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(57) Provided is a positive active material in which a compound containing lithium, a transition metal, and oxygen is
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a first lithium layer including only lithium and a second lithium layer in which at least a part of the lithium of the first lithium
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Description

CROSS-REFERENCE TO RELATED APPLICATION

[0001] This application is a continuation of pending International Application No. PCT/KR2019/000559, which was
filed on January 14, 2019 and claims priority to Korean Patent Application Nos. 10-2018-0004416 and 10-2019-0004863
filed on January 12, 2018 and January 14, 2019 in the Korean Intellectual Property Office, the disclosures of which are
hereby incorporated by reference in their entireties.

[Technical Field]

[0002] The present application relates to a positive active material, a method of preparing the same, and a lithium
secondary battery including the same, and more particularly, to a positive active material in which zirconium is doped,
a method of preparing the same, and a lithium secondary battery including the same.

[Background Art]

[0003] With the development of portable mobile electron devices, such as a smart phone, an MP3 player, and a tablet
PC, the demand for secondary batteries capable of storing electric energy is explosively increasing. Particularly, with
the advent of electric vehicles, medium and large energy storing systems, and portable devices requiring high energy
density, the demand for lithium secondary batteries is increasing.
[0004] As such, the demand for the lithium secondary batteries increases, so that research and development of positive
active materials used in the lithium secondary batteries is in progress. For example, Korean Patent Application Publication
No. 10-2014-0119621 (Application No. 10-2013-0150315) discloses a secondary battery, in which the kind and a com-
position of metal substituted in a precursor are adjusted by using the precursor for preparing a positive active material
including the excessive amount of lithium and adjusting the kind and the amount of metal added to exhibit high-voltage
capacity and long life characteristics.

[Disclosure]

[Technical Problem]

[0005] An technical object to be solved by the present application is to provide a high-capacity positive active material,
a method of preparing the same, and a lithium secondary battery including the same.
[0006] Another technical object to be solved by the present application is to provide a positive active material having
long life, a method of preparing the same, and a lithium secondary battery including the same.
[0007] Another technical object to be solved by the present application is to provide a high-stable positive active
material, a method of preparing the same, and a lithium secondary battery including the same.
[0008] Another technical object to be solved by the present application is to provide a positive active material in which
a life shortening characteristic according to the number of times of charge/discharge is minimized, a method of preparing
the same, and a lithium secondary battery including the same.
[0009] The technical objects to be solved by the present application are not limited to the foregoing.

[Technical Solution]

[0010] In order to solve the technical problem, the present application provides a positive active material.
[0011] According to an exemplary embodiment, the positive active material in which a compound containing lithium,
a transition metal, and oxygen is doped with a doping metal includes lithium (Li) layers, in which the lithium layers may
include a first lithium layer including only lithium and a second lithium layer in which at least a part of the lithium of the
first lithium layer is substituted with a transition metal.
[0012] According to the exemplary embodiment, substitution energy of the lithium and the transition metal may be
decreased by the doping metal, so that a part of the lithium of the first lithium layer may be substituted with the transition
metal.
[0013] According to the exemplary embodiment, the first lithium layer and the second lithium layer may be alternately
and repeatedly arranged.
[0014] According to the exemplary embodiment, the doping metal may include at least one of zirconium, boron, titanium,
and tungsten.
[0015] According to the exemplary embodiment, the doping metal may include zirconium, and zirconium may be less



EP 3 723 176 A1

3

5

10

15

20

25

30

35

40

45

50

55

than 2 mol%.
[0016] According to the exemplary embodiment, the transition metal may be nickel, and a concentration of nickel may
be 79 mol% or more.
[0017] According to the exemplary embodiment, a superlattice may be provided by the second lithium layer in which
at least the part of the lithium of the first lithium layer is substituted with the transition metal.
[0018] According to the exemplary embodiment, in the second lithium layer, a half of the lithium of the first lithium layer
may be substituted with the transition metal.
[0019] According to the exemplary embodiment, the positive active material may include a first lithium layer in which
lithium is regularly arranged, and a second lithium layer in which lithium and a transition metal are regularly arranged,
in which a superlattice may be formed by the first lithium layer and the lithium and the transition metal included in the
first lithium layer.
[0020] According to the exemplary embodiment, the superlattice may include six lithium atoms and one transition
metal element.
[0021] According to the exemplary embodiment, the lithium and the transition metal may be alternately arranged in
the second lithium layer, and the first lithium layer and the second lithium layer may be alternately arranged.
[0022] According to the exemplary embodiment, the second lithium layer may be identified with an electron diffraction
pattern in [010] zone.
[0023] In order to solve the technical problem, the present invention provides a method of preparing a positive active
material.
[0024] According to an exemplary embodiment, the method may include: preparing a positive active material precursor
including a hydroxide including a transition metal and a doping metal by using a transition metal precursor and a doping
metal precursor; and preparing a positive active material in which a compound containing lithium, the transition metal,
and oxygen is doped with the doping metal by mixing and calcining the positive active material precursor and lithium
salt, in which the doping metal in the positive active material precursor may be less than 2 mol%.
[0025] According to the exemplary embodiment, the doping metal may include at least one of zirconium, boron, titanium,
and tungsten.

[Advantageous Effects]

[0026] According to the exemplary embodiments, the positive active material in which a compound containing lithium,
a transition metal, and oxygen is doped with a doping metal includes lithium (Li) layers, in which the lithium layers may
include a first lithium layer including only lithium and a second lithium layer in which at least a part of the lithium of the
first lithium layer is substituted with a transition metal.
[0027] A superlattice may be formed by the first lithium layer and the lithium and the transition metal included in the
second lithium layer, thereby providing the positive active material in which a life shortening characteristic is minimized
in a high-nickel positive active material.

[Description of Drawings]

[0028]

FIG. 1 is a flowchart for describing a method of preparing a positive active material according to an exemplary
embodiment of the present invention.
FIG. 2 is a diagram for describing a positive active material according to an exemplary embodiment of the present
invention.
FIG. 3 is a diagram taken along line A-B of FIG. 2.
FIG. 4 is a picture of a Scanning Electron Microscope (SEM) of positive active materials according to Comparative
Example 1 and Example 1-1 of the present invention.
FIGS. 5A and 5B are graphs of X-ray Diffraction (XRD) measurement results of the positive active materials according
to Comparative Example 1 and Example 1-1 of the present invention.
FIG. 6 is a Scanning Transmission Electron Microscope (STEM) picture of the positive active material according to
Example 1-1 of the present invention.
FIG. 7 is a diagram for describing a TEM picture, an ED pattern, and a lithium layer of the positive active material
according to Example 1-1 of the present invention.
FIG. 8 is a TEM picture and an ED pattern of the positive active material according to Example 1-1 of the present
invention.
FIG. 9 is a diagram of ED patterns of the positive active materials according to Comparative Example 1 and Example
1-1 of the present invention.



EP 3 723 176 A1

4

5

10

15

20

25

30

35

40

45

50

55

FIG. 10 is a diagram for describing an ED pattern and an atomic arrangement of the positive active material according
to Example 1-1 of the present invention.
FIG. 11 is a diagram for describing an atomic structure and formation energy of the positive active material according
to Example 1-1 of the present invention.
FIG. 12 is a diagram for describing an atomic structure according to a concentration of Zr in the positive active
material according to Example 1-1 of the present invention.
FIG. 13 is a diagram for describing a possible arrangement structure of lithium and nickel and energy according to
the arrangement structure in the positive active material according to Example 1-1 of the present invention.
FIG. 14 is a graph for describing a lattice constant of the positive active materials according to Example 1-1 and
Comparative Example 1 of the present invention.
FIG. 15 is a diagram for describing modelling for a calculation of a lattice constant of the positive active material
according to Example 1-1 of the present invention.
FIGS. 16A, 16B, and 16C are graphs for describing a capacity characteristic, a life characteristic, and a rate capability
of the positive active materials according to Example 1-1 and Comparative Example 1 of the present invention.
FIG. 17 is a graph for describing a capacity characteristic according to the number of times of charge/discharge of
the positive active material according to Comparative Example 1 of the present invention.
FIG. 18 is a graph for describing a capacity characteristic according to the number of times of charge/discharge of
the positive active material according to Example 1-1 of the present invention.
FIG. 19 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the positive
active materials according to Examples 1-1 to 1-3 and Comparative Example 1 of the present invention.
FIG. 20 is a graph illustrating measured life characteristics of lithium secondary batteries including the positive active
materials according to Examples 1-1 to 1-3 and Comparative Example 1 of the present invention.
FIG. 21 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example
2 of the present invention.
FIG. 22 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the positive
active materials according to Example 2 and Comparative Example 1 of the present invention.
FIG. 23 is a graph illustrating measured life characteristics of lithium secondary batteries including the positive active
materials according to Example 2 and Comparative Example 1 of the present invention.
FIG. 24 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example
3 of the present invention.
FIG. 25 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive active
materials according to Example 3 and Comparative Example 3 of the present invention measured under a condition
of 2.7 to 4.3 V.
FIG. 26 is a graph illustrating life characteristics of lithium secondary batteries including the positive active materials
according to Example 3 and Comparative Example 3 of the present invention measured under a condition of 2.7 to
4.3 V.
FIG. 27 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive active
materials according to Example 3 and Comparative Example 3 of the present invention measured under a condition
of 2.7 to 4.5 V.
FIG. 28 is a graph illustrating life characteristics of lithium secondary batteries including the positive active materials
according to Example 3 and Comparative Example 3 of the present invention measured under a condition of 2.7 to
4.3 V.
FIG. 29 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example
4 of the present invention.
FIG. 30 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the positive
active materials according to Example 4 and Comparative Example 4 of the present invention.
FIG. 31 is a graph illustrating measured life characteristics of lithium secondary batteries including the positive active
materials according to Example 4 and Comparative Example 4 of the present invention.
FIG. 32 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example
5 of the present invention.
FIG. 33 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the positive
active materials according to Example 5 and Comparative Example 5 of the present invention.
FIG. 34 is a graph illustrating measured life characteristics of lithium secondary batteries including the positive active
materials according to Example 5 and Comparative Example 5 of the present invention.
FIG. 35 is a graph illustrating measured retention characteristics of lithium secondary batteries including the positive
active materials according to Example 5 and Comparative Example 5 of the present invention.
FIG. 36 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example
6 of the present invention.
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FIG. 37 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the positive
active materials according to Example 6 and Comparative Example 6 of the present invention.
FIG. 38 is a graph illustrating measured life characteristics of lithium secondary batteries including the positive active
materials according to Example 6 and Comparative Example 6 of the present invention.
FIG. 39 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example
7 of the present invention.
FIG. 40 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive active
materials according to Example 7 and Comparative Example 6 of the present invention measured at 30°C.
FIG. 41 is a graph illustrating life characteristics of lithium secondary batteries including the positive active materials
according to Example 7 and Comparative Example 6 of the present invention measured at 30°C.
FIG. 42 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive active
materials according to Example 7 and Comparative Example 6 of the present invention measured at 55°C.
FIG. 43 is a graph illustrating life characteristics of lithium secondary batteries including the positive active materials
according to Example 7 and Comparative Example 6 of the present invention measured at 55°C.

[Best Mode]

[0029] Hereinafter, the exemplary embodiments of the present invention will be described with reference to the ac-
companying drawings. However, the technical spirit of the present invention is not limited to the exemplary embodiments
described herein, but may also be implemented in other forms. Rather, the embodiments introduced herein are provided
so as to make the disclosed contents be thorough and complete and to fully transfer the spirit of the present invention
to those skilled in the art.
[0030] In the present specification, when it is said that one constituent element is formed on another constituent
element, the constituent element may be directly formed on another constituent element, or may be formed on the
another constituent element with a third constituent element interposed therebetween. Further, in the drawings, thick-
nesses of layers and regions are exaggerated for the effective description of the technical contents.
[0031] Further, in the various exemplary embodiments of the present specification, although terms, such as "a first",
"a second", and "a third", are used for describing various constituent elements, but the constituent elements are not
limited by the terms. The terms are simply used for discriminating one constituent element from another constituent
element. Accordingly, a first constituent element mentioned in any one exemplary embodiment may also be mentioned
as a second constituent element in another exemplary embodiment. Each exemplary embodiment described and ex-
emplified herein also includes a complementary exemplary embodiment thereof. Further, in the present specification,
the term "and/or" is used as a meaning including at least one among the constituent elements listed before and after.
[0032] Singular expressions used herein include plurals expressions unless they have definitely opposite meanings
in the context. It will be appreciated that terms "including" and "having" are intended to designate the existence of
characteristics, numbers, steps, constituent elements, and a combination thereof described in the specification, and do
not exclude a possibility of the existence or addition of one or more other characteristics, numbers, steps, constituent
elements, or a combination thereof.
[0033] Further, in the following description of the present invention, when a detailed description of a related publicly
known function or configuration is determined to unnecessarily make the subject matter of the present invention unclear,
the detailed description thereof will be omitted.
[0034] Further, in the specification of the present application, a crystal system may consist of seven systems including
a triclinic system, a monoclinic system, an orthorhombic system, a tetragonal system, a trigonal or rhombohedral system,
a hexagonal system, and a cubic system.
[0035] Further, in the specification of the present application, "mol%" is interpreted to mean the content of predetermined
element included in a positive active material or a positive active material precursor when it is assumed that the sum of
remaining elements excluding lithium, oxygen, and hydrogen in the positive active material or the positive active material
precursor is 100%.
[0036] FIG. 1 is a flowchart for describing a method of preparing a positive active material according to an exemplary
embodiment of the present invention, FIG. 2 is a diagram for describing a positive active material according to an
exemplary embodiment of the present invention, and FIG. 3 is a diagram taken along line A-B of FIG. 2.
[0037] Referring to FIGS. 1 to 3, a positive active material 100 according to the exemplary embodiment of the present
invention may include a material in which a compound containing nickel, lithium, and oxygen is doped with a doping
metal. For example, the positive active material 100 may be the material in which a compound of lithium, nickel, and
oxygen is doped with a doping metal, the material in which a compound of lithium, nickel, cobalt, and oxygen is doped
with a doping metal, the material in which a compound of lithium, nickel, cobalt, manganese, and oxygen is doped with
a doping metal, and or the material in which a compound of lithium, nickel, cobalt, aluminum, and oxygen is doped with
a doping metal.
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[0038] For example, the doping metal may include at least one of zirconium, boron, titanium, and tungsten. Further,
when the doping metal is zirconium, a concentration of zirconium in the positive active material 100 may be less than 2
mol%. Accordingly, a charge/discharge characteristic and a life characteristic of a lithium secondary battery including
the positive active material 100 may be improved. In contrast, when a concentration of zirconium is 2 mol% or more, a
charge/discharge characteristic and a life characteristic of a lithium secondary battery may deteriorate.
[0039] According to an exemplary embodiment, a concentration of at least one of nickel, cobalt, manganese, and
aluminum may be substantially constant in the positive active material 100. Otherwise, according to another exemplary
embodiment, a concentration of at least one of nickel, cobalt, manganese, and aluminum in the positive active material
100 may have, from a center of a particle to a surface of the particle, a concentration gradient in the entire particle or a
concentration gradient in a part of the particle. Otherwise, according to another exemplary embodiment, the positive
active material 100 may include a core portion and a shell portion having a different concentration of metal (at least one
of nickel, cobalt, manganese, and aluminum) from that of the core portion. The technical spirit according to the exemplary
embodiment of the present invention may be applied to the positive active materials having various structures and forms.
[0040] The positive active material may include primary particles 30 and a secondary particle in which the primary
particles 30 are agglomerated. The primary particles 30 may be extended in a direction in which the primary particles
30 are radiated from one region of an inner portion of the secondary particle to a surface portion 20 of the secondary
particle. The one region in the inner portion of the secondary particle may be a center portion 10 of the secondary particle.
That is, the primary particle 30 may have a rod shape extended from the one region of the inner portion of the secondary
particle to the surface portion 20 of the secondary particle.
[0041] According to the exemplary embodiment, the primary particle 30 relatively adjacent to the surface portion 20
of the secondary particle may have a longer length in a direction from the center portion 10 of the inner portion of the
secondary particle to the surface portion 20 of the secondary particle than the primary particle 30 relatively adjacent to
the center portion 10 of the inner portion of the secondary particle. That is, in at least a part of the secondary particle
extended from the center portion 10 to the surface portion 20 of the secondary particle, the lengths of the primary particles
30 may increase as the primary particles 30 are adjacent to the surface portion 20 of the secondary particle.
[0042] An a-axis of a crystal structure of the primary particle 30 may be arranged to be parallel to the direction from
the center portion 10 to the surface portion 20 of the secondary particle. Accordingly, a movement path of metal ions
(for example, lithium ions) and an electrolyte may be provided between the spaces between the primary particles 30
having the rod shapes, that is, the spaces between the primary particles 30 extended in a direction D from the center
portion 10 to the surface portion 20 of the secondary particle. Accordingly, charge/discharge efficiency of a secondary
battery including the positive active material according to the exemplary embodiment of the present invention may be
improved.
[0043] The positive active material 100 may be the material in which the compound containing lithium, a transition
metal, and oxygen is doped with the doping metal as described above. In this case, the positive active material 100 may
include lithium (Li) layers, and the lithium layers may include a first lithium layer and a second lithium layer. The first
lithium layer may be a layer including only a lithium atom in an atomic arrangement structure of the positive active
material 100, and the second lithium layer may be provided by substituting at least a part of the lithium of the first lithium
layer with the transition metal. That is, by the doping of the doping metal, substitution energy of the lithium and the
transition metal is decreased, and thus a part of the lithium of some first lithium layers in the plurality of first lithium layers
is substituted with the transition metal, so that the second lithium layer may be provided.
[0044] The first lithium layer may be a fully Li-occupied layer in which only lithium is regularly arranged, and the second
lithium layer may be a half Li-occupied layer in which a half of lithium is substituted with the transition metal in the first
lithium layer, and lithium and the transition metal may be regularly arranged.
[0045] The first lithium layer and the second lithium layer are alternately and repeatedly arranged, so that a superlattice
may be formed by the first lithium layer and the lithium and the transition metal included in the first lithium layer. The
superlattice may be formed of six lithium atoms and one transition metal element.
[0046] As described above, when the part of the lithium of the pure lithium layer is substituted with the transition metal
and an anti-site is generated, the electrolyte may permeate into a crack generated during the charge/discharge process
of the positive active material 100, and a rock-salt structure may be generated on a surface of the positive active material
100 by a parasitic reaction of the electrolyte permeating into the crack. The rock-salt structure has an inactive characteristic
and increases charge movement resistance, thereby degrading a charge/discharge capacity and a life characteristic.
[0047] However, according to the exemplary embodiment of the present invention, the positive active material 100
may include nickel of a high concentration (for example, 79.5 mol% or more), and thus even though the charge/discharge
progresses, the rock-salt structure does not grow thick and may maintain a constant thickness. Accordingly, even though
the anti-site is generated by the doping of the doping metal, a life characteristic may be improved without degradation
of a charge/discharge capacity.
[0048] Subsequently, the method of preparing the positive active material according to the exemplary embodiment of
the present invention will be described with reference to FIGS. 1 and 2.
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[0049] Referring to FIG. 1, a positive active material precursor having a hydroxide including a transition metal and a
doping metal is prepared by using a transition metal precursor and a doping metal precursor (S110). The transition metal
precursor may include at least one of nickel sulfate, cobalt sulfate, and manganese sulfate, and the doping metal precursor
may include an aqueous solution in which zirconium sulfate, titanium sulfate, and tungsten is resolved, and the like.
[0050] For example, the positive active material precursor may be expressed by Chemical Formula 2 below.

<Chemical Formula 2> [M1xM2y](OH)2

[0051] In Chemical Formula 2, 0.795 ≤ x < 1.00 and 0 < y < 0.02, and M1 includes at least one of nickel, cobalt, and
manganese, and M2 may be a doping metal.
[0052] A positive active material, in which a compound containing lithium, the transition metal, and oxygen is doped
with the doping metal, may be prepared by mixing and calcining the positive active material precursor and lithium salt
(S120).
[0053] According to the exemplary embodiment, when the positive active material further includes aluminum, the
preparing of the positive active material may include mixing and calcining the positive active material precursor, lithium
salt, and an aluminum precursor.
[0054] Hereinafter, the particular method of preparing the positive active material according to the exemplary embod-
iment of the present invention and a characteristic evaluation result will be described.

Prepare positive active material according to Comparative Example 1 (Ni 100)

[0055] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to a reactor.
A nickel sulfate metal aqueous solution and an ammonia solution were continuously added to the reactor. Further, a
sodium hydroxide solution was supplied for pH adjustment to prepare a Ni(OH)2 metal composite hydroxide.
[0056] The prepared Ni(OH)2 metal composite hydroxide was washed with water, filtered, and then dried in a vacuum
drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar ratio of 1:1.01 and
then calcined at 650°C in an oxygen atmosphere to prepare LiNiO2 positive active material powder.

Prepare positive active material according to Example 1-1 (Ni 99.5 Zr 0.5)

[0057] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate and zirconium sulfate is 99.5:0.5, and an ammonia
solution were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH adjustment
to prepare a [Ni0.995Zr0.005](OH)2 metal composite hydroxide.
[0058] The prepared [Ni0.995Zr0.005](OH)2 metal composite hydroxide was washed with water, filtered, and then dried
at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar ratio
of 1:1.01 and then calcined at 650°C in an oxygen atmosphere to prepare Li[Ni0.995Zr0.005]O2 positive active material
powder.

Prepare positive active material according to Example 1-2 (Ni 99 Zr 1)

[0059] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate and zirconium sulfate is 99:1, and an ammonia solution
were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH adjustment to prepare
a [Ni0.99Zr0.01](OH)2 metal composite hydroxide.
[0060] The prepared [Ni0.99Zr0.01](OH)2 metal composite hydroxide was washed with water, filtered, and then dried
at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar ratio
of 1:1.01 and then calcined at 650°C in an oxygen atmosphere to prepare Li[Ni0.99Zr0.01]O2 positive active material
powder.

Prepare positive active material according to Example 1-3 (Ni 98 Zr 2)

[0061] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate and zirconium sulfate is 98:2, and an ammonia solution
were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH adjustment to prepare
a [Ni0.98Zr0.2](OH)2 metal composite hydroxide.
[0062] The prepared [Ni0.98Zr0.2](OH)2 metal composite hydroxide was washed with water, filtered, and then dried at
a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar ratio of
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1:1.01 and then calcined at 650°C in an oxygen atmosphere to prepare Li[Ni0.98Zr0.02]O2 positive active material powder.

Prepare positive active material according to Example 2 (Ni 99.5 Ti 0.5)

[0063] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied. A metal
aqueous solution, in which a molar ratio of nickel sulfate and titanium sulfate is 99.5:0.5, and an ammonia solution were
continuously added. Further, a sodium hydroxide solution was supplied for pH adjustment to prepare a [Ni0.995Ti0.005]
(OH)2 metal composite hydroxide.
[0064] The prepared [Ni0.995Ti0.005](OH)2 metal composite hydroxide was washed with water, filtered, and then dried
at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar ratio
of 1:1.01 and then calcined at 650°C in an oxygen atmosphere to prepare Li[Ni0.995Ti0.005]O2 positive active material
powder.

Prepare positive active material according to Comparative Example 3 (Ni 90 Co 10)

[0065] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate and cobalt sulfate is 90:10, and an ammonia solution
were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH adjustment to prepare
a [Ni0.90Co0.10](OH)2 metal composite hydroxide.
[0066] The prepared [Ni0.90Co0.10](OH)2 metal composite hydroxide was washed with water, filtered, and then dried
at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar ratio
of 1:1.01 and then calcined at 700°C in an oxygen atmosphere to prepare Li[Ni0.90Co0.10]O2 positive active material
powder.

Prepare positive active material according to Example 3 (Ni 89 Co 10 W 1)

[0067] WO3 powder was dissolved in a lithium hydroxide solution at a concentration of 0.47 M. A basic aqueous
solution, in which W was dissolved, was prepared by dissolving the prepared solution in a sodium hydroxide solution.
Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor. A metal
aqueous solution, in which a molar ratio of nickel sulfate and cobalt sulfate is 90:10, and an ammonia solution were
continuously added to the reactor. Further, the basic aqueous solution, in which W was dissolved, was supplied for pH
adjustment and the addition of tungsten to prepare a [Ni0.89Co0.10W0.01](OH)2 metal composite hydroxide.
[0068] The prepared [Ni0.89Co0.10W0.01](OH)2 metal composite hydroxide was washed with water, filtered, and then
dried at a vacuum drier at 110°C for 12 hours. The metal composite hydroxide and a lithium hydroxide (LiOH) were
mixed at a molar ratio of 1:1.01 and then calcined at 750°C in an oxygen atmosphere to obtain Li[Ni0.89Co0.10W0.01]O2
positive active material powder.

Prepare positive active material according to Comparative Example 4 (Ni 94 Co 3 Mn 3)

[0069] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate, cobalt sulfate, and manganese sulfate is 94:3:3, and
an ammonia solution were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH
adjustment to prepare a [Ni0.94Co0.03Mn0.03](OH)2 metal composite hydroxide.
[0070] The prepared [Ni0.94Co0.03Mn0.03](OH)2 metal composite hydroxide was washed with water, filtered, and then
dried at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar
ratio of 1:1.01 and then calcined at 700°C in an oxygen atmosphere to prepare Li[Ni0.94Co0.03Mn0.03]O2 positive active
material powder.

Prepare positive active material according to Example 4 (Ni 93 Co 3 Mn 3 W 1)

[0071] WO3 powder was dissolved in a lithium hydroxide solution at a concentration of 0.47 M. A basic aqueous
solution, in which W was dissolved, was prepared by dissolving the prepared solution in a sodium hydroxide solution.
Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor. A metal
aqueous solution, in which a molar ratio of nickel sulfate, cobalt sulfate, and manganese sulfate is 94:3:3, and an ammonia
solution were continuously added to the reactor. Further, the basic aqueous solution, in which W was dissolved, was
supplied for pH adjustment and the addition of tungsten to prepare a [Ni0.93Co0.03Mn0.03W0.01](OH)2 metal composite
hydroxide.
[0072] The prepared [Ni0.93Co0.03Mn0.03W0.01](OH)2 metal composite hydroxide was washed with water, filtered, and



EP 3 723 176 A1

9

5

10

15

20

25

30

35

40

45

50

55

then dried at a vacuum drier at 110°C for 12 hours. The metal composite hydroxide and a lithium hydroxide (LiOH) were
mixed at a molar ratio of 1:1.01 and then calcined at 780°C in an oxygen atmosphere to obtain Li[Ni0.93Co0.03Mn0.03W0.01]
O2 positive active material powder.

Prepare positive active material according to Comparative Example 5 (Ni 80 Co 10 Mn 10)

[0073] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate, cobalt sulfate, and manganese sulfate is 80:10:10,
and an ammonia solution were continuously added to a reactor. Further, a sodium hydroxide solution was supplied for
pH adjustment to prepare a [Ni0.80Co0.10Mn0.10](OH)2 metal composite hydroxide.
[0074] The prepared [Ni0.80Co0.10Mn0.10](OH)2 metal composite hydroxide was washed with water, filtered, and then
dried at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar
ratio of 1:1.01 and then calcined at 770°C in an oxygen atmosphere to prepare Li[Ni0.80Co0.10Mn0.10]O2 positive active
material powder.

Prepare positive active material according to Example 5 (Ni 79 Co 10 Mn 10 W1)

[0075] WO3 powder was dissolved in a lithium hydroxide solution at a concentration of 0.47 M. A metal aqueous
solution, in which W was dissolved, was prepared by dissolving the prepared solution in a sodium hydroxide solution.
Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor. A metal
aqueous solution, in which a molar ratio of nickel sulfate, cobalt sulfate, and manganese sulfate is 80:10:10, and an
ammonia solution were continuously added to the reactor. Further, the metal aqueous solution, in which W was dissolved,
was supplied for pH adjustment and the addition of tungsten to prepare a [Ni0.79Co0.10Mn0.10W0.01](OH)2 metal composite
hydroxide.
[0076] The prepared [Ni0.79Co0.10Mn0.01W0.01](OH)2 metal composite hydroxide was washed with water, filtered, and
then dried at a vacuum drier at 110°C for 12 hours. The metal composite hydroxide and a lithium hydroxide (LiOH) were
mixed at a molar ratio of 1:1.01 and then calcined at 790°C in an oxygen atmosphere to obtain Li[Ni0.79Co0.10Mn0.10W0.01]
O2 positive active material powder.

Prepare positive active material according to Comparative Example 5 (Ni 90 Co 5 Mn 5)

[0077] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A metal aqueous solution, in which a molar ratio of nickel sulfate, cobalt sulfate, and manganese sulfate is 90:5:5, and
an ammonia solution were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH
adjustment to prepare a [Ni0.90Co0.05Mn0.05](OH)2 metal composite hydroxide.
[0078] The prepared [Ni0.90Co0.05Mn0.05](OH)2 metal composite hydroxide was washed with water, filtered, and then
dried at a vacuum drier at 110°C. The metal composite hydroxide and a lithium hydroxide (LiOH) were mixed at a molar
ratio of 1:1.01 and then calcined at 750°C in an oxygen atmosphere to prepare Li[Ni0.90Co0.05Mn0.05]O2 positive active
material powder.

Prepare positive active material according to Example 6 (Ni 89 Co 5 Mn 5 Al 1)

[0079] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied to the reactor.
A first metal aqueous solution, in which a molar ratio of nickel sulfate and cobalt sulfate is 98:2, and an ammonia solution
were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH adjustment. Subse-
quently, the first metal aqueous solution was replaced with a second metal aqueous solution, in which a molar ratio of
nickel sulfate, cobalt sulfate, and manganese sulfate is 80:9:11, and supplied to the reactor. Through the reaction, a
CSGNC-NCM [Ni0.90Co0.05Mn0.05](OH)2 metal composite hydroxide was prepared.
[0080] The prepared CSG NC-NCM [Ni0.90Co0.05Mn0.05](OH)2 metal composite hydroxide was washed with water,
filtered, and then dried at a vacuum drier at 110°C. The metal composite hydroxide, an aluminum hydroxide (Al(OH)3),
and a lithium hydroxide (LiOH) were mixed at a molar ratio of 1:1.01 and then calcined at 740°C in an oxygen atmosphere
to prepare CSG NCA-NCMA Li[Ni0.89Co0.05Mn0.05Al0.01]O2 positive active material powder.

Prepare positive active material according to Example 7 (Ni 89 Co 5 Mn 5 B 1)

[0081] Distilled water was added to a co-precipitation reactor and then stirred while N2 gas was supplied. A metal
aqueous solution, in which a molar ratio of nickel sulfate, cobalt sulfate, and manganese sulfate is 90:5:5, and an ammonia
solution were continuously added to the reactor. Further, a sodium hydroxide solution was supplied for pH adjustment
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to prepare a [Ni0.90Co0.05Mn0.05](OH)2 metal composite hydroxide.
[0082] The prepared [Ni0.90Co0.05Mn0.05](OH)2 metal composite hydroxide was washed with water, filtered, and then
dried at a vacuum drier at 110°C. The metal composite hydroxide, a boron oxide (B2O3), and a lithium hydroxide (LiOH)
were mixed at a molar ratio of 0.99:0.005:1.01 and then calcined at 750°C in an oxygen atmosphere to prepare
Li[Ni0.89Co0.05Mn0.05B0.01]O2 positive active material powder.
[0083] The compositions (mol%) of the positive active materials according to the Comparative Examples and the
Examples of the present invention are organized as represented in the Table below.

[0084] FIG. 4 is a picture of a Scanning Electron Microscope (SEM) of positive active materials according to Compar-
ative Example 1 and Example 1-1 of the present invention. Referring to FIG. 4, the positive active materials according
to Comparative Example 1 and Example 1-1 of the present invention were captured by using the SEM. As can be seen
in FIG. 4, the positive active materials according to Comparative Example 1 and Example 1-1 have a size of about 10
to 11 mm.
[0085] FIGS. 5A and 5B are graphs of X-ray Diffraction (XRD) measurement results of the positive active materials
according to Comparative Example 1 and Example 1-1 of the present invention.
[0086] Referring to FIGS. 5A and 5B, LiNiO2 means the positive active material according to Comparative Example
1 and Zr-LiNiO2 means the positive active material according to Example 1-1.
[0087] From an XRD spectrum of the positive active material according to Comparative Example 1 having a space

group of  a lattice constant of 2.8737 Å in an a-axis and a lattice constant of 14.1952 Å in a c-axis were
calculated. In the case of the positive active material according to Example 1-1, in which zirconium is doped, a unit cell
was increased according to the doping of zirconium, it could be seen that the positive active material has a lattice constant
of 2.8771 Å in the a-axis and a lattice constant of 14.2038 Å in the c-axis.
[0088] FIG. 6 is a Scanning Transmission Electron Microscope (STEM) picture of the positive active material according
to Example 1-1 of the present invention.
[0089] Referring to FIG. 6, a and b of FIG. 6 are the dark field STEM images of the positive active material according
to Example 1-1 of the present invention, and it can be seen that a particle core having no pore is formed of equiaxed
crystals, but the thin and long primary particles arranged in a radius direction are packed at a high density at the vicinity
of the surface.
[0090] c of FIG. 6 is the bright field TEM image, and it can be seen that the primary particle has a width of about 200
nm and a length of 1 to 2 mm.
[0091] FIG. 7 is a diagram for describing a TEM picture, an ED pattern, and a lithium layer of the positive active material
according to Example 1-1 of the present invention, FIG. 8 is a TEM picture and an ED pattern of the positive active

[Table 1]

Ni Co Mn Doping metal

Comparative Example 1 100 - - -

Example 1-1 99.5 - - Zr 0.5

Example 1-2 99 - - Zr 1

Example 1-3 98 - - Zr 2

Example 2 99.5 - - Ti 0.5

Comparative Example 3 90 10 - -

Example 3 89 10 - W 1

Comparative Example 4 94 3 3 -

Example 4 93 3 3 W 1

Comparative Example 5 80 10 10 -

Example 5 79 10 10 W 1

Comparative Example 6 90 5 5 -

Example 6 89 5 5 Al 1

Example 7 89 5 5 B 1
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material according to Example 1-1 of the present invention, and FIG. 9 is a diagram of ED patterns of the positive active
materials according to Comparative Example 1 and Example 1-1 of the present invention.
[0092] Referring to FIGS. 7 to 9, as illustrated in b of FIG. 7, it can be seen a crystallographic arrangement of the
primary particles having a needle shape (rod shape) by the bright field TEM and an electron diffraction pattern of [010]
zone. A growth direction in the a-axis of the primary particle may follow the a-axis and the primary particle may be
oriented to be parallel to the radius direction of the secondary particle. The positive active material is changed to a highly
anisotropic form by the zirconium doping, which may be due to the change of the surface energy of LiNiO2.
[0093] Further, as illustrated in b of FIG. 7, surplus peaks (indicated with circles), which cannot be indexed in a system

of the space group of  can be seen.  indicated with an arrow and two surplus diffraction spots
indexed in (1/202) in b of FIG. 7 are available only in a superlattice structure represented in c of FIG. 7. That is, the Li

plane of the  structure, in which the first lithium layers (for example, the layer fully filled with Li) and the second
lithium layers (for example, the layer half filled with Li) are alternately arranged, according to the exemplary embodiment
of the present invention may generate a superlattice having a value of two times of the lattice constant of original LiNiO2
in which positive ions are arranged.

[0094] Referring to d of FIG. 7, in order to check a superlattice peak, an electron diffraction pattern of  zone

was observed from another primary particle. The spots indexed with  and  may correspond to
the superlattice peak represented in b of FIG. 7. Further, in the diffraction pattern of FIG. 7, the superlattice diffraction
pattern may be observed in the vicinity of the primary particle adjacent to the surface of LiNiO2 doped with zirconium.
[0095] In the meantime, the surplus spots according to the superlattice structure were not observed in the positive
active material according to Comparative Example 1 in which zirconium is not doped as can be seen in FIGS. 8 and 9.
Accordingly, it can be seen that the positive ions in LiNiO2 doped with zirconium is not locally arranged and are seen in
the vicinity of the surface.
[0096] FIG. 10 is a diagram for describing an ED pattern and an atomic arrangement of the positive active material
according to Example 1-1 of the present invention, FIG. 11 is a diagram for describing an atomic structure and formation
energy of the positive active material according to Example 1-1 of the present invention, FIG. 12 is a diagram for describing
an atomic structure according to a concentration of Zr in the positive active material according to Example 1-1 of the
present invention, FIG. 13 is a diagram for describing a possible arrangement structure of lithium and nickel and energy
according to the arrangement structure in the positive active material according to Example 1-1 of the present invention,
FIG. 14 is a graph for describing a lattice constant of the positive active materials according to Example 1-1 and Com-
parative Example 1 of the present invention, and FIG. 15 is a diagram for describing modelling for a calculation of a
lattice constant of the positive active material according to Example 1-1 of the present invention.
[0097] Referring to FIGS. 10 to 15, a plurality of twined crystals was observed in LiNiO2 doped with zirconium according
to Example 1-1 of the present invention. In a of FIG. 10, an electron diffraction pattern is seen in [010] zone of the twined
crystal. A pair of diffraction spots in the pattern may be explained from the spots in [010] zone that is a mirror image of

(001) plane for forming a set of diffraction pattern of  zone as illustrated. Further, a pair of surplus peaks by
the arrangement of the positive ions is seen in the twined crystal diffraction pattern. Referring to the schematic diagram

of the twined crystal representing a mirror image of  surface in b of FIG. 10, it can be clearly seen the twined
crystal structure having (001) surface as a twined crystal boundary.
[0098] The twined crystal may be formed by the arrangement of the positive ions, and the arrangement of the positive
ions is not observed in LiNiO2 according to Comparative Example 1, so that it can be seen that the positive ions are
arranged in LiNiO2 by Zr ions.
[0099] In order to supplement the experimental result, when it is assumed that the Li layer and the Ni layer form an
isotropic supercell structure formed of [Li0.75Ni0.25]3a[Li0.75Ni0.25]3bO2, a DFT calculation method is used for estimating
forming energy required for exchanging Li ions and Ni ions (see FIG. 11). Two possible distributions for the placement
of a Zr dopant were considered, and a corresponding atomic structure is illustrated in FIG. 12. Exchange energy per Ni
(Li) ion in Pristine [Li0.75Ni0.25]3a[Li0.75Ni0.25]3bO2, in which zirconium is not doped, was calculated as 0.20 V, but in the
case of the doping in which the Li ion is substituted with the Zr ion, when the concentrations of dopants are 2.08% and
6.25%, exchange energy was calculated as 0.14 eV and 0.12 eV, respectively. Ion radiuses of a Zr4+(80 pm) ion and a
Li+(79 pm) ion are similar to each other, so the Li ion is substituted with the Zr ion. However, the Ni ion is substituted
with the Zr ion, the exchange energy is still low in the doping structure, compared to the pristine structure. The feature
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that the Li-Ni mutual substitution by Zr induces the alignment structure of the positive ions can be proved by calculating
the total energy of the possible composition of [Li0.75Ni0.25]3a[Li0.75Ni0.25]3bO2 having the structure in which the Ni and
Li positive ions are not arranged (see FIG. 13). It can be seen that the total energy calculated in almost all non-arranged
structure is larger than the total energy in the arranged structures. However, it can be seen that 16 meV is more
advantageous compared to the structure in which only one composition is arranged, and it is identified that this is because
energy is obtained by the interchange between Li+ positive ions having a smaller charge and Li3+ positive ions at a short
distance with the Li+ positive ions. The effect in the narrow zone is limited only to the positive ions in the vicinity of the
dopant, so that the arrangement of the positive ions in a broad zone in the doped structure is impossible. A lattice
constant calculated from the different ratios of Li-Ni interchange shows that the a and c constants decrease as the ratio
of the Li-Ni exchange in pristine LiNiO2 increases. However, the a constant represents a value exceeding 12.5%.
[0100] In the meantime, the c constant linearly decreases with respect to all of the Li-Ni interchange concentrations.
Further, in a percentage value, it can be seen that the relative decrease in the a constant is large compared to the c
constant.
[0101] Referring to FIG. 14, it can be seen that a lattice dimension is expanded according to an increase in the
concentration of Zr substituted with Li. Two dopant distributions, that is, as can be seen in a and b of FIG. 14, the Zr-Zr
separation is large in the a-b plane, but is small along the c-axis, and as can be seen in c and d of FIG. 14, the Zr-Zr
separation is large in the a-b plane, but is large along the c-axis, were considered. According to the experimental XRD
result, in the two cases of pristine and LiNiO2 doped with zirconium, the lattice constants are similar, and the Li-Ni
interchange concentration determined by the Rietveld refinement method is relatively small (about 2%).
[0102] In order to satisfy the two conditions, [Li0.98Ni0.0]3a[Li0.98Ni0.02]3bO2 and [Zr0.0625Li0.6875Ni0.25]3a[N0.75Li0.25]
3bO2 were borrowed for calculating each delithiation energy. The local Zr concentration may be high due to the agglom-
eration of Zr in the vicinity of the particle surface where the positive ions are predominantly arranged. The calculated
lattice constant is 2.92Å in the a-axis and 14.19Å in the c-axis, and is 2.91Å in the a-axis and 14.20Å in the c-axis for
[Li0.98Ni0.02]3a[Li0.98Ni0.02]3bO2 and [Zr0.0625Li0.6875Ni0.25]3a[N0.75Li0.25]3bO2, respectively. The differences between the
calculation value and the experimental value of 1.38%, -0.07% and 1.04%, 0.07% are due to the approximate charac-
teristic corresponding to the experimental value of the interexchange function in the DFT and calculation errors, and
continuously, delithiation energy for Li1-xNiO2, [Li0.98-xNi0.02]3a[Li0.98Ni0.02]3bO2, and [Zr0.0625Li0.6875-xNi0.25]
3a[N0.75Li0.25]3bO2, which have the x values of 0.0208, 0.1250, and 0.1875, respectively, is calculated as represented
in the table below.

[0103] Delithiation energy per Li decreases with increasing delithiation in the first case, but there is no significant
change to the second and third cases. Although delithiation energy is higher in pristine compared to the interchange
case and the zirconium doping case, it can be seen that in the high-level delithiation, the delithiation energy is similar
in all three cases. This shows that the zirconium doped structure has similar stability to that of the zirconium undoped
structure with or without the Li-Ni interchange of 2%. In order to further verify the structural model for the calculation,
when U= 3.0 and U = 4.0 (Zr is constant and Ni varies), an influence of Hubbard-U constant was investigated by
recalculating a, b, and c constants in [Zr0.0625Li0.6875Ni0.25]3a[N0.75Li0.25]3bO2 (described as model 1). Referring to FIG.
15, it can be seen that the change of the U constant from 3 to 4 does not significantly affect the lattice constant value.
Further, in model 1, the possibility of Li vacancy formation is obtained by removing three Li in the layer in which Zr is
located ([Zr0.0625Li0.50Ni0.25]3a[N0.75Li0.25]3bO2 (described as model 2)).. In model 2, the change of the Zr4+ dopant is
compensated by the replaced Li+ and three LI+ vacancies. The a and b constant values for model 2 correspond to the
experimental result compared to model 1. In contrast, in model 2, the c constant shows a large value compared to model
1, and the value corresponds well to the experimental value. However, a deviation of the lattice constants calculated in
model 1 and model 2 from the experimental value is less than 1.04%. Further, the structure in which 25% of Li is
substituted with Zr without the Li-Ni interchange was evaluated ([Zr0.25Li0.75]3a[Ni1.00]3bO2, described as model 3). The
comparison of the lattice constants in model 3 and the experimental measurement reveals that model 3 is undesirable.
FIGS. 16A, 16B, and 16C are graphs for describing a capacity characteristic, a life characteristic, and a rate capability
of the positive active materials according to Example 1-1 and Comparative Example 1 of the present invention, FIG. 17

[Table 2]

State of charge, x

0.0208 0.125 0.1875

perfect Li1-xNiO2 3.48 3.31 3.18

[Li0.98-xNi0.02]3a[Ni0.98Li0.02]3bO2 3.11 3.19 3.18

[Zr0.0625Li0.6875-xNi0.25]3a[Ni0.75Li0.25]3bO2 3.14 3.12 3.12
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is a graph for describing a capacity characteristic according to the number of times of charge/discharge of the positive
active material according to Comparative Example 1 of the present invention, and FIG. 18 is a graph for describing a
capacity characteristic according to the number of times of charge/discharge of the positive active material according
to Example 1-1 of the present invention.
[0104] Referring to FIGS. 16 to 18, half cells were manufactured by using the positive active materials according to
Example 1-1 and Comparative Example 1, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V
and 0.1C, a life characteristic was measured under the condition of cut off 2.7 to 4.3V and 0.5C, and a rate capability
was measured.
[0105] It is confirmed that an initial discharge capacity of a lithium secondary battery including the positive active
materials according to Comparative Example 1 and Example 1-1 is ideal with Coulombic efficiency of about 97%.
Particularly, the initial discharge capacity was measured as 247.5 mAh/g in Comparative Example 1 and 246.5 mAh/g
in Example 1-1. Then, it can be seen that in a voltage profile, the discharge capacity of the positive active material
according to Comparative Example 1 rapidly decreases compared to an initial cycle, but the positive active material
according to Example 1-1 doped with zirconium maintains a stable state. That is, referring to FIG. 16A, it can be seen
that the positive ion arrangement (that is, the interchange of the Li and Ni ions) has little effect on the de-intercalation/in-
sertion of Li.
[0106] The Li migration may be facilitated by the arrangement of the primary particles arranged from the center portion
toward the surface portion of the secondary particle, and as can be seen in the cycle performance illustrated in FIG.
16B, it can be seen that the zirconium doping has excellent cycle stability. A discharge capacity of a LiNiO2 positive
electrode doped with zirconium according to Example 1-1 maintains 81% of the initial discharge capacity after 100 cycles
at 0.5C (90 mA/g), but a discharge capacity of the positive active material according to Comparative Example 1 was
measured to be 74% of the initial discharge capacity for the same cycle.
[0107] Further, referring to FIG. 16C, a capacity maintenance rate of the positive active material according to Com-
parative Example 1 shows 82.0% in 5 C, and the positive active material doped with zirconium according to Example
1-1 was measured to be 81% in 0.1 C.
[0108] FIG. 19 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the
positive active materials according to Examples 1-1 to 1-3 and Comparative Example 1 of the present invention, and
FIG. 20 is a graph illustrating measured life characteristics of lithium secondary batteries including the positive active
materials according to Examples 1-1 to 1-3 and Comparative Example 1 of the present invention.
[0109] Referring to FIGS. 19 and 20, half cells were manufactured by using the positive active materials according to
Examples 1-1 to 1-3 and Comparative Example 1, a discharge capacity was measured under the condition of cut off 2.7
to 4.3V and 0.1 C, and a capacity change according to the number of times of the charge/discharge cycle was measured
under the condition of cut off 2.7 to 4.3V, 0.5 C, and a temperature of 30°C.
[0110] In the drawing, LNO Pristine means the positive active material according to Comparative Example 1, LNO Zr
0.5 mol% means the positive active material according to Example 1-1, LNO Zr 1.0 mol% means the positive active
material according to Example 1-2, and LNO Zr 2.0 mol% means the positive active material according to Example 1-3.
[0111] As can be seen in FIGS. 19 and 20, it can be seen that as the charge/discharge process is performed, the
capacity of the lithium secondary battery including the positive active material according to Comparative Example 1 is
decreased, but the decrease in the capacity of the lithium secondary batteries including the positive active materials
according to Examples 1-1 and 1-2 is significantly little. That is, it can be seen that the manufacturing of the lithium
secondary battery by using the positive active material doped with zirconium is the effective method of improving a life
characteristic.
[0112] Further, it can be seen that compared to Example 1-3 in which a doping concentration of zirconium is 2.0 mol%,
the life characteristic improvement effect of the positive active materials according to Examples 1-1 and 1-2, in which
the doping concentrations of zirconium are 0.5 mol% and 1.0 mol%, respectively, is significantly excellent. That is, it can
be seen that the control of the doping concentration of zirconium to be less than 2.0 mol% is the efficient method of
improving the life characteristic and the charge/discharge characteristic.
[0113] FIG. 21 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to
Example 2 of the present invention.
[0114] Referring to FIG. 21, the positive active material doped with titanium according to Example 2 of the present
invention was captured by using a TEM and an ED pattern image was checked. As can be seen in FIG. 21, it can be
seen that a superlattice is generated by the substitution of a transition metal (nickel) with lithium in a lithium layer and
surplus peaks are generated.
[0115] FIG. 22 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the
positive active materials according to Example 2 and Comparative Example 1 of the present invention, and FIG. 23 is
a graph illustrating measured life characteristics of lithium secondary batteries including the positive active materials
according to Example 2 and Comparative Example 1 of the present invention
[0116] Referring to FIGS. 22 and 23, a half cell was manufactured by using the positive active material according to
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Example 2, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V and 0.1 C, and a capacity
change according to the number of times of the charge/discharge cycle was measured under the condition of cut off 2.7
to 4.3V, 0.5 C, and a temperature of 30°C.
[0117] In the drawing, LiNiO2 means the positive active material according to Comparative Example 1, and Ti-LiNiO2
means the positive active material according to Example 2.

[0118] As can be seen in Table 3 and FIGS. 22 and 23, it can be seen that as the charge/discharge process is
performed, the capacity of the lithium secondary battery including the positive active material according to Comparative
Example 1 is decreased, but the decrease in the capacity of the lithium secondary battery including the positive active
material according to Example 2 is significantly little. That is, it can be seen that the manufacturing of the lithium secondary
battery by using the positive active material doped with titanium is the effective method of improving a life characteristic.
FIG. 24 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example 3
of the present invention.
[0119] Referring to FIG. 24, the positive active material doped with tungsten according to Example 3 of the present
invention was captured by using a TEM and an ED pattern image was checked. As can be seen in FIG. 24, it can be
seen that a superlattice is generated by the substitution of a transition metal (nickel) with lithium in a lithium layer and
surplus peaks are generated.
[0120] FIG. 25 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive active
materials according to Example 3 and Comparative Example 3 of the present invention measured under a condition of
2.7 to 4.3 V, FIG. 26 is a graph illustrating life characteristics of lithium secondary batteries including the positive active
materials according to Example 3 and Comparative Example 3 of the present invention measured under a condition of
2.7 to 4.3 V, FIG. 27 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive
active materials according to Example 3 and Comparative Example 3 of the present invention measured under a condition
of 2.7 to 4.5 V, and FIG. 28 is a graph illustrating life characteristics of lithium secondary batteries including the positive
active materials according to Example 3 and Comparative Example 3 of the present invention measured under a condition
of 2.7 to 4.3 V.
[0121] Referring to FIGS. 25 to 28, half cells were manufactured by using the positive active materials according to
Example 3 and Comparative Example 3, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V,
2.7 to 4.5V, 0.1C, and a temperature of 30°C, and a capacity change according to the number of times of the charge/dis-
charge cycle was measured under the condition of cut off 2.7 to 4.3V, 2.7 to 4.5V, 0.5C, and a temperature of 30°C.
[0122] In the drawing, NC9010 means the positive active material according to Comparative Example 3 and
NCW891001 means the positive active material according to Example 3.
[0123] Table 4 is the result obtained under the condition of 2.7 to 4.3V and Table 5 is the result obtained under the
condition of 2.7 to 4.5V.

[Table 3]

Classification
0.1C, 1st Dis-
Capa (mAh/g)

1st 
Efficiency

0.2C 
Capacity 
(mAh/g)

0.2C/
0.1C

0.5C 
Capacity 
(mAh/g)

0.5C/
0.1C

0.5C Cycle 
Retention

Comparative 
Example 1 247.5 96.8% 242.3 97.9% 232.5 93.9%

73.7% 
(100cycle)

Example 2 241.8 97.3% 237.1 98.0% 228.4 94.4%
84.4% 

(100cycle)

[Table 4]

Classification
0.1C, 1st Dis-
Capa (mAh/g)

1st 
Efficiency

0.2C 
Capacity 
(mAh/g)

0.2C/
0.1C

0.5C 
Capacity 
(mAh/g)

0.5C/
0.1C

0.5C Cycle 
Retention

Comparative 
Example 3

229.1 96.2% 224.2 97.8% 214.9 93.8% 83.6% 
(100cycle)

Example 3 221.1 94.1% 216.6 98.0% 207.3 93.8% 98.8% 
(100cycle)
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[0124] As can be seen in Tables 4 and 5 and FIGS. 25 to 28, it can be seen that as the charge/discharge process is
performed, the capacity of the lithium secondary battery including the positive active material according to Comparative
Example 3 is sharply decreased, but the decrease in the capacity of the lithium secondary battery including the positive
active material according to Example 3 is significantly little. That is, it can be seen that the manufacturing of the lithium
secondary battery by using the positive active material doped with tungsten is the effective method of improving a life
characteristic. FIG. 29 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according
to Example 4 of the present invention.
[0125] Referring to FIG. 29, the positive active material doped with tungsten according to Example 4 of the present
invention was captured by using a TEM and an ED pattern image was checked. As can be seen in FIG. 29, it can be
seen that a superlattice is generated by the substitution of a transition metal (nickel) with lithium in a lithium layer and
surplus peaks are generated.
[0126] FIG. 30 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the
positive active materials according to Example 4 and Comparative Example 4 of the present invention, and FIG. 31 is
a graph illustrating measured life characteristics of lithium secondary batteries including the positive active materials
according to Example 4 and Comparative Example 4 of the present invention.
[0127] Referring to FIGS. 29 and 30, half cells were manufactured by using the positive active materials according to
Example 4 and Comparative Example 4, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V,
0.1C, and a temperature of 30°C, and a capacity change according to the number of times of the charge/discharge cycle
was measured under the condition of cut off 2.7 to 4.3V, 0.5C, and a temperature of 30°C.
[0128] In the drawing, NCM940303 means the positive active material according to Comparative Example 4 and W-
NCM940303 means the positive active material according to Example 4.

[0129] As can be seen in Table 6 and FIGS. 30 and 31, it can be seen that as the charge/discharge process is
performed, the capacity of the lithium secondary battery including the positive active material according to Comparative
Example 4 is sharply decreased, but the decrease in the capacity of the lithium secondary battery including the positive
active material according to Example 4 is significantly little. That is, it can be seen that the manufacturing of the lithium
secondary battery by using the positive active material doped with tungsten is the effective method of improving a life
characteristic. FIG. 32 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according
to Example 5 of the present invention.
[0130] Referring to FIG. 32, the positive active material doped with tungsten according to Example 5 of the present
invention was captured by using a TEM and an ED pattern image was checked. As can be seen in FIG. 32, it can be
seen that a superlattice is generated by the substitution of a transition metal (nickel) with lithium in a lithium layer and
surplus peaks are generated.
[0131] FIG. 33 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the
positive active materials according to Example 5 and Comparative Example 5 of the present invention, FIG. 34 is a

[Table 5]

Classification 0.1C, 1st Dis-
Capa (mAh/g)

1st 
Efficiency

0.2C 
Capacity 
(mAh/g)

0.2C/
0.1C

0.5C 
Capacity 
(mAh/g)

0.5C/
0.1C

0.5C Cycle 
Retention

Comparative 
Example 3 239.1 99.3% 231.7 96.9% 220.0 92.0%

77.9% 
(100cycle)

Example 3 238.9 101.9% 235.3 98.5% 229.9 96.2%
88.2% 

(100cycle)

[Table 6]

Classification
0.1C, 1st Dis-
Capa (mAh/g)

1st 
Efficiency

0.2C 
Capacity 
(mAh/g)

0.2C/
0.1C

0.5C 
Capacity 
(mAh/g)

0.5C/
0.1C

0.5C Cycle 
Retention

Comparative 
Example 4

236.9 96.2% 231.9 97.9% 222.4 93.9% 87.4% 
(100cycle)

Example 4 225.3 90.3% 223.2 99.1% 213.9 94.9% 93.3% 
(100cycle)
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graph illustrating measured life characteristics of lithium secondary batteries including the positive active materials
according to Example 5 and Comparative Example 5 of the present invention, and FIG. 35 is a graph illustrating a
capacity maintenance rate by normalizing the capacity in the y-axis of FIG. 34 in a percentage.
[0132] Referring to FIGS. 33 to 35, half cells were manufactured by using the positive active materials according to
Example 5 and Comparative Example 5, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V
and 0.1C, and a capacity change according to the number of times of the charge/discharge cycle was measured under
the condition of cut off 2.7 to 4.3V, 0.5C, and a temperature of 30°C, and a capacity maintenance rate was calculated.
[0133] In the drawing, NCM811 means the positive active material according to Comparative Example 5, and W-
NCM811 means the positive active material according to Example 5.

[0134] As can be seen in Table 7 and FIGS. 33 to 35, it can be seen that as the charge/discharge process is performed,
the capacity of the lithium secondary battery including the positive active material according to Comparative Example
5 is sharply decreased, but the decrease in the capacity of the lithium secondary battery including the positive active
material according to Example 5 is significantly little. That is, it can be seen that the manufacturing of the lithium secondary
battery by using the positive active material doped with tungsten is the effective method of improving a life characteristic.
FIG. 36 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according to Example 6
of the present invention.
[0135] Referring to FIG. 36, the positive active material doped with aluminum according to Example 6 of the present
invention was captured by using a TEM and an ED pattern image was checked. As can be seen in FIG. 36, it can be
seen that a superlattice is generated by the substitution of a transition metal (nickel) with lithium in a lithium layer and
surplus peaks are generated.
[0136] FIG. 37 is a graph illustrating measured capacity characteristics of lithium secondary batteries including the
positive active materials according to Example 6 and Comparative Example 6 of the present invention, and FIG. 38 is
a graph illustrating measured life characteristics of lithium secondary batteries including the positive active materials
according to Example 6 and Comparative Example 6 of the present invention.
[0137] Referring to FIGS. 37 and 38, half cells were manufactured by using the positive active materials according to
Example 6 and Comparative Example 6, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V
and 0.1C, and a capacity change according to the number of times of the charge/discharge cycle was measured under
the condition of cut off 2.7 to 4.3V, 0.5C, and a temperature of 30°C.
[0138] In the drawing, NCM90 means the positive active material according to Comparative Example 6 and CSG NCA-
NCMA 90 means the positive active material according to Example 6.

[0139] As can be seen in Table 8 and FIGS. 37 and 38, it can be seen that as the charge/discharge process is
performed, the capacity of the lithium secondary battery including the positive active material according to Comparative
Example 6 is sharply decreased, but the decrease in the capacity of the lithium secondary battery including the positive
active material according to Example 6 is significantly little. That is, it can be seen that the manufacturing of the lithium
secondary battery by using the positive active material doped with aluminum is the effective method of improving a life

[Table 7]

Classification
0.1C, 1st Dis-
Capa (mAh/g)

1st 
Efficiency

0.2C 
Capacity 
(mAh/g)

0.2C/
0.1C

0.5C 
Capacity 
(mAh/g)

0.5C/
0.1C

0.5C Cycle 
Retention

Comparative 
Example 5

216.2 95.7% 210.7 97.5% 200.5 92.7% 93.8% 
(100cycle)

Example 5 211.2 94.0% 204.8 97.0% 193.5 91.6% 98.0% 
(100cycle)

[Table 8]

Classification
0.1C, 1st Dis-Capa 

(mAh/g) 1st Efficiency
0.5C Capacity 

(mAh/g) 0.5C/0.1C
0.5C Cycle 
Retention

Comparative 
Example 6 272.2 95.0% 212.1 93.3%

85.2% 
(100cycle)

Example 6 224.6 96.1% 207.3 92.3%
96.1% 

(100cycle)
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characteristic. FIG. 39 is a TEM picture and a diagram illustrating an ED pattern of a positive active material according
to Example 7 of the present invention.
[0140] Referring to FIG. 39, the positive active material doped with boron according to Example 7 of the present
invention was captured by using a TEM and an ED pattern image was checked. As can be seen in FIG. 36, it can be
seen that a superlattice is generated by the substitution of a transition metal (nickel) with lithium in a lithium layer and
surplus peaks are generated.
[0141] FIG. 40 is a graph illustrating capacity characteristics of lithium secondary batteries including the positive active
materials according to Example 7 and Comparative Example 6 of the present invention measured at 30°C, FIG. 41 is a
graph illustrating life characteristics of lithium secondary batteries including the positive active materials according to
Example 7 and Comparative Example 6 of the present invention measured at 30°C, FIG. 42 is a graph illustrating capacity
characteristics of lithium secondary batteries including the positive active materials according to Example 7 and Com-
parative Example 6 of the present invention measured at 55°C, and FIG. 43 is a graph illustrating life characteristics of
lithium secondary batteries including the positive active materials according to Example 7 and Comparative Example 6
of the present invention measured at 55°C.
[0142] Referring to FIGS. 40 to 43, half cells were manufactured by using the positive active materials according to
Example 7 and Comparative Example 6, a discharge capacity was measured under the condition of cut off 2.7 to 4.3V,
0.1C, and temperatures of 30°C and 50°C, and a capacity change according to the number of times of the charge/dis-
charge cycle was measured under the condition of cut off 2.7 to 4.3V, 0.5C, and temperatures of 30°C and 50°C.
[0143] In the drawing, NCM90 means the positive active material according to Comparative Example 6 and B-NCM
90 means the positive active material according to Example 7.
[0144] Table 9 represents the measurement result obtained at 30°C, and Table 10 represents the measurement result
obtained at 55°C.

[0145] As can be seen in Tables 9 and 10 and FIGS. 40 to 43, it can be seen that as the charge/discharge process
is performed, the capacity of the lithium secondary battery including the positive active material according to Comparative
Example 6 is decreased, but the decrease in the capacity of the lithium secondary battery including the positive active
material according to Example 7 is significantly little. That is, it can be seen that the manufacturing of the lithium secondary
battery by using the positive active material doped with boron is the effective method of improving a life characteristic.
[0146] While the present invention has been described by using the exemplary embodiments, but the present invention
is not limited to the specific embodiment, and shall be interpreted by the accompanying claims. Further, it will be under-
stood by those skilled in the art that various changes and modifications may be made without departing from the scope
of the present invention.

[Industrial Applicability]

[0147] The positive active material according to the exemplary embodiment of the present invention, the method of
preparing the same, a lithium secondary battery including the same are applicable to an electric vehicle, an ESS, and
a portable electronic device.

[Table 9]

Classification 0.1C, 1st Dis-Capa 
(mAh/g)

1st Efficiency 0.5C Capacity 
(mAh/g)

0.5C Cycle 
Retention

Comparative Example 
6

227.2 95.0% 212.1 85.2%

Example 7 230.7 94.0% 209.4 91.4%

[Table 10]

Classification 0.1C, 1st Dis-Capa 
(mAh/g)

1st Efficiency 0.5C Capacity 
(mAh/g)

0.5C Cycle 
Retention

Comparative Example 
6

237.4 97.2% 230.7 75.8%

Example 7 237.4 96.3% 232.4 91.0%
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Claims

1. A positive active material in which a compound containing lithium, a transition metal, and oxygen is doped with a
doping metal, wherein the positive active material includes lithium (Li) layers, and the lithium layers include a first
lithium layer including only lithium and a second lithium layer in which at least a part of the lithium of the first lithium
layer is substituted with a transition metal.

2. The positive active material of claim 1, wherein substitution energy of the lithium and the transition metal is decreased
by the doping metal, so that a part of the lithium of the first lithium layer is substituted with the transition metal.

3. The positive active material of claim 1, wherein the first lithium layer and the second lithium layer are alternately
and repeatedly arranged.

4. The positive active material of claim 1, wherein the doping metal includes at least one of zirconium, boron, titanium,
and tungsten.

5. The positive active material of claim 1, wherein the doping metal includes zirconium, and zirconium is less than 2
mol%.

6. The positive active material of claim 1, wherein the transition metal is nickel, and a concentration of nickel is 79
mol% or more.

7.  The positive active material of claim 1, wherein a superlattice is provided by the second lithium layer in which at
least the part of the lithium of the first lithium layer is substituted with the transition metal.

8. The positive active material of claim 1, wherein in the second lithium layer, a half of the lithium of the first lithium
layer is substituted with the transition metal.

9. A positive active material, comprising:

a first lithium layer in which lithium is regularly arranged; and
a second lithium layer in which lithium and a transition metal are regularly arranged,
wherein a superlattice is formed by the first lithium layer and the lithium and the transition metal included in the
first lithium layer.

10. The positive active material of claim 9, wherein the superlattice includes six lithium atoms and one transition metal
element.

11. The positive active material of claim 9, wherein the lithium and the transition metal are alternately arranged in the
second lithium layer, and the first lithium layer and the second lithium layer are alternately arranged.

12. The positive active material of claim 9, wherein the second lithium layer is identified with an electron diffraction
pattern in [010] zone.

13. A method of preparing a positive active material, comprising:

preparing a positive active material precursor including a hydroxide including a transition metal and a doping
metal by using a transition metal precursor and a doping metal precursor; and
preparing a positive active material in which a compound containing lithium, the transition metal, and oxygen
is doped with the doping metal by mixing and calcining the positive active material precursor and lithium salt,
wherein the doping metal in the positive active material precursor is less than 2 mol%.

14. The positive active material of claim 13, wherein the doping metal includes at least one of zirconium, boron, titanium,
and tungsten.
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