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(57) ABSTRACT 
The present invention relates to metal oxides containing 
multiple dopants. The metal oxides have the formula: 

LiMy AO, or My A.O., 
wherein M is a transition metal, 

WB, wherein B is an element used to replace the transition 
metal M and w is the fractional amount of element B, in the 
total dopant combination Such that 

X. 

wi=1, n is the total number of dopant elements used and is 
a positive integer of two or more, wherein the fractional 
amount wi of dopant element B is determined by the 
relationship 

X. 

wE=the oxidation state of the transition metal Mi-0.5, E, is 
the oxidation state of dopant B in the final product LiM 
Al-O, or M-LAO, the dopant elements B, are cations in 
the intercalation compound, and the ratio of Li to O in the 
intercalation compound is not Smaller than the ratio of Li to 
O in the undoped compound LiMO or MO. The present 
invention also includes methods of preparing Same and 
Specific embodiments of Same. 
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METAL OXDE CONTAINING MULTIPLE 
DOPANTS AND METHODS OF PREPARING SAME 

CROSS-REFERENCE TO RELATED 
APPLICATIONS 

0001. This application is a divisional application of 
allowed U.S. application Ser. No. 10/165,023, filed Jun. 7, 
2002, which is a continuation application of abandoned U.S. 
application Ser. No. 08/954,372, filed Oct. 20, 1997, which 
is related to commonly owned copending provisional appli 
cation Ser. No. 60/046,570, filed May 15, 1997, and copend 
ing provisional application Ser. No. 60/046,571, filed May 
15, 1997. The benefit of the earlier filing dates of each of 
these applications is claimed under 35 U.S.C. S 119(e) and 
each of the applications and patents issuing therefrom are 
incorporated herein in their entireties by reference. 

FIELD OF THE INVENTION 

0002 This invention relates to metal oxide compounds 
and to preparation methods thereof. More specifically, this 
invention relates to doped metal oxide insertion compounds 
for use in lithium and lithium-ion batteries. 

BACKGROUND OF THE INVENTION 

0.003 Metal oxides such as lithium metal oxides have 
found utility in various applications. For example, lithium 
metal oxides have been used as cathode materials in lithium 
secondary batteries. Lithium and lithium ion batteries can be 
used for large power applications Such as for electric 
vehicles. In this specific application, lithium or lithium ion 
cells are put in Series to form a module. In the event that one 
or more of the cells in the module fails, the rest of the cells 
become overcharged resulting possibly in explosion of the 
cells. Therefore, it is important that each cell is individually 
monitored and protected against overcharging. 
0004. The most attractive materials for use as cathode 
materials for lithium ion Secondary batteries have been 
LiCoO, LiNiO, and LiMnO. However, although these 
cathode materials are attractive for use in lithium ion Sec 
ondary batteries, there are definite drawbacks associated 
with these materials. One of the apparent benefits for using 
LiNiO and LiCoO as cathode materials is that those 
lithium metal oxides have a theoretical capacity of 275 
mAhr/g. Nevertheless, the full capacity of these materials 
cannot be achieved in practice. In fact, for pure LiNiO and 
LiCoO, only about 140-150 mAhr/g can be used. The 
further removal of lithium by further charging (overcharg 
ing) the LiNiO2 and LiCoO material degrades the cycleabil 
ity of these materials by moving nickel or cobalt into the 
lithium layers. Furthermore, the further removal of lithium 
causes exothermic decomposition of the oxide in contact 
with the organic electrolyte under heated conditions which 
poses Safety hazards. Therefore, lithium ion cells using 
LiCoO, or LiNiO, are typically overcharge protected. 
0005 LiCoO and LiNiO have additional disadvantages 
when used in lithium ion batteries. Specifically, LiNiO. 
raises Safety concerns because it has a sharper exothermic 
reaction at a lower temperature than LiCoO. As a result, the 
charged end product, NiO, is unstable and can undergo an 
exothermic decomposition reaction releasing O (Dahn et al., 
Solid State Ionics, Vol. 69,265 (1994)). Accordingly, pure 
LiNiO, is generally not selected for use in commercial 
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lithium-ion batteries. Additionally, cobalt is a relatively rare 
and expensive transition metal, which makes the positive 
electrode expensive. 

0006 Unlike LiCoO and LiNiO, LiMnO, spinel is 
believed to be overcharge Safe and is a desirable cathode 
material for that reason. Nevertheless, although cycling over 
the full capacity range for pure LiMn2O can be done Safely, 
the Specific capacity of LiMn2O is low. Specifically, the 
theoretical capacity of LiMnO is only 148 mAhr/g and 
typically no more than about 115-120 mAhr/g can be 
obtained with good cycleability. The orthorhombic LiMnO, 
and the tetragonally distorted Spinel LiMnO, have the 
potential for larger capacities than is obtained with the 
LiMnO, spinel. However, cycling over the full capacity 
range for LiMnO and LiMnO, results in a rapid capacity 
fade. 

0007 Various attempts have been made to either improve 
the Specific capacity or Safety of the lithium metal oxides 
used in Secondary lithium batteries. For example, in an 
attempt to improve the Safety and/or specific capacity of 
these lithium metal oxides, these lithium metal oxides have 
been doped with other cations. For example, lithium and 
cobalt cations have been used in combination in lithium 
metal oxides. Nevertheless, although the resulting Solid 
Solution LiNiCo, O (0x1) may have Somewhat improved 
Safety characteristics over LiNiO2 and larger useful capacity 
below 4.2 V versus Li than LiCoO, this solid solution still 
has to be overcharge protected just as LiCoO and LiNiO. 

0008 One alternative has been to dope LiNiO with ions 
that have no remaining Valence electrons thereby forcing the 
material into an insulator State at a certain point of charge, 
and therefore protecting the material from Overcharge. For 
example, OhZuku et al (Journal of Electrochemical Soc., 
Vol. 142, 4033 (1995)) describe that the use of Al"+s a 
dopant for lithium nickelates (LiNiz Alos.O.) can produce 
improved overcharge protection and thermal Stability in the 
fully charged state as compared to LiNiO. However, the 
cycle life performance of this material is unknown. Alter 
natively, U.S. Pat. No. 5,595,842 to Nakare et al. demon 
strates the use of Ga" instead of Al". In another example, 
Davidson et al (U.S. Pat. No. 5,370.949) demonstrates that 
introducing chromium cations into LiMnO can produce a 
tetragonally distorted Spinel type of Structure which is air 
Stable and has good reversibility on cycling in lithium cells. 

0009. Although doping lithium metal oxides with single 
dopants has been Successful in improving these materials, 
the choice of Single dopants which can be used to replace the 
metal in the lithium metal oxide is limited by many factors. 
For example, the dopant ion has to have the right electron 
configuration in addition to having the right Valency. For 
example, Co", Al", and Ga" all have the same valency but 
Co" can be oxidized to Co" while Al", and Ga" cannot. 
Therefore doping LiNiO with Al or Ga can produce over 
charge protection while doping with cobalt does not have the 
Same effect. The dopant ions also have to reside at the 
correct sites in the structure. Rossen et al (Solid State Ionics 
Vol. 57,311 (1992)) shows that introducing Mn into LiNiO 
promotes cation mixing and therefore has a detrimental 
effect on performance. Furthermore, one has to consider the 
ease at which the doping reaction can be carried out, the cost 
of the dopants, and the toxicity of the dopants. All of these 
factors further limit the choice of Single dopants. 
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SUMMARY OF THE INVENTION 

0.010 The present invention uses multiple dopants to 
replace the transition metal M in lithium metal oxides and 
metal oxides having the formula LiMO, or MO, to have a 
collective effect on these intercalation compounds. AS a 
result, the choice of dopants is not limited to elements 
having the same Valency or Site preference in the Structure 
as the transition metal M, to elements having only a desired 
electron configuration, and to elements having the ability to 
diffuse into LiMO, or MO, under practical conditions. The 
use of a carefully chosen combination of multiple dopants 
widens the choices of dopants which can be used in the 
intercalation compounds and also can bring about more 
beneficial effects than a single dopant. For example, the use 
of multiple dopants can result in better Specific capacity, 
cycleability, Stability, handling properties and/or cost than 
has been achieved in Single dopant metal oxides. The doped 
intercalation compounds of the invention can be used as 
cathode materials in electrochemical cells for lithium and 
lithium-ion batteries. 

0.011 The doped lithium metal oxides and doped metal 
oxides of the invention have the formula: 

LiMy AO, or My A.O., 
0012 wherein M is a transition metal, 

0013 WB, wherein B, is an element used to replace the 
transition metal M and W is the fractional amount of element 
B; in the total dopant combination Such that 

0014) w1, n is the total number of dopant elements used 
and is a positive integer of two or more, the fractional 
amount wi of dopant element B is determined by the 
relationship 

0.015 wB=the oxidation state of the replaced transition 
metal M+0.5, E is the oxidation state of dopant B in the 
final product LiM-LAO, or M-LAO, the dopant ele 
ments B are cations in the intercalation compound, and the 
ratio of Li to O in the doped intercalation compound is not 
smaller than the ratio of Li to O in the undoped compound 
LiMO, or MO Typically, M is selected from Co, Ni, Mn, 
Ti, Fe, V and Mo and the dopant elements B are any 
elements other than M having a Pauling's electronegativity 
not greater than 2.05 or Mo. 
0016. In one preferred embodiment of the invention, the 
intercalation compound has a formula LiM-IA), O, 
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wherein M is Nior Co and the dopant elements B include 
Ti" and Mg". The formulas LiNi-Ti,MgO, and LiCo, 
xTMgO can also be used to describe these intercalation 
compounds wherein X=a+b and X is preferably in the range 
from greater than 0 to about 0.5. More preferably, a is 
approximately equal to band b is no Smaller than a for these 
intercalation compounds. The dopant elements B can fur 
ther include other cations or have the formula LiM-IA), O, 
wherein M is Ni or Co, y=1, Z=2, and the dopant elements 
B, include Ti", Mg" and Li" cations. 
0017. The present invention also includes a method of 
preparing a doped intercalation compound having the for 
mula LiM-LAO, or M-LA).O. Source compounds con 
taining M, A and optionally Li are mixed to provide a 
Stoichiometric relationship between M, A and Li corre 
sponding to the formula LiMIAl-O, or M-LA).O. 
wherein M is a transition metal, 

0018 wherein B is an element used to replace the tran 
sition metal M and w is the fractional amount of element B 
in the total dopant combination, n is the total number of 
dopant elements used and is a positive integer of two or 
more, the fractional amount w; of dopant element B, is 
determined by the relationship: 

0019 WE=the oxidation state of the replaced transition 
metal M+0.5, E is the oxidation state of dopant B, in the 
final product LiMIA), O, or M-LAO, the dopant ele 
ments B, are Selected to be cations in the intercalation 
compound, and the ratio of Lito O in the doped intercalation 
compound is not smaller than the ratio of Li to O in the 
undoped compound LiMO or MO. The cations for the 
intercalation compound can each be Supplied from Separate 
Source compounds or two or more of the cations can be 
Supplied from the same Source compounds. The mixture of 
Source compounds is fired at a temperature between 500 C. 
and 1000 C. in the presence of oxygen to produce the 
intercalation compound and preferably cooled in a con 
trolled manner to produce a doped intercalation compound 
Suitable for use as a cathode material for electrochemical 
cells for lithium and lithium-ion batteries. 

0020. These and other features and advantages of the 
present invention will become more readily apparent to 
those skilled in the art upon consideration of the following 
detailed description which describes both the preferred and 
alternative embodiments of the present invention. 

BRIEF DESCRIPTION OF THE DRAWINGS 

0021 FIG. 1 is an X-ray diffraction pattern study for four 
different intercalation compounds produced according to the 
present invention. 
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0022 FIG. 2 is an X-ray diffraction pattern study for two 
different intercalation compounds produced according to the 
invention and demonstrating the desirability of maintaining 
Valency in the intercalation compound. 

0023 FIG. 3 is a voltage profile for three slow cycles 
between 3.0 V to 5.0 V for a fresh electrochemical cell 
containing an intercalation compound produced according 
to a preferred embodiment of the present invention. 

0024 FIG. 4 is a voltage profile between 3.0 V and 4.5 
V for the compound of FIG.3 after the three slow cycles and 
demonstrating the cycleability of the compound. 

0.025 FIG. 5 is a graph of discharge capacity versus 
cycle number for the same compound as FIG. 4 and 
following the same cycling pattern as FIG. 4. 

0.026 FIG. 6 is a graph of discharge capacity versus 
cycle number for an electrochemical cell containing the 
same intercalation compound tested in FIGS. 3-5 and fol 
lowing the same cycling pattern as in FIGS. 3-5. 

0027 FIG. 7 is a differential scanning calorimetry (DSC) 
scan of three of the intercalation compounds tested in FIG. 
1 and of LiNiO. 

0028 FIG. 8 is an X-ray diffraction pattern for an inter 
calation compound produced in accordance with the present 
invention both before and after acid treatment of the inter 
calation compound. 

0029 FIG. 9 is an X-ray diffraction pattern for an inter 
calation compound produced according to another preferred 
embodiment of the present invention. 

0030 FIG. 10 is an X-ray diffraction pattern for an 
intercalation compound produced according to yet another 
preferred embodiment of the present invention. 

DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

0031. The present invention will be described more fully 
hereinafter with reference to the accompanying drawings, in 
which preferred embodiments of the invention are shown. 
This invention can, however, be embodied in many different 
forms and should not be construed as limited to the embodi 

ments Set forth herein; rather, these embodiments are pro 
Vided So that this disclosure will be thorough and complete, 
and will fully convey the scope of the invention to those 
skilled in the art. In the following description, the invention 
is described primarily with respect to LiNiO. Nevertheless, 
the present invention should not be limited thereto and can 
be used with various intercalation compounds including a 
wide range of lithium metal oxides and metal oxides includ 
ing, e.g., LiMnO, LiCoO, LiMnO, LiMnO, MnO, 
and V2O5. 

0.032 The doped lithium metal oxides and doped metal 
oxides of the invention have the formula: 

LiMy AO, or My A.O., 
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0033 wherein M is a transition metal, 
0034) 0<x, y, 

0035) w8 wherein B is an element used to replace 
the transition metal M and W is the fractional amount 
of element B in the total dopant combination and 
therefore 

0036) w1, n is the total number of dopant elements used 
and is a positive integer of two or more, wherein the 
fractional amount w; of dopant element B is determined by 
the relationship 

X. w;E = the oxidation state of the replaced transition metal M + 0.5, 
i= 

0037 wB=the oxidation state of the replaced transition 
metal M+0.5, ES is the oxidation state of dopant B in the 
final product LiMAl-O, or M-LAO, the dopant ele 
ments B are cations in the intercalation compound, and the 
ratio of Li to O in the intercalation compound is not Smaller 
than the ratio of Li to O in the undoped compound LiMO, 
or M.O. 
0038. The doped lithium metal oxide and doped metal 
oxide compounds of the invention can be described as 
intercalation or insertion compounds. The preferred doped 
metal oxide compound is a lithium metal oxide intercalation 
compound having the formula LiM-IA).O. In the inter 
calation compounds of the invention, M is typically Selected 
from Co, Ni, Mn,Ti, Fe, V and Mo. The dopant elements B, 
are any elements other than M having a Pauling's electrone 
gativity not greater than 2.05 or Mo (i.e., if M is not Mo). 
In other words, the dopant elements B are elements other 
than M Selected to be cations in the intercalation compound. 
The dopant elements B preferably include no more than one 
element from the Groups IIIB and IVB (e.g. Al and Si). 
Furthermore, the dopant elements B are selected So that 

X w. E. 
i= 

0039 wB preferably approaches the oxidation state of 
the transition metal M and more preferably is equal to the 
oxidation state of the transition metal M in the undoped 
metal oxide LiMO, or M.O. 
0040. The molar quantity of oxygen, Z, in the intercala 
tion compounds of the invention is Such that the metal oxide 
is a Stable, Single phase metal oxide compound. Further 
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more, as described above, the molar quantity of oxygen is 
such that the ratio of Li to O in the doped intercalation 
compound is not smaller than the ratio of Li to O in the 
undoped compound LiMO, or MO. Accordingly, the 
transition metal M is replaced with the dopant ions and the 
lithium is not Substituted to maximize the Specific capacity 
of the intercalation compound. 
0041 Various combinations of multiple dopants can be 
used according to the present invention in place of Single 
dopants used in conventional intercalation compounds hav 
ing the formula LiMAO, or MAO. For example, in 
LiNi-AO intercalation compounds, the dopants Al" and 
Ga" conventionally described to replace Ni", can be 
replaced with 0.5Ti"+0.5Mg" and still maintain the same 
charge balance in the compound. Instead of having LiNi 
x"Alx"O, one has LiNi"Ti"Mg, "O. Since it is 
believed that Ni" can only be oxidized to Ni", only (1-x) 
Li per formula unit can be removed. Like Al" and Ga", 
both Ti" and Mg" have no remaining valence electrons. 
Therefore, when the material composition reaches Li Ni, 
x"Ti"Mg, "O no more lithium can be removed and 
the Voltage will simply increase sharply. Thus overcharge 
protection is achieved. In addition, Ti" and Mg" bind with 
oxygen more strongly than Ni" and therefore LixNi is more 
stable than NiO. Accordingly, single dopant Al" or Ga" or 
Ni" itself in LiNiO can be replaced by 0.5Mg"+0.5Ti" 
or even 0.667 Mg+0.333 V and other combinations of 
cations to achieve the Overcharge protection and at the same 
time taking the benefit of the latter's larger binding energy 
with oxygen to achieve better material stability. Further 
more, LiCoO can be doped in the manner described above 
with respect to LiNiO. 
0042. In one preferred embodiment of the invention, the 
intercalation compound has a formula LiMIA).O. 
wherein M is Nior Co and the dopant elements B include 
Ti" and Mg". The formulas LiNi, Ti,MgO, and LiCo, 
xTMgO wherein X=a+b and X is preferably in the range 
from greater than 0 to about 0.5, can also be used to describe 
these intercalation compounds which have a hexagonal 
layered crystal Structure. More preferably, a is approxi 
mately equal to b and b is no Smaller than a for these 
intercalation compounds. It has been discovered that these 
materials, when used as the positive electrodes in lithium 
Secondary electrochemical cells, have large Specific capaci 
ties, are Safer than LiNiO, and have good cycleabilities. The 
balance between having a large capacity and a thermally 
benign material can be achieved by adjusting X. 
0043. The use of Ti and Mg at the same time imposes 
intrinsic overcharge protection on the intercalation com 
pounds and improves the Safety of the material while 
maintaining good cycleability at large capacities. For 
example, it is believed that Tiand Mg have the form Ti" and 
Mg" in LiNi-Ti,MgO, because the energies of Mg 2s 
electrons are higher than Ti 3d electrons which in turn are 
higher than Ni 3d electrons (Yeh et al., Atomic Data and 
Nuclear Data Tables Vol. 32, 1-155 (1985)). It can be shown 
that the oxidation State of nickel equals 3 when a-b So that 
the material can be written as Li'Ni"(T), "MgO, 
where y=a/2. Since there are no remaining Valence electrons 
in either Ti" or Mg", only (1-x) Li performula unit can be 
removed and therefore overcharge protection is achieved 
intrinsically. In other words, the charge will Stop when all 
the Ni" are oxidized to Ni" and the fully charged material 
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is Li."Nil"Tiy"Mg, "O. Also, the material is believed 
to be more Stable against decomposition in the fully charged 
state than LiNiO. This is because Ti" and Mg" bind 
oxygen more strongly than Ni", as evidenced by the fact 
that TiO, and MgO are very stable oxides and NiO is not. 
This stability improves the safety of the material under 
overcharge conditions in lithium ion electrochemical cells. 
Because the average oxidation State of nickel is less than 3 
in LiNi-Ti MgO when b<a, it is preferred that be a 
because Ni" ions tend to migrate to the lithium layers, 
causing diffusion problems for lithium during electrochemi 
cal charge and discharge. Furthermore, it is preferred that b 
is not much greater than a because the oxidation State of 
nickel will approach 4 which makes it difficult to formulate 
Single phase intercalation compounds. Therefore, the ratio of 
b:a is preferably between about 1 and about 1/x. 
0044) In the preferred embodiment described above, 
wherein M is Ni, the dopant elements B, can further include 
other cations Such as cobalt cations. In addition, Li ions can 
be used as a dopant with other dopants such as Ti", either 
alone or in combination with Mg". In other words, inter 
calation compounds can have the formula LiM-IA), O, 
wherein M is Ni, y=1, Z=2, and the dopant elements B 
include Ti" and Li" cations. In such an embodiment, the 
0.5 Ti"+0.5 Mg" described in the preferred embodiment 
above can be replaced by 0.667 Ti"+0.333 Li+). Alterna 
tively, the intercalation compound can also include Mg" as 
a dopant Such that the intercalation compound has a formula 
LiM-LAO, wherein M is Ni, y=1, Z=2, and the dopant 
elements B, include Ti", Mg" and Li" cations. In such an 
embodiment, the 0.5 Ti"+0.5 Mg" described in the 
preferred embodiment above can be replaced by 0.6 Ti"+ 
0.2 Mg"+0.2 Li"). As will be recognized by those skilled in 
the art, the above formulas can be altered when Li is used 
as a dopant, e.g., LiM-Tio.6Mgo.2 Lio2O, can also be 
Written as Lio2M-Tios Mgo2O, for the latter example. 
004.5 The present invention can also be applied to many 
other types of lithium metal oxide and metal oxide cathode 
materials. For instance, one can replace Mn" with 0.4Li++ 
0.6Mo" or 0.25Li++0.75V in LiMnO, so that more Li" 
ions can be introduced into the octahedral 16d Sites to 
improve the Structural Stability without causing significant 
capacity decrease. 

0046) The present invention also includes a method of 
preparing a doped intercalation compound having the for 
mula LiMIAl-O, or M-LA).O. Source compounds or 
raw materials containing M, A and optionally Li are mixed 
to provide a Stoichiometric relationship between M, A and 
Li corresponding to the formula LiM-LAO, or My-XA) 
O, wherein M is a transition metal, x - Z. 

0047 wherein B is an element used to replace the tran 
sition metal M and w is the fractional amount of element B, 
in the total dopant combination, n is the total number of 
dopant elements used and is a positive integer of two or 
more, the fractional amount wi of dopant element B is 
determined by the relationship: 
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X. w; E = the oxidation state of the replaced transition metal M + 0.5, 
i= 

0.048 the oxidation state of the transition metal M+0.5, E. 
is the oxidation State of dopant B in the final product 
LiMIAl-O, or M-LAO, the dopant elements B, are 
selected to be cations in the doped intercalation compound, 
and the ratio of Li to O in the doped intercalation compound 
is not smaller than the ratio of Li to O in the undoped 
compound LiMO, or MO. The Source compounds (raw 
materials) can be the pure elements but are typically com 
pounds containing the elements Such as oxides or Salts 
thereof. The cations for the intercalation compound can each 
be Supplied from Separate Source compounds or two or more 
of the cations can be Supplied from the same Source com 
pounds. In addition, the Source compounds can be mixed in 
any desirable order. 
0049. Although the intercalation compounds are prefer 
ably prepared by a Solid State reactions, it can be advanta 
geous to react the raw materials using wet chemistry Such as 
Sol-gel type reactions, alone or in combination with Solid 
State reactions. For example, the Source compounds com 
prising M and Acan be prepared as a Solution in a Solvent 
Such as water and the M and A precipitated out of Solution 
to produce an intimately mixed hydroxide. The mixed 
hydroxide can then be blended with a lithium source com 
pound. Typically, the Selection of reaction methods will vary 
depending on the raw materials used and the desired end 
product. 

0050. The mixture once prepared can be reacted to form 
the lithium metal oxide or metal oxide. Preferably, the 
mixture is reacted by firing the mixture at an elevated 
temperature between 500 C. and 1000 C. in the presence 
of oxygen, e.g., between about 700° C. and 900 C., in a 
Solid State reaction to produce the intercalation compounds. 
Once the mixture has been fired to form the doped lithium 
metal oxide or metal oxide intercalation compound, the 
intercalation compound is preferably cooled in a controlled 
manner to produce an intercalation compound Suitable for 
use as a cathode material for electrochemical cells for 
lithium and lithium-ion batteries. 

0051. In the preferred embodiment described above hav 
ing the formula LiNi-TMgO2 or LiCo-Ti,MgO, a 
Single phase can be obtained by the following StepS. First, 
Stoichiometric amounts of a lithium Source compound, a 
nickel or cobalt Source compound, a titanium Source com 
pound and a magnesium Source compound are mixed in any 
desired order to give the desired molar ratio according to the 
formula LiNi-Ti,MgO, or LiCo-Ti,MgO2. AS 
described above, the lithium, nickel (or cobalt), titanium and 
magnesium can be Supplied by Separate Source compounds 
or two or more of these cations can be Supplied by a single 
Source compound. For example, TiMgO and Nio, TiO 
are commercially available compounds which can Supply 
two cations for use in the intercalation compounds of the 
invention. The mixture is then fired at a temperature between 
700° C. and 900° C., preferably between 750° C. and 850° 
C., in an atmosphere with a partial preSSure of oxygen of at 
least 20 kPa, preferably about 100 kPa. The fired mixture is 
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then cooled in a controlled manner, preferably at a rate of 
50C/min or less. The firing temperature and the soak times 
are chosen depending on X and the oxygen partial pressure 
So that the lithium to Ni-Ti,Mg ratio in the structure 
preferably approximates 1:1 and no significant cation mix 
ing between lithium and the other metals occurs in the 
layers. Suitable compounds for the invention include a 
lithium Source compound comprising one or any combina 
tion of the following: LiOH, LiNO, LiCO, LiCl and LiF; 
a nickel Source compound comprising one or any combina 
tion of the following: NiO, Ni(NO), Ni(OH) and NiCO; 
a cobalt Source compound comprising one or any combina 
tion of the following: COO, Co(OH), CoCO, Co(NO), 
CoO, and COO, a titanium Source compound comprising 
one or any combination of the following: a titanium Source 
compound comprisingTiO in one or any combination of the 
following forms: anatase, rutile and brookite, and a magne 
sium Source compound comprising one or any combination 
of the following: Mg(OH), Mg(NO), MgCO, MgCl and 
MgO. Also, TiMgO and NiosTios O can be used as Source 
compounds as described above. 
0052 AS mentioned above, in addition to producing the 
intercalation compounds of the invention by Solid State 
methods, these compounds can also be made by wet chem 
istry methods. For example, Ni, Ti and Mg can be precipi 
tated Simultaneously from a Solution containing the three 
resulting in an intimately mixed hydroxide. The mixed 
hydroxide having the desired molar ratio according to the 
formula LiNi-Ti,MgO can then be blended with a 
lithium Source compound and fired at a temperature of 
between 700 C. and 900 C. in an oxygen-containing 
atmosphere. In Such wet chemistry reactions, it is not 
necessary to Stay at high temperatures for extended periods 
of time in order for the Ti and Mg to diffuse uniformly with 
N. 

0053) The present invention will now be described 
according to the following non-limiting examples. 

EXAMPLE 1. 

0054 Stoichiometric amounts of LiOH, NiO, TiO, and 
Mg(OH), are mixed and fired at a temperature of 800° C. for 
20 hours in an atmosphere with the oxygen partial preSSure 
close to 100 kPa. The cooling was controlled at 1 DC/min 
down to 500 C. followed by natural cooling to room 
temperature. FIG. 1 shows the X-ray diffraction (XRD) 
patterns for 4 Samples having the following formulas: 
LiNioloTiolos Mgolos O2, LiNiosTio Mgo O2, 
LiNio.7sTio 125Mgo.12s.O2, and LiNio, Tios Mgo.s02. AS 
shown in FIG. 1, each of these Samples are in a single phase 
having a hexagonal layered Structure. Samples were also 
made with nitrate precursors instead of hydroxides. The 
Same Single phase materials were obtained. 

EXAMPLE 2 

0055 A intercalation compound having the formula 
LiNi, Tios Mgolo Oa was prepared according to the method 
described in Example 1. The X-ray diffraction pattern for this 
sample is illustrated in FIG. 2 along with the X-ray diffrac 
tion pattern of the LiNio.7sTio.25Mg osO2 prepared in 
Example 1. AS evidenced by the Smaller peak ratio between 
the 003 peak and the 104 peak for LiNizTio Mgo.oO as 
compared to LiNio.7sTio.25Mgo.12502, there is a greater 



US 2004/0241547 A1 

amount of cation mixing in the LiNio.7sTio. 5 Mgoloo 
Sample than in the LiNio.7sTio.25Mgo.2s O2 Sample. There 
fore, it is important to maintain the amount of Mg"greater 
than equal to the amount of Ti" and preferably equal to the 
amount of Ti". 

EXAMPLE 3 

0056 Electrochemical cells with lithium metal as the 
anode and cathodes with LiNio.7sTio 125Mgo.1230 (prepared 
according to Example 1) as the active material were made 
and tested. The electrolyte was IM LiPF in a 50/50 volume 
percent mixture of ethylene carbonate and dimethyl carbon 
ate solvents. Celgard 3501 separators and NRC 2325 coin 
cell hardware were used. The cathode consisted of 85% 
active material (by weight), 10% super STM carbon black 
(available from Chemetals) and 5% polyvinylidene fluoride 
(PVDF) as a binder polymer, coated on aluminum foil. 
Preliminary test results are shown in FIGS. 3-6. The cathode 
of test cell 1 contains 9.1 mg active mass of 
LiNio.7sTios MgosO2. The cell was first cycled with 
0.075 mA from 3.0 V to 5.0 V three times. The results of this 
cycling are illustrated in the Voltage (V) to specific capacity 
(mA-hr/g) graph of FIG.3. The current corresponds to a rate 
close to C/20 or 8.2 mA/g of active mass. After the first 
conditioning charge, the Voltage curve of the Subsequent 
cycles shows very reversible characteristics. AS further 
shown in FIG. 3, most of the capacity is contained between 
3.6 V and 4.4V versus Li. Above 4.4 V, the voltage increases 
sharply to 5 V which shows very good overcharge charac 
teristics. The reversible capacity is about 190 mA-hr/g. After 
the three slow cycles, the cell was cycled between 3.0 V and 
4.5V at a larger current of 0.6 mA. This current corresponds 
to a faster rate of C/3, or 66 mA/g of active material. AS 
shown in the voltage (V) to time (hr) graph of FIG. 4, very 
good reversibility was maintained and the polarization 
remained Small at the higher charge/discharge rates. The 
discharge capacity versus cycle number for the 3.0-4.5 V 
cycling in FIG. 4 is shown in FIG. 5 which demonstrates the 
excellent cycleability of the material. 

EXAMPLE 4 

0057. A second test cell (test cell 2) containing 16.2 mg 
active mass of LiNio.7sTios MgosO was prepared. The 
cell was first cycled between 3.0 and 5.0 V for 11 cycles, and 
was then Switched to 3.0-4.5 V cycling. The current for 
charge and discharge was 0.6 mA. AS shown in the graph of 
discharge capacity verSuS cycle number in FIG. 6, the 
cycleability of the material was excellent. 

EXAMPLE 5 

0.058 The LiNio Ticos Mgolos.O., LiNiosTio MgO2 
and LiNizTios MgosO2 prepared in Example 1 were 
each used as the active cathode material for electrochemical 
cells prepared in the manner described in Example 3 using 
between 10 mg and 20 mg active material for each cell. The 
cells were first conditioning charged to 5.0 V and discharged 
to 3.0 V, and then float charged to 4.5 V with 0.2 mA current 
for 40 hours to ensure equilibrium conditions. The charged 
cells were then transferred to a glove box filled with argon 
and opened. Between 0.1 mg and 1.0 mg of the cathode 
material from the cells was removed and hermetically Sealed 
into DSC cells. Each of cells contained 10-15% of the 
electrolyte described in Example 3. FIG. 7 illustrates the 
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DSC results for the LiNioloTiolos Mgolos O2, 
LiNi, Tio Mgo. O2 and LiNio.7sTio 125Mgo.12s.O. with the 
area of interest magnified in the inset. The positive heat flow 
in FIG. 7 represent heat flowing out of the sample. As 
demonstrated in FIG. 7, the sharp exothermic peak at 220 
C. decreases with increasing X for the formula LiNi, 
xTMgO (X=a+b) demonstrating the thermal Stability and 
Safety advantage associated with the doped intercalation 
compounds. 

EXAMPLE 6 

0059 LiNio.7sTiosMgOsO2 prepared as described in 
Example I was tested for acid resistance. Twenty grams of 
LiNio, Tios MgO was placed in 400 ml deionized 
water. HCl was added until the pH of the solution reached 
2 and the Solution was stirred for 1 hour. The 

LiNi, Tiojas Mgolas O. was filtered and washed with deion 
ized water until the wash reached a pH of 7. The first liter 
of the wash was analyzed with inductively coupled plasma 
(ICP) spectroscopy. About 25% of the total lithium and less 
than 0.5% of the total Ni in the sample was detected in the 
wash. No Ti and Mg were detected in the wash. The washed 
and filtered LiNio.7sTios Mgos O2 Was Vacuum dried and 
an X-ray diffraction of this compound was performed. AS 
shown in FIG. 8, the acid treated sample has the same XRD 
pattern as an untreated Sample and the peaks are still sharp. 
Therefore, although there is partial delithiation (lithium 
leaching) under acidic conditions, the basic structural integ 
rity of the material is still maintained as evidenced by the 
minimal loss of the transition metals and the XRD pattern 
showing the same Structure and crystallinity of the interca 
lation compound. 

EXAMPLE 7 

0060 A doped intercalation compound having the for 
mula iNio.7sTios Mgolos LioosO2 was prepared by firing a 
stoichiometric mixture of LiOH, NiO, TiO, and Mg(OH) at 
800° C. for 20 hours in air, followed by a 1° C./min 
controlled cooling to 500 C. and natural cooling to room 
temperature. FIG. 9 illustrates an X-ray diffraction pattern 
for this compound. As demonstrated in FIG. 9, the interca 
lation compound was a Single phase compound and as 
evidenced by the peak ratio between the 003 peak and 104 
peak, there was no cation mixing in the metal layers. 
Accordingly, although not wishing to be bound by theory, it 
is believed that for lithium metal oxides having the formula 
LiNi-Ti, MgO (X=a+b), if a>b then deficiencies in Mg 
can be compensated by exceSS Li as long as the average 
oxidation state of the Ti-Mg-Li dopant combination is 
still maintained at about 3. 

EXAMPLE 8 

0061. A doped intercalation compound having the for 
mula LiNio,Co., Tio MgO was prepared by firing a 
stoichiometric mixture of LiOH, NiO, COO, TiO, and 
Mg(OH), at 800° C. for 20 hours in air, followed by a 1° 
C./min controlled cooling to 500 C. and natural cooling to 
room temperature. As shown in FIG. 10, this intercalation 
compound was predominantly single phase. 
0062. As shown in the examples, the doped lithium metal 
oxide or metal oxide intercalation compounds can be used in 
the positive electrode (cathode) of lithium or lithium-ion 
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electrochemical cells and are typically combined with a 
carbonaceous material and a binder polymer to form a 
cathode. The negative electrode can be lithium metal or 
alloys, or any material capable of reversibly lithiating and 
delithiating at an electrochemical potential relative to 
lithium metal between about 0.0 V and 0.7 V, and is 
Separated from the positive electrode material in the cell 
using an electronic insulating Separator. Examples of nega 
tive electrode materials are carbonaceous materials includ 
ing carbonaceous materials containing H, B, Si and Sn, and 
tin oxides or tin-Silicon oxides. The electrochemical cells 
further include an electrolyte. The electrolyte can be non 
aqueous liquid, gel or Solid and preferably comprises a 
lithium Salt. Electrochemical cells using the intercalation 
compounds of the invention as positive electrode material 
can be combined for use in large power applications Such as 
for electric vehicles. 

0.063. In the present invention, a combination of multiple 
dopants can be Selected to replace the transition metal M in 
intercalation compounds of the formula LiMO, or MO, to 
achieve the Same result as a Single dopant. As a result, the 
limits on the choice of Single dopants can be avoided and, at 
the same time, more beneficial effects can be achieved by 
using a combination of two or more dopants. Specifically, 
the use of multiple dopants can result in better Specific 
capacity, cycleability, Stability, handling properties and/or 
cost than has been achieved in Single dopant metal oxides. 
Furthermore, the multiple doped intercalation compounds 
demonstrate good heat and acid stability and therefore are 
Safe for use as cathode materials in electrochemical cells for 
lithium and lithium ion batteries. 

0064. Many modifications and other embodiments of the 
invention will come to the mind of one skilled in the art to 
which this invention pertains having the benefit of the 
teachings presented in the foregoing descriptions and the 
asSociated drawings. Therefore, it is to be understood that 
the invention is not to be limited to the specific embodiments 
disclosed and that modifications and other embodiments are 
intended to be included within the Scope of the appended 
claims. Although specific terms are employed herein, they 
are used in a generic and descriptive Sense only and not for 
purposes of limitation. 

That which is claimed is: 
1. A doped intercalation compound having the formula: 

LiMy AO, or My A.O. 
wherein M=a transition metal, 

wherein B is an element used to replace the transition 
metal M and w is the fractional amount of element B 
in the total dopant combination Such that 
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and n=total number of dopant elements B and is a positive 
integer of two or more; 

wherein the fractional amount w; of dopant element B is 
determined by the following relation: 

X. w;E = oxidation state of the replaced transition metalion M + 0.5; 
i=1 

Oxidation State of the replaced transition metal ion 
M+0.5; 

wherein E is the oxidation state of dopant B in the final 
product LiMA},O, or M.A.O.; 

wherein the dopant elements B are cations in the inter 
calation compound and at least two of the dopant 
elements Bi have a different oxidation state than the 

Oxidation state of M in the LiM{A}O, or 
M. A.O., compound; 

wherein the dopant elements B, include Ti" and Mg"; 
wherein y and Z are values that provide a stable metal 

Oxide compound; and 

wherein the ratio of Li to O in the doped intercalation 
compound is not smaller than the ratio of Lito O in the 
undoped compound LiMO, or M.O. 

2. The intercalation compound of claim 1, wherein the 
dopant elements B are any elements other than M having a 
Pauling's electronegativity not greater than 2.05 or Mo. 

3. The intercalation compound of claim 1, wherein the 
dopant elements B, include no more than one element from 
Groups IIIB and IVB. 

4. The intercalation compound of claim 1, wherein the 
fractional amount of Ti" is approximately equal to the 
fractional amount of Mg". 

5. The intercalation compound of claim 1, wherein the 
fractional amount of Mg" is no smaller than the fractional 
amount of Ti". 

6. A positive electrode for lithium and lithium ions cells 
comprising an intercalation compound having the formula: 

LiMy AO, or My A.O., 
wherein M=a transition metal, 

wherein w; is the fractional amount of element B in the 
total dopant combination Such that 

and n=total number of dopant elements used and is a 
positive integer of two or more; 
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wherein the fractional amount w; of dopant element B is 
determined by the following relation: 

X. w; E = oxidation state of the replaced transition metalion M + 0.5; 
i=1 

oxidation State of the replaced transition metal ion 
M+0.5; 

wherein E is the oxidation state of dopant B, in the final 
product LiMA},O, or LiM, (A},O; 

wherein the dopant elements B are cations in the inter 
calation compound and at least two of the dopant 
elements Bi have a different oxidation state than the 

oxidation state of M in the LiM (AO, or 
M. A.O., compound; 

wherein the dopant elements B, include Ti" and Mg"; 
wherein y and Z are values that provide a stable metal 

oxide compound; and 
wherein the ratio of Li to O in the doped intercalation 
compound is not smaller than the ratio of Lito O in the 
undoped compound LiMO, or MO. 

7. The positive electrode of claim 6, wherein the dopant 
elements B are any elements other than M having a Paul 
ing's electronegativity not greater than 2.05 or Mo. 

8. The positive electrode of claim 6, wherein the dopant 
elements B include no more than one element from Groups 
111B and IVB. 

9. The positive electrode of claim 6, wherein the fractional 
amount of Ti" is approximately equal to the fractional 
amount of Mg". 

10. The positive electrode of claim 6, wherein the frac 
tional amount of Mg" is no smaller than the fractional 
amount of Ti". 

11. A method of preparing a doped intercalation com 
pound of the formula LiM, (AO, or M. A.O., com 
prising the Steps of 

mixing Source compounds containing M, {A} and option 
ally Li to provide a Stoichiometric relationship between 
M, {A} and Li corresponding to the formula LiM 
x{A}O, or M.A.O., wherein M is a transition 
metal, 

wherein B is an element i=1 used to replace the transition 
metal M and w is the fractional amount of element B 
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in the total dopant combination, n is the total number of 
dopant elements and is a positive integer of two or 
more, the fractional amount w; of dopant element B is 
determined by the relationship: 

X. w; E = oxidation state of the replaced transition metal ion M + 0.5, 
i= 

E is the oxidation state of dopant B in the final product 
LiM{A}O, or LiM{A}O, the dopant elements 
B are Selected to be cations in the intercalation com 
pound, at least two of the dopant elements B, have a 
different oxidation state than the oxidation state of M in 
the LiM, (A},O, or M.A.O., compound, the 
dopant elements B, include Ti" and Mg", y and Z are 
values that provide a stable metal oxide compound; and 
the ratio of Lito O in the doped intercalation compound 
is not smaller than the ratio of Li to O in the undoped 
compound LiMO, or MO: 

firing the mixture at a temperature between 500 C. and 
1000 C. in the presence of oxygen to produce the 
doped intercalation compound; and 

cooling the doped intercalation compound. 
12. The method of claim 11, wherein the step of mixing 

Source compounds comprising mixing Source compounds 
containing a transition metal M Selected from Co, Ni, Mn, 
Fe, V and Mo. 

13. The method of claim 11, wherein the step of mixing 
Source compounds comprising mixing Source compounds 
containing dopant elements Bi other than M having a 
Pauling's electronegativity not greater than 2.05 or Mo. 

14. The method of claim 11, wherein the step of mixing 
Source compounds comprising mixing Source compounds 
containing dopant elements Bi wherein the dopant elements 
B; include no more than one element from Groups 111B and 
IVB. 

15. The method of claim 11, wherein the step of mixing 
Source compounds comprising mixing Source compounds 
containing Ni or Co as the transition metal M to form an 
intercalation compound having the formula LiMY 
X{A}O. 

16. The method of claim 15, wherein the step of mixing 
Source compounds comprising mixing Source compounds 
containing Ni as the transition metal M. 

17. The method of claim 11, wherein the step of mixing 
Source compounds comprises preparing a Solution compris 
ing M and {A} from Source compounds comprising M and 
{A}, precipitating the M and {A} out of Solution to produce 
an intimately mixed hydroxide, and blending the mixed 
hydroxide with a lithium Source compound. 
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