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ABSTRACT

Synthesis of four coordinated palladium complexes and their
applications 1n light emitting devices thereof.
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SYNTHESIS OF FOUR COORDINATED
PALLADIUM COMPLEXES AND THEIR
APPLICATIONS IN LIGHT EMITTING

DEVICES THEREOF
BACKGROUND
[0001] 1. Technical Field
[0002] The present disclosure relates to palladium com-

plexes which are capable of absorbing and/or emitting light
and are thus usetul as an emissive or absorption material 1n a
device.

[0003] 2. Technical Background

[0004] Compounds capable of absorbing and/or emitting
light are 1deally suited for use 1n a wide variety of optical and
clectro-optical devices, including photo-absorbing devices
such as solar and photo-sensitive devices, photo-emitting
devices, such as organic light emitting diodes (OLEDs), or
devices capable of both photo-absorption and emission.
Much research has been devoted to the discovery and optimi-
zation of organic and organometallic materials for use 1n
optical and electro-optical devices. Generally, research 1n this
area aims to accomplish a number of goals, including
improvements i absorption and emission efliciency, as well
as improvements 1n processing ability, among others.

[0005] Despite significant advances 1n research devoted to
optical and electro-optical materials, many current devices
comprising organic or organometallic materials have yetto be
optimized. Many materials currently used in optical and elec-
tro-optical devices have a number disadvantages, including,
poor processing ability, inetficient emission or absorption,
and less than 1deal stability, among others. Thus, a need exists
for new materials which exhibit improved performance 1n
optical and electro-optical devices. This need and other needs
are satisfied by the compositions and methods of the present
invention.

SUMMARY

[0006] The present mvention relates to palladium com-
plexes that exhibit photo-absorption and photo-emission, to
methods of making such compounds, and to applications
thereot, including optical devices comprising the com-
pounds.

[0007] Inone embodiment, the compounds are represented
by the formula:
(RY; ! (R%),
Y 8
s
YEH\KYEE}\ PdeEE\(YM
,YSH Ylb ;
y3d \:Y3b ( | )
:-._.-': ,Y4ﬂ
\YSE Y/Sr:* xfd'. \..,: y4b
Y4E- )m
[0008] wherein each R' and R*in (R'), and (R?), indepen-
2 2 P

dently represents hydrogen, optionally substituted C,-C,
alkyl, halogen, hydroxyl, amino, nitro, or thiol;
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[0009] R’ represents methyl, ethyl, propyl, or buty];
[0010] Y'“represents O, S, NR*, wherein R*“ represents
optionally substituted C,-C, alkyl; Si(R*”),, wherein each
R*” in (R*"), independently represents optionally substituted
C,-C, alkyl; or C(R™),, wherein each R*“in (R™*°), represents
hydrogen or optionally substituted C,-C, alkyl;

[0011] n 1s aninteger O or 1;

[0012] Y'”, when present, represents O, S, NR”“, wherein
R>? represents optionally substituted C,-C, alkyl; Si(R>?),,
wherein each R>” in (R’?), independently represents option-
ally substituted C,-C, alkyl; or C(R>¢),, wherein each R’ in
(R>°), represents hydrogen or optionally substituted C,-C.,
alkyl;

[0013] each of Y**,Y*”, Y>°, and Y*“ independently repre-
sents N, NR®?, or CR®”, wherein each of R° and R°®” inde-
pendently represents hydrogen, optionally substituted C,-C,
alkyl, halogen, hydroxyl, amino, nitro, or thiol;

[0014] eachofY>4,Y>?,Y?°, Y 4Y?°,Y*,Y*,Y*, andY*
independently represents N, O, S, NR°®“, CR®?, wherein each
of R® and R®” independently represents hydrogen or option-
ally substituted C,-C, alkyl; or Z(R®%),, wherein Z is C or Si,
and wherein each R°° in (R°°), independently represents
hydrogen or optionally substituted C,-C, alkyl;

wherein m 1s an integer 1 or 2;

[0015] wherein the open dotted circle

indicates partial or Tull unsaturation of the ring with which 1t
1S associated:

[0016] providedthatifmis1,eachofY**andY>“is CH and
each of Y?? and Y2¢is N, then at least one of Y, Y*?, Y%, or
Y>3 is not N and

[0017] provided that ifn is 0, m is 2, each of Yea and Y is
CH, and each of Y*? and Y*“ is N, then at least one of Y>? or
Y>¢1s not N.

[0018] Also disclosed are optical devices, such as organic
light emitting devices and luminescent display devices that
comprise one or more compounds of the mnvention as a func-
tional material, such as a light-emitter or absorber, or both.

BRIEF DESCRIPTION OF THE FIGURES

[0019] The accompanying figures, which are incorporated
in and constitute a part of this specification, illustrate several
aspects and together with the description serve to explain the
principles of the invention.

[0020] FIG. 1 1s a drawing of a cross-section of an exem-
plary organic light-emitting diode (OLED).

[0021] FIG. 2 1s a photoluminescence spectrum produced
from a specific embodiment, 2-(3-(pyridin-2-yl)phenoxy)-6-
(pyridin-2-yloxy)phenyl|Pd(1I) (Pd003) taken in degassed
dichloromethane at room temperature, wherein the quantum
yield was about 0.1 and the luminescence lifetime was about
11 psec. The chemical structure of PA003 1s also illustrated 1n
the 1nset.

[0022] FIG. 3 1s a photoluminescence spectrum produced
from a specific embodiment, 2-(3-(pyridin-2-yl)phenoxy)-6-
(pyridin-2-yloxy)phenyl |Pd(II) (Pd003) doped into a polym-
cthylmethacrylate (PMMA) thin film at room temperature,

which shows a thin film photoluminescence quantum yield

over 70%.
[0023] FIG. 4 illustrates (A) a specific embodiment, and

(B) a photoluminescence spectrum of the same 1n a solution
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of dichloromethane, obtained at room temperature wherein
the quantum yield was about 0.16 and the luminescent life-
time was about 30 usec.

[0024] FIG. S1llustrates (A) a specific embodiment, (B) an
clectroluminescent spectrum from a OLED device compris-
ing the specific embodiment, (C) a plot of external quantum
elficiency vs. current density for a PA00O3 based device, and
(D) a current vs. voltage plot at a 1% doping level.

[0025] Additional aspects of the invention will be set forth
in part in the description which follows, and 1n part will be
obvious from the description, or can be learned by practice of
the invention. The advantages of the invention will be realized
and attained by means of the elements and combinations
particularly pointed out in the appended claims. It 1s to be
understood that both the foregoing general description and
the {following detailed description are exemplary and
explanatory only and are not restrictive of the invention, as
claimed.

DESCRIPTION

[0026] The present invention can be understood more
readily by reference to the following detailed description of
the invention and the Examples included therein.

[0027] Belfore the present compounds, devices, and/or
methods are disclosed and described, it 1s to be understood
that they are not limited to specific synthetic methods unless
otherwise specified, or to particular reagents unless otherwise
specified, as such can, of course, vary. It 1s also to be under-
stood that the terminology used herein 1s for the purpose of
describing particular aspects only and 1s not itended to be
limiting. Although any methods and materials similar or
equivalent to those described herein can be used 1n the prac-
tice or testing of the present invention, example methods and
materials are now described.

[0028] As used in the specification and the appended
claims, the singular forms “a,” “an” and “the” include plural
referents unless the context clearly dictates otherwise. Thus,
for example, reference to “a component” includes mixtures of
twO or more components.

[0029] Ranges can be expressed herein as from “about™ one
particular value, and/or to “about™ another particular value.
When such arange 1s expressed, another aspect includes from
the one particular value and/or to the other particular value.
Similarly, when values are expressed as approximations, by
use of the antecedent “about,” 1t will be understood that the
particular value forms another aspect. It will be further under-
stood that the endpoints of each of the ranges are significant
both 1n relation to the other endpoint, and independently of
the other endpoint. It 1s also understood that there are a
number of values disclosed herein, and that each value 1s also
herein disclosed as “about” that particular value 1n addition to
the value 1tself. For example, 1f the value “10” 1s disclosed,
then “about 10” 1s also disclosed. It 1s also understood that
cach unit between two particular units are also disclosed. For
example, 11 10and 15 are disclosed, then 11, 12,13, and 14 are
also disclosed.

[0030] As used herein, the terms “optional” or “optionally”™
means that the subsequently described event or circumstance
can or can not occur, and that the description includes
instances where said event or circumstance occurs and
instances where 1t does not.

[0031] The term “alkyl” as used herein 1s a branched or
unbranched saturated hydrocarbon group of 1 to 24 carbon

atoms, such as methyl, ethyl, n-propyl, 1sopropyl, n-butyl,
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1sobutyl, s-butyl, t-butyl, n-pentyl, 1sopentyl, s-pentyl, neo-
pentyl, hexyl, heptyl, octyl, nonyl, decyl, dodecyl, tetradecyl,
hexadecyl, eicosyl, tetracosyl, and the like. The alkyl group
can be cyclic or acyclic. The alkyl group can be branched or
unbranched. The alkyl group can also be substituted or unsub-
stituted. For example, the alkyl group can be substituted with
one or more groups ncluding, but not limited to, optionally
substituted alkyl, cycloalkyl, alkoxy, amino, ether, halide,
hydroxy, mitro, silyl, sulfo-oxo, or thiol, as described herein.
A “lower alkyl” group 1s an alkyl group containing from one
to six (e.g., from one to four) carbon atoms.

[0032] The terms “amine” or “amino’ as used herein are
represented by the formula NA'A®A°, where A*, A®, and A”
can be, imndependently, hydrogen or optionally substituted
alkyl, cycloalkyl, alkenyl, cycloalkenyl, alkynyl, cycloalky-
nyl, aryl, or heteroaryl group as described herein.

[0033] The term “halide” as used herein refers to the halo-
gens tluorine, chlorine, bromine, and 1odine.

[0034] The term “hydroxyl” as used herein 1s represented
by the formula —OH.

[0035] The term “nitro” as used herein 1s represented by the
formula —NQO.,,.

[0036] The term “nitrile” as used herein 1s represented by
the formula —CN.

[0037] The term “thiol” as used herein 1s represented by the
formula —SH.

[0038] Daisclosed are the components to be used to prepare
the compositions of the invention as well as the compositions
themselves to be used within the methods disclosed herein.
These and other materials are disclosed herein, and 1t 1s under-
stood that when combinations, subsets, interactions, groups,
ctc. of these materials are disclosed that while specific refer-
ence of each various mdividual and collective combinations
and permutation of these compounds can not be explicitly
disclosed, each i1s specifically contemplated and described
herein. For example, i a particular compound 1s disclosed
and discussed and a number of modifications that can be made
to a number of molecules including the compounds are dis-
cussed, specifically contemplated 1s each and every combi-
nation and permutation of the compound and the modifica-
tions that are possible unless specifically idicated to the
contrary. Thus, 11 a class of molecules A, B, and C are dis-
closed as well as a class of molecules D, E, and F and an
example of a combination molecule, A-D 1s disclosed, then
even 1f each 1s not individually recited each 1s individually
and collectively contemplated meaning combinations, A-E,
A-F, B-D, B-EF, B-E, C-D, C-E, and C-F are considered dis-
closed. Likewise, any subset or combination of these 1s also
disclosed. Thus, for example, the sub-group of A-E, B-F, and
C-E would be considered disclosed. This concept applies to
all aspects of this application including, but not limited to,
steps 1n methods of making and using the compositions of the
invention. Thus, 11 there are a variety of additional steps that
can be performed 1t 1s understood that each of these additional
steps can be performed with any specific embodiment or
combination of embodiments of the methods of the invention.

[0039] Throughout the specification, 1t should be under-
stood that where letters and/or symbols are utilized to repre-
sent atoms or functional groups, and wherein multiple
instances of the same letter and/or symbol are present, that
cach individual mstance can represent the same or different
species (e.g., atom and/or functional group) than any other
instance using the same letter and/or symbol. Sitmilarly, when
a metal 1s depicted as a portion of a chemical structure, the
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notation can refer to a single metal atom and/or to a plurality
of atoms. In one aspect, anotation for ametal refers to a single
metal atom. In another aspect, a notation for a metal refers to
a plurality of metal atoms.

[0040] In one aspect, the invention comprises phosphores-
cent multidentate, for example, tridentate and/or tetradentate,
palladium (II) complexes. In another aspect, such multiden-
tate palladium complexes can be modified and/or specifically
tailored to tune the emission spectra from, for example, ultra-
violet to near-infrared emission. In yet another aspect, the
inventive compositions can provide improved stability and
eificiency over conventional light emitting materials. In yet
other aspects, the mventive compositions can be useful as

luminescent labels, absorbers, emitters, or a combination
thereofl.

[0041] In one aspect, the iventive compositions are repre-
sented by the general formula:

[0042] wherein Arl, Ar2, Ar3, and Ar4, 11 present, represent

aromatic groups, wherein each E represents an optional link-
ing atom, such as, for example, carbon or oxygen, and
wherein R, 1 present, represents an ancillary ligand

[0043] In various aspects, an ancillary ligand can comprise
one or more of the following;:

R’ R”
/
—O—R® —S—R’ —N —P/
\ \
RS RIU
AN X
1 1
U—0.5 N—R’ (RO~ (R)IHT:"‘
/ N /

NN

N
\U
\(\
4w,
N FH#
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-continued
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-continued

wherein, R'-R'" of the ancillary ligand each independently
represent a hydrogen atom, an alkyl group, a haloalkyl group,
an aralkyl group, an alkenyl group, an alkynyl group, an aryl
group, an amino group, a mono- or di-alkylamino group, a
mono- or diaryl amino group, an alkoxy group, an aryloxy
group, a heteroaryloxy group, an alkoxycarbonyl group, an
acyloxy group, an acylamino group, an alkoxycarbonylamino
group, an aryloxycarbonylamino group, a sulfonylamino
group, a sulfamoyl group, a carbamoyl group, an alkylthio
group, a sulfinyl group, a ureido group, a phosphoramide
group, a hydroxyl group, amercapto group, a halogen atom, a
cyano group, a sulfo group, a carboxyl group, a nitro group, a
hydrazino group, a substituted silyl group, or a polymerizable
group; further, wherein a plurality of Rs exist, the number of
R should be from 0 to about 4, and each R can be the same or
different from any other R. In one aspect, an ancillary ligand
can comprise a hydrogen atom. In another aspect, an ancillary
ligand can comprise an alkyl group. In another aspect, an
ancillary ligand can comprise a haloalkyl group. In another
aspect, an ancillary ligand can comprise a aralkyl group. In
another aspect, an ancillary ligand can comprise a alkenyl
group. In another aspect, an ancillary ligand can comprise an
alkynl group. In another aspect, an ancillary ligand can com-
prise an aryl group. In another aspect, an ancillary ligand can
comprise an amino group. In another aspect, an ancillary
ligand can comprise an alkoxy group, an aryloxy group, a
heteroaryloxy group, an alkoxycarbonyl group, an acyloxy
group, or a combination thereof. In other aspects, an ancillary
ligand can comprise an acylamino group, an alkoxycarbony-
lamino group, an aryloxycarbonylamino group, a sulfony-
lamino group, a sulfamoyl group, a carbamoyl group, an
alkylthio group, a sulfinyl group, a ureido group, a phos-
phoramide group, a hydroxyl group, amercapto group, a halo-
gen atom, a cyano group, a sulfo group, a carboxyl group, a
nitro group, a hydrazino group, a substituted silyl group, a
polymerizable group, or a combination thereof.

[0044] In still other aspects, an ancillary ligand can com-
prise a group or groups difference from those specifically
recited herein, and the present invention 1s not intended to be
limited to any particular ancillary ligand.

[0045] In various aspects, specific non-limiting examples
of the mventive composition can be grouped and illustrated
by ligand class. In one aspect, the inventive composition can
be represented by the general formula:
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wherein Pd represents palladium, each N represents a nitro-
gen substituted aromatic group, each E represents an optional
linking atom, such as, for example, carbon or oxygen, X
represents a halogen or other electronegative group, and C
represents an aromatic group. Specific examples of inventive
compositions within this ligand class can comprise:

=N
Cl —
0
J N
,.---"IL pi—n7 \
Cl S

or a combination thereot.

[0046] Inone aspect, the inventive composition can be rep-
resented by the general formula:

[0047]
a nitrogen substituted aromatic group, each E represents an

wherein Pd represents palladium, each N represents

optional linking atom, such as, for example, carbon or oxy-
gen, X represents a halogen or other electronegative group,
and C represents an aromatic group. Specific examples of
inventive composition within this ligand class can comprise:
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-continued
X
\N\(L 1
N
I
! __

Z N\

X

I

or a combination thereof.

[0048] Inone aspect, the inventive composition can be rep-
resented by the general formula:

[0049] wherein Pd represents palladium, each N represents
a nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and X represents a halogen or other electronegative
group. Specific examples of mventive composition within
this ligand class can comprise:

X
| 0
N
/L \N I‘-"d N/ \
\N/ | _#_‘_
Cl ,

or a combination thereof.
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[0050] Inone aspect, the inventive composition can be rep-
resented by the general formula:

[0051] wheremn Pd represents palladium, N represents a
nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, X represents a halogen or other electronegative group,
and each C represents an aromatic group. Specific examples
of mventive composition within this ligand class can com-
prise:

or a combination thereot.

[0052] Inone aspect, the inventive composition can be rep-
resented by the general formula:

[0053] wherein Pd represents palladium, each E represents
an optional linking atom, such as, for example, carbon or
oxygen, R represents an ancillary ligand, and each C repre-
sents an aromatic group. Specific examples of inventive com-
position within this ligand class can comprise:
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\
_/

(

or a combination thereot.

[0054] Inone aspect, the inventive composition can be rep-
resented by the general formula:

[0055] wherein Pd represents palladium, each N represents
a nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and each C represents an aromatic group. Specific
examples of mventive composition within this ligand class
can comprise:
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-continued

or a combination thereof.

[0056] Inone aspect, the inventive composition can be rep-
resented by the general formula:

Pd

[0057] wherein Pd represents palladium, each N represents
a nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and each C represents an aromatic group. Specific

examples of mventive composition within this ligand class
can comprise:

or a combination thereof.
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[0058] Inone aspect, the inventive composition can be rep-
resented by the general formula:

Pd

[0059] wherein Pd represents palladium, N represents a
nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and each C represents an aromatic group. Specific

examples of mventive composition within this ligand class
can comprise:

\‘\
AN 9
/N
N&)____..-‘ Pd
;] |
[ N~d
e
N\
\ i
/\‘_O
-

il

or a combination thereot.

[0060] Inone aspect, the inventive composition can be rep-
resented by the general formula:

Pd

[0061] wherein Pd represents palladium, N represents a
nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and each C represents an aromatic group. A speciiic
example of an inventive composition within this ligand class
can comprise:
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[0062] Inone aspect, the inventive composition can be rep-
resented by the general formula:

Pd

[0063] wherein Pd represents palladium, each N represents
a nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and C represents an aromatic group. Specific examples
ol inventive compositions within this ligand class can com-
prise:

N~——Pd ~_
SO A )
N ..
/ N
O
e

or a combination thereof.
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[0064] Inone aspect, the inventive composition can be rep-
resented by the general formula:

Pd

[0065] wherein Pd represents palladium, each N represents
a nitrogen substituted aromatic group, each E represents an
optional linking atom, such as, for example, carbon or oxy-
gen, and C represents an aromatic group. A specific example
of an inventive composition within this ligand class can com-
prise:

\\

N:-—-‘EPd h Nb

[0066] In another aspect, the compounds of the present
invention are represented by the formula:

R, (R?),
r)“c )
Y4 ##,rTf ##,rTf
YA

YS{I (Ylb)ﬂ
Bd j{Bb |

\
1<?d j{4b

Y3 e Y3r:
Y4r:

[0067] In the above formula, each R* and R” in (R"), and
(R?), independently represents hydrogen, optionally substi-
tuted C,-C, alkyl, halogen, hydroxyl, amino, nitro, or thiol;
Y represents O, S, NR**, wherein R* represents optionally
substituted C,-C., alkyl; Si(R*”),, wherein each R*” in (R*”),
independently represents optionally substituted C, -C, alkyl;
or C(R*9),, wherein each R*“ in (R*°), represents hydrogen or
optionally substituted C,-C, alkyl; nis an integer 0 or 1; Y7,
when present, represents O, S, NR>“, wherein R°“ represents
optionally substituted C,-C, alkyl; Si(R>”),, wherein each
R>? in (R>?), independently represents optionally substituted
C,-C, alkyl; or C(R>°),, wherein each R*“in (R>°), represents
hydrogen or optionally substituted C,-C, alkyl; each of Y*,
Y=*,Y?¢, and Y*“ independently represents N, NR°“, or CR®?,
wherein each of R°? and R°” independently represents hydro-
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gen, optionally substituted C,-C, alkyl, halogen, hydroxyl,
amino, nitro, or thiol; each of Y3%, Y32, Y>°, Y34, Y3¢, Y* Y,
Y*, and Y+ independently represents N, O, S, NR°?, CR®”,
wherein each of R®? and R ®? independently represents hydro-
gen or optionally substituted C,-C, alkyl; or Z(R°),, wherein
Z is C or Si, and wherein each R°¢ in (R°°), independently
represents hydrogen or optionally substituted C, -C, alkyl; m
1s an mteger 1 or 2; wherein the open dotted circle

indicates partial or full unsaturation of the ring with which 1t
1s associated.

[0068] In one embodiment of the formula above, it m 1s 1,
each of Y*“ and Y*“ is CH and each of Y*? and Y*“ is N, then
at least one of Y**, Y*, Y%, or Y°“ is not N. For example,
according to this embodiment, the following compound 1s not
included 1n the above formula:

‘ X ‘ X
N N
Pd
/’N N\

As can be seen 1n the preceding example above, m 1s 1, each
of Y% and Y*? is CH and each of Y?? and Y*¢ is N; however,

each of Y**, Y* Y>?, orY>?is N. It follows that the preceding
example, according to this embodiment, 1s not included
within the general formula above. In the practice of this
embodiment, similar analysis can be used to determine
whether or not a compound 1s or 1s not included within the

general formula above.

[0069] In a further embodiment of the general formula
above, ifnis 0, m is 2, each of Y% and Y*? is CH, and each of

Y?2? and Y*“ is N, then at least one of Y>? or Y>¢ is not N. For
example, according to this embodiment, the following com-
pound 1s not included 1n the above formula:

000

/N /

N? N /‘
/
A

As can be seen 1n the preceding example above, n1s 0, m 1s 2,
each of Y°* and Y*“ is CH, and each of Y** and Y*¢ is N.
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However, each of Y>? and Y>° is N. It follows that the preced-
ing example, according to this embodiment, 1s not included
within the general formula above. Once more, 1n the practice
of this embodiment, similar analysis can be used to determine
whether or not a compound 1s or 1s not included within the
general formula above.

[0070] In one embodiment of the general formula above,
the compound 1s represented by the formula:

YZ{I YZE? YZC YEd

T/\\I
F

Non-limiting examples of specific embodiments within this
formula include:

C
N P
s
N Y4b,

)L

/

()4

Z
<

S
&

T...--
~— »
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-continued

[0071] In another embodiment of the general formula

above, the compound 1s represented by the formula:

\(\‘
a Yz‘f\‘/‘f .
P 4a
Y4d
\, |
Non-limiting examples of specific embodiments within this

formula include:
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Non-limiting examples of specific embodiments within this
formula include:

-continued

\/Pd/T \/
Q{ N . O X
/@

[0072] In another embodiment of the general formula
above, the compound 1s represented by the formula:

@\i\\\/z \
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12
-contiﬂued . -continued .

T Yy YT
N /NRP{NIN 1\1\{}1%‘%})d z NYN“M /
IAL ST AT
_/ _ \{ / \_/ N
\ \ |
\/

Ylﬂ Y]ﬂ

[0073] In another embodiment of the general formula r\[/ (\(
above, the compound 1s represented by the formula: ‘

NN NN

Y Pd Pd

N / Ylb Ylb

Y, O Y h ¢

\_/ g ‘

AN

YEE} Y2d YEE? YZ-:I' \=/ /
I IXT ? L
Ylb /\ / T_.i?'lb | | \
YBb 3d 3b Y.l Y2
i / P X X X X
Ad \ V4 o — y4d X v4b ‘ ‘ ‘

L (

Non-limiting examples of specific embodiments within this
formula include:
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-continued
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14
-continued -continued
O OO b@
NN AN A NN
Pd Pd
WN/7/ ylo N7/ \ \‘g 7/
&}4@ . and &/ 2N L \\ /

o\

[0075] In another embodiment of the general formula

[0074] In another embodiment of the general formula above, the compound is represented by the formula:
above, the compound 1s represented by the formula:

Y YEd YZ YZE? \(de Or
Sb 4d \/E \ Y4 \Y“’
( Sy h \ / \ \ \
\ Y//Sr: \1\{4{:] Y3 —Y3 / Y4r:—
Yla
Non-limiting examples of specific embodiments within this (Y \(\
formula include: v NE v
i YI 35} 4«:1'
‘ o ‘ AN //Y
P o P
/ \ Non-limiting examples of specific embodiments within these
N N
N e

\( N N ’ formula include:
\ \ /

Y Pd F P o /\Pd/ P
) N \ AN " N \ 2
&Z/ }JJ &}4 \ & ) N \=/Y - and
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-continued

P )
%

[0076] In other aspects, any one or more of the general
formulas and/or specific examples recited herein can be
excluded from the mvention. For example, 1n one aspect, the
formula

/\/Yla
N

L0
Y/Pd hd

Ylb
\

\ /

7
A

1s not included 1n the present invention.

[0077] The compounds of the invention can be made using
a variety of methods. In one embodiment, wherein Y'“ is O,
the compounds can be provided according to Scheme 1.

Scheme 1
(Rh,
<Rgi o ’\
AN
”//\‘/ YEE /de
v2a 2b \‘/
= . L
(Ylb)n
Y3ﬂ
Y3d: \;Y3b Y4ﬂ
. 4,
\YSE;JY/SE ‘i S _. f
Y4r: )m
(Rh, (R?),
b
e
DAY (Y1),
KM; N /YBb |4
Nt Y4
Y33;Y3c Y\dh{ \‘IY%
Y4E- )m

15
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-continued
(R' )2 R2)2
JYSH / Ylb ;

Y3d; \} Y3b ( )

\ l""-N_w-';/ HY4H
Y3€ —Y3C Y4d;' . Y4b

\ II""......-»*‘Ir

Y4r: )m

4 5‘3‘

[0078] can be accom-
plished, for example, by using a catalytic amount of a cou-

pling reagent, such as Cu,O, which couples alcohols, particu-

With reference to Scheme 1, step “a

larly phenols, with halogenated phenyl groups. The variable
“X”1n Scheme 1 aboverepresents ahalogen (1.e., C1LF, 1, Br),
and 1s preferably I when used 1n conjunction with Scheme 1.

[0079]
be made independently using a variety of methods, which, in

Each side of a ligand which complexes a metal can

one aspect, depend on whether Y°“ is N or C. With reference
to Scheme 2 below, when Y*“ is N, the precursor can, in one
aspect, be provided according to Scheme 2(A), wherein a

halogenated phenyl compound 1s reacted with a pyrazole,

imadazole, 1H-1,2,3-triazole, 1H-tetrazole, or 2H-pentazole.
In such an aspect, the halogenated phenyl compound can
comprise any halogen (X), including Cl, Br, F, or I, but 1s
preferably I, which 1s typically more reactive 1n a coupling
reaction. The halogenated phenyl compound and correspond-
ing pyrazole, imadazole, 1H-1,2,3-triazole, 1H-tetrazole, or
2H-pentazole can be coupled using a metallic and/or organo-
metallic coupling agent, such as, for example, Cu,O. During
such a coupling reaction, 1t can, 1n one aspect, be advanta-

geous to mclude an acid scavenger, such as, for example,

syn-2-pyridinealdoxime, 1n a small molar ratio, for examp.
about 20 mol %.

10080]

can be used to provide the precursor. With reference to
Scheme 2(B) below, a halogenated phenyl, as discussed

e,

* it il

In another aspect, when Y*“ s C, a different protocol

above can be reacted with a tetrazole, 1,2,3-triazole, pyrazole,
or pyrrole to achieve a carbon-carbon bond coupling, as
opposed to a carbon-nitrogen bond coupling as shown 1n
Scheme 2(A). In one aspect, the carbon-carbon bond cou-
pling can also be achieved using an organometallic catalyst,
such as, for example, a Pd(II) catalyst (e.g., PA(OAc),) 1n a
small molar ratio. In one aspect, such an organometallic cata-
lyst can optionally be used together with an excess of a salt
mixture, such as KI and/or Cul. As one of skill in the art can
appreciate, when employing each of the coupling reactions
shown in Scheme 2, it can, 1n various aspects, be advanta-
geous to perform the reactions 1n a dry atmosphere, for
example under argon, or even 1n a dry box to minimize and/or
avold moisture or oxygen inclusion.
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Scheme 2.
(R)2
(A) ‘ 1 Y3d \Y3b N
YZH\(Yzb \}1733_15/3:‘:
X
(R)>
W\ X
Yﬁﬁ/ﬂb
N
Y3d# \Y3b
\ 7
Y3€_Y3C
(R)2
r\ X
(B) ‘Zﬂ N by Ny
Y\(Y \Y3€=Y/3C
X
(R)2
ﬁ\ X
YYYH’
Y3d \ Y3b
\
Y3€=Y3r‘:
[0081] Inoneaspect, the compounds of the invention can be

useiul 1n a variety of optical applications. When utilized as
light emitting materials, the mventive compounds can be
usetul in organic light emitting diodes (OLED)s, luminescent
devices and displays, and/or other light emitting devices.
Withreference to FIG. 3, for example, a specific embodiment,
2-(3-(pyridin-2-yl)phenoxy)-6-(pyridin-2-yloxy)phenyl|Pd
(1I) exhibits photoluminescence (absorption of light followed
by emission of light) across a range of wavelengths, including,
a narrow blue emission and other emission bands out to the
red to near-IR region of the spectrum.

[0082] The emission (and absorption) profile of the com-
pounds can be tuned by varying the structure of the ligand
surrounding the metal center. For example, compounds hav-
ing a ligand with electron withdrawing substituents can, 1n
one aspect, generally exhibit different optical properties,
including emission and absorption, than compounds having a
ligand with electron donating substituents. Generally, a
chemical structural change can affect the electronic structure
of the compound, thereby affecting the absorption and emis-
s1on properties of the compound. Thus, the compounds of the
present mnvention can be tailored or tuned to a specific appli-
cation that desires a particular emission or absorption char-
acteristic. One of skill 1n the art, 1n possession of this disclo-
sure, could readily design and/or select an appropriate
multidentate palladium compound, 1n accordance with the
various aspects described herein, to use 1n a particular appli-
cation.

16
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[0083] In one embodiment, the compounds can be used 1n
an OLED. FIG. 1 illustrates a cross-sectional view of an
exemplary OLED 100, which includes substrate 102 with an
anode 104, which 1s typically a transparent material, such as
indium tin oxide, a layer of hole-transporting material(s)
(HTL) 106, a layer of light processing material 108, such as
an emissive material (EML) including an emitter and a host,
a layer of electron-transporting material(s) (ETL) 110, and a
metal cathode layer 112.

[0084] Insuchan embodiment, the layer of light processing
material 108 can comprise one or more compounds of the
present invention optionally together with a host matenal.
The host material, 1f present, can be any suitable host material
known 1n the art. The emission color of an OLED can be
determined by the emission energy (optical energy gap) of the
light processing material 108, which as discussed above can
be tuned by tuning the electronic structure of the emitting
compounds and/or the host material. Both the hole-transport-
ing material in the HTL layer 106 and the electron-transport-
ing material(s) in the ETL layer 110 can comprise any suit-
able hole-transporter known 1n the art. A selection of which 1s
well within the purview of those skilled 1n the art.

[0085] Itwill be apparent that the compounds of the present
ivention can exhibit phosphorescence. Phosphorescent
OLEDs (1.e., OLEDs with phosphorescent emitters) typically
have higher device efficiencies that other OLEDs, such as
fluorescent OLEDs. Light emitting devices based on electro-
phosphorescent emitters are described in more detail in
WO2000/070655 to Baldo et al., which 1s incorporated herein
by this reference for its teaching of OLEDs, and 1n particular
phosphorescent OLED:s.

EXAMPLES

[0086] The following examples are put forth so as to pro-
vide those of ordinary skill 1in the art with a complete disclo-
sure and description of how the compounds, compositions,
articles, devices and/or methods claimed herein are made and
evaluated, and are intended to be purely exemplary of the
invention and are not intended to limait the scope of what the
inventors regard as their invention. Efforts have been made to
ensure accuracy with respect to numbers (e.g., amounts, tem-
perature, etc.), but some errors and deviations should be
accounted for. Unless indicated otherwise, parts are parts by
weilght, temperature 1s 1n © C. or 1s at ambient temperature,
and pressure 1s at or near atmospheric.

Example 1

Preparation of specific embodiment 2-(3-(pyridin-2-
yl)phenoxy)-6-(pyridin-2-yloxy)phenyl |Pd(II)

Synthesis of 3-(pyridin-2-yloxy)phenol

[0087]
N Z ‘
7
™~ N O X \OH
[0088] Under a mtrogen atmosphere, a pressure vessel was

charged with a magnetic stir bar, resorcinol (110 mmol),
2-bromopyridine (100 mmol), 1-methylimidazole (5 mmol),
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and potassium carbonate (200 mmol). Pyridine (80 mL) was
added and bubbled with nitrogen for 20 minutes before cop-
per(l) 1odide (10 mmol) was added and bubbled 10 minutes
turther. The vessel was sealed and heated to 140° C. while
stirring. After 2 days, the solution was allowed to cool. The
solids were filtered off and rinsed with a 50:50 mixture of
toluene and methanol. The filtrate was reduced by rotary
evaporation and 150 ml of water containing 10 mL glacial
acetic acid was added and shaken vigorously. The water was
decanted off and 50 mL of DCM was added, forming an off
white precipitate which was collected by vacuum filtration

and dried with ether, resulting 1n the pure product 3-(pyridin-
2-yloxy)phenol with a 55% yield. '"HNMR (CDCL,): 5.98 (s,

1H), 6.59 (s, 1H), 6.62-6.69 (m, 2H), 6.94 (d, 1H), £7.02 (dd,
1H), 7.23 (vt, 1H), 7.70 (dd, 1H), 8.23 (b, 1H)

Synthesis of
2-(3-(3-bromophenoxy )phenoxy )pyridine
[0089]
U d
A
N o \/\0 Br
[0090] Under a nitrogen atmosphere, a pressure vessel was

charged with a magnetic stir bar, 3-(pyridin-2-yloxy)phenol
(50 mmol), 2,6-dibromopyridine (50 mmol), 1-methylimida-
zole (25 mmol), and potassium carbonate (100 mmol). Tolu-
ene (80 mL) was added and bubbled with mitrogen for 20
minutes before copper(l) 1odide (5 mmol) was added and the
solution bubbled for 10 minutes further. The vessel was
sealed and heated to 140° C. while stirring. After 2 days, the
solution was allowed to cool and the solids were filtered off
and rinsed with dichloromethane. The filtrate was added to a
separatory funnel containing DCM and water. The water
phase was washed 3 times with 75 mL DCM, and the com-
bined organic layers were washed once with pure water. The
organic layer was collected, dried with magnesium sulfate,
filtered, and the filtrate reduced by rotary evaporation. The
resulting o1l was purified by column chromatography using
DCM over silica resulting in the pure product 2-(3-(3-bro-
mophenoxy)phenoxy)pyridine with a 60% vyield. 'H NMR

(CDCL,): 6.80-6.85 (m, 2H), 6.91 (s, 1H), 6.94 (s, 1H), 6.97-
7.03 (m, 2H), 7.19 (vt, 1H), 7.21-7.24 (m, 2H), 7.36 (vt, 1H),
7.70 (dd, 1H), 8.21 (dd, 1H).

Synthesis of 2-(3-(3-(pyrnidin-2-yl)phenoxy )phe-
noxy )pyridine

[0091]

AN N\ A\

7
\N/ O/\/\/\/ AN

O
|

NF

[0092] Under a nitrogen atmosphere, an oven dried three
neck flask was charged with a magnetic stir bar, 2-(3-(3-
bromophenoxy)phenoxy) (10 mmol), and 2-(tripropylstan-
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nyD)pyridine (10 mmol). Dry toluene (100 mL) was added and
bubbled with nitrogen for 20 minutes before Tetrakis(triph-
enylphosphine)palladium(0) (0.5 mmol) was added, bubbled
10 minutes further, and brought to reflux for 2 days. After
cooling, the contents of the flask were filtered, the liquid
reduced by rotary evaporation, and the resulting o1l was puri-
fied by column chromatography using DCM over silica to
yield the pure product 2-(3-(3-(pyridin-2-yl)phenoxy)phe-
noxy )pyridine with a 65% yield. '"HNMR (CDCl,): 6.84 (vt,
1H), 6.85-6.89 (m, 2H), 6.91 (d, 1H), 6.98 (dd, 1H), 7.11 (dd,
1H),7.24 (dd, 1H), 7.34 (vt, 1H), 7.44 (vt, 1H), 7.66-7.78 (m,
SH), 8.19 (dd, 1H), 8.67 (dd, 1H).

Synthesis of [2-(3-(pyridin-2-yl)phenoxy)-6-(pyri-
din-2-yloxy)phenyl|Pd(II)

10093]

[0094] A muxture of 2-(3-(3-(pyridin-2-yl)phenoxy)phe-
noxy )pyridine (1 mmol), K,PdCl, (1 mmol), and acetic acid
(10 mL) was refluxed for 3 days. The mixture was allowed to
cool to room temperature. The resulting white complex was
filtered oif and washed with H,O, MeOH, and Et,O, and dried
under vacuum to 2-(3-(pyridin-2-yl)phenoxy)-6-(pyridin-2-
yloxy)phenyl|Pd(II). The product was purified by sublima-
tion for further testing.

What 1s claimed 1s:

1. A compound represented by the formula:

R (R2 )2

Y

YZE? YZC /YM

Y

Y a (Ylb)ﬂ
3d, 3b |
K f Y4c1
n ,.- ”
YSe YS:: Y\a},g: \‘.\Y%
Y~ )

wherein each R" and R* in (R"), and (R*), independently
represents hydrogen, optionally substituted C, -C,, alkyl,
halogen, hydroxyl, amino, nitro, or thiol;

R> represents methyl, ethyl, propyl, or butyl;

Y'“ represents O, S, NR**, wherein R** represents option-
ally substituted C,-C,, alkyl; Si(R*?*).,, wherein each R**
in (R*”), independently represents optionally substi-
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tuted C,-C,, alkyl; or C(R*),, wherein each R**in (R*9),
represents hydrogen or optionally substituted C,-C,
alkyl;

n 1s an mteger 0 or 1;

Y'?, when present, represents O, S, NR>%, wherein R>“
represents optionally substituted C,-C,, alkyl; Si(R>%).,
wherein each R>” in (R>”), independently represents
optionally substituted C,-C, alkyl; or C(R>9),, wherein
each R’ in (R>°), represents hydrogen or optionally
substituted C, -C, alkyl;

each of Y%, Y*?,Y>°, and Y*? independently represents N,
NR®“, or CR®?, wherein each of R®* and R°®” indepen-
dently represents hydrogen, optionally substituted
C,-C, alkyl, halogen, hydroxyl, amino, nitro, or thiol;

each of Y3¢, YBE’,, Y3 YM,, Y3e y4a Y4bj Y4 and v4d
independently represents N, O, S, NR°%, CR®?, wherein
each of R°? and R°” independently represents hydrogen
or optionally substituted C,-C, alkyl; or Z(R°9),,
wherein Z is C or Si, and wherein each R°° in (R*9),
independently represents hydrogen or optionally substi-
tuted C, -C, alkyl;

wherein m 1s an 1mteger 1 or 2;
wherein the open dotted circle

indicates partial or full unsaturation of the ring with which 1t
1S associated:

provided that if m is 1, each of Y** and Y*? is CH and each
of Y?? and Y*“ is N, then at least one of Y*%, Y*?, Y>%, or
Y>“ is not N and

provided thatifnis 0, mis 2, each of Y*“and Y>“is CH, and
each of Y22 and Y?¢ is N, then at least one of Y>? or Y>¢
1s not N.

2. The compound of claim 1, which is represented by the
formula:

YE.:: YEE} YEr:'

I 7< 1

3. The compound of claim 1, which 1s represented by the
formula:

YZEI /Y,Eb YEC /YZd

-~
py \
KB&' YSE} Y4d /7
Y3€ — Y3E Y4r:
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4. The compound of claim 1, which 1s represented by the

formula:

YZ-:I / YZ b Y2r: YZd
.-#‘ /

ZaN /\ N

Y3d YSE}

\_ /
Y3r: Y4r:

5. The compound of claim 1, which 1s represented by the
formula:

\‘/ YZC /de or YZ{I /YZE? szC / YE-:I'
y A / vl

YSE} Y3d Y3b
\; // Y4a'/\ b \——/

6. The compound of claim 1, which is represented by the
formula:

Yzﬁ/ai ,Yzf\ v
Y3ﬂ / \ Y4ﬂ

WA

7. An organic light-emitting diode (OLED) comprising, as
an emissive material, a compound represented by the for-
mula:

R, (R%),

DY

\( N Ykﬁ/‘fzd
Y / (Yl%ﬁ-

Y3d* . Y3b

\ L/ Y ’

4
Y3€_ Y3f3 v{ld
‘F/);

wherein each R' and R* in (R"), and (R*), independently
represents hydrogen, optionally substituted C, -C, alkyl,
halogen, hydroxyl, amino, nitro, or thiol;

R> represents methyl, ethyl, propyl, or butyl;

Y'“ represents O, S, NR**, wherein R** represents option-
ally substituted C,-C,, alkyl; Si(R*?*).,, wherein each R**

in (R*”), independently represents optionally substi-
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tuted C,-C,, alkyl; or C(R*),, wherein each R**in (R*9),
represents hydrogen or optionally substituted C,-C,
alkyl;

n 1s an iteger O or 1;

Y*'?, when present, represents O, S, NR>“, wherein R>“
represents optionally substituted C,-C,, alkyl; Si(R>%),,
wherein each R>” in (R°”), independently represents
optionally substituted C,-C, alkyl; or C(R>9),, wherein
each R>¢ in (R>9), represents hydrogen or optionally
substituted C,-C, alkyl;

each of Y24, Y**,Y*°, and Y*¢ independently represents N,
NR®?, or CR®”, wherein each of R®* and R®” indepen-
dently represents hydrogen, optionally substituted
C,-C, alkyl, halogen, hydroxyl, amino, nitro, or thiol;

each of Y3aj YBE}! YB’:, Y3d,, YBE! Y4a.j Y%,, Y4E,, and Y4
independently represents N, O, S, NR°4, CR®?, wherein
each of R® and R°” independently represents hydrogen
or optionally substituted C,-C, alkyl; or Z(R°°),,
wherein Z is C or Si, and wherein each R° in (R®9),
independently represents hydrogen or optionally substi-
tuted C, -C, alkyl;

wherein m 1s an integer 1 or 2;
wherein the open dotted circle

indicates partial or full unsaturation of the ring with which 1t
1S assoclated;
provided that if m is 1, each of Y*% and Y*? is CH and each
of Y22 and Y*¢ is N, then at least one of Y*%, Y*?, Y%, or
Y>% is not N and
provided thatif n is 0, m is 2, each of Y** and Y*¢ is CH, and
each of Y*? and Y*¢ is N, then at least one of Y>? or Y°¢ is not
N.
8. An organic photovoltaic device comprising, as a donor or
acceptor material, a compound represented by the formula:

(RQQ\ W /(R%
™
s
YZH\{Y?E’\ Y v
/Pd h

R (Y'%),
o v J
\ i / .-'Y\i
y3e—yic vy
Y4C )m
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wherein each R" and R” in (R"), and (R*), independently
represents hydrogen, optionally substituted C,-C, alkyl,
halogen, hydroxyl, amino, nitro, or thiol;

R represents methyl, ethyl, propyl, or butyl;

Y'“ represents O, S, NR**, wherein R** represents option-
ally substituted C,-C, alkyl; Si(R*”),, wherein each R*”
in (R*”), independently represents optionally substi-
tuted C, -C,, alkyl; or C(R*°),, wherein each R* in (R*9),
represents hydrogen or optionally substituted C,-C,

alkyl;

n 1s an integer O or 1;

Y'?, when present, represents O, S, NR>“, wherein R>“
represents optionally substituted C,-C,, alkyl; Si(R>”).,
wherein each R>” in (R”), independently represents
optionally substituted C,-C, alkyl; or C(R>),, wherein
each R°° in (R>°), represents hydrogen or optionally
substituted C,-C, alkyl;

each of Y%, Y>?,Y*", and Y*“ independently represents N,
NR®“, or CR®?, wherein each of R®* and R®” indepen-

dently represents hydrogen, optionally substituted
C,-C, alkyl, halogen, hydroxyl, amino, nitro, or thiol;

each of Ysaj YBbj YSE, YSd,, YSej Y:h:zj Y%, Y4'3,, and Y3
independently represents N, O, S, NR°, CR®?, wherein
each of R°? and R°” independently represents hydrogen
or optionally substituted C,-C, alkyl; or Z(R°9).,
wherein Z is C or Si, and wherein each R°¢ in (R®9),

independently represents hydrogen or optionally substi-
tuted C,-C, alkyl;

wherein m 1s an 1iteger 1 or 2;

wherein the open dotted circle

indicates partial or full unsaturation of the ring with which 1t
1S associlated;

provided that if m is 1, each of Y*“ and Y*“ is CH and each
of Y*? and Y>“is N, then at least one of Y**, Y**, Y%, or
Y>“ is not N and

provided that if n is 0, m is 2, each of Y** and Y% is CH, and
each of Y22 and Y*¢ is N, then at least one of Y>? or Y°° is not
N.



	Front Page
	Drawings
	Specification
	Claims

