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(57) ABSTRACT

Active material particles are provided that exhibit perfor-
mance suitable for increasing the output of a lithium second-
ary battery and little deterioration due to charge-discharge
cycling. The active material particles provided by the present
invention have a hollow structure having secondary particles
including an aggregate of a plurality of primary particles of a
lithium transition metal oxide, and a hollow portion formed
inside the secondary particles, and through holes that pen-
etrates to the hollow portion from the outside are formed in
the secondary particles. BET specific surface area of the
active material particles is 0.5 to 1.9 m*/g.
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1
METHOD OF PRODUCING ACTIVE
MATERIAL PARTICLES WITH LITHIUM
TRANSITION METAL OXIDE SECONDARY
PARTICLES

This is a divisional of application Ser. No. 13/513,209, filed
on Jul. 26, 2012, which is a national stage of PCT/JP2010/
067691, filed Oct. 7, 2010, which claims priority to Japanese
Application No. 2009-274381, filed on Dec. 2, 2009. The
contents of each of these application are incorporated herein
by reference.

TECHNICAL FIELD

The present invention relates to active material particles for
alithium secondary battery, a production method thereof, and
a lithium secondary battery provided with the active material
particles.

BACKGROUND ART

A lithium secondary battery is known that is provided with
positive and negative electrodes having materials (active
materials) capable of reversibly storing and releasing lithium
(Li), and which is charged and discharged by the migration of
lithium ions between the electrodes. The demand for this type
of lithium secondary battery is continuing to increase for use
as a vehicle-mounted power supply or as power supplies of
personal computers, portable terminals and the like. In par-
ticular, since lithium ion batteries are lightweight and allow
the obtaining of high energy density, they are expected to be
preferably used as high-output, vehicle-mounted power sup-
plies.

Atypical example of an active material used in an electrode
(typically, a positive electrode) of a lithium secondary battery
is a complex oxide containing lithium and a transition metal
element. For example, a lithium complex oxide at least con-
taining nickel (Ni) as the transition metal element (nickel-
containing lithium complex oxide) having a layered structure
is used preferably. Patent Documents 1 to 4 are examples of
technical documents relating to active materials of lithium
secondary batteries.

PRIOR ART
Patent Document

Patent Document 1: Japanese Patent Application Laid-open
No. H8-321300

Patent Document 2: Japanese Patent Application Laid-open
No. H10-74516

Patent Document 3: Japanese Patent Application Laid-open
No. H10-83816

Patent Document 4: Japanese Patent Application Laid-open
No. H10-74517

DISCLOSURE OF THE INVENTION
Problem to be Solved by the Invention

There are some applications of lithium secondary batteries
in which the lithium secondary battery is presumed to be used
in a state in which it is repeatedly discharged at a high rate
(rapid discharge). A lithium ion battery used as a motive
power source of a vehicle (such as a lithium ion battery
installed in a hybrid vehicle that combines the use of a lithium
ion battery as a motive power source and another motive
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power source having a different operating principle in the
manner of an internal combustion engine) is a representative
example of a lithium secondary battery that is presumed to be
used in this manner. However, even though typical conven-
tional lithium ion batteries demonstrate comparatively high
endurance in the case of low-rate charge-discharge cycling,
they are known to be susceptible to deterioration of perfor-
mance (such as an increase in internal resistance) in the case
of charge-discharge cycling including a high rate of dis-
charge.

Patent Document 1 describes a technology for composing
anegative electrode or positive electrode of a lithium second-
ary battery from an active material having a porous hollow
structure. According to this active material having a porous
hollow structure, since the contact surface area with electro-
lyte solution is increased thereby facilitating movement of
lithium ions, and strain attributable to increased volume of'the
active material by insertion of lithium is suppressed, a lithium
battery can be obtained that enables rapid charging, has high
capacity and has a long life. In addition, Patent Documents 2
to 4 describe that, by using complex oxide particles in the
form of hollow, spherical secondary particles formed by the
aggregation of primary particles and having a large number of
gaps on the surface thereof that lead to the inside (lithium
cobalt complex oxide particles or spinel-type lithium manga-
nese complex oxide particles) as a positive electrode active
material, contact surface area with a non-aqueous electrolyte
solution increases and utilization rate of the positive electrode
active material can be improved.

However, when a lithium secondary battery is actually
produced using these active material particles having a
porous structure, there were cases in which effects for
improving battery performance were unable to be obtained as
expected. In addition, conventional active material particles
having a porous structure tended to be susceptible to deterio-
ration of performance particularly with respect to a high-rate
charge-discharge cycling as previously described. Conse-
quently, in comparison with lithium secondary batteries
obtained by using active material particles having a typical
dense structure, even if effects that reduce reaction resistance
are obtained at the time the battery is started to be used (an
advantageous effect for increasing battery output), as high-
rate charging and discharging are repeated, performance con-
versely ends up becoming poor, thereby making these active
material particles unsuitable for use as the active material of
alithium secondary battery for a vehicle power supply and the
like.

Therefore, an object of the present invention is to provide
active material particles for a lithium secondary battery that
demonstrate performance suitable for increasing battery out-
put and suffer little deterioration attributable to charge-dis-
charge cycling (and particularly charge-discharge cycling
including high-rate discharge). Another object of the present
invention is to provide a production method of the active
material particles. Still another object of the present invention
is to provide a lithium secondary battery obtained by using the
active material particles.

Means of Solving the Problems

According to the present invention, active material par-
ticles for a lithium secondary battery are provided. The active
material particles have a hollow structure having secondary
particles including an aggregate of a plurality of primary
particles of a lithium transition metal oxide, and a hollow
portion formed inside the secondary particles. In the second-
ary particles, through holes that penetrates to the hollow
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portion from the outside are formed. The BET specific sur-
face area of the active material particles is roughly 0.5 m*/g to
1.9 m%/g.

Active material particles that demonstrate a hollow form
having through holes (holed hollow structure) and satisfy the
requirement regarding BET specific surface area described
above can be used in an electrode (typically, a positive elec-
trode) of a lithium secondary battery, and are able to yield a
battery that stably demonstrates higher performance. For
example, a lithium secondary battery can be constructed that
has low internal resistance (or in other words, favorable out-
put characteristics) and demonstrates little increase in inter-
nal resistance attributable to charge-discharge cycling (par-
ticularly, charge-discharge cycling that includes high-rate
discharge). If the BET specific surface area of the active
material particles is excessively small, effects of improving
battery performance (for example, the effect of reducing
internal resistance) tend to decrease. On the other hand, if the
specific surface area is excessively large, the effect of inhib-
iting deterioration attributable to charge-discharge cycling
tends to decrease. According to preferable holed hollow
active material particles that satisty the requirement regard-
ing specific surface area disclosed herein, improvement of
high-rate characteristics (for example, at least one of inhibi-
tion of increases in resistance caused by high-rate cycling in
the manner of a high-rate cycling test to be subsequently
described, and improvement of high-rate discharge perfor-
mance), and prevention of wear deterioration (for example, at
least one of inhibition of increases in resistance with respect
to endurance cycle in the manner of an endurance test to be
subsequently described, and improvement of capacity reten-
tion rate) can be realized simultaneously.

In the present specification, “lithium secondary battery”
refers to a secondary battery using lithium ions as electrolyte
ions in which charging and discharging are realized by the
movement of charge accompanying lithium ions between the
positive electrode and the negative electrode. In general, bat-
teries referred to as a lithium ion battery are typical examples
that are included in the lithium secondary battery in the
present specification.

In a preferable aspect of the active material particles dis-
closed herein, the opening width of the through holes is on
average 0.01 um or more. Here, the opening width of the
through holes refers to the length extending across the nar-
rowest portion of a path extending to the hollow portion over
which the through holes penetrate the secondary particles
from the outside of the active material particles. According to
active material particles having this structure, since the open-
ing width of the through holes (to also be referred to as the
“opening size”) lies within a suitable range, electrolyte solu-
tion is able to easily enter the hollow portion from the outside
by passing through the through holes. Thus, in a lithium
secondary battery provided with these active material par-
ticles, effects of improving battery performance by having a
holed hollow structure (such as the effect of reducing internal
resistance) can be suitably demonstrated. An average value of
the above-mentioned opening size (average opening size) can
be obtained by, for example, ascertaining a portion or all of
the opening sizes of through holes possessed by at least ten
active material particles, and then determining the arithmetic
average thereof.

In another preferable aspect of the active material particles
disclosed herein, the average hardness of the active material
particles is roughly 0.5 MPa or more. Here, average hardness
of'the active material particles refers to the value obtained by
measuring dynamic hardness under conditions of a loading
speed of 0.5 mN/sec to 3 mN/sec using a flat diamond
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indenter having a diameter of 50 pm. In this manner, active
material particles having a holed hollow structure and high
average hardness (or in other words, high shape retention) can
be used in an electrode (typically, a positive electrode) of a
lithium secondary battery, and are able to yield a battery that
stably demonstrates higher performance. For example, a
lithium secondary battery can be constructed that has low
internal resistance (or in other words, favorable output char-
acteristics) and demonstrates little increase in internal resis-
tance attributable to charge-discharge cycling (particularly,
charge-discharge cycling that includes high-rate discharge).

The number of the through holes per particle of the active
material particles is preferably about 1 to 20 on average.
According to active material particles having this structure,
since the number of through holes lies within a suitable range,
in a lithium secondary battery provided with these active
material particles, a desired average hardness can be easily
secured while suitably demonstrating effects of improving
battery performance (such as the effect of reducing internal
resistance) as a result of having a holed hollow structure.
Thus, favorable battery performance can be more stably dem-
onstrated (such as by inhibiting deterioration caused by
charge-discharge cycling). The value of the above-mentioned
average number of through holes is obtained by, for example,
ascertaining the number of through holes per particle for at
least ten active material particles, and then determining the
arithmetic average thereof.

The average particle diameter of the above-mentioned
active material particles is preferably within the range of
roughly about 3 um to 10 um. In addition, the average opening
size of the above-mentioned through holes is preferably %2 or
less of the average particle diameter of the active material
particles. Since the average opening size lies within a suitable
range, active material particles having this structure are able
to easily secure a desired average hardness while suitably
demonstrating effects of improving battery performance
(such as the effect of reducing internal resistance) as a result
of having a holed hollow structure. Thus, favorable battery
performance can be demonstrated more stably.

In atypical aspect of the active material particles disclosed
herein, primary particles that compose holed hollow second-
ary particles as previously described are mutually sintered.
According to these active material particles, a desired average
hardness can be easily secured. Thus, favorable battery per-
formance can be demonstrated more stably. For example, in a
portion of the secondary particles that surrounds a hollow
portion, the primary particles that compose the secondary
particles are densely sintered so that there are substantially no
gaps at the grain boundaries of the primary particles except
for the portions of the through holes. For example, in the case
of observing a cross-section of the active material particles
with a scanning electron microscope (SEM) at a magnifica-
tion factor that makes it possible to measure the opening size
of the through holes, there are preferably substantially no
gaps observed at the grain boundaries of the primary particles
other than the portions of the through holes. According to
these active material particles, a lithium secondary battery
can be constructed that stably demonstrates better high-rate
characteristics.

The above-mentioned lithium transition metal oxide is
preferably a compound having a layered structure that con-
tains nickel as a constituent element (to also be referred to as
a “Ni-containing Li oxide”). According to active material
particles having this composition, a lithium secondary battery
can be constructed that demonstrates higher performance. For
example, a compound having a layered structure containing
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nickel, cobalt and manganese as constituent elements thereof
(to also be referred to as an “LiNiCoMn oxide™) can be
preferably employed.

According to the present invention, a lithium secondary
battery is also provided that is obtained by using any of the
active material particles disclosed herein. This lithium sec-
ondary battery is typically provided with a positive electrode,
a negative electrode and a non-aqueous electrolyte solution.
At least one of the positive electrode and the negative elec-
trode (preferably the positive electrode) is an electrode con-
taining a hollow active material having any of the active
material particles disclosed herein. A lithium secondary bat-
tery having this configuration has low internal resistance and
is able to demonstrate only a small increase in resistance
attributable to charge-discharge cycling (particularly, charge-
discharge cycling that includes high-rate discharge).

Since the lithium secondary battery provided with the
active material particles disclosed herein is able to have supe-
rior output characteristics and endurance, it is preferable for
use as a lithium secondary battery installed in a vehicle (such
as alithium secondary battery used as driving power supply of
avehicle). For example, the lithium secondary battery can be
preferably used as a power supply for a motor of a vehicle
such as an automobile in the form of an assembled battery in
which a plurality of the lithium secondary batteries are con-
nected in series. Thus, according to the present invention, a
vehicle is provided that is provided with a lithium secondary
battery having any of the active material particles disclosed
herein (and can be active material particles produced accord-
ing to any of the methods disclosed herein).

According to the present invention, a method for producing
active material particles having a holed hollow structure is
also provided. These active material particles have secondary
particles formed by the aggregation of a plurality of primary
particles of a lithium transition metal oxide, and a hollow
portion formed inside the secondary particles. A through hole
that penetrates from the outside to the hollow portion is
formed in the secondary particles. The active material par-
ticles can be preferably used as a constituent material of a
non-aqueous secondary battery such as a lithium secondary
battery (typically, a lithium ion battery). The above-men-
tioned active material particle production method includes a
step of supplying ammonium ions to an aqueous solution
(typically a water-based solution) of a transition metal com-
pound, and precipitating particles of the transition metal
hydroxide from the aqueous solution (raw material hydroxide
formation step). Here, the aqueous solution contains at least
one transition metal element that composes the lithium tran-
sition metal oxide. The production method also includes a
step of mixing the transition metal hydroxide with a lithium
compound to prepare an unfired mixture (mixing step). More-
over, the production method includes a step of calcining the
mixture to obtain the active material particles (calcining
step). Here, the raw material hydroxide formation step
includes a stage in which the transition metal hydroxide is
precipitated from the aqueous solution at pH 12 or higher and
an ammonium ion concentration of 25 g/L. or less (nucleation
stage), and a stage in which the precipitated transition metal
hydroxide is grown at a pH less than 12 and an ammonium ion
concentration of 3 g/I. or more (particle growth stage).
According to this production method, active material par-
ticles having a holed hollow structure can be suitably pro-
duced. This production method can be preferably employed
as, for example, a method for producing any of the active
material particles disclosed herein.

The above-mentioned calcining step is preferably carried
out such that the maximum calcining temperature is 800° C.
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to 1100° C. As a result, since the primary particles can be
adequately sintered, active material particles having a desired
average hardness can be preferably produced. This calcining
step is preferably carried out so that, for example, secondary
particles are formed in which gaps are not present at the grain
boundaries of the primary particles at portions other than the
hollow portion and the through holes.

In a preferable aspect of the active material particle pro-
duction method disclosed herein, the calcining step includes
a first calcining stage, in which the mixture is fired at a
temperature T1 of 700° C. to 900° C., and a second calcining
stage, in which the result of the first calcining stage is fired at
atemperature T2 of 800° C. to 1100° C. that is higher than the
calcining temperature T1 of the first calcining stage. As a
result of calcining the mixture in an aspect that includes these
first and second calcining stages, preferable active material
particles having a holed hollow structure disclosed herein can
be suitably produced.

According to the present invention, a method for producing
an electrode for a lithium secondary battery is also provided
having a configuration in which an electrode mixture layer is
retained on a sheet-shaped current collector. This method
includes a step of preparing an electrode mixture composition
containing any of the active material particles disclosed
herein and a solvent that disperses the active material par-
ticles. In addition, this method includes a step of applying the
electrode mixture composition to a current collector. In addi-
tion, this method includes a step of forming an electrode
mixture layer by drying the applied composition and press-
ing. The active material particles disclosed herein are able to
have strength that is able to withstand the above-mentioned
pressing despite having a holed hollow structure. According
to these active material particles, a holed hollow structure
suitable for improving battery performance can be more
favorably maintained in an electrode (preferably a positive
electrode) produced according to the above-mentioned
method and in a lithium secondary battery constructed using
that electrode. Thus, a lithium secondary battery can be pro-
vided that demonstrates higher performance.

The matters disclosed by this specification include those
indicated below.

A lithium secondary battery provided with a positive elec-
trode, a negative electrode and a non-aqueous electrolyte
solution, wherein

the positive electrode has active material particles having a
holed hollow structure that have secondary particles formed
by the aggregation of primary particles of a lithium transition
metal oxide and a hollow portion formed in the inside thereof,
and through holes are formed in the secondary particles that
penetrate to the hollow portion from the outside, and

the lithium secondary battery satisfies one or two or more
of the following characteristics:

(1) a resistance increase rate is 3-fold or less (preferably
2-fold or less and more preferably 1.2-fold or less) as deter-
mined in a high-rate cycle test carried out under conditions
described in experimental examples to be subsequently
described,

(2) an increase rate of low-temperature (-30° C.) reaction
resistance is 2-fold or less (preferably 1.1-fold or less, more
preferably 1.05-fold or less and even more preferably 1.03-
fold or less) as determined in an endurance cycle test carried
out under conditions described in experimental examples to
be subsequently described,

(3) a capacity retention rate is 90% or more as determined in
an endurance cycle test carried out under conditions
described in experimental examples to be subsequently
described, and
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(4) a low-temperature (-30° C.) initial reaction resistance is
3Q or less (preferably 2Q or less) as measured under condi-
tions described in experimental examples to be subsequently
described.

Any of the active material particles disclosed herein can be
preferably employed as active material particles having a
holed hollow structure as described above. A battery that
satisfies atleast (1) of the above-mentioned characteristics (1)
to (4) is preferable, while a battery that satisfies at least (1) and
(2) is more preferable.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG.11s apartial cross-sectional view schematically show-
ing the configuration of a cylindrical lithium secondary bat-
tery according to an embodiment;

FIG. 2 is apartial cross-sectional view schematically show-
ing the configuration of a prismatic lithium secondary battery
according to an embodiment;

FIG. 3 is a cross-sectional view taken along line I1I-I1I of
FIG. 2;

FIG. 41s apartial cross-sectional view schematically show-
ing the configuration of an assembled battery according to an
embodiment;

FIG. 5 is a surface SEM micrograph showing an example
of active material particles having a holed hollow structure;

FIG. 6 is a cross-sectional SEM micrograph showing an
example of active material particles having a holed hollow
structure; and

FIG. 7 is a side view schematically showing a vehicle
(automobile) equipped with a lithium secondary battery.

DESCRIPTION OF EMBODIMENTS

The following provides an explanation of preferred
embodiments of the present invention. Those matters
required to carry out the present invention, with the exception
of those matters specifically mentioned in the present speci-
fication, can be understood to be design matters of a person
with ordinary skill in the art based on the prior art in the
relevant technical field. The present invention can be carried
out based on the contents disclosed in the present specifica-
tion and common general technical knowledge in the relevant
field.

The active material particles disclosed herein can be
applied to various lithium secondary batteries configured so
that the particles are able to function as an electrode active
material. The active material particles are particularly prefer-
ably applied to a lithium secondary battery provided with a
liquid non-aqueous electrolyte (namely, a non-aqueous elec-
trolyte solution). The above-mentioned active material par-
ticles can be used as a positive electrode active material or
negative electrode active material by combining with the
active material of the counter electrode. Among these, the
active material particles are more preferably used as a positive
electrode active material.

Although the following provides a more detailed explana-
tion of the present invention by mainly using as an example
the case of applying to the positive electrode active material
of a lithium secondary battery (and typically, a lithium ion
battery), this is not intended to limit the scope of the present
invention.

The material of the active material particles disclosed
herein can be various types of lithium transition metal oxides
capable of reversibly storing and releasing lithium. Examples
include lithium transition metal oxides having a layered
structure and lithium transition metal oxides having a spinel
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structure that are used in the positive electrodes of typical
lithium secondary batteries. Examples of lithium transition
metal oxides having a layered structure include oxides at least
containing nickel (nickel-containing lithium complex
oxides), oxides at least containing cobalt and oxides at least
containing manganese for the above-mentioned transition
metal.

A preferable example of a lithium transition metal oxide
having a layered structure is a nickel-containing lithium com-
plex oxide (Ni-containing [.i oxide). This Ni-containing Li
oxide can also contain one type or two or more types of other
metal elements other than Li and Ni (namely, transition metal
elements and/or typical metal elements other than lithium and
nickel). For example, one type or two or more types of metal
elements other than Li and Ni selected from the group con-
sisting of Al, Cr, Fe, V, Mg, Ti, Mo, Cu, Zn, Ga, In, Sn, Laand
Ce can be contained. Ni-containing [.i oxides in which the
main component of the transition metal element is Ni, or
those containing Ni and one type or two or more types of other
transition metal elements (such as Co and Mn) at roughly the
same ratio, are preferable.

A preferable example of the composition of the active
material particles disclosed herein is a layered Ni-containing
Li oxide represented by the following general formula (I):

.
In the above formula (I), M' can be one type or two or more
types of metal elements selected from the group consisting of
Al Cr, Fe, V, Mg, Ti, Zr, Nb, Mo, Ta, W, Cu, Zn, Ga, In, Sn,
La and Ce. m can be a number that satisfies the expression
0=m=0.2. p can be a number that satisfies the expression
0.1=p=0.9. q can be a number that satisfies the expression
0=q=0.5. r can be a number that satisfies the expression
0=r=0.5. s can be a number that satisfies the expression
0=s=0.02. Here, typically p+q+r+s=1. In a preferable
aspect, 0=s<p. s may also be 0 (namely, an oxide that does not
contain M').

A preferable example of an Ni-containing Li oxide is an
oxide at least containing Co and Mn (LiNiCoMn oxide). For
example, an LiNiCoMn oxide in which 0<q=0.5 and
0<r=0.5 in the above-mentioned formula (I) is preferable. A
first element among Ni, Co and Mn (element contained in the
largest amount based on the number of atoms thereof) is
preferably any of Ni, Co and Mn. In a preferable aspect, the
above-mentioned first element is Ni. In another preferable
aspect, the contents of Ni, Co and Mn based on the numbers
of atoms thereof are roughly equal.

The active material particles disclosed herein are holed
hollow active material particles having a hollow structure
having secondary particles and a hollow portion formed in the
inside thereof, and wherein through holes are formed in the
secondary particles that penetrate to the hollow portion from
the outside. The secondary particles have a form that is
formed by aggregation of primary particles of a lithium tran-
sition metal oxide as previously described (and preferably, an
oxide having a layered structure such as a layered Ni-contain-
ing Li oxide).

In a preferable aspect of the active material particles dis-
closed herein, the average hardness of the active material
particles is roughly 5 MPa or more. Here, average hardness of
the active material particles refers to a value obtained by
measuring dynamic hardness under conditions of a loading
speed of 0.5 mN/sec to 3 mN/sec using a flat diamond
indenter having a diameter of 50 um. An arithmetic average
obtained by carrying out the above-mentioned measurement
on at least ten active material particles is preferably employed
for the average hardness. Active material particles having this

Liy,,,Ni,Co,Mn,M",0,



US 8,486,564 B2

9

average hardness enable the construction of a lithium second-
ary battery that stably demonstrates higher performance.

If the hardness of the active material particles (which can
also be understood to be the compressive strength of the
particles) is inadequate, the structure of the active material
particles may be disrupted thereby preventing the demonstra-
tion of desired effects due to stress which could be applied
during the battery production process (such as when adjusting
the electrode mixture composition to be subsequently
described, pressing an electrode mixture layer, transporting
or winding an electrode sheet) or stress which could be
applied due to volume changes in the electrode mixture layer
accompanying charging and discharging of the battery (com-
pressive force). Phenomena in which the structure of the
active material particles is disrupted by stress applied due to
charging and discharging as described above can cause a
battery using active material particles employing a conven-
tional porous structure to have increased susceptibility to
deterioration by charge-discharge cycling. In batteries pro-
vided with a wound electrode body in which sheet-shaped
electrodes are tightly wound (for example, those wound into
a cylindrical shape) and batteries used in a form in which
stress is applied in the side direction to the winding axis
(batteries used in the form of an assembled battery in which a
plurality of batteries are arranged in the side direction), stress
attributable to charging and discharging as described above
can have a particularly large effect on battery deterioration.
Active material particles having a preferable average hard-
ness disclosed herein favorably demonstrate effects of
improving battery performance (such as the effect of reducing
internal resistance) as a result of having a holed hollow struc-
ture, and allow the construction of a lithium secondary battery
having a superior ability to maintain those effects (endur-
ance).

The number of through holes possessed by the secondary
particles is preferably roughly 20 or less (for example, 1 to 20)
and more preferably roughly 1 to 10 (for example, 1 to 3) per
particle of the active material particles on average. Active
material particles having a holed hollow structure that have
this average number of through holes are clearly distinguish-
able in terms of structure from active material particles having
a conventional porous structure (namely, a structure having a
large number of pores), such as porous hollow particles hav-
ing a porous outer shell or porous particles in which the entire
particle is formed to be porous (sponge-like).

If'the above-mentioned average number of through holes is
excessively large, the secondary particles become brittle,
making it difficult to maintain a hollow shape. Active material
particles having a preferable average number of through holes
disclosed herein are able to favorably and stably demonstrate
effects that improve battery performance (such as the effect of
reducing internal resistance) as a result of having a holed
hollow structure while securing strength of the secondary
particles (and in turn, the active material particles).

The above-mentioned through holes are preferably formed
s0 as to connect the outside of the active material particles
with the hollow portion via a comparatively short path. In a
preferable aspect thereof, 50% or more (more preferably 70%
or more, and for example, 80% or more and even 90% or
more) of through holes appearing in a cross-section of the
active material particles penetrate the outer shell of the active
material particles so that the outside of the active material
particles and the hollow portion can be connected with a
straight line that passes through the through holes. Through
holes in the form of such paths are preferable since electrolyte
solution is able to easily enter and leave the hollow portion
through the through holes due to their small flow resistance.
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The number of through holes in the form of paths leading to
the hollow portion by penetrating the outer shell of the active
material particles nearly perpendicularly is preferably 50% or
more (more preferably 75% or more, and for example, 90% or
more). Active material particles having an average of 1 to 20
of'these through holes (for example, 1 to 10 through holes) per
particle are preferable.

In atypical aspect of the active material particles disclosed
herein, the above-mentioned through holes have an average
diameter (namely, opening size) of roughly 0.01 pm or more
at the narrowest portion thereof. This average opening size is
preferably roughly 0.02 pm or more and more preferably
roughly 0.05 um or more. As a result of having through holes
of'this opening size, effects of improving battery performance
by having a holed hollow structure can be suitably demon-
strated. On the other hand, if the average opening size is
excessively large, the strength of the active material particles
may decrease easily. The preferable upper limit of average
opening size may differ according to the average particle
diameter of the active material particles. Normally, the aver-
age opening size is preferably roughly % or less and more
preferably roughly Y5 or less (for example, %4 or less) the
average particle diameter of the active material particles. In
addition, the average opening size of the through holes pref-
erably does not exceed roughly 2.5 um regardless of the
average particle diameter of the active material particles. This
average opening size is particularly preferable for active
material particles in which the average number of through
holes is roughly 1 to 20 (and preferably about 1 to 10).

The above-mentioned characteristic values such as the
average number of through holes, the path shape of the
through holes and the average opening size can be determined
by, for example, observing a cross-section of the active mate-
rial particles with an SEM. For example, a sample obtained by
soliditying the active material particles or a material contain-
ing the active material particles in a resin (and preferably, a
thermosetting resin) may be cut at a suitable cross-section and
that cross-section may be observed with an SEM while slicing
off sections thereof. Alternatively, since the direction (orien-
tation) of active material particles in the above-mentioned
sample can normally be assumed to be generally random, the
above-mentioned characteristic values can be calculated by
statistically processing SEM observation results obtained
from a single cross-section or a comparatively small number
of about 2 to 10 cross-sections.

In atypical aspect of the active material particles disclosed
herein, primary particles that compose the above-mentioned
secondary particles are mutually sintered. Such active mate-
rial particles are able to demonstrate high shape retention
(resistance to collapse, and can be reflected in, for example, a
high average hardness or high compressive strength). Thus,
such active material particles are able to more stably demon-
strate favorable battery performance.

In a preferable aspect thereof, primary particles that com-
pose the secondary particles are densely sintered in the por-
tion of the secondary particles that surrounds the hollow
portion, with the exception of the portions having the through
holes. For example, the primary particles are preferably sin-
tered so that there are substantially no gaps at the grain bound-
aries of the primary particles in SEM observations. Such
active materials particles are preferable since they allow the
obtaining of high shape retention in particular.

According to holed hollow active material particles in
which the primary particles are densely sintered as described
above (typically, densely sintered at least to a degree that
prevents a typical non-aqueous battery electrolyte solution
from passing through), the locations where electrolyte solu-
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tion is able to flow between the outside of the particles and the
hollow portion are limited to those locations where there are
through holes. This is one of the factors behind the active
material particles disclosed herein being able to demonstrate
the effect of improving high-rate cycling characteristics of a
lithium secondary battery. Namely, for example, in a battery
in which a positive electrode, of a configuration in which a
positive electrode mixture layer composed mainly of an
active material is held by a sheet-shaped current collector, is
wound with a sheet-shaped separator and a negative elec-
trode, when the battery is repeatedly charged and discharged,
electrolyte solution is squeezed from the electrode body (and
particularly the positive electrode mixture layer) due to
expansion and contraction of the active material accompany-
ing charging and discharging, thereby resulting in a shortage
of electrolyte solution in a portion of the electrode body and
causing a decrease in battery performance (such as output
performance). According to active material particles having
the configuration described above, since electrolyte solution
in the hollow portion is inhibited from flowing out from
portions other than the through holes, the problem of a short-
age of electrolyte solution in the positive electrode mixture
layer can be prevented or diminished. As a result, increases in
resistance during high-rate cycling can be suppressed. This
effect can be demonstrated particularly favorably by active
material particles in which the average number of through
holes per particle is about 1 to 20 (and preferably, 1 to 10).

The active material particles disclosed herein preferably
have a BET specific surface area within the range of roughly
0.5m?*/gto 1.9 m?/g. If the specific surface area is excessively
small, effects of improving battery performance in a lithium
secondary battery provided with the active material particles
are prone to diminish. For example, the effect of improving
reaction resistance (particularly, reaction resistance at low
temperatures) tends to diminish. On the other hand, if the
specific surface area is excessively below the above-men-
tioned range, the degree of deterioration caused by charge-
discharge cycling (particularly, charge-discharge cycling that
includes a high rate of discharge) is prone to increase. Holed
hollow active material particles in which the BET specific
surface area is within the range of 1.2 m*/g to 1.9 m*/g allow
the construction of a lithium secondary battery that demon-
strates more favorable battery performance. For example, at
least one effect among a low rate of increase in resistance due
to high-rate cycling, a low initial reaction resistance (particu-
larly, initial reaction resistance at low temperatures), resis-
tance to increases in the reaction resistance even after going
through charge-discharge cycling, and a high capacity reten-
tion rate relative to charge-discharge cycling can be realized.
A value obtained by measuring according to an ordinary
nitrogen adsorption method can be employed for the value of
specific surface area.

The average particle diameter of the active material par-
ticles is preferably roughly 2 um or more (for example,
roughly 2 pm to 25 um). If the average particle diameter is
excessively small, effects of improving battery performance
are prone to diminish due to the small volume of the hollow
portion, and the outer shell of the active material particles
becomes thin when adequate volume of the hollow portion is
attempted to be secured, thereby resulting in increased sus-
ceptibility to a decrease in strength of the active material
particles. The average particle diameter is more preferably
roughly 3 um or more. In addition, from the viewpoint of
active material particle productivity and the like, the average
particle diameter is preferably roughly 25 um or less and more
preferably roughly 15 pm or less (for example, roughly 10 um
or less). In a preferable aspect thereof, the average particle

20

25

30

35

40

45

50

55

60

65

12

diameter of the active material particles is roughly 3 umto 10
p-m. A value obtained by measuring according to typical laser
diffraction particle size analysis (median value (D50: 50%
volume average particle diameter) can be employed for the
value of average particle diameter of the active material par-
ticles.

Although there are no particular limitations thereon, the tap
density of the active material particles disclosed herein may
be within the range of roughly 0.7 g/cm® to 2.5 g/cm>. Active
material particles having a tap density of roughly 1 g/cm® to 2
g/cm?® are preferable. According to these active material par-
ticles, a lithium secondary battery can be constructed that
demonstrates more favorable high-rate cycling characteris-
tics. A value measured in compliance with JIS K5101 can be
employed for the value of tap density.

Any of the holed hollow active material particles disclosed
herein can be produced by, for example, precipitating a
hydroxide of a transition metal under suitable conditions
from an aqueous solution containing at least one transition
metal element contained in a lithium transition metal oxide
that composes the active material particles (and preferably, all
transition metals other than lithium contained in the oxide),
and mixing the transition metal hydroxide with a lithium
compound followed by calcining. Although the following
provides a detailed explanation of an embodiment of this
active material particle production method by using as an
example the case of producing holed hollow active material
particles composed of LiNiCoMn oxide and having a layered
structure, this explanation is not intended to limit the appli-
cation target of this production method to holed hollow active
material particles composed in this manner.

The active material particle production method disclosed
herein includes a step of supplying ammonium ions (NH, ) to
an aqueous solution of a transition metal compound and pre-
cipitating particles of transition metal hydroxide from the
aqueous solution (raw material hydroxide formation step).
The solvent (aqueous solvent) that composes the aqueous
solution is typically water, and may also be a mixed solvent
composed mainly of water. An organic solvent able to uni-
formly mix with water (such as a lower alcohol) is preferable
as a solvent other than water that composes the mixed solvent.
The aqueous solution of the transition metal compound (to
also be referred to as a “transition metal solution™) contains at
least one (preferably all) transition metal element (here, Ni,
Co and Mn) that composes the lithium transition metal oxide
corresponding to the composition of the lithium transition
metal oxide that composes the active material particles tar-
geted for production. For example, a transition metal solution
is used that contains one type or two or more types of com-
pounds that are capable of supplying Ni ions, Co ions and Mn
ions to the aqueous solvent. Examples of compounds serving
as the source of these metal ions that can be used preferably
include sulfates, nitrates and chlorides of the metals. For
example, a transition metal solution can be used preferably
that has a composition in which nickel sulfate, cobalt sulfate
and manganese sulfate are dissolved in an aqueous solvent
(preferably water).

The above-mentioned NH,* ions may be supplied to the
transition metal solution in the form of an aqueous solution
containing NH,* ions (typically a water-based solution), may
be supplied to the transition metal solution by directly blow-
ing in ammonia gas, or may be supplied by a combination
thereof. An aqueous solution containing NH,* ions can be
prepared by, for example, dissolving a compound capable of
serving as an NH,* ion source (such as ammonium hydrox-
ide, ammonium nitrate or ammonia gas) in an aqueous sol-
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vent. In the present embodiment, NH,* ions are supplied in
the form of an aqueous ammonium hydroxide solution
(namely, ammonia water).

The above-mentioned raw material hydroxide formation
step can include a stage in which a transition metal hydroxide
is precipitated from the transition metal solution under con-
ditions of a pH of 12 or higher (and typically, pH 12 to pH 14,
and for example, pH 12.2 to pH 13) and at an NH,* concen-
tration of 25 g/LL or less (and typically, 3 g/L. to 25 g/L)
(nucleation stage). The pH and NH,* concentration can be
adjusted by suitably balancing the amounts of the ammonia
water and alkaline agent (compound having an action that
causes a liquid to become alkaline) used. Sodium hydroxide
or potassium hydroxide, for example, can be used for the
alkaline agent typically in the form of an aqueous solution. In
the present embodiment, an aqueous sodium hydroxide solu-
tionis used. In the present specification, pH values refer to pH
values based on a liquid temperature of 25° C.

The above-mentioned raw material hydroxide formation
step can further include a stage in which cores (typically,
particulate) of the transition metal hydroxide precipitated in
the above-mentioned nucleation stage are grown at a pH
below 12 (typically, pH 10 to lower than pH 12, preferably pH
10 to pH 11.8, and for example, pH 11 to pH 11.8) and an
NH,* concentration of 3 g/L. or more (typically, 3 g/L to 25
g/L) (particle growth stage). Normally, the pH of the particle
growth stage is 0.1 or more (typically 0.3 or more, preferably
0.5 or more, and for example, about 0.5 to 1.5) lower than the
pH of the nucleation stage. The pH and NH,* concentration
can be adjusted in the same manner as in the nucleation stage.
By carrying out this particle growth stage so as to satisfy the
above-mentioned pH and NH,* concentration, and making
the NH,* concentration at the above-mentioned pH to pref-
erably be within the range of 15 g/IL or less (for example, 1 g/L.
to 15 g/LL and typically 3 g/IL to 15 g/L.) and more preferably
within the range of 10 g/L or less (for example, 1 g/L. to 10
g/L, and typically 3 g/ILto 10 g/L.), the precipitation rate of the
transition metal hydroxide (here, a complex hydroxide con-
taining Ni, Co and Mn) increases, and raw material hydroxide
particles can be formed that are suitable for forming any of the
holed hollow active material particles disclosed herein (or in
other words, raw material hydroxide particles that easily form
a fired product having a holed hollow structure). The above-
mentioned NH,* concentration may also be made to be 7 g/L
or less (for example, 1 g/I. to 7 g/ and more preferably 3 g/,
to 7 g/L). The NH,,* concentration in the particle growth stage
may be, for example, roughly equal to the NH,* concentra-
tion in the nucleation stage or may be lower than the NH,*
concentration in the nucleation stage. The precipitation rate
of the transition metal hydroxide can be determined by, for
example, investigating the change in the total number of
moles of transition metal ions contained in the liquid phase of
the reaction solution relative to the total number of moles of
transition metal ions contained in the transition metal solution
supplied to the reaction solution.

The temperature of the reaction solution in each of the
nucleation stage and particle growth stage is preferably con-
trolled to a nearly constant temperature (for example, a pre-
scribed temperature +1° C.) within a range of roughly 30° C.
to 60° C. The temperatures of the reaction solutions in the
nucleation stage and the particle growth stage may be the
same. In addition, the atmosphere in the reaction solutions
and the reaction tanks is preferably maintained at a non-
oxidizing atmosphere throughout the nucleation stage and the
particle growth stage. In addition, the total number of moles
of Ni ions, Co ions and Mn ions contained in the reaction
solution (total ion concentration) is made to be, for example,
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roughly 0.5 mol/LL to 2.5 mol/L,, and preferably about 1.0
mol/L to 2.2 mol/L,, throughout the nucleation stage and the
particle growth stage. Transition metal solution may be
replenished (typically, supplied continuously) according to
the precipitation rate of the transition metal hydroxide so as to
maintain this total ion concentration. The amounts of Ni ions,
Co ions and Mn ions contained in the reaction solution are
preferably set to a quantity ratio that corresponds to the com-
position of the target active material particles (namely, the
molar ratio of Ni, Co and Mn in the LiNiCoMn oxide that
composes the active material particles).

In the present embodiment, the transition metal hydroxide
particles (here, complex hydroxide particles containing Ni,
Co and Mn) formed in the manner described above are sepa-
rated from the reaction solution, washed and dried. Anunfired
mixture is then prepared by mixing the transition metal
hydroxide particles and a lithium compound at a desired
quantity ratio (mixing step). In this mixing step, the L.i com-
pound and the transition metal hydroxide particles are typi-
cally mixed at a quantity ratio corresponding to the compo-
sition of the target active material particles (namely, the molar
ratio of Li, Ni, Co and Mn in the LiNiCoMn oxide that
composes the active material particles). Examples of the
lithium compound that can be used preferably include Li
compounds such as lithium carbonate or lithium hydroxide
that can become oxides as a result of melting with heat.

The above-mentioned mixture is then fired to obtain active
material particles (calcining step). This calcining step is typi-
cally carried out in an oxidizing atmosphere (for example, in
the air). The calcining temperature in this calcining step can
be, for example, 700° C. to 1100° C. The calcining step is
preferably carried out so that the maximum calcining tem-
perature is 800° C. or higher (preferably 800° C. to 1100° C.
and for example, 800° C. to 1050° C.). As a result of the
maximum calcining temperature being within these ranges, a
sintering reaction of primary particles of a lithium transition
metal oxide (preferably an Ni-containing [i oxide and here,
an LiNiCoMn oxide) can be allowed to proceed suitably.

In a preferable aspect thereof, the calcining step is carried
out in an aspect that includes a first calcining stage, in which
the mixture is fired at a temperature T1 of 700° C. to 900° C.
(namely, 700° C.=T1=900° C. for example, 700°
C.=ZT1=800° C., and typically 700° C.=T1=800° C.),and a
second calcining stage, in which the result of the first calcin-
ing stage is fired at a temperature T2 of 800° C. to 1100° C.
(namely, 800° C.=T2=1100° C., and for example, 800°
C.=ZT2=1050° C.). As aresult, active material particles hav-
ing a holed hollow structure can be formed more efficiently.
T1 and T2 are preferably set such that T1<T2.

The first calcining stage and the second calcining stage
may be carried out continuously (by, for example, holding the
mixture at the first calcining temperature T1 following raising
the temperature of the mixture to the second calcining tem-
perature T2 and holding at that calcining temperature T2), or
after having held at the first calcining temperature T1, the
mixture may be temporarily cooled (by, for example, cooling
to room temperature) and then supplying the mixture to the
second calcining stage after having crushed and sieved the
mixture as necessary.

In the technology disclosed herein, the first calcining stage
can be understood to be a stage during which calcining is
carried out at the temperature T1 that is within a temperature
range at which the sintering reaction of the target lithium
transition metal oxide progresses, is equal to or lower than the
melting point thereof, and is lower than that of the second
calcining stage. In addition, the second calcining stage can be
understood to be a stage at which calcining is carried out at a
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temperature T2 that is within a temperature range at which the
sintering reaction of the target lithium transition metal oxide
progresses, is equal to or lower than the melting point thereof,
and is higher than that of the first calcining stage. A tempera-
ture difference of 50° C. or more (typically 100° C. or more,
and for example, 150° C. or more) is preferably provided
between T1 and T2.

The technology disclosed herein is characterized by using
the active material particles having a holed hollow structure
as described above as a positive electrode active material.
Thus, there are no particular limitations on the material, shape
and so forth of other battery constituents provided the object
of'the present invention is able to be realized, and that similar
to a conventional lithium secondary battery (and typically, a
lithium ion battery) can be used. Examples of a preferable
aspect of using the above-mentioned positive electrode active
material include a positive electrode having a configuration in
which a positive electrode mixture mainly composed of the
positive electrode active material (namely, composes 50% by
weight or more and typically composes 75% by weight or
more) is retained on a current collector, and a lithium second-
ary battery provided with that positive electrode.

An electrically conductive metal material such as alumi-
num can be preferably employed for the constituent material
of the above-mentioned current collector (positive electrode
current collector) in the same manner as a conventional, ordi-
nary lithium secondary battery. There are no particular limi-
tations on the shape of'the positive electrode current collector
since the shape can vary corresponding to the shape and the
like of the battery constructed using the above-mentioned
positive electrode, and the shape can be various shapes such
as that of a rod, plate, sheet, foil or mesh. The technology
disclosed herein can be preferably applied to a positive elec-
trode for a lithium secondary battery of a form in which a
layer of a positive electrode mixture is provided on a sheet-
shaped or foil-shaped current collector, and to a lithium sec-
ondary battery having the positive electrode as a constituent
thereof. An example of a preferable aspect of this lithium
secondary battery is a battery having a configuration in which
an electrode body obtained by winding a sheet-shaped posi-
tive electrode and negative electrode with sheet-shaped sepa-
rators (wound electrode body) is housed in an outer case
together with a suitable non-aqueous electrolyte (and typi-
cally, an electrolyte in the form of a liquid, or in other words,
an electrolyte solution). There are no particular limitations on
the external form of the battery, and can have, for example, a
rectangular form, flat form or cylindrical form.

The positive electrode mixture can contain the active mate-
rial particles having a holed hollow structure disclosed herein
as well as other arbitrary components such as an electrically
conductive material or binder as necessary. An electrically
conductive material similar to electrically conductive mate-
rials used in the positive electrodes of ordinary lithium sec-
ondary batteries can be suitably employed for the above-
mentioned electrically conductive material. Examples of this
electrically conductive material include carbon materials
such as carbon powder or carbon fibers, and electrically con-
ductive metal powders such as nickel powder. One type of
material selected from these electrically conductive materials
may be used alone or two or more types may be used in
combination. Examples of carbon powder that can be used
include various types of carbon black (such as acetylene
black, furnace black or Ketjen black) and graphite powder.
Among these, acetylene black and/or furnace black can be
used preferably.

The ratio of the positive electrode active material in the
entire positive electrode mixture is preferably about 50% by
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weight or more (and typically 50 to 95% by weight), and
normally the ratio is more preferably roughly 70 to 95% by
weight (for example, 75 to 90% by weight). In addition, the
ratio of the electrically conductive material in the entire posi-
tive electrode mixture can be, for example, roughly 2 to 20%
by weight, and normally the ratio is preferably roughly 2 to
15% by weight. In a composition that uses a binder, the ratio
of the binder in the entire positive electrode mixture can be,
for example, roughly 1 to 10% by weight, and normally the
ratio is preferably roughly 2 to 5% by weight.

The technology disclosed herein can be carried out in an
aspect that combines the use of active material particles hav-
ing a holed hollow structure with other particulate or non-
particulate active materials (such as active material particles
having a typical dense structure). For example, eftects result-
ing from the use of the holed hollow active material particles
can be demonstrated by using the active material particles
having a holed hollow structure for 5% by weight or more of
all active materials provided in one of the electrodes. Nor-
mally, the holed hollow active material particles are suitably
used at roughly 10% by weight or more (preferably roughly
25% by weight or more, and for example, 50% by weight or
more). The holed hollow active material particles are more
preferably used at 75% by weight or more (for example, 90%
by weight or more) of all of the active material. In a preferable
aspect thereof, the holed hollow active material particles
account for all of the active material provided in one of the
electrodes (typically, the positive electrode).

The procedure used to form a positive electrode mixture
layer on a positive electrode current collector may consist of,
for example, acquiring (such as by purchasing or preparing) a
positive electrode mixture composition of a form in which the
above-mentioned positive electrode active material and other
arbitrary components (such as an electrically conductive
material and binder) are suitably dispersed in a solvent, and
applying (typically, coating) the composition (typically a
composition in the form of a paste or slurry) to the surface of
the current collector, followed by drying. Any aqueous sol-
vent or non-aqueous solvent can be used for the solvent. A
preferable example of a non-aqueous solvent is N-methyl-2-
pyrrolidone (NMP).

A binder similar to binders used in the positive electrode of
an ordinary lithium secondary battery can be suitably
employed for the above-mentioned binder. A polymer that
can be dispersed or dissolved in the solvent used is preferably
selected. In a positive electrode mixture composition that
uses an aqueous solvent, for example, a water-soluble or
water-dispersible polymer can be used preferably, examples
of which include a cellulose-based polymer such as car-
boxymethyl cellulose (CMC) or hydroxypropyl methyl cel-
Iulose (HPMC), polyvinyl alcohol (PVA), a fluorine-based
resin such as polytetrafluoroethylene (PTFE) or tetratluoro-
ethylene-hexafluoropropylene copolymer (FEP), a vinyl
acetate copolymer, and rubbers such as styrene butadiene
rubber (SBR) or acrylic acid-modified SBR resin (SBR
latex). In addition, in a positive electrode mixture composi-
tion that uses a non-aqueous solvent, a polymer such as poly-
vinylidene fluoride (PVDF) or polyvinylidene chloride
(PVDC) can be used preferably. The above-mentioned
examples of polymer materials can also be used for the pur-
pose of demonstrating a function as a thickener or other
additive in the above-mentioned composition in addition to
functioning as a binder.

The procedure for applying the positive electrode mixture
composition to a sheet-shaped current collector can be pref-
erably carried out by using a conventionally known suitable
coating device (such as a slit coater, die coater, comma coater
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or gravure coater). After coating a suitable amount of the
positive electrode mixture composition over a prescribed
range of at least one side (typically, both sides) of the current
collector and drying, a sheet-shaped positive electrode having
target physical properties (positive electrode sheet) is
obtained by pressing in the direction of thickness as neces-
sary. Examples of methods that can be suitably used to carry
out the pressing described above include conventionally
known roll pressing methods and plate pressing methods.
The following provides an explanation of several embodi-
ments of a lithium ion battery obtained by using the active
material particles having a holed hollow structure disclosed
herein in a positive electrode while referring to the drawings.

First Embodiment

A schematic representation of the configuration of a
lithium ion battery according to the present embodiment is
shown in FIG. 1. This lithium ion battery 10 has a configura-
tion in which an electrode body 11 provided with a positive
electrode 12 and a negative electrode 14 is housed in a battery
case 15 having a shape capable of housing the electrode body
together with a non-aqueous electrolyte solution not shown.
The battery case 15 is provided with a bottomed cylindrical
case body 152 and a lid 154 that covers the above-mentioned
opening. The lid 154 and the case body 152 are both made of
metal, are mutually insulated, and are electrically connected
to the current collectors 122 and 142 of the positive electrode
and negative electrode, respectively. Namely, in this lithium
ion battery 10, the 1id 154 also serves as a positive electrode
terminal, while the case body 152 also serves as a negative
electrode terminal.

The electrode body 11 is formed by superimposing the
positive electrode (positive electrode sheet) 12, in which a
positive electrode mixture layer 124 containing any of the
positive electrode active materials disclosed herein on the
long, sheet-shaped positive electrode current collector 122,
and the negative electrode (negative electrode sheet) 14, hav-
ing a negative electrode mixture layer 144 on the long, sheet-
shaped negative electrode current collector (such as copper
foil) 142, with two separators 13 in the form of long sheets
and winding into a cylindrical shape.

One type or two or more types of materials conventionally
used inlithium ion batteries can be used without limitation for
the negative electrode active material that composes the nega-
tive electrode mixture layer 144. Preferable examples of these
materials include granular carbon materials (carbon powder)
containing a graphite structure (layered structure) in at least a
portion thereof. Carbon materials having a so-called graphitic
structure (graphite), non-graphitizable carbonaceous struc-
ture (hard carbon), graphitizable carbonaceous structure (soft
carbon) or combination thereof are used preferably. For
example, graphite particles such as natural graphite particles
can be used preferably.

The negative electrode mixture layer 144 can be formed at
a desired location on the negative electrode current collector
142 by coating a negative electrode mixture composition,
typically obtained by mixing a binder (a binder similar to that
of'the mixture layer on the side of the positive electrode can be
used) and an electrically conductive material used as neces-
sary (an electrically conductive material similar to that of the
mixture layer on the side of the positive electrode can be
used), onto the current collector 142 and drying. Although
there are no particular limitations thereon, the ratio of nega-
tive electrode active material in the entire negative electrode
mixture can be roughly 80% by weight or more (for example,
80 to 99% by weight), and preferably roughly 90% by weight
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or more (for example, 90 to 99% by weight, and more pref-
erably 95 to 99% by weight). In a composition that uses a
binder, the ratio of the binder in the entire negative electrode
mixture can be, for example, roughly 0.5 to 10% by weight,
and normally the ratio is preferably roughly 1 to 5% by
weight.

A material similar to that used in conventional lithium ion
batteries can be used for the separators 13 used by superim-
posing with the positive and negative electrodes sheets 12 and
14. For example, a porous resin sheet (film) composed of a
polyolefin-based resin such as polyethylene or polypropylene
can be used preferably.

A portion where the positive electrode current collector
122 is exposed without being provided with the positive elec-
trode mixture layer (positive electrode mixture layer non-
formed portion) is provided on one edge along the lengthwise
direction of the current collector 122. Similarly, a portion
where the negative electrode current collector 142 is exposed
without being provided with the negative electrode mixture
layer (negative electrode mixture layer non-formed portion)
is provided on one edge along the lengthwise direction of the
current collector 142. As shown in FIG. 1, the positive and
negative electrodes 12 and 14 are superimposed while being
slightly shifted out of position in the direction of width so that
together with superimposing both of the mixture layers 124
and 144, the mixture layer non-formed portions of both elec-
trode sheets respectively protrude from one end and the other
end of the separators 13 along the lengthwise direction
thereof. The lid 154 and the case body 152 are respectively
connected to these protruding portions.

An electrolyte solution similar to non-aqueous electrolyte
solutions conventionally used in a lithium ion battery can be
used for the electrolyte solution without any particular limi-
tations. This non-aqueous electrolyte solution typically has a
composition in which a supporting salt is contained in a
suitable non-aqueous solvent. One type or two or more types
of non-aqueous solvents selected from the group consisting
of for example, ethylene carbonate (EC), propylene carbon-
ate (PC), dimethyl carbonate (DMC), diethyl carbonate
(DEC), ethyl methyl carbonate (EMC), 1,2-dimethoxy-
ethane, 1,2-diethoxyethane, tetrahydrofuran and 1,3-diox-
olane can be used for the above-mentioned non-aqueous sol-
vent. In addition, a lithium salt such as LiPF, LiBF,, LiAsF,
LiCF;80;, LiC,F,SO,, LIN(CF,S0,), or LiC(CF;S0,), can
be used for the above-mentioned supporting salt (supporting
electrolyte).

Second Embodiment

Schematic representations of the configuration of a lithium
ion battery according to the present embodiment are shown in
FIGS. 2 and 3. This lithium ion battery 20 is provided with a
flat prismatic container 21 (typically made of metal, but may
also be made of resin). A wound electrode body 30 is housed
in this container 21. The electrode body 30 of the present
embodiment is formed into a flat shape that matches the shape
of the container 21 by superimposing a positive electrode
sheet 32, a negative electrode sheet 34 and two separators 33,
obtained by using the same materials as in the first embodi-
ment, so that mixture layer non-formed portions of both of the
electrode sheets 32 and 34 respectively protrude from one end
and the other end of the separators 33 along the lengthwise
direction thereof, followed by winding and flattening the
resulting wound body by pressing from the side.

A positive electrode terminal 24 and a negative electrode
terminal 26 for connecting to the outside are electrically
connected to the electrode sheets 32 and 34. These connec-
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tions can be preferably carried out by respectively gathering
the portions of the positive electrode mixture layer non-
formed portions of both electrode sheets 32 and 34 that pro-
trude from the separators 33 in the radial direction of the
wound electrode body 30, and respectively connecting (such
as by welding) the positive electrode terminal 24 and the
negative electrode terminal 26 to the gathered portions. The
lithium ion battery 20 according to the present embodiment is
constructed by housing the electrode body 30 to which the
terminal 24 and 26 have been connected in the container 21,
supplying a suitable non-aqueous electrolyte solution (the
same electrolyte solution as that of the first embodiment can
be used) to the inside thereof, and sealing the container 21.

Third Embodiment

A schematic representation of the configuration of an
assembled battery according to the present embodiment is
shown in FIG. 4. This assembled battery 60 is constructed
using a plurality of the battery 20 according to the second
embodiment (by typically using 10 or more batteries, prefer-
ably 10 batteries to 30 batteries, and for example, 20 batter-
ies). These batteries (cells) 20 are arranged in opposition to
the wide surfaces of the container 21 (namely, those surfaces
corresponding to the flat sides of the wound electrode body 30
housed in the container 21) while respectively inverting in
turn so that each of the positive electrode terminals 24 and
negative electrode terminals 26 are alternately arranged.
Cooling plates 61 of a prescribed shape are arranged while
pressed against the wide surfaces of the container 21 between
the arranged cells 20 and on both outsides in the direction in
which the cells are arranged (direction of lamination). These
cooling plates 61 function as heat radiating members for
efficiently dissipating heat generated in each of the cells
during use, and have a shape that enables a cooling fluid
(typically, air) to be introduced between the cells 20 (for
example, a plurality of parallel grooves are provided in the
surfaces of the cooling plates 61 from one side of the cooling
plates 61 in the lengthwise direction thereof to the opposing
side extending vertically there from). The cooling plates 61
are preferably made from a metal having favorable thermal
conductivity or from polypropylene or other synthetic resin
that is both lightweight and hard.

A pair of end plates 68 and 69 are arranged farther to the
outside of those cooling plates 61 arranged on both outsides
of the cells 20 and cooling plates 61 arranged in the manner
described above (to be generally referred to as a “cell group™).
The entire assembly, including the cell group, in which the
cells 20 are arranged in the direction of lamination, and the
end plates 68 and 69 (to be referred to as a “constrained
body™), is constrained by a prescribed constraint pressure P in
the direction of lamination of the constrained body (namely,
in the horizontal direction with respect to the axis of the
wound electrode body 30) by a clamping band 71 attached to
bridge between both of the end plates 68 and 69. More spe-
cifically, the constrained body is constrained by fastening and
fixing the ends of the clamping band 71 to the end plate 68
with screws 72 so that the prescribed constraint pressure P is
applied in the direction of lamination (for example, so that the
constraint pressure P is about 0.1 MPa to 10 MPa as the
contract pressure acting on the wide surfaces of the container
21). The positive electrode terminal 24 and the negative elec-
trode terminal 26 are then electrically connected by connec-
tors 67 between adjacent cells 20. As a result of connecting
each of the cells 20 in series in this manner, the assembled
battery 60 is constructed having a desired voltage.
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Although the following provides an explanation of several
experimental examples relating to the present invention, the
present invention is not intended to be limited by the contents
indicated in these specific examples.

<Production of Active Material Particles Having Holed
Hollow Structure (Samples 1 to 12)>

Deionized water was placed in a reaction tank set to an
internal temperature of 40° C., nitrogen gas was allowed to
flow through the reaction tank while stirring, and together
with purging the dissolved gas in deionized water by nitrogen,
the inside of the reaction tank was adjusted to a non-oxidizing
atmosphere having an oxygen gas (O,) concentration of
2.0%. Next, 25% aqueous sodium hydroxide solution and
25% ammonia water were added so that the pH measured
based on a liquid temperature of 25° C. became 12.5 and the
NH,* concentration in the liquid became 5 g/L.

Nickel sulfate, cobalt sulfate and manganese sulfate were
dissolved in water so that the molar ratio of Ni:Co:Mn was
0.33:0.33:0.33 and the total molar concentration of these
metal elements was 1.8 mol/L. to prepare a mixed aqueous
solution. As aresult of supplying this mixed aqueous solution,
the 25% aqueous NaOH solution and the 25% ammonia water
to the above-mentioned reaction tank at a constant rate,
NiCoMn complex hydroxide was precipitated from the reac-
tion solution while controlling the pH of the reaction solution
to 12.5 and controlling the NH,* concentration to 5 g/LL
(nucleation stage).

After waiting for 2 minutes 30 seconds to elapse after
starting the supply of the mixed aqueous solution, the supply
of'the 25% aqueous NaOH solution was stopped. The mixed
aqueous solution and the 25% ammonia water were contin-
ued to be supplied at a constant rate. After the pH of the
reaction solution had dropped to 11.6, supply of the 25%
aqueous NaOH solution was resumed. The procedure of sup-
plying the mixed aqueous solution, the 25% aqueous NaOH
solution and the 25% ammonia water while controlling the
reaction solution to pH 11.6 and an NH,* concentration of 5
g/l was continued for 4 hours to grow NiCoMn complex
hydroxide particles (particle growth stage). Subsequently, the
product was removed from the reaction tank, rinsed with
water and dried. In this manner, complex hydroxide particles
were obtained that had the composition represented by the
formula Ni ;;Co, 53Mn, 55(0OH),, ., (Where, o in the formula
is such that 0=0=0.5).

Heat treatment was carried out on the above-mentioned
complex hydroxide particles in an air atmosphere for 12 hours
at 150° C. Next, Li,COj as a lithium source and the complex
hydroxide particles were mixed so that the ratio (M;;:M,,.) of
the number of moles of lithium (M, ,) and the total number of
moles (M,,,) of the Ni, Co and Mn composing the complex
hydroxide was 1.15:1. This mixture was then fired for 4 hours
at 760° C. (first calcining stage) followed by calcining for 10
hours at 950° C. (second calcining stage). Subsequently, the
fired product was crushed and sieved. In this manner, an
active material particle sample was obtained having a com-
position represented by the formula
Li; 15Nip 33C00 33Mnp 5305.

Active material particles of samples 1 to 12 having the
average particle diameters (Ds,) and BET specific surface
areas shown in Table 1 were fabricated by adjusting condi-
tions such as pH and NH,* concentration in the active mate-
rial particle sample fabrication process described above, and
more specifically, by varying the pH in the nucleation stage
from 12 to 13 and varying the NH,* concentration in the
particle growth stage from 3 g/L. to 10 g/L.. When the average
hardness of these active material particle samples was mea-
sured according to the previously described method, all of the
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samples were confirmed to have an average hardness within
the range of 0.5 MPa to 10 MPa.

The active material particles of samples 1 to 12 were
observed by surface SEM. As a result, in all the active mate-
rial particle samples, several through holes were confirmed to
have been formed in secondary particles consisting of an
aggregate of primary particles, while the primary particles
were confirmed to be densely sintered at portions other than
the through holes. A surface SEM image of sample 8 is shown
in FIG. 5 as an example thereof. In FIG. 5, the encircled
portions indicate those locations where through holes were
observed to be present in this SEM image.

<Production of Active Material Particles Having a Porous
Structure (Samples 13 and 14)>

Lithium nitrate, nickel nitrate, cobalt nitrate and manga-
nese nitrate were dissolved in water so that the molar ratio of
Li:Ni:Co:Mn became 1.15:0.33:0.33:0.33 and the total molar
concentration of these metal elements became 1.5 mol/L to
prepare a mixed aqueous solution.

A mist of this mixed aqueous solution was then introduced
into a heating oven at 700° C. to induce thermal decomposi-
tion and obtain complex oxide particles having the composi-
tion represented by the formula Li, | sNi, 5;CO, 53Mn, 550,
(spray thermal decomposition method). These particles were
then heated (annealed) for 10 hours at 950° C. to obtain active
material particles of samples 13 and 14 having the average
particle diameters, specific surface areas and average hard-
nesses shown in Table 1. Samples 13 and 14 were produced by
mutually varying the average droplet size of the above-men-
tioned mist.

The resulting active material particle samples 13 and 14
were measured for average particle diameter and specific
surface area in the same manner as samples 1 to 12. In addi-
tion, the appearances of these samples were observed with the
above-mentioned scanning electron microscope. As a result,
both of the samples were confirmed to have a porous structure
in which a large number of pores were present in the particle
surface. In addition, when the average hardness of these
active material particles was measured according to the pre-
viously described method, average hardness was confirmed
to be within the range of 0.05 MPa to 0.1 MPa in both cases.

<Production of Active Material Particles Having a Solid
Structure (Samples 15 to 21)>

Deionized water was placed in a reaction tank equipped
with an overflow pipe and set to an internal temperature of 40°
C., nitrogen gas was allowed to flow through the reaction tank
while stirring, and together with replacing the deionized
water with nitrogen, the inside of the reaction tank was
adjusted to a non-oxidizing atmosphere having an oxygen gas
(O,) concentration of 2.0%. Next, 25% aqueous sodium
hydroxide solution and 25% ammonia water were added so
that the pH as measured based on a liquid temperature of 25°
C. was 12.0 and the NH,* concentration in the liquid was 15
g/L.

Nickel sulfate, cobalt sulfate and manganese sulfate were
dissolved in water so that the molar ratio of Ni:Co:Mn was
0.33:0.33:0.33 and the total molar concentration of these
metal elements was 1.8 mol/L. to prepare a mixed aqueous
solution. This mixed aqueous solution, the 25% aqueous
NaOH solution and the 25% ammonia water were supplied to
the reaction tank at a constant rate at which the average
retention time of the NiCoMn complex hydroxide particles
that precipitated in the reaction tank was 10 hours, the
NiCoMn complex hydroxide particles were continuously
precipitated by controlling conditions so that the pH of the
reaction solution was 12.0 and the NH, " concentration was 15
g/L, and after bringing the inside of the reaction tank to a
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steady state, the NiCoMn complex hydroxide (product) was
continuously sampled from the above-mentioned overflow
pipe, rinsed with water and dried. In this manner, complex
hydroxide particles were obtained that had the composition
represented by the formula Nig ;;Coq ;3Mng 55(OH),,
(where, o in the formula is such that 0=0.=0.5).

Heat treatment was carried out on the above-mentioned
complex hydroxide particles in an air atmosphere for 12 hours
at 150° C. Next, Li,COj as a lithium source and the complex
hydroxide particles were mixed so that the ratio (M;;:M,,.) of
the number of moles of lithium (M, ;) and the total number of
moles (M,,,) of the Ni, Co and Mn composing the complex
hydroxide was 1.15:1. This mixture was then fired for 4 hours
at 760° C. followed by calcining for 10 hours at 950° C.
Subsequently, the fired product was crushed and sieved. In
this manner, an active material particle sample was obtained
having a composition represented by the formula
Li; 15Nip 33C00 33Mnp 330,

Active material particles of samples 15 to 21 having the
average particle diameters (Ds,) and BET specific surface
areas shown in Table 1 were fabricated by adjusting condi-
tions such as retention time and pH in the active material
particle sample fabrication process described above. The
average particle diameters and specific surface areas were
measured for the resulting active material particle samples 15
to 21 in the same manner as samples 1 to 12. In addition, the
appearances of these samples were observed using the above-
mentioned scanning electron microscope. As a result, all of
the samples were confirmed to have a dense structure. In
addition, when the average hardnesses of these active mate-
rial particle samples were measured according to the previ-
ously described method, all of the measured values were
confirmed to be within the range of 5 MPa to 30 MPa.

<Fabrication of Positive Electrode Sheets>

The active material particle samples described above,
acetylene black used as an electrically conductive material
and PVDF were mixed with NMP so that the weight ratio of
these materials became 85:10:5 and the solid content concen-
tration (NV) became about 50% by weight to prepare positive
electrode mixture compositions corresponding to each of the
active material particle samples.

These positive electrode mixture compositions were then
coated onto both sides of a long piece of aluminum foil
(current collector) having a thickness of 15 pm. The coated
amounts of the above-mentioned compositions (based on the
solid content) were adjusted to be a combined total of about
12.8 mg/cm? for both sides. After drying the coated layers,
roll-press was conducted to obtain sheet-shaped positive elec-
trodes (positive electrode sheets) having a positive electrode
mixture layer on both sides of the current collector. The total
thickness ofthe positive electrode sheets was about 70 um. In
this manner, a total of 21 types of positive electrode sheets
were fabricated corresponding to each of the active material
particle samples.

The positive electrode sheets were then cut in the direction
of thickness, and the cross-sectional surfaces were polished
by cross-sectional polishing using an argon ion beam fol-
lowed by observing the cross-sections with a scanning elec-
tron microscope as previously described. The average open-
ing size of the through holes in each sample was determined
from the results of those observations. Those results are
shown in Table 1. In addition, the average number of through
holes as determined from the above-mentioned observation
results were found to be 1 through hole to 10 through holes
per particle for each of the samples 1 to 12. During observa-
tion of the cross-sections of each of the samples, 50% or more
of'the through holes were confirmed to penetrate the second-
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ary particles nearly vertically from the outside to the hollow
portion thereof and connect the outside of the active material
particles with the hollow portion with a straight line that
passes through the through holes. In addition, primary par-
ticles composing the secondary particles were confirmed to
be densely sintered at locations other than those of hollow
portions and through holes in each of the samples. A cross-
sectional SEM micrograph of sample 8 is shown in FIG. 6 as
one example thereof.

TABLE 1
BET
Avg. specific Average Average
particle  surface opening no.of Average
Sam-  Particle diameter area size  through  hardness
ple  structure (nm) (m?%/g) (um) holes (MPa)
1 Holed 7.8 0.62 0.31 1to 10 0.5to 10
hollow
2 1 3.6 0.87 0.02
3 1 79 0.89 0.72
4 1 5.9 1.02 0.56
5 1 3.4 1.17 0.03
6 1 8.1 1.24 1.78
7 1 5.7 1.28 0.05
8 1 4.8 1.29 0.55
9 1 3.5 1.41 0.34
10 1 6.2 1.45 1.32
11 1 4.9 1.48 1.02
12 1 3.6 1.84 0.22
13 Porous 33 1.92 — — 0.05t0 0.1
14 1 5.6 2.01 — —
15 Dense 6.1 0.43 — — 5to 30
16 1 7.8 0.45 — —
17 1 8.3 0.55 — —
18 1 5.8 0.75 — —
19 1 3.2 0.88 — —
20 1 3.5 1.02 — —
21 1 5.7 1.02 — —

<Fabrication of Lithium Ion Batteries>

Natural graphite particles, SBR and CMC were mixed with
deionized water so that the weight ratio of these materials was
98:1:1 and NV was 45% by weight to prepare an aqueous
active material composition (negative electrode mixture com-
position). This composition was then coated onto both sides
of a long piece of copper foil (negative electrode current
collector) having a thickness of about 10 pm followed by
drying and roll-pressing. In this manner, a sheet-shaped nega-
tive electrode (negative electrode sheet) was fabricated hav-
ing a negative electrode mixture layer on both sides of the
current collector. The total thickness of the negative electrode
sheet was about 50 pm.

Each of positive electrode sheets and negative electrode
sheets fabricated in the manner previously described were
laminated with two long separators (here, porous polyethyl-
ene sheets were used having a thickness of 20 um), and the
laminated sheets were then wound in lengthwise direction to
fabricate wound electrode bodies. Each electrode body was
housed in an outer case together with a non-aqueous electro-
lyte solution to construct 18650 lithium ion batteries. The
composition of the non-aqueous electrolyte solution used was
obtained by dissolving LiPF in a mixed solvent containing
EC, DMC and EMC at a volume ratio of 3:3:4 to a concen-
tration of 1 mol/L.. Subsequently, initial charge-discharge
processing was carried out on each of the batteries con-
structed in the manner described above, comprising repeating
two to three times a procedure consisting of charging at a
constant current for 3 hours at a charge rate of %10 C and then
further charging at a constant current at a charge rate of /3 C
to a voltage of 4.1V, and a procedure consisting of discharg-
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ing at a constant current at a discharge rate of /4 C to a voltage
of' 3.0V, to obtain a total of 21 types of lithium ion batteries
corresponding to each of the active material particle samples.
The rated capacity of these batteries was 300 mAh for all
batteries.

<Rate of Increase in Resistance Due to High-Rate
Cycling>

Each of the batteries fabricated in the manner described
above was adjusted to an SOC (state of charge) of 60%
followed by discharging at a constant current of 20 C at a
temperature of 25° C. to determine the initial IV resistance
from the voltage drop.

Next, each of the batteries was again adjusted to an SOC of
60%, and a high-rate cycling test was carried out at 25° C. by
repeating 10,000 of the charge-discharge cycles consisting of
(D to (IV) indicated below. During that time, the SOC was
adjusted to 60% for every 100 cycles.

(D Discharging for 10 seconds at a constant current of 20 C
(here, 6 A)

(II) Pausing for 5 seconds

(IIT) Charging for 40 seconds at a constant current of 5 C

(IV) Pausing for 5 seconds

IV resistance after the high-rate cycling test was then mea-
sured in the same manner as during measurement of initial [V
resistance for each of the batteries following completion of
the high-rate cycling test. The rate of increase in resistance
(multiple) attributable to the high-rate cycling test was then
calculated by dividing the IV resistance value after the high-
rate cycling test by the initial IV resistance value.

<Low-Temperature Initial Reaction Resistance>

Alternating current impedance of each of the batteries con-
structed in the manner described above was measured at a
measuring temperature of —=30° C. and under conditions con-
sisting of a measuring frequency range of 0.001 Hz to 10,000
Hz and an amplitude of 5 mV to determine the direct current
resistance Rsol and the reaction resistance Ret (initial reac-
tion resistance) by fitting the data to an equivalent circuit of a
Cole-Cole plot.

<Endurance Evaluation>

An endurance cycle test was conducted on the batteries
following measurement of low-temperature initial reaction
resistance in the manner described above at 60° C. by repeat-
ing 500 cycles of constant-current charging at 4 C (1.2 A) and
constant-current discharging at 4 C over an SOC range of 0%
to 100% (upper limit voltage: 4.1 V, lower limit voltage: 3.0
V). Low-temperature reaction resistance following the endur-
ance cycle was then measured for each of the batteries fol-
lowing completion of the endurance cycle test in the same
manner as measurement of low-temperature initial reaction
resistance. The rate of increase in resistance (multiple) attrib-
utable to the endurance cycle test was then calculated by
dividing the reaction resistance value after the endurance
cycle by the initial reaction resistance value.

In addition, each of the batteries constructed in the manner
described above were charged at a constant current of 1 C to
avoltage of 4.1 V under temperature conditions 0o 25° C. and
then charged at a constant voltage until the total charging time
reached 2 hours. After holding the batteries at 25° C. for 24
hours following this CC-CV charging, the batteries were
discharged at a constant current of 1 C from a voltage of 4.1
Vto 3.0V at 25° C., followed by discharging at a constant
voltage until the total discharge time reached 2 hours and then
measuring the discharge capacity (initial capacity) at that
time. The above-mentioned endurance cycle test was then
carried out on the batteries following this measurement of
initial capacity. Following the endurance cycle test, the bat-
teries were discharged at a constant current of 1 C from a
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voltage of 4.1 V to a voltage of 3.0V at 25° C., followed by
discharging at a constant voltage until the total discharge time
reached 2 hours and then measuring the discharge capacity
(post-cycle capacity) at this time. Capacity retention rate (%)
was then determined after 500 cycles of the above-mentioned
charge-discharge cycling according to the following formula:
{(post-cycle capacity)/(initial capacity)}x100.
The results are shown in Table 2.

TABLE 2

Adfter endurance cycle

Resistance Low-temperature
increase rate Initial low- reaction

after high-rate temperature resistance Capacity

cycling reaction increase rate retention

Sample (multiple) resistance (Q) (multiple) rate (%)
1 1.55 2.23 0.97 92.1
2 1.38 2.11 0.99 91.7
3 1.44 2.15 0.98 91.8

4 1.32 2.01 0.99 92
5 1.24 2.08 0.98 92.1
6 1.18 1.91 0.98 91.4
7 1.08 1.98 0.98 91.2
8 1.12 1.95 1.01 91.5
9 1.13 1.97 0.99 91.5
10 1.03 1.88 0.99 92.3
11 1.02 1.89 1 91.6
12 1.05 1.72 1.02 91.3
13 3.11 1.77 2.34 79.1
14 3.08 1.87 2.51 76.1
15 3.91 3.23 1.05 91

16 3.71 3.56 1.04 91.1
17 3.22 2.89 1.01 90.3
18 3.78 2.25 1.03 91.4
19 3.21 2.31 0.99 91.5
20 3.35 2.23 0.98 92.1
21 3.82 2.33 1.01 91.8

As is shown in Tables 1 and 2, according to the batteries
using the active material particles of samples 1 to 12 having a
holed hollow structure (but not a porous structure), the rates
of increase in resistance were held to 3-fold or less (here,
2-fold or less and more particularly, 1.6-fold or less) even
after 10,000 high-rate cycles including high-rate discharge at
20 C. According to samples 6 to 12 in which the BET specific
surface area was 1.2 m*/g or more (more particularly, 1.2
m?/gto 1.9 m*/g), the rates of increase in resistance following
the high-rate cycling described above were 1.2-fold or less,
thereby demonstrating particularly favorable results. In addi-
tion, the batteries that used these samples 6 to 12 demon-
strated low values for initial reaction resistance at a low
temperature (-30° C.) of 2Q or less in all cases, thereby
demonstrating superior output performance (particularly,
superior output performance at low temperatures). Moreover,
as can be understood from the data on the low-temperature
reaction resistance increase rate previously described, the
batteries that used active material particles of samples 1 to 12
demonstrates a rate of increase in low-temperature reaction
resistance of 5% or less as determined in the above-men-
tioned endurance cycle test, thus indicating extremely high
endurance performance. In addition, capacity retention rates
in the above-mentioned endurance test were all favorable at
90% and above.

On the other hand, active material particles having a porous
structure (samples 13 and 14) and active material particles
having a dense structure (samples 15 to 21) all demonstrated
resistance increase as determined by the above-mentioned
high-rate cycling of 3-fold or more, thus demonstrating a lack
of endurance. In addition, although the active material par-
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ticles having a porous structure were recognized to demon-
strate the effect of lowering initial low-temperature reaction
resistance as compared with active material particles having a
dense structure, the endurance of that effect was confirmed to
be lacking. Namely, batteries using the active material par-
ticles of samples 13 and 14 both demonstrated increases in
low-temperature reaction resistance as determined with the
above-mentioned endurance test of 2-fold or more. Moreover,
the capacity retention rates of the batteries according to
samples 13 and 14 were less than 80%.

Although the above has provided a detailed explanation of
the present invention, the above-mentioned embodiments are
merely examples, and the invention disclosed herein includes
various alterations and modifications of the previously
described specific examples.

INDUSTRIAL APPLICABILITY

As a result of demonstrating superior performance as pre-
viously described, the lithium secondary battery provided by
the technology disclosed herein can be used as a lithium
secondary battery for various applications. For example, the
lithium secondary battery of the present invention can be
preferably used as a power for a motor installed in a vehicle
such as an automobile. This lithium secondary battery may
also be used in the form of an assembled battery obtained by
connecting a plurality thereof in series and/or in parallel.
Thus, according to the technology disclosed herein, a vehicle
1 provided with the lithium secondary battery (which may
also be in the form of an assembled battery) 20 as a power
supply (and typically, an automobile, and particularly an
automobile equipped with a motor in the manner of a hybrid
vehicle, electrical vehicle or fuel cell vehicle) is provided as
schematically shown in FIG. 7.

BRIEF DESCRIPTION OF THE REFERENCE SYMBOLS

1 Automobile (vehicle)

10 Lithium ion battery

11 Electrode body

12 Positive electrode (positive electrode sheet)

13 Separator

14 Negative electrode (negative electrode sheet)
122 Positive electrode current collector
124 Positive electrode mixture layer
142 Negative electrode current collector
144 Negative electrode mixture layer

20 Lithium ion battery (cell)

24 Positive electrode terminal

26 Negative electrode terminal

30 Electrode body

32 Positive electrode sheet

33 Separator

34 Negative electrode sheet

60 Assembled battery

61 Cooling plate

67 Connector

68, 69 End plates

71 Clamping band

The invention claimed is:

1. A method of producing active material particles having
aholed hollow structure having secondary particles including
an aggregate of a plurality of primary particles of a lithium
transition metal oxide, and a hollow portion formed inside the
secondary particles, with through holes that penetrate to the
hollow portion from the outside being formed in the second-
ary particles,

the method comprising:



US 8,486,564 B2

27

a raw material hydroxide formation step of supplying
ammonium ions to an aqueous solution of a transition
metal compound, and precipitating particles of the tran-
sition metal hydroxide from the aqueous solution, with
the aqueous solution containing at least one transition
metal element that composes the lithium transition metal
oxide;

amixing step of mixing the transition metal hydroxide with
a lithium compound to prepare an unfired mixture, and

a calcining step of calcining the mixture to obtain the active
material particles, wherein

the raw material hydroxide formation step includes a
nucleation stage in which the transition metal hydroxide
is precipitated from the aqueous solution ata pH of 12 or
higher and an ammonium ion concentration of 25 g/I. or
less, and a particle growth stage in which the precipi-
tated transition metal hydroxide is grown at a pH of less
than 12 and an ammonium ion concentration of 3 g/L. or
more.

2. The method according to claim 1, wherein the calcining
step is carried out such that the maximum calcining tempera-
ture is 800° C. to 1100° C.

3. The method according to claim 1, wherein the calcining
step includes a first calcining stage, in which the mixture is
fired at a temperature T1 of 700° C. to 900° C., and a second
calcining stage, in which the result of the first calcining stage
is fired at a temperature T2 of 800° C. to 1100° C. that is
higher than the firing temperature T1 of the first calcining
stage.
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4. The method according to claim 1, wherein the particle
growth stage is carried out at the ammonium ion concentra-
tion of 15 g/L. or less.

5. The method according to claim 1, wherein an aqueous
solution of a transition metal compound contains nickel.

6. A method according to claim 1, wherein the pH of the
particle growth stage is 11.8 or lower.

7. A method according to claim 1, wherein the pH of the
particle growth stage is 0.5 or more lower than the pH of the
nucleation stage.

8. A method according to claim 1, wherein the calcining
step is the step to obtain the active material particles with a
BET specific surface area of from 0.5 to 1.9 m*/g.

9. A method according to claim 1, wherein the calcining
step is the step to obtain the active material particles with 1 to
20 through holes per particle of the active material particles
on average.

10. A method according to claim 1, wherein the average
hardness of the active material particles, as obtained by mea-
suring dynamic hardness under conditions of a loading speed
of 0.5 mN/sec to 3 mN/sec using a flat diamond indenter
having a diameter of 50 pm, is 0.5 MPa or more.

11. A method according to claim 1, wherein, the primary
particles that compose the secondary particles are sintered in
the calcining step in the portion of the secondary particles that
surrounds the hollow portion, with the exception of the por-
tions having the through holes.
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