thereby increasing the energy density of the battery.
[0061] In some preferred embodiments, the thickness of the first active material layer accounts for 10% to 50% of the
total thickness of the negative electrode active material layer, such as 12%, 15%, 20%, 25%, 30%, 35%, 40%, 45%, or
48%. More preferably, the thickness of the first active material layer accounts for 20% to 35% of the total thickness of
the negative electrode active material layer.
[0062] The first active material layer having the appropriate thickness proportion in the negative electrode active
material layer can better protect the metal conductive layer, and enables the negative electrode plate to have relatively
high charge and discharge performance, so that the battery has relatively high energy density and cycle performance.
[0063] In some preferred embodiments, the thickness of the negative electrode active material layer may be from 40
mm to 100 mm, such as 45 mm, 50 mm, 60 mm, 70 mm, 80 mm, 90 mm, or 95 mm. The negative electrode active material
layer having the appropriate thickness can have relatively high reversible capacity and relatively high active ion and
electron transport performance, thereby improving the energy density and cycle performance of the battery.
[0064] For example, the thickness of the negative electrode active material layer may be from 40 mm to 100 mm, and
the thickness of the first active material layer accounts for 10% to 50%, preferably from 15% to 40%, and more preferably
from 20% to 35% of the total thickness of the negative electrode active material layer.
[0065] In some embodiments, the first active material layer and/or the second active material layer may further inde-
pendently include a conductive agent. As an example, the conductive agent may include one or more of graphite,
superconducting carbon, acetylene black, carbon black, Ketjen black, carbon dots, carbon nanotubes, graphene, and
carbon nanofibers.
[0066] In some embodiments, the first active material layer and/or the second active material layer may further inde-
pendently include a binder. As an example, the binder may include one or more of styrene-butadiene rubber (SBR),
water-based acrylic resin, ethylene-vinyl acetate copolymer (EVA), and polyvinyl alcohol (PVA).
[0067] In some embodiments, the first active material layer and/or the second active material layer may further inde-
pendently include a thickener. As an example, the thickener may be sodium carcabinetymethyl cellulose (CMC-Na).
[0068] Fig. 2 shows a negative electrode plate as an example. Referring to Fig. 2, the negative electrode plate includes
a negative electrode current collector 10 and a negative electrode active material layer 20 disposed on the negative
electrode current collector 10, the negative electrode current collector 10 includes an organic support layer 11 and a
metal conductive layer 12 laminated on at least one surface of the organic support layer 11, the negative electrode active
material layer 20 includes a first active material layer 21, and the first active material layer 21 is laminated on the surface
of the metal conductive layer 12 away from the organic support layer 11.
[0069] Fig. 3 shows a negative electrode plate as an example. Referring to Fig. 3, the negative electrode plate includes
a negative electrode current collector 10 and a negative electrode active material layer 20 disposed on the negative
electrode current collector 10, the negative electrode current collector 10 includes an organic support layer 11 and a
metal conductive layer 12 laminated on at least one surface of the organic support layer 11, the negative electrode active
material layer 20 includes a first active material layer 21 and a second active material layer 22, the first active material
layer 21 is laminated on the surface of the metal conductive layer 12 away from the organic support layer 11, and the
second active material layer 22 is laminated on the surface of the first active material layer 21 away from the metal
conductive layer 12.
[0070] It may be understood that the negative electrode current collector 10 may include an organic support layer 11
and metal conductive layers 12 laminated on two opposite surfaces of the organic support layer 11 in its thickness
direction, and the negative electrode active material layers 20 may be respectively disposed on the two metal conductive
layers 12 of the negative electrode current collector 10.
[0071] It should be noted that when the negative electrode active material layers 20 are disposed on the two surfaces
of the negative electrode current collector 10, the parameters of the negative electrode active material layer 20 on either
surfaces satisfying the present application is considered as falling within the protection scope of the present application.
[0072] In the negative electrode plate according to an embodiments of the present application, the metal conductive
layer 12 may be formed on the organic support layer 11 by at least one means of mechanical rolling, bonding, vapor
deposition, chemical plating, and electroplating to obtain the negative electrode current collector 10. The vapor deposition
is preferably physical vapor deposition, such as vacuum evaporation, thermal evaporation, electron beam evaporation,
or magnetron sputtering.
[0073] The negative electrode active material layer 20 may be prepared by a method known in the art. As an example,



EP 3 951 935 B1

9

5

10

15

20

25

30

35

40

45

50

55

the first active material and the optional conductive agent, binder and thickener can be dispersed in a solvent which may
be N-methylpyrrolidone (NMP) or deionized water to form a uniform first slurry; the first negative electrode slurry is
coated on the metal conductive layer 12 of the negative electrode current collector 10 to obtain a first coating; the second
active material and the optional conductive agent, binder and thickener are dispersed in a solvent which may be N-
methylpyrrolidone (NMP) or deionized water to form a uniform second slurry; the second slurry is coated on the first
coating to obtain a second coating; after the steps such as drying and rolling, the negative electrode active material layer
20 is obtained, that is, the negative electrode plate is obtained.
[0074] Herein, test methods for a/b and c/d of the first active material in the negative electrode plate are similar, and
will be described below, taking a/b as an example. An exemplary test method for a/b includes: cutting a negative electrode
plate of 1 cm 3 1 cm and pasting it to a sample stage as a sample to be tested; loading the sample stage into a vacuum
sample bin and fixing it, and preparing a cross section (that is, the first cross section, as shown in Fig. 1A) of the negative
electrode plate in the MD direction by using a cross-section polisher (such as JEOL IB-09010CP); and testing particles
in the sample to be tested by using a scanning electron microscope & energy spectrometer (such as ZEISS SEM
(sigma300)), wherein the magnification is 4003, and the particles counted in the scanned image include at least all
particles in contact with the current collector (the scanned image include as many particles in contact with the current
collector as possible to improve the accuracy of test results); wherein for higher accuracy of test results, 10 different
areas in the sample to be tested can be randomly selected for scanning test, and an average value of the test results
of the 10 test areas is taken.
[0075] The graphitization degrees of the first active material and the second active material have meanings known in
the art, and can be measured by instruments and methods known in the art. For example, d002 can be measured by an
X-ray powder diffractometer (such as X’pert PRO type X-ray diffractometer of PANalytical, Netherlands), and then the
graphitization degree G is calculated according to the formula of G = (0.344 - d002)/ (0.344 - 0.3354) 3 100%, where
d002 is a nano-scale interlayer spacing in the crystal structure of the graphite material.
[0076] The powder OI values of the first active material and the second active material have the meanings known in
the art, and can be measured by instruments and methods known in the art. For example, an X-ray diffraction spectrum
can be obtained by an X-ray powder diffractometer (X’pertPRO) according to the general principle of X-ray diffraction
analysis methods and graphite lattice parameter determination methods JISK0131-1996 and JB/T4220-2011; OI value
= C004/C110, where C004 is a peak area of a characteristic diffraction peak of a 004 crystal plane of graphite, and C110
is a peak area of a characteristic diffraction peak of a 110 crystal plane of graphite.
[0077] The volume average particle size Dv50 of the negative electrode active material has the meaning known in the
art, and can be measured by instruments and methods known in the art. For example, Dv50 can be conveniently measured
by a laser particle size analyzer, such as Mastersizer 2000E type laser particle size analyzer of Malvern Instruments
Co., Ltd., UK, with reference to the GB/T19077-2016 particle size distribution laser diffraction method.
[0078] The specific surface area of the negative electrode active material has the meaning known in the art, and can
be measured by instruments and methods known in the art. For example, the specific surface area can be tested by a
nitrogen adsorption specific surface area analysis test method with reference to the standards of "gas adsorption BET
method for measuring specific surface area of solid materials" of GB/T19587-2004, and calculated by a BET (Brunauer
Emmett Teller) method, wherein the nitrogen adsorption specific surface area analysis test can be carried out by Tri
Star II 3020 type specific surface and porosity analyzer of Micromeritics, USA.
[0079] In the negative electrode active material layer, the porosity of the first active material layer and the porosity of
the second active material layer both have the meanings known in the art, and can be measured by instruments and
methods known in the art. For example, the porosity is tested by AccuPyc II 1340 full-automatic true density tester of
Micromeritics, USA, with reference to the national standard GB/T24586-2009.
[0080] The Young’s modulus E of the negative electrode current collector has the meaning known in the art, and can
be measured by instruments and methods known in the art. For example, the negative electrode current collector is cut
into a 15 mm 3 200 mm sample, thickness h (mm) of the sample is measured with a high-qualify micrometer, a tensile
test is performed with a tensile tester (such as Instron 3365) at normal temperature and pressure (25°C, 0.1 MPa), where
an initial position is set such that the sample between clamps is 50 mm long, the sample is stretched at a speed of 5
mm/min, and load L (N) from stretching to break and device displacement y (mm) are recorded, so that stress ε (GPa)
= L/ (15 3 h), strain η = y/ 50, a stress-strain curve is drawn, and the curve of an initial linear region is selected, wherein
the slope of this curve is the Young’s modulus E.

Secondary battery

[0081] An embodiment of the present application provides a secondary battery. The secondary battery includes a
positive electrode plate, a negative electrode plate and an electrolyte, wherein the negative electrode plate is the negative
electrode plate described in the present application. During charge and discharge of the battery, active ions are repeatedly
intercalated and deintercalated between the positive electrode plate and the negative electrode plate. The electrolyte
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conducts ions between the positive electrode plate and the negative electrode plate.
[0082] Examples of the secondary battery include, but are not limited to, lithium-ion secondary batteries, sodium ion
batteries, magnesium ion batteries, etc.
[0083] The secondary battery of the present application adopts the negative electrode plate of the present application,
and therefore can have relatively high energy density and relatively long cycle life. More effectively, the battery can also
have relatively high dynamic performance.
[0084] In some embodiments, the positive electrode plate may include a positive electrode current collector and a
positive electrode active material layer disposed on at least one surface of the positive electrode current collector. For
example, the positive electrode current collector has two opposite surfaces in its thickness direction, and the positive
electrode active material layer is formed on either or both of the two surfaces of the positive electrode current collector.
[0085] In some embodiments, the positive electrode current collector may be a metal foil, a carbon-coated metal foil,
or a porous metal foil. The positive electrode current collector is selected from, for example, an aluminum foil, a carbon-
coated aluminum foil, and the like.
[0086] The positive electrode active material layer may adopt a positive electrode active material known in the art. In
some embodiments, the positive electrode active material may be selected from lithium transition metal oxides and
modified compounds thereof, wherein the transition metal may be one or more of Mn, Fe, Ni, Co, Cr, Ti, Zn, V, Al, Zr,
Ce, and Mg. The modified compounds of lithium transition metal oxides may be modified via doping and/or modified via
surface coating. As an example, the lithium transition metal oxide is, for example, one or more of LiMn2O4, LiNiO2,
LiCoO2, LiNi1-yCoyO2 (0 < y < 1), LiNiaCobAl1-a-bO2 (0 < a < 1, 0 < b < 1, 0 < a + b < 1), LiMn1-m-nNimConO2 (0 < m <
1, 0 < n < 1, 0 < m + n < 1), LiMPO4 (M may be one or more of Fe, Mn, and Co), and Li3V2(PO4)3.
[0087] In some embodiments, the positive electrode active material layer may further include a conductive agent. As
an example, the conductive agent may include one or more of graphite, superconducting carbon, acetylene black, carbon
black, Ketjen black, carbon dots, carbon nanotubes, graphene, and carbon nanofibers.
[0088] In some embodiments, the positive electrode active material layer may further include a binder. As an example,
the binder may include one or more of polyvinylidene fluoride (PVDF), polytetrafluoroethylene (PTFE), ethylene-vinyl
acetate copolymer (EVA), polyvinyl alcohol (PVA), and polyvinyl butyral (PVB).
[0089] The positive electrode plate can be prepared according to a conventional method in the art. For example, the
positive electrode active material and optional conductive agent and binder are dispersed in a solvent (such as N-
methylpyrrolidone (NMP)) to form a uniform positive electrode slurry; the positive electrode slurry is coated on the positive
electrode current collector, and the positive electrode plate is obtained after steps of drying and the like.
[0090] The separator is not specially limited, and may be any known porous separator with chemical and mechanical
stability. For example, the separator may be selected from a glass fiber film, a non-woven film, a polyethylene film, a
polypropylene film, a polyvinylidene fluoride film, and a multilayer composite film thereof.
[0091] The type of the electrolyte is not specifically limited in the present application, and may be selected according
to requirements. For example, the electrolyte may be selected from at least one of solid electrolytes and liquid electrolytes
(i.e., electrolyte liquid).
[0092] In some embodiments, the electrolyte adopts electrolyte liquid. The electrolyte liquid includes an electrolyte
salt and a solvent.
[0093] In some embodiments, the organic solvent may be one or more selected from ethylene carbonate (EC), pro-
pylene carbonate (PC), ethyl methyl carbonate (EMC), diethyl carbonate (DEC), dimethyl carbonate (DMC), dipropyl
carbonate (DPC), methyl propyl carbonate (MPC), ethyl propyl carbonate (EPC), butylene carbonate (BC), fluoroethylene
carbonate (FEC), methyl formate (MF), methyl acetate (MA), ethyl acetate (EA), propyl acetate (PA), methyl propionate
(MP), ethyl propionate (EP), propyl propionate (PP), methyl butyrate (MB), ethyl butyrate (EB), 1,4-butyrolactone (GBL),
sulfolane (SF), dimethyl sulfone (MSM), methyl ethyl sulfone (EMS), and diethyl sulfone (ESE).
[0094] In some embodiments, the electrolyte salt may be one or more selected from LiPF6 (lithium hexafluorophos-
phate), LiBF4 (lithium tetrafluoroborate), LiClO4 (lithium perchlorate), LiAsF6 (lithium hexafluoroarsenate), LiFSI (lithium
difluorosulfimide), LiTFSI (lithium bistrifluoromethanesulfonimide), LiTFS (lithium trifluoromethanesulfonate), LiDFOB
(lithium difluorooxalate), LiBOB (lithium bisoxalate), LiPOzFz (lithium difluorophosphate), LiDFOP (lithium difluoro-
bisoxalate phosphate), and LiTFOP (lithium tetrafluorooxalate phosphate).
[0095] In some embodiments, the electrolyte may further optionally include additives. For example, the additives may
include negative electrode film-forming additives, positive electrode film-forming additives, and additives that can improve
some performances of the battery, such as additives that improve overcharge performance of the battery, additives that
improve high-temperature performance of the battery, and additives that improve low-temperature performance of the
battery.
[0096] The positive electrode plate, the separator, and the negative electrode plate are stacked in order with the
separator between the positive and negative electrode plates to serve as an isolation to obtain a battery core, or to obtain
a battery core after winding; and the battery core is placed in a package housing, injected with the electrolyte, and sealed
to prepare the secondary battery.
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[0097] The present application does not have particular limitation to the shape of the secondary battery. The secondary
battery may be cylindrical, square, or in other arbitrary shape. Fig. 4 shows a secondary battery 5 with a square structure
as an example.
[0098] In some embodiments, the secondary battery may include an outer package for packaging the positive electrode
plate, the negative electrode plate, and the electrolyte.
[0099] In some embodiments, the outer package of the secondary battery may be a soft bag, such as a pocket type
soft bag. The material of the soft bag may be plastic, for example, it may include one or more of polypropylene (PP),
polybutylene terephthalate (PBT), polybutylene succinate (PBS), and the like. The outer package of the secondary
battery may also be a hard case, such as a hard plastic case, an aluminum case, a steel case, and the like.
[0100] In some embodiments, referring to Fig. 5, the outer package may include a shell 51 and a cover plate 53. The
shell 51 may include a bottom plate and side plates connected to the bottom plate, and the bottom plate and the side
plates enclose a receiving cavity. The shell 51 has an opening communicated with the receiving cavity, and the cover
plate 53 can cover the opening to close the receiving cavity.
[0101] The positive electrode plate, the negative electrode plate, and the separator may form an electrode assembly
52 by stacking or winding. The electrode assembly 52 is packaged in the receiving cavity. The electrolyte may adopt
electrolyte liquid, and the electrolyte liquid infiltrates the electrode assembly 52.
[0102] The secondary battery 5 includes one or more electrode assemblies 52, which can be adjusted according to
requirements.
[0103] In some embodiments, the secondary batteries may be assembled into a battery module, the battery module
may include a plurality of secondary batteries, and the specific number can be adjusted according to the application and
capacity of the battery module.
[0104] Fig. 6 shows a battery module 4 as an example. Referring to Fig. 6, in the battery module 4, the plurality of
secondary batteries 5 may be arranged sequentially in a length direction of the battery module 4. Of course, they may
also be arranged in any other way. Further, a plurality of secondary batteries 5 may be fixed by fasteners.
[0105] Optionally, the battery module 4 may further include a housing having a receiving space, and a plurality of
secondary batteries 5 are received in the receiving space.
[0106] In some embodiments, the above-mentioned battery module may also be assembled into a battery pack, and
the number of battery modules included in the battery pack can be adjusted according to the application and capacity
of the battery pack.
[0107] Figs. 7 and 8 show a battery pack 1 as an example. Referring to Figs. 7 and 8, the battery pack 1 may include
a battery case and a plurality of battery modules 4 disposed in the battery case. The battery cabinet includes an upper
case body 2 and a lower case body 3. The upper case body 2 can cover the lower case body 3 to form a closed space
for receiving the battery modules 4. A plurality of battery modules 4 can be arranged in the battery case in any manner.

Apparatus

[0108] The third aspect of the present application provides an apparatus, the apparatus including the secondary battery
according to the second aspect of the present application. The secondary battery can be used as a power source of the
apparatus, or as an energy storage unit of the apparatus. The apparatus may be, but is not limited to, a mobile device
(e.g., a mobile phone, a notebook computer, and the like), an electric vehicle (e.g., a pure electric vehicle, a hybrid
electric vehicle, a plug-in hybrid electric vehicle, an electric bicycle, an electric scooter, an electric golf vehicle, an electric
truck and the like), an electric train, a ship, a satellite, an energy storage system, and the like.
[0109] The apparatus may select the secondary battery, the battery module, or the battery pack according to its usage
requirements.
[0110] Fig. 9 shows an apparatus as an example. The apparatus is a pure electric vehicle, a hybrid electric vehicle,
or a plug-in hybrid electric vehicle. In order to meet the requirements of the apparatus for high power and high energy
density of the secondary battery, a battery pack or a battery module may be used.
[0111] As another example, the apparatus may be a mobile phone, a tablet computer, a notebook computer, and the
like. The apparatus is generally required to be thin and light, and the secondary battery can be used as a power source.

Examples

[0112] Unless otherwise stated, all parts, percentages, and ratios described in the following examples are based on
weight, all reagents used in the examples are commercially available or synthesized according to conventional methods
and can be directly used without further treatment, and all instruments used in the examples are commercially available.
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Preparation of secondary batteries in Examples and Comparative Examples

Preparation of a negative electrode plate

[0113] A negative electrode current collector was prepared by selecting a polymer sheet as an organic support layer,
and performing surface cleaning treatment; plating a copper film on two surfaces of the organic support layer respectively
by electroplating to obtain metal conductive layers, thereby obtaining a negative electrode current collector.
[0114] A negative electrode active material layer with a single-layer structure (Examples 1-19 and Comparative Ex-
amples 1-3) was prepared by dispersing a first active material, a conductive agent Super P, a binder SBR and a thickener
CMC-Na at a mass ratio of 95: 2: 2: 1 in deionized water to form a uniform negative electrode slurry; coating the metal
conductive layer of the negative electrode current collector with the negative electrode slurry, thereby obtaining a negative
electrode active material layer after steps of drying, cold pressing and the like, and further obtaining a negative electrode
plate. The initial morphology of natural graphite was spherical-like.
[0115] A negative electrode active material layer with a double-layer structure was prepared by dispersing natural
graphite as a first active material, a conductive agent Super P, a binder SBR and a thickener CMC-Na at a mass ratio
of 95.5: 2: 1.5: 1 in deionized water to form a uniform first slurry; coating the metal conductive layer of the negative
electrode current collector with the first slurry, thereby obtaining a first coating after drying; dispersing artificial graphite
as a second active material, a conductive agent Super P, a binder SBR and a thickener CMC-Na at a mass ratio of 95.2:
2: 1.8: 1 in deionized water to form a uniform second slurry; coating the first coating with the second slurry, thereby
obtaining a second coating after drying; obtaining a negative electrode active material layer after steps of cold pressing
and the like, and further obtaining a negative electrode plate. The initial morphology of natural graphite was spherical-like.

Preparation of a positive electrode plate

[0116] A positive electrode active material LiNi0.8Co0.1Mn0.1O2, a binder PVDF, and a conductive agent Super P at a
mass ratio of 96: 2: 2 were dispersed in NMP to form a uniform positive electrode slurry, and then aluminum foil as a
positive electrode current collector was coated with the positive electrode slurry, thereby obtaining a positive electrode
plate after steps of drying, cold pressing and the like.

Separator

[0117] A polyethylene film was used as the separator.

Preparation of an electrolyte

[0118] Ethylene carbonate (EC), ethyl methyl carbonate (EMC), and diethyl carbonate (DEC) at a volume ratio of 1:
1: 1 were mixed, and then LiPF6 was dissolved uniformly in the solution to obtain an electrolyte, wherein LiPF6 had a
concentration of 1 mol/L.

Preparation of a lithium-ion secondary battery

[0119] The positive electrode plate, the negative electrode plate and the separator were wound into a battery core,
which was put into a package housing, and in which the electrolyte was injected followed by sealing, thereby obtaining
a lithium-ion secondary battery after steps of standing, compacting, formation, exhausting, and the like.
[0120] Relevant parameters of Examples 1-34 (Ex. 1 - 34) and Comparative Examples 1-3 (CE. 1-3) were shown in
Table 1 to Table 3.

Test section

(1) Cold pressing belt breaking rate test of the negative electrode plate

[0121] About 1000 meters of wound and coated electrode plate was taken and cold-pressed by a roll in a cold press,
and the compaction density of the electrode plate was set to 1.7 g/cm3. The total number of meters before cold pressing
was Y, the number of meters lost due to belt breaking during cold pressing was Y’, then the cold pressing belt breaking
rate = Y’/ Y 3 100%.
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(2) Cycle performance test of the battery

[0122] At 25°C, the battery was charged to 4.2 V at a constant current rate of 1C, then charged at a constant voltage
to a current ≤ 0.05C, set standing for 5 min, discharged at the constant current rate of 1C to 28 V, and set standing for
5 min. This was a charge and discharge cycle. This discharge capacity was recorded as an initial capacity. The battery
was charged and discharged for 100 cycles according to this method, and the discharge capacity after 100 cycles was
recorded. The cycle performance of the battery was the discharge capacity after 100 cycles/ initial capacity 3 100%.

(3) Dynamic performance test of the battery

[0123] At 25°C, the battery was charged to 4.2 V at a constant current rate of 1C, then charged at a constant voltage
to a current ≤ 0.05C, set standing for 5 min, discharged at the constant current rate of 1C to 2.8 V, and set standing for
5 min. This discharge capacity was recorded as C1;
[0124] At 25°C, the battery was charged to 4.2 V at a constant current rate of 3C, then charged at a constant voltage
to a current ≤ 0.05C, set standing for 5 min, discharged at the constant current rate of 3C to 2.8 V, and set standing for
5 min. This discharge capacity was recorded as C2;
[0125] The dynamic performance of the battery was C2/C1 3 100%.
[0126] Relevant parameters of Examples 1-34 and Comparative Examples 1-3 were shown in Table 2 to Table 3.

[0127] In Table 1, the Cu/Ni alloy contained 95wt% of Cu and 5wt% ofNi.

Table 1: Negative electrode current collector

Number of 
current collector

Organic support layer Metal conductive layer
Young’s modulus E of 

negative electrode current 
collector GPa

Type of 
polymer

Molecular 
weight of 
polymer

Thickness 
mm

Material
Thickness 

mm

1 PE 50000 6 Cu 0.5 2.1

2 PET 120000 6 Cu 0.8 4.5

3 PP 80000 6 Cu 1 6.4

4 PET 150000 6 Cu 0.5 9.4

5 PE 50000 6 Cu/Ni 0.9 13.2

6 PP 90000 6 Cu 1 17.9

7 PET 130000 6 Cu 2 20

8 Conventional metal current collector: 8 mm thick copper foil
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[0128] In Table 3: W1 represented hardness of the first active material, W2 represented hardness of the second active
material; ΔD/E represented |Dv501 - Dv502|/E; T1 ratio represented a percentage of the thickness of the first active
material layer in the total thickness of the negative electrode active material layer.
[0129] It can be seen from the results in Table 2 that the negative electrode plate provided by the present application
contained a negative electrode current collector composed of a metal conductive layer and an organic support layer,
and the first active material in the negative electrode active material layer close to the metal conductive layer satisfied
a/b and c/d within specific ranges, which can reduce its own weight and effectively prevent the first active material from
causing damage such as cracks (relatively low cold pressing belt breaking rate) to the metal conductive layer, so that
the negative electrode plate had relatively low impedance and good charge and discharge performance, and the sec-
ondary battery using the negative electrode plate had relatively high gravimetric energy density and cycle performance.
Further, the battery also had high dynamic performance.
[0130] From the comparison between Example 7 and Comparative Example 1, it can be seen that the negative
electrode plate of the present application adopted a composite current collector, which enabled the secondary battery
adopting it to have relatively high gravimetric energy density, cycle performance and dynamic performance; the Com-
parative Example 1 adopted a metal copper foil current collector with low cold pressing belt breaking rate and relatively
good dynamic performance, but had a reduced energy density of the battery due to its high weight.
[0131] With regard to the negative electrode plates of Comparative Example 2 and Comparative Example 3, because
a/b and c/d of the first active material were not within specific ranges, the negative electrode plates hardly had relatively
low cold pressing belt breaking rate and relatively high dynamic performance.
[0132] From the results of Examples 20-34, it can be seen that the first active material was reasonably combined with
the second active material to form a negative electrode active material layer with a double-layer structure, which can
further improve the cycle performance and dynamic performance of the battery.
[0133] Described above are merely specific embodiments of the present application, but the protection scope of the
present application is not limited to this. Any skilled person who is familiar with this art could readily conceive of various
equivalent modifications or substitutions within the disclosed technical scope of the present application, and these
modifications or substitutions shall fall within the protection scope of the present application. Therefore, the protection
scope of the present application shall be subject to the protection scope of the claims.

Claims

1. A negative electrode plate, comprising:

a negative electrode current collector (10), comprising an organic support layer (11) and a metal conductive
layer (12) disposed on at least one surface of the organic support layer (11);
a negative electrode active material layer (20), comprising at least a first active material layer (21), the first
active material layer (21) being disposed on the surface of the metal conductive layer (12) away from the organic
support layer (11), and the first active material layer comprising a first active material;
wherein in a first cross section in a thickness direction of the negative electrode plate, the first active material
has a size a in a direction parallel to the metal conductive layer (12), the first active material has a size b in the
thickness direction, and a and b satisfy 0.8 ≤ a/b ≤ 20; and
in a second cross section in the thickness direction of the negative electrode plate, the first active material has
a size c in the direction parallel to the metal conductive layer (12), the first active material has a size d in the
thickness direction, and c and d satisfy 0.8 ≤ c/d ≤ 20; and
the first cross section is parallel to a first direction, the second cross section is parallel to a second direction,
and the first direction intersects with the second direction.

2. The negative electrode plate according to claim 1, wherein the negative electrode current collector (10) further
satisfies at least one of the following (1) to (3):

(1) the metal conductive layer (12) has a thickness of 30 nm to 3 mm, and preferably from 300 nm to 2 mm;
(2) the organic support layer (11) has a thickness of 1 mm to 20 mm, and preferably from 2 mm to 8 mm; and
(3) the negative electrode current collector (10) has a Young’s modulus E satisfying 2 GPa ≤ E ≤ 20 GPa, as
determined according to the description.

3. The negative electrode plate according to claim 1 or 2, wherein,

a and b satisfy 0.9 ≤ a/b ≤ 10, and preferably 2 ≤ a/b ≤ 4; and
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c and d satisfy 0.9 ≤ c/d ≤ 10, and preferably 1.8 ≤ c/d ≤ 5.

4. The negative electrode plate according to any one of claims 1 to 3, wherein the first active material has a volume
average particle size Dv501 satisfying 5 mm ≤ Dv501 ≤ 25 mm, and preferably 10 mm ≤ Dv501 ≤ 20 mm.

5. The negative electrode plate according to any one of claims 1 to 4, wherein the negative electrode active material
layer (20) further comprises a second active material layer (22), the second active material layer (22) is disposed
on the surface of the first active material layer (21) away from the metal conductive layer (12), and the second active
material layer (22) comprises a second active material;

the first active material comprises a graphite material, preferably natural graphite, and more preferably, the
natural graphite has an initial morphology that is one or more of spherical-like and oval-like shapes; and
the second active material comprises artificial graphite.

6. The negative electrode plate according to claim 5, wherein the second active material has a hardness greater than
that of the first active material, as determined according to the description.

7. The negative electrode plate according to claim 5 or 6, wherein the second active material has a volume average
particle size Dv502 satisfying 5 mm ≤ Dv502 ≤ 25 mm, and preferably 10 mm ≤ Dv502 ≤ 20 mm;
preferably, the volume average particle size Dv501 of the first active material and the volume average particle size
Dv502 of the second active material satisfy: Dv501 > Dv502.

8. The negative electrode plate according to any one of claims 5 to 7, wherein the volume average particle size Dv501
of the first active material, the volume average particle size Dv502 of the second active material, and the Young’s
modulus E of the negative electrode current collector satisfy:
|Dv501 - Dv502|/E ≤ 2, preferably 0.3 ≤ |Dv501 - Dv502|/E ≤ 1.25, wherein Dv501 and Dv502 are in mm, and E is in GPa.

9. The negative electrode plate according to any one of claims 5 to 8, wherein the thickness of the first active material
layer (21) accounts for 10% to 50%, and preferably 20% to 35%, of the total thickness of the negative electrode
active material layer (20).

10. The negative electrode plate according to any one of claims 5 to 9, wherein the negative electrode plate further
satisfies at least one of the following (1) to (5):

(1) the first active material has a graphitization degree of 94.8% to 97.0%, and/or the second active material
has a graphitization degree of 91.2% to 93.8%, as determined according to the description;
(2) the first active material has apowder OI value of 3.5 to 3.9, and/or the second active material has a powder
OI value of 3.0 to 3.2, as determined according to the description;
(3) the first active material has a specific surface area of 1.2 m2/g to 4 m2/g, and/or the second active material
has a specific surface area of 1 m2/g to 2 m2/g; and preferably, the specific surface area of the first active
material is greater than that of the second active material, as determined according to the description;
(4) the first active material layer (21) has a porosity of 23% to 35%, and/or the second active material layer (22)
has a porosity of 18% to 30%; and preferably, the porosity of the first active material layer (21) is greater than
the porosity of the second active material layer (22) , as determined according to the description; and
(5) the negative electrode active material layer (20) has a thickness of 40 mm to 100 mm.

11. A secondary battery, comprising the negative electrode plate according to any one of claims 1 to 10.

12. An apparatus, comprising the secondary battery according to claim 11.

Patentansprüche

1. Negative Elektrodenplatte, umfassend:

einen Negativelektroden-Stromabnehmer (10), der eine organische Trägerschicht (11) und eine leitende Me-
tallschicht (12) umfasst, die auf mindestens einer Oberfläche der organischen Trägerschicht (11) angeordnet ist;
eine Negativelektroden-Aktivmaterialschicht (20), die mindestens eine erste Aktivmaterialschicht (21) umfasst,
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wobei die erste Aktivmaterialschicht (21) auf der der organischen Trägerschicht (11) abgewandten Oberfläche
der leitenden Metallschicht (12) angeordnet ist und die erste Aktivmaterialschicht ein erstes Aktivmaterial um-
fasst;
wobei in einem ersten Querschnitt in einer Dickenrichtung der negativen Elektrodenplatte das erste Aktivmaterial
eine Größe a in einer Richtung parallel zu der leitenden Metallschicht (12) aufweist, das erste Aktivmaterial
eine Größe b in der Dickenrichtung aufweist, und a und b 0,8 ≤ a/b ≤ 20 erfüllen; und
in einem zweiten Querschnitt in der Dickenrichtung der negativen Elektrodenplatte das erste Aktivmaterial eine
Größe c in der Richtung parallel zu der leitenden Metallschicht (12) aufweist, das erste Aktivmaterial eine Größe
d in der Dickenrichtung aufweist und c und d 0,8 ≤ c/d ≤ 20 erfüllen; und
der erste Querschnitt parallel zu einer ersten Richtung gerichtet ist, der zweite Querschnitt parallel zu einer
zweiten Richtung gerichtet ist, und sich die erste Richtung mit der zweiten Richtung schneidet.

2. Negative Elektrodenplatte nach Anspruch 1, wobei der negative Negativelektroden-Stromabnehmer (10) ferner
mindestens eine der folgenden Bedingungen (1) bis (3) erfüllt:

(1) die leitende Metallschicht (12) eine Dicke von 30 nm bis 3 mm, vorzugsweise von 300 nm bis 2 mm, aufweist;
(2) die organische Trägerschicht (11) eine Dicke von 1 mm bis 20 mm, vorzugsweise von 2 mm bis 8 mm, aufweist;
und
(3) der negative Negativelektroden-Stromabnehmer (10) ein Elastizitätsmodul von Young E, das 2 GPa ≤ E ≤
20 GPa erfüllt, aufweist, wie gemäß der Beschreibung bestimmt.

3. Negative Elektrodenplatte nach Anspruch 1 oder 2, wobei

a und b 0,9 ≤ a/b ≤ 10 und vorzugsweise 2 ≤ a/b ≤ 4 erfüllen; und
c und d 0,9 ≤ c/d ≤ 10 und vorzugsweise 1,8 ≤ c/d ≤ 5 erfüllen.

4. Negative Elektrodenplatte nach einem der Ansprüche 1 bis 3, wobei das erste Aktivmaterial eine volumengemittelte
Teilchengröße Dv501 aufweist, die 5 mm ≤ Dv501 ≤ 25 mm und vorzugsweise 10 mm ≤ Dv501 ≤ 20 mm erfüllt.

5. Negative Elektrodenplatte nach einem der Ansprüche 1 bis 4, wobei die Negativelektroden-Aktivmaterialschicht
(20) ferner eine zweite Aktivmaterialschicht (22) umfasst, wobei die zweite Aktivmaterialschicht (22) auf der der
leitenden Metallschicht (12) abgewandten Oberfläche der ersten Aktivmaterialschicht (21) angeordnet ist und die
zweite Aktivmaterialschicht (22) ein zweites Aktivmaterial umfasst;

das erste Aktivmaterial ein Graphitmaterial, vorzugsweise natürlichen Graphit, umfasst, und noch bevorzugter,
der natürliche Graphit eine anfängliche Morphologie aufweist, die eine oder mehrere von kugelartigen und
ovalartigen Formen aufweist; und
das zweite Aktivmaterial künstlichen Graphit umfasst.

6. Negative Elektrodenplatte nach Anspruch 5, wobei das zweite Aktivmaterial eine größere Härte als das erste Ak-
tivmaterial aufweist, wie gemäß der Beschreibung bestimmt.

7. Negative Elektrodenplatte nach Anspruch 5 oder 6, wobei das zweite Aktivmaterial eine volumengemittelte Teil-
chengröße Dv502 aufweist, die 5 mm ≤ Dv502 ≤ 25 mm, und vorzugsweise 10 mm ≤ Dv502 ≤ 20 mm, erfüllt,
vorzugsweise die volumenmittlere Teilchengröße Dv501 des ersten Aktivmaterials und die volumenmittlere Teil-
chengröße Dv502 des zweiten Aktivmaterials folgende Bedingung erfüllen: Dv501 > Dv502.

8. Negative Elektrodenplatte nach einem der Ansprüche 5 bis 7, wobei die volumengemittelte Teilchengröße Dv501
des ersten Aktivmaterials, die volumengemittelte Teilchengröße Dv502 des zweiten Aktivmaterials und das Elasti-
zitätsmodul von Young E des Negativelektroden-Stromabnehmers folgende Bedingungen erfüllen:
|Dv501 - Dv502|/E ≤ 2, vorzugsweise 0,3 ≤ |Dv501 - Dv502|/E ≤ 1,25, wobei Dv501 und Dv502 in mm und E in GPa
angegeben sind.

9. Negative Elektrodenplatte nach einem der Ansprüche 5 bis 8, wobei die Dicke der ersten Aktivmaterialschicht (21)
10 % bis 50 %, vorzugsweise 20 % bis 35 %, der Gesamtdicke der Negativelektroden-Aktivmaterialschicht (20)
ausmacht.

10. Negative Elektrodenplatte nach einem der Ansprüche 5 bis 9, wobei die negative Elektrodenplatte ferner mindestens
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einen der folgenden Punkte (1) bis (5) erfüllt:

(1) das erste Aktivmaterial einen Graphitierungsgrad von 94,8 % bis 97,0 % aufweist, und/oder das zweite
Aktivmaterial einen Graphitierungsgrad von 91,2 % bis 93,8 % aufweist, wie gemäß der Beschreibung bestimmt;
(2) das erste Aktivmaterial einen Pulver-OI-Wert von 3,5 bis 3,9 aufweist, und/oder das zweite Aktivmaterial
einen Pulver-OI-Wert von 3,0 bis 3,2 aufweist, wie gemäß der Beschreibung bestimmt;
(3) das erste Aktivmaterial eine spezifische Oberfläche von 1,2 m2/g bis 4 m2/g aufweist, und/oder das zweite
Aktivmaterial eine spezifische Oberfläche von 1 m2/g bis 2 m2/g aufweist; und vorzugsweise die spezifische
Oberfläche des ersten Aktivmaterials größer als die des zweiten Aktivmaterials ist, wie gemäß der Beschreibung
bestimmt;
(4) die erste Aktivmaterialschicht (21) eine Porosität von 23% bis 35% aufweist, und/oder die zweite Aktivma-
terialschicht (22) eine Porosität von 18% bis 30% aufweist; und vorzugsweise die Porosität der ersten Aktiv-
materialschicht (21) größer als die Porosität der zweiten Aktivmaterialschicht (22) ist, wie gemäß der Beschrei-
bung bestimmt; und
(5) Negativelektroden-Aktivmaterialschicht (20) eine Dicke von 40 mm bis 100 mm aufweist.

11. Sekundärbatterie, umfassend die negative Elektrodenplatte nach einem der Ansprüche 1 bis 10.

12. Vorrichtung mit der Sekundärbatterie nach Anspruch 11.

Revendications

1. Plaque d’électrode négative, comprenant:

un collecteur de courant d’électrode négative (10), comprenant une couche de support organique (11) et une
couche conductrice métallique (12) disposée sur au moins une surface de la couche de support organique (11) ;
une couche de matériau actif d’électrode négative (20), comprenant au moins une première couche de matériau
actif (21), la première couche de matériau actif (21) étant disposée sur la surface de la couche conductrice
métallique (12) éloignée de la couche de support organique (11), et la première couche de matériau actif
comprenant un premier matériau actif ;
dans laquelle, dans une première section transversale dans une direction d’épaisseur de la plaque d’électrode
négative, le premier matériau actif présente une taille a dans une direction parallèle à la couche conductrice
métallique (12), le premier matériau actif présente une taille b dans la direction d’épaisseur, et a et b satisfont
à 0,8 ≤ a/b ≤ 20 ; et
dans une deuxième section transversale dans la direction d’épaisseur de la plaque d’électrode négative, le
premier matériau actif présente une taille c dans la direction parallèle à la couche conductrice métallique (12),
le premier matériau actif présente une taille d dans la direction d’épaisseur, et c et b satisfont à 0,8 ≤ c/d ≤ 20 ; et
la première section transversale est parallèle à une première direction, la deuxième section est parallèle à une
deuxième direction et la première direction coupe la deuxième direction.

2. Plaque d’électrode négative selon la revendication 1, dans laquelle le collecteur de courant d’électrode négative
(10) satisfait en outre au moins un des éléments (1) à (3) suivants :

(1) la couche conductrice métallique (12) présente une épaisseur de 30 nm à 3 mm, de préférence de 300 nm
à 2 mm ;
(2) la couche de support organique (11) présente une épaisseur de 1 mm à 20 mm, de préférence de 2 mm à
8 mm ; et
(3) le collecteur de courant d’électrode négative (10) présente un module de Young E satisfaisant à 2 GPa ≤
E ≤ 20 GPa, qui est déterminé comme décrit dans la description.

3. Plaque d’électrode négative selon la revendication 1 ou 2, dans laquelle,

a et b satisfont à 0,9 ≤ a/b ≤ 10, et de préférence 2 ≤ a/b ≤ 4 ; et
c et d satisfont à 0,9 ≤ c/d ≤ 10, et de préférence 1,8 ≤ c/d ≤ 5.

4. Plaque d’électrode négative selon l’une quelconque des revendications 1 à 3, dans lequel le premier matériau actif
présente une taille moyenne des particules en volume Dv501 satisfaisant à 5 mm ≤ Dv501 ≤ 25 mm, et de préférence
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10 mm ≤ Dv501 ≤ 20 mm.

5. Plaque d’électrode négative selon l’une quelconque des revendications 1 à 4, dans laquelle la couche de matériau
actif d’électrode négative (20) comprend en outre une deuxième couche de matériau actif (22), la deuxième couche
de matériau actif (22) est disposée sur la surface de la première couche de matériau actif (21) éloignée de la couche
conductrice métallique (12), et la deuxième couche de matériau actif (22) comprend un deuxième matériau actif ;

le premier matériau actif comprend un matériau graphite, de préférence un graphite naturel, et de plus préférence,
le graphite naturel présente une morphologie initiale qui est une ou plusieurs de formes similaires à sphères et
ovales ; et
le deuxième matériau actif comprend le graphite artificiel.

6. Plaque d’électrode négative selon la revendication 5, dans laquelle le deuxième matériau actif présente une dureté
supérieure à celle de la première matériau actif, qui est déterminée comme décrit dans la description.

7. Plaque d’électrode négative selon la revendication 5 ou 6, dans lequel le deuxième matériau actif présente une
taille moyenne des particules en volume Dv502 satisfaisant à 5 mm ≤ Dv502 ≤ 25 mm, et de préférence 10 mm ≤
Dv502 ≤ 20 mm ;
de préférence, la taille moyenne des particules en volume Dv501 du premier matériau actif et la taille moyenne des
particules en volume Dv502 du deuxième matériau actif satisfont : Dv501 > Dv502.

8. Plaque d’électrode négative selon l’une quelconque des revendications 5 à 7, dans laquelle la taille moyenne des
particules en volume Dv501 du premier matériau actif et la taille moyenne des particules en volume Dv502 du
deuxième matériau actif et le module de Young E du collecteur de courant d’électrode négative satisfont :
|Dv501 - Dv502|/E ≤ 2, de préférence 0,3 ≤ |Dv501 - Dv502|/E ≤ 1,25, dans laquelle Dv501 et Dv502 sont exprimés
en mm, et E est exprimé en GPa.

9. Plaque d’électrode négative selon l’une quelconque des revendications 5 à 8, dans laquelle l’épaisseur de la première
couche de matériau actif (21) représente 10% à 50%, et de préférence 20% à 35% dans l’épaisseur totale de la
couche de matériau actif d’électrode négative (20).

10. Plaque d’électrode négative selon l’une quelconque des revendications 5 à 9, dans laquelle la plaque d’électrode
négative satisfait en outre au moins un des éléments (1) à (5) suivants :

(1) le premier matériau actif présente un degré de graphitisation de 94,8 % à 97,0 % et/ou le deuxième matériau
actif présente un degré de graphitisation de 91,2 % à 93,8 %, qui sont déterminés comme décrit dans la
description.
(2) le premier matériau actif présente une valeur OI de poudre de 3,5 à 3,9 et/ou le deuxième matériau actif
présente une valeur OI de poudre de 3,0 à 3,2, qui sont déterminées comme décrit dans la description ;
(3) le premier matériau actif présente une surface spécifique de 1,2 m2/g à 4 m2/g, et/ou le deuxième matériau
actif présente une surface spécifique de 1 m2/g à 2 m2/g ; et de préférence, la surface spécifique du premier
matériau actif est supérieure à celle du deuxième matériau actif, qui sont déterminées comme décrit dans la
description ;
(4) la première couche de matériau actif (21) présente une porosité de 23 % à 35 %, et/ou la deuxième couche
de matériau actif (22) présente une porosité de 18 % à 30 % ; et de préférence, la porosité de la première
couche de matériau actif (21) est supérieure à celle de la deuxième couche de matériau actif (22), qui sont
déterminées selon la description ; et
(5) la couche de matériau actif d’électrode négative (20) présente une épaisseur de 40 mm à 100 mm.

11. Batterie secondaire, comprenant la plaque d’électrode négative selon l’une quelconque des revendications 1 à 10.

12. Appareil, comprenant la batterie secondaire selon la revendication 11.
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