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A Remarkable Ligand Orientational Effect in Osmium-Atom-Induced Blue
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Abstract: A new series of Os"-based
carbonyl complexes cis(CO),trans-
(NpyNyy).cis(N,N,)-[Os(CO),(bptz),]
), cis(CO),cis(N,,N, ) trans(N,,,N,,)-
[Os(bptz),(CO),] (2), and cis(CO),-
trans(N,,,N,,,).cis(N,,,N,,)-[Os(CO),-
(fptz),] (3), where bptz and fptz denote
3-tert-butyl-5-(2-pyridyl)- and = 3-tri-
fluoromethyl-5-(2-pyridyl)-1,2,4-triazo-
late, respectively, have been designed

were observed. Complex 1 exhibits
strong phosphorescence in CH;CN
(®,~0.47) and as a single crystal at
room temperature, whereas complex 2
is nearly nonemissive under similar
conditions. The associated relaxation
dynamics have been comprehensively
investigated by spectroscopic and re-
laxation dynamics as well as by theo-
retical approaches. Our results lead us

¥,*lbl Yung-Liang Tung,'! Shin-Wun Lee,

[c]

to the conclusion that for complex 2,
the “loose bolt” effect of metal-ligand
bonding interactions plays a crucial
role in the fast radiationless deactiva-
tion of this type of geometrical isomer.
Fine adjustment can also be achieved
by functionalizing the ligands so that
the electron-withdrawing nature of the
CF; group in 3 stabilizes the HOMO of
the triazolate moiety, thus moving the

and synthesized in an effort to achieve
high efficiency, room-temperature blue
phosphorescence. Although 1 and 2 are
geometric isomers, remarkably differ-
ent excited-state relaxation pathways

Keywords:
osmium

Introduction

Recently, strong phosphorescent organometallic compounds
have been intensively investigated because of their potential
applications in organic light-emitting devices (OLEDs),
solar energy conversion,!! photoreduction” and oxygen
sensing.’! These materials, such as square-planar d® com-
plexes of Pt"™ and Au"" and octahedral d® complexes of
Rel ™ Os" 11" 1 and Pt'"Y®! jons, commonly exhibit superi-
or long excited-state lifetimes and high luminescence effi-
ciencies. Spin—orbit coupling, which is enhanced by the pres-
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emission further into the pure “blue”
region; this results in highly efficient
phosphorescence and renders 3 particu-
larly attractive for application in blue
OLED devices.

ligands

ence of heavy-metal ions incorporated at the core of these
complexes, results in highly efficient intersystem crossing, as
well as the breakdown of the spin-forbidden nature of phos-
phorescence.' In addition, the stronger ligand field
strength expected for these third-row elements makes the
metal-centered d-d transitions relatively inaccessible from
the lowest emitting state, so that the competing radiationless
deactivation process may no longer play a crucial role in
quenching the emission.'"! As a result, much stronger room-
temperature phosphorescence is normally observed in both
the liquid and solid states.

In view of their potential applications in OLED devices,
efforts have been made to design and synthesize phosphor-
escent metal complexes that show all three primary colors in
the full-color display. On the one hand, the synthesis of a va-
riety of green-emitting complexes has been quite successful,
and many exquisite results have been documented.” On
the other hand, despite the intrinsic obstacle of rapid nonra-
diative deactivation due to the smaller energy gap,’” red-
emitting phosphorescent complexes have recently become
accessible through the incorporation of more rigid polyaro-
matic chromophores into the ligands as well as phenyl or
other highly conjugated ancillary groups that extend the
triplet-state lifetime.' In an effort to achieve a full-color
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display, researchers have recently turned their attention to
the design of potentially blue-emitting metal complexes.['”]
This goal, however, has been even more difficult to achieve.
One major challenge lies in the selection of suitable chelate
ligands to produce complexes with sufficiently large intra-
ligand (IL) n—n* and metal-ligand charge transfer (MLCT)
energy gaps. Such an approach might be expected to lead to
a closer proximity between IL (or MLCT) and metal-cen-
tered dd states (or ligand field (LF) states), which would
induce an efficient radiationless decay pathway. A potential
strategy for circumventing this obstacle would be to ensure
the presence of a large crystal-field stabilization energy so
that the metal-centered dd states are well above the desig-
nated IL (or MLCT) emitting states.""! Thus, subtlety in the
selection of the third-row metal element as well as the ancil-
lary ligands is necessary to ensure that the relative energy
levels of the various states (e.g. intra-ligand (IL) o™,
MLCT and metal dd) can be fine-tuned to maximize the ef-
ficiency of the blue phosphorescence. To achieve this goal
attempts have been made to design polynuclear nitrogen
heterocycles with the appropriate electronic properties,!'®
and to employ third-row transition metals to strengthen the
metal-ligand bonding interactions.

Herein, we demonstrate the synthesis and characterization
of a series of new osmium carbonyl complexes 1-3, which
contain a specially tailored chelating ligand, (2-pyridyl)tri-
azole (Scheme 1), by reactions with [Os;(CO);,]. This syn-
thetic route is similar to the one we previously used for the
synthesis of pyrazole complexes."”) In addition to the ad-
vantage of an even larger HOMO-LUMO (m—mt*) energy
gap relative to that of (2-pyridyl)pyrazole, the (2-pyridyl)-
triazolate ligand is an asymmetric chelate ligand. The use of
such asymmetric ligands should, in the absence of structural
stereoselectivity, give two or even more isomers from a
single synthetic manipulation. Accordingly, geometric iso-
mers of 1 and 2 were obtained from the condensation of
[Os;(CO),]  and  3-fert-butyl-5-(2-pyridyl)-1,2,4-triazole
(bptz)H. Remarkably, these isomers exhibit drastically dif-
ferent photophysical properties. In contrast, the related
complex 3 was isolated as a single isomer from the respec-
tive reaction using the CF;-substituted triazole (fptz)H. This
molecule exhibits the best saturated blue phosphorescence
of all of these derivatives. A detailed relaxation mechanism
for this phosphorescence was probed in this study. These re-
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Scheme 1. Schematic structural drawings of complexes 1, 2, and 3.
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sults, in combination with structural information determined
by X-ray diffraction analysis coupled with theoretical calcu-
lations, demonstrate the importance of the interplay be-
tween the various lower-lying excited states in optimizing
both the peak wavelength and the quantum efficiency of
these third-row transition-metal complexes.

Results

Preparation and spectroscopic characterization: Analogous-
ly to the previously reported reaction involving 3-trifluoro-
methyl-5-(2-pyridyl)pyrazole,l'”’ the corresponding triazole
ligand, (fptz)H, readily reacted with [Os;(CO),,] to afford
the highly emissive [Os(CO),(fptz),] (3) as the only isolable
product. Characterization of 3 was achieved by spectroscop-
ic methods (see the Experimental Section). It was assumed
that complex 3 is isostructural with the pyrazolate analogue
[0s(CO),(pypz).],'™ in which both the pyridyl nitrogen
atom (N,,) and the nearby nitrogen atom of the triazolate
fragment coordinate to the central metal atom to form the
expected five-membered C,N,Os ring system.

A similar synthetic route was applied to the related fert-
butyl-substituted triazole. In contrast to the previous results,
two complexes with identical stoichiometry were observed.
This is evident from the electron impact MS analysis, which
showed the molecular ion at m/z 651 and the daughter peak
due to the simultaneous loss of two carbonyl ligands at m/z
591. Separation of these osmium complexes was achieved by
using their marked differences of solubility in acetone, in
which the less soluble isomer [Os(CO),(bptz),] (1) can be
readily obtained as a crystalline solid, while the second
product [Os(bptz),(CO),] (2) was isolated by repeated ex-
traction and slow diffusion of hexane vapor into the saturat-
ed acetone solution at room temperature.

The isomerization of complexes 1 and 2 was slow even at
elevated temperatures. This was confirmed by heating crys-
talline samples of either 1 or 2 to 185°C for a period of
three days. Complex 1 exhibited a much greater thermal sta-
bility under these extreme conditions, with about 75% of
the starting material being recovered. Conversely, complex 2
underwent severe decomposition, affording only about 30 %
of recovered 2 together with a negligible amount of 1. When
analogous reactions were conducted in hexane solution in a

stainless steel autoclave (185°C,
3 days), even greater amounts
of decomposition were ob-
~ served for 1 (>50%) and 2

= N (>80%). Nevertheless, the inter-

N - —CF, conversion between complexes

e ‘ N~ 1 and 2 was again negligible in
oc / Or\ N both of these experiments.

Structural characterization:
Single-crystal X-ray diffraction
studies were carried out to re-
solve the exact molecular struc-
3 tures of complexes 1 and 2
(Table 1). Bond lengths and
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Table 1. Crystal data and structure refinement parameters for complexes 1 and 2.

An X-ray structural charac-

Complex 1 2 terization of 2 was conducted to
empirical formula C,H,sN;0,0s C,,H,(N;0,0s-0.5 C;H,O reveal the structural differences
formula weight 648.73 677.77 between compounds 1 and 2.
diffractometer Bruker Smart ApexCCD Nonius KappaCCD An ORTEP diagram, together
temperature [K] 29_5(,2), 150(1) . with the atom-numbering
crystal system triclinic monoclinic . . .
space group Pl P2,/n S(?heme, is illustrated in
a[A] 9.9562(4) 9.2101(1) Figure 2, and selected bond
b [A] 10.1502(4) 23.0476(3) lengths and angles are listed in
c[A] 14.5424(6) 13.3190(2) Table 3. The orientation of the
[ 82.404(1) ligands around the osmium
B 73.950(1) 107.9669(8) gands  around  th :

7 [°] 65.429(1) atom in 2 is distinctively differ-
volume [A’], Z 1284.19(9), 2 2689.36(6), 4 ent from that in 1. First of all,
Peica [Mgm ] | 1.678 1.674 the pyridyl-nitrogen atoms N1
;lz(s)(c;g;non coefficient [mm™'] 2.30601 411.373862 an d. NS are nNow locate. d at. the
crystal size [mm’] 0.40x0.30x0.30 033x0.25x0.25 positions trans to the cis-orient-
26 [°] 221-27.50 1.77-27.50 ed carbonyl ligands. Whereas
reflections collected 20922 27283 altering the ligand orientation
;‘?ef;“dent reflections 318;06 810‘?46 has a negligible effect on the

m U3 B .

no. data/restraints/parameters 5885/0/344 6168/1/323 chelate bite angles (cf. XNI-
goodness-of-fit on F° 1.068 1.183 Os-N2 77.0(2) and ¥N5-Os-N6

final R indices [/>20([)]
R indices (all data)

largest difference peak/hole [e A3

R, =0.0203, wR,=0.0493
R,=0.0221, wR,=0.0502
0.783/—0.908

R, =0.0403, wR,=0.1075
R,=0.0589, wR,=0.1238
1.829/—1.642

76.9(2)°) the pyridine—osmium
dative bonding interaction ap-
pears to be substantially

Table 2. Selected bond lengths [A] and angles [°] for complex 1.

0s—N1 2.108(2) Os—N2 2.071(2)
0s—N5 2.110(2) 0s—N6 2.072(2)
0s—C1 1.878(3) 0s—C2 1.894(3)
01-Cl1 1.136(4) 02-C2 1.131(4)
N2-N3 1.362(3) N2-C8 1.322(3)
N3-C9 1.332(4) N4—C8 1.333(4)
N4—C9 1.345(4)

N1-Os-N2 77.19(9) N5-Os-N6 77.13(9)
N1-Os-N5 164.01(9) N2-Os-C2 172.12(11)
N6-0s-C1 172.27(12)

angles of complex 2 are listed in Table 2. As depicted in
Figure 1, the structure of 1 has an octahedral coordination
around the osmium atom. The 2-pyridyltriazolate ligands
form five-membered chelate rings with the pyridyl nitrogen
atoms N1 and N5 located in the trans positions, while the cis
carbonyl ligands occupy the sites trans to the triazolate ni-
trogen atoms N2 and N6, which are arranged in a cis(N,N)
fashion. The pairs of donor ligands CO, and atoms N, and
N,, define the observed cis-trans-cis conformation. In terms
of coordination geometry, the major deviation from a per-
fect octahedral coordination is caused by the smaller bite
angles observed for the 2-pyridyltriazolate chelates (¥ NI1-
0s-N2 77.19(9) and XN5-Os-N6 77.13(9)°). Moreover, the
triazolate nitrogen atoms seem to possess a slightly stronger
donor interaction with the Os™ center than the 2-pyridyl ni-
trogen atoms. This viewpoint is supported by the Os—N(tz)
distances (Os—N2 2.071(2) and Os—N6 2.072(2) A) being
significantly shorter than the Os—N(py) distances (Os—N1
2.108(2) and Os—N5 2.110(2) A]. Nevertheless, both sets of
distances are slightly longer than the Os—N distances of
2.036-2.076 A observed in related complexes, such as [Os-
(bpy)»(C(NCMe)][PE,] and [Os(bpy)s][PF,],"

Chem. Eur. J. 2004, 10, 6255 —-6264 www.chemeurj.org
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Figure 1. Molecular structure of complex 1 (ORTEP diagram with ther-
mal ellipsoids shown at the 30% probability level; the methyl groups of
the tert-butyl substituent on the triazolate fragments have been removed
for clarity).

weaker, as is evident from the Os—N(py) distances (Os—N1
2.152(5) and Os—N5 2.166(5) A), which are the longest ever
observed for closely related osmium complexes. Moreover,
the Os—N(triazolate) distances in 2 (Os—N2 2.046(4) and
Os—N6 2.067(4) A), in which the triazolate ligands are trans
to one another, are slightly shorter than those in 1 (Os—N2
2.071(2) and Os—N6 2.072(2) A), in which these ligands are
trans to CO. These differences can be rationalized in terms
of the relative donor-acceptor properties of the nitrogen li-
gands and their competition with CO, which is known to be
a strong m acceptor. The very long Os—N(pyridine) distances
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Figure 2. Molecular structure of complex 2 (ORTEP diagram with ther-
mal ellipsoids shown at the 30% probability level; the methyl groups of
the tert-butyl substituent on the triazolate fragments have been removed
for clarity).

Table 3. Selected bond lengths [A] and angles [°] for complex 2.

Os—N1 2.152(5) Os—N2 2.046(4)
Os—N5 2.166(5) 0s—N6 2.067(4)
0s—Cl 1.901(7) 0s—C2 1.875(7)
01-Cl 1.122(8) 02-C2 1.129(8)
N2-N3 1.364(6) N2-C8 1.338(7)
N3-C9 1.339(6) N4—C8 1.335(7)
N4—C9 1.349(7)

N1-Os-N2 77.0(2) N5-Os-N6 76.9(2)
N2-Os-N6 161.6(2) N1-Os-C2 173.8(2)
N5-Os-C1 174.2(2)

in 2 (trans to CO) suggest that the pyridine ligands are
poorer o donors and/or w acceptors than the triazolate li-
gands (trans to CO) in 1. This is also consistent with the
known higher mt* energy level of the pyridyl fragment rela-
tive to the triazolate, which should render the pyridyl group
a poorer 1 acceptor. In addition, the triazolate ligand is neg-
atively charged whereas the pyridine group is a neutral
donor. This suggests that the triazolate should be a stronger
o donor than pyridine, which is again consistent with the
bond length data. Finally, we note that in the IR spectra of
both 1 and 2 there are two sharp v(CO) bands, the frequen-
cies of which are higher in the spectrum of 2 (2050 and
1982 cm™') than in that of 1 (2041, 1970 cm™'), which con-
firms there is less m-backbonding to CO in 2. These stereo-
chemical and bonding differences between 1 and 2 are un-
doubtedly responsible for the remarkable photophysical and
photochemical properties of these compounds which are de-
scribed below.

Photophysical and photochemical properties: Figure 3 shows
the UV/Vis absorption and emission spectra of complexes 1,
2, and 3 in acetonitrile. In general, the dominant absorption
band in the spectral region of 225-280 nm, for which ¢
values at the absorption maxima were calculated to be
>10*m'em™, is attributed to the local 'm—m* transition of
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Figure 3. UV/Vis absorption (-m-) and emission (-0-) spectra of a) com-
plex 1, b) 2, and c) 3 in CH;CN. The trace (-A-) denotes the emission
spectra obtained from the single crystals at room temperature.

the pyridine and/or triazolate fragment. The broad, struc-
tureless band at ~310-340 nm for 1-3 can be assigned to a
triazolate-to-pyridine intra-ligand m—n* transition, a fact
which is firmly supported by theoretical calculations. Note
also that the 320-330 nm band spectrally resembles that of
the deprotonated free ligand, that is, bptz or fptz. Moreover,
the absorption profile for complexes 1-3 at 1>340nm is
mainly due to the metal-ligand charge transfer in the singlet
state ("MLCT), which is otherwise absent in the deprotonat-
ed ligand. Further insights into the subtle differences be-
tween 1 and 2 will be elaborated in the following sections.
Although an effective enhancement of the spin—orbit cou-
pling by the osmium atom is expected, absorption features
associated with the *MLCT and intra-ligand *m—m* bands
could not be resolved from that of the singlet states. Finally,
the introduction of the electron-withdrawing CF; group
onto the electron-rich triazolate moiety of compound 3 sta-
bilizes the ligand’s HOMO so that the intra-ligand m—*
band undergoes a hypsochromic shift of ~3075 cm™ relative
to that of 1 or 2.

The emission spectrum of compound 1 is depicted in
Figure 3. Despite the diffusive intra-ligand m—n* absorption
band, the corresponding emission spectrum exhibits a dis-
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tinct vibronic feature, with peak maxima at ~455, 480, and
507 nm in CH;CN at 298 K. The luminescence intensity is
linearly proportional to the increase in concentration, ruling
out a possible association with any high-order aggregation.
That the entire emission band originates from a common
ground-state species is ascertained by the same fluorescence
excitation spectra throughout the monitored wavelengths of
450-600 nm. The excitation spectra, within experimental
error, are also effectively identical to the absorption spec-
trum, indicating that the entire emission results from a
common Franck—Condon excited state. Comparison of the
corresponding absorption and emission spectra of 1 elicits
several remarks. First of all, there is a significantly large
energy gap of about 4000 cm™!' for the 0-0 vibronic onsets
between the absorption of the singlet state and the emission
bands. In comparison, the deprotonated bptzH ligand exhib-
its a fluorescence band maximized at ~320 nm, in which the
0-0 onset overlaps well with that of the intra-ligand m—m*
absorption band. Secondly, the Stokes shift, defined as the
peak-to-peak frequency between absorption (singlet m—m*
transition) and emission, is as large as 8000 cm™'. The emis-
sion peak wavelength is nearly solvent-polarity independent,
with a slightly hypsochromic shift from 478 nm in cyclohex-
ane to 480 nm in CH;CN. Thus, the possibility of the emis-
sion being associated with a large solvent dipolar relaxation
can also be eliminated.!"”

The emission intensity, as well as the corresponding relax-
ation dynamics for complex 1, is strongly quenched by
oxygen. Under oxygen-free conditions, the quantum effi-
ciency of the 480 nm emission in CH;CN was measured to
be as high as 0.42, with a lifetime of 39.9 ns (Table 4). By
aerating the solution the quantum efficiency and lifetime
were drastically reduced to 2x 107> and 218 ps, respectively.
The plot of relaxation dynamics versus O, concentration re-
veals a straight line (not shown here). Accordingly, the O,
quenching rate constant was deduced to be 2.4x10° m's™,
which is nearly 1/9 of the diffusion-controlled rate in
CH;CN, consistent with a quenching mechanism that incor-
porates collision-induced triplet—triplet energy transfer.!””)
This result, in combination with the steady-state resolved
large 0-0 splitting and vibronic progression feature, leads us
to conclude that the emission from complex 1 mainly origi-
nates from a triplet m—smt* transition in the cyclometalated
complexes.”™ No fluorescence that could be attributed to
either intra-ligand 'm-n* or 'MLCT fluorescence was re-
solved, which indicates an ultrafast rate for the osmium-en-
hanced intersystem-crossing process.

Table 4. The photophysical properties of the osmium complexes at room temperature.?!

Remarkable differences in the emission properties were
observed for 2. In contrast to 1 with its highly efficient phos-
phorescence, complex 2 is nearly nonemissive at room tem-
perature in CH;CN. The emission quantum efficiency was
measured to be as low as 4.6x10™* in degassed CH;CN at
298 K. Intriguingly, despite the drastic dissimilarity in the
emission intensity, the phosphorescence of 2 possesses simi-
lar vibronic spectral features to that of 1, with the peak
maxima being red-shifted by only about 3-5nm (see
Figure 3). The weak phosphorescence intensity also corre-
lates well with the observed fast relaxation dynamics; the
lifetime of the phosphorescence for 2 was measured to be as
short as 26.3 ns in CH;CN. Quenching by O, is thus negligi-
ble owing to the fast nonradiative decay rate, as indicated
by the nearly unchanged emission intensity and relaxation
dynamics before and after aeration. Note that although the
rate of intersystem crossing is very fast, as indicated by the
system-response-limited rising component of the phosphor-
escence (<200 ps), a small but non-negligible fluorescence
shoulder (A,,,,~420 nm, 7; <200 ps) could be resolved in 2
(see Figure 3b).

Temperature-dependent studies were performed to gain
further insights into the deactivation mechanism for com-
plex 2. As shown in Figure 4, the phosphorescence was
strongly temperature dependent. The quantum yield in-
creased from 4.6x107* at 298 K to about 0.40 at 150 K and
remained constant at lower temperatures. The results ob-
tained under steady-state conditions were further compared

1.004
-~ -40 x
> 30 =
< 0754 |-20°C
2 -10
[723 X -,
c 10 >
3 33 36 39 42
£ 0.504 |22 3
= 1/Tx10
c
S
2 0251
g )
im)
0.00+

400 450 500 550 600 650
Wavelength (nm)

Figure 4. The temperature dependent emission spectra of complex 2.
Insert: The linear graphical plot of Ink versus 1/7, where k=

(o))

with the temperature-depend-
ent relaxation dynamics. The

Ampax [nm] Ao [nm] Dcrarea Pycgassed Tacrated Tugsed  lifetime of the phosphorescence

1 250, 333 455, 480, 507 2.31x1073 42x107! 218 ns 399us  of complex 2 followed the

(456, 482, 512, 551) (424 ps) steady-state pattern, increasing

2 240, 276, 340 460, 483, 515 2.93%x107* 46x107* 21.7 ns 26.3 ns ionifi i f 26.3 t
(410, 445, 472, 503, 527, 570) (88.7 ns) sighiticantly trom — 26.5ns - a

(6.9 ps)l 298K to as long as 34 pus at

3 243, 307 420, 446, 468 9.56x 1072 2.33x107! 860 ns 2.88us 150 K. By assuming a tempera-
(418, 443, 475, 500) (4.5 ps) ture-independent radiative

[a] Data for the single-crystal samples are listed in parentheses. [b] At 77 K.
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phorescence, the observed temperature-dependent decay
rate k,, can be expressed by Equation (1), where k. (T) rep-
resents the temperature-dependent nonradiative deactiva-
tion rate, and k,, denotes the temperature-independent radi-
ationless decay rate constant, possibly involving intersystem
crossing, and so on. Accordingly, the measured quantum
yield can be deduced by Equation (2).

kobs = kr + knr + knr(T) (1)
ke
o =K+ ey + Ko (T) @)

The temperature-dependent radiationless decay rate con-
stant k,(T) can be expressed as an Arrhenius-type thermally
deactivated pathway by Equation (3), which can then be
substituted into Equation (2) to obtain Equation (4).

e (T) = Ae™5/%7 (3)

1 Ko B E,
1n{(57177r>k,}_1nA7RT (4)

p

As indicated by steady-state and time-resolved measure-
ments, the lifetime and intensity of the emission at <150 K
are nearly temperature independent. Thus k., (7) is assumed
to be negligible, and @, expressed in Equation (2) can be
simplified to Equation (5), which was measured to be about
0.40 at 150 K. On the other hand, k,, was determined to be
2.97x10*s™! at 150 K. Accordingly k, and k,, were deduced
to be 1.21x10* and 1.76x10*s™!, respectively. Having deter-
mined all the parameters, the plot of Equation (4) reveals a
straight line and E, was deduced to be 7.64 kcalmol ' with a
frequency factor A of 7.24x10"s™! (see insert of Figure 4).

ki
RS ®)
Similar emission trends were observed for the single crys-
tals of complexes 1 and 2, with the intensity of the phos-
phorescence of 2 about 140-fold lower than that of 1. These
results indicate that the large amplitude motions™! do not
trigger the radiationless deactivation in 2. Both the intensity
and the relaxation dynamics of the phosphorescence of 2
also revealed a strong temperature dependence; the lifetime
increased from 88.7 ns at 298 K to 6.9 us at 77 K. Interest-
ingly, although the spectral features for 1 and 2 are similar
in solution, they are notably different in the single crystal;
the emission of 1 is broader and red-shifted compared with
that of 2 (see Figure 3 for comparison). The results imply
that 1 and 2 may be subject to different crystal-packing envi-
ronments, which perturbs both the ground and electronically
excited states to various degrees. This viewpoint is support-
ed by the fact that 1 and 2 crystallize in different space
groups, P1. and P2,/n, respectively, in the solid state (see
Table 1).

In another approach, the possible deactivation through
photoinduced 2—1 isomerization was investigated by pho-
tolysis. When complex 2 was irradiated by using the third
harmonic (355 nm) of the Nd:YAG laser (~0.12 mJ pulse ™,
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0.6 cm beam diameter), certain photochemical reactions
took place, as indicated by the decrease in the intensity of
the 340 nm absorption band and the growth of a new
shoulder at A,,,~420 nm (Figure 5). During the photolysis

—a— 0 min

Absorbance

-0.1 T T T T T T T 1
250 275 300 325 350 375 400 425 450

Wavelength (nm)

Figure 5. The time-dependent absorption spectra of complex 2 upon pho-
tolysis with a 355 nm laser beam (10 Hz repetition rate, see text for de-
tails).

of 2, we observed neither characteristic absorption bands
nor the time-dependent increase of the 480 nm phosphores-
cence ascribed to complex 1. Therefore, it seems very un-
likely that 2—1 isomerization occurs upon photolysis.
Knowing the time-dependent absorbance change of 2 at
355 nm, the photon flux of the laser and the irradiated
volume in the photolysis experiment, we estimated the yield
of the photoreaction of 2 to be ~5x10~*, which is negligible
in comparison to the >99% quenching efficiency of the
emission. Accordingly, photochemical reactions, especially
in steady-state conditions, should be a very minor channel
and thus cannot account for the dominant radiationless de-
activation in complex 2. In contrast, under identical photoly-
sis conditions, similar photochemical reactions did not take
place in complex 1, as indicated by the insignificant changes
in its absorbance and spectral features. Apparently, the
structural differences and the associated bonding play a cru-
cial role in determining the photochemical reactivity. We
thus suspect that one plausible reaction channel for the radi-
ationless deactivation in complex 2 may involve the weaken-
ing of either the metal-pyridine or the metal-CO interac-
tion; the latter is more likely as this would commonly lead
to decomposition after prolonged irradiation. As discussed
in the following section, the associated shallow metal-ligand
(CO or pyridine) potential energy surface plays a key role
in the dominant radiationless transition.

Discussion

To explain the above results, we propose that certain excited
states exist that, after being populated, are channeled into
radiationless deactivation pathways. One plausible candidate
should be the metal-centered d-d transition (i.e., ligand
field (LF) transition), which normally results in weakening
of the metal-ligand interaction as a result of its anti-bonding
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character and may thus act as an activator for the overall ra-
diationless transition.?? To gain more insight into the differ-
ences in the photophysical properties of 1 and 2, ab initio
calculations (DFT, see Experimental Section) on the corre-
sponding molecular orbitals involved in the transition were
carried out.

For complexes 1 and 2, the features of the two lowest un-
occupied (LUMO and LUMO+1) and the two highest oc-
cupied (HOMO and HOMO-1) frontier orbitals mainly in-
volved in the transition are depicted in Figure 6, while the
descriptions and the energy gap of each transition are listed
in Table 5 and Table 6. Apparently, the electron densities of
the singlet and triplet states for both the HOMO and
HOMO-1 are located largely on the triazolate moiety,
whereas those of the LUMO and LUMO+1, are largely
distributed on the pyridyl moiety, indicating that the lowest
transitions, in part, are m(triazolate)—s*(pyridine) in char-
acter. The lowest triplet states calculated for 1 (453 nm) and
2 (450 nm) are similar in energy, with a difference of as little
as about 0.5kcalmol™!. In contrast, the calculated S-S,

Complex 1 Complex 2

LUMO+1

-". w v

HOMO-1

Figure 6. Selected frontier orbitals of complexes 1 and 2.
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Table 5. The calculated energy levels of the lowest four transitions of
complex 1.

Complex1 A[nm] E[eV] f Assignments

T, 4533 273 ~0 HOMO —-LUMO +1 (+63%)
HOMO-1-LUMO+1 (+19%)
HOMO—LUMO (+13%)
HOMO —»LUMO +3 (+7%)

T, 4468 277 ~0 HOMO-1—LUMO (+57%)
HOMO —LUMO (24 %)
HOMO-1-LUMO +1 (12%)
HOMO-1-LUMO+2 (+7%)

S, 3673 338 0.025 HOMO—LUMO (+94 %)

S, 3614 343 0.0206  HOMO —-LUMO+1 (+84%)

HOMO-1-LUMO+1 (6%)

Table 6. The calculated energy levels of the lowest four transitions in
complex 2.

Complex2 A [nm] E[eV] f

T, 449.8 276 ~0

Assignments

HOMO —»LUMO+1 (+25%)
HOMO-1-LUMO (+25%)
HOMO —LUMO (+28%)
HOMO-1-LUMO +1 (+22%)
HOMO-1-LUMO +1 (+30%)
HOMO —LUMO (18%)
HOMO-1-LUMO (26%)
HOMO —LUMO +1 (+26%)
HOMO —LUMO (+85%)
HOMO-1-LUMO+1 (11%)
0.0047 HOMO—LUMO+1 (+71%)
HOMO-1—LUMO (26%)

T, 3753 33 ~0

S, 374.1 3.31 0.007

S, 3726 333

energy gap of 2 (374 nm) is red-shifted with respect to that
of 1 (367 nm) by 1.62 kcalmol™'. The results not only pre-
cisely predict the energy levels of the lower lying excited
states but are also consistent with a longer Sy—S; peak
wavelength in 2, whereas the phosphorescence exhibits simi-
lar peak wavelengths for 1 and 2 in solution. Therefore, the
theoretical level adopted here is suitable for studying the
photophysical properties of the complexes concerned.

To deduce the possible nonradiative relaxation pathway,
four lowest excited states, including two singlet and two trip-
let states (see Table 5 and Table 6), were examined. For
both complexes 1 and 2, none of these states possess d—d
transition character, which rules out the possibility that dd
excited states serve as a dominant radiationless deactivation
pathway. The strong ligand field strength of the bptz and
CO ligands should account for the inaccessibility of the dd
excited state (vide supra). Although the lowest triplet states
of 1 and 2 have similar energy properties, the associated
frontier orbitals are remarkably different; the HOMO-1 of 1
comprises only s orbitals, while that of 2, similar to the
HOMO, consists of a significant contribution from an Os"
dm orbital and to a lesser extent from CO ligands. Accord-
ingly, a T, configuration in 2 could reasonably be attributed
to a *m-m* transition, mixed to a great extent with the
SMLCT character.” Populating the T, excited state causes a
shift of the electron density from the metal center, CO, and
the triazole to the pyridine moiety, which results in a further
reduction of the already weakened Os—CO and Os—pyridine
bonding interactions in 2 (vide supra). As a result, the po-
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tential energy surface (PES) of T, in complex 2 might be so
shallow that, under extreme conditions, a surface crossing of
the PES between S, and T, is possible (see Figure 7). As

_ISC

8, T,
1

:IC

1 —

< 1% CO elimination

0s-CO or Os-py stretching modes

Figure 7. Energy levels of the lower-lying excited states and the proposed
relaxation pathway for complex 2. ISC: intersystem crossing; IC: internal
conversion; SC: surface crossing. The efficiency of the radiationless relax-
ation and the possible CO elimination is shown according to experimen-
tal results. A barrier of AE~7.6 kcalmol ™' is deduced from the tempera-
ture-dependent study (see text).

shown in Figure 7, and supported by the system-response-
limited fluorescence rising time, upon excitation, fast S;-T,
intersystem crossing (ISC) must take place. It is plausible
that ISC proceeds from S, to T, as a result of their similar
energies (see Table 6), followed by a fast T,—T, internal
conversion (<1ps™). After population equilibrium, 2 can
be thermally activated to certain vibrational levels close to
the section of surface crossing thus enabling radiationless
deactivation through facile metal-ligand bond stretching or
even CO elimination. The experimentally extracted activa-
tion energy of 7.6 kcalmol ' provides a quantitative estimate
of the energy difference between the ground vibrational
level of T, and the surface crossing section. Thus, upon ther-
mal activation, a dominant T,—S, radiationless transition
caused by a “loose bolt” effect might take place.’*”! Further-
more, owing to the shallow PES, a small but non-negligible
portion of this thermal activation might also initiate CO
elimination, as supported by the photolysis experiments.
Nevertheless, the actual PES involved in the nonradiative
process requires further advanced and time-consuming theo-
retical investigation.

Our discovery may allow a parallel to be drawn between
the behavior of tris-cyclometalated iridium complexes, for
which the isolation of two geometrical isomers has also been
documented in the literature.” Structural and spectroscopic
data suggest that the facial isomers have stronger and more
evenly distributed metal-ligand bond interactions, and are
highly emissive in both the fluid and solid states at room
temperature. In contrast, the meridional isomers have much
greater bond length alternations due to differences in the
trans influences of the anionic phenyl moiety and the neu-
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tral nitrogen donors, such as pyridine or pyrazole, and are
significantly less emissive under identical conditions at room
temperature. Naturally, this greater bond strength alterna-
tion of the meridional isomers induces a similar “loose bolt”
effect upon electronic excitation, which is more likely to be
responsible for the rapid radiationless deactivation observed
in this Ir'™ system. Despite this similarity, facile meridional-
to-facial rearrangements were observed within these Ir™ sys-
tems by both thermal and photochemical routes, which is in
sharp contrast to our Os" system. This result supports the
hypothesis that a much greater kinetic barrier has to be
overcome for ligand rearrangement to occur in the Os"
complexes.

Conclusions

In conclusion, the design of a highly efficient blue phosphor-
escence emitter based on a third-row transition metal is a
challenging issue of current interest. In this study, we have
demonstrated that pushing the emission gap towards the
blue requires not only ingenious ligand design but also
subtle consideration of the interference amongst various
low-lying electronic states. Of particular interest is the rela-
tive CO/ligand position in isomers 1 and 2. From both theo-
retical and experimental approaches, our results clearly indi-
cate that complexes 1 and 2, despite being geometric iso-
mers, have completely different relaxation dynamics. Fast
thermal activation from the ground vibration level of the T,
state to the T|—S, crossing section trigger radiationless deac-
tivation via weakening of the metal-ligand bonding interac-
tion and hence drastically reduce the phosphorescent quan-
tum efficiency of 2. Moreover, fine adjustment can also be
achieved by functionalizing the ligands. For example, com-
plex 3 was synthesized by substituting the electron-donating
tert-butyl group with an electron-withdrawing CF; group.
The electron-withdrawing nature of the CF; group stabilizes
the HOMO of the triazolate moiety, and moves the 'mm*
level to a higher energy, as can be seen from the hypsochro-
mic shift in the absorption and corresponding *m—m* phos-
phorescence spectra depicted in Figure 3c. Note that the
short radiative lifetime (2.88 ps) and the pure blue emission
(~450 nm) of complex 3 are promising physical properties
for application in blue OLEDs. Detailed OLED studies will
be published in a separate paper.

Experimental Section

General information and materials: Mass spectra were obtained on a
JEOL SX-102A instrument operating in electron impact (EI) or fast
atom bombardment (FAB) mode. 'H and “C NMR spectra were record-
ed on a Varian Mercury-400 or INOVA-500 instrument; chemical shifts
are quoted with respect to the internal standard tetramethylsilane for
both 'H and “C NMR data. IR spectra were recorded on a Perkin Elmer
2000 spectrometer. Elemental analyses were carried out at the NSC Re-
gional Instrumentation Center at National Chiao Tung University, Hsin-
chu, Taiwan. The chelating ligands, 3-trifluoromethyl-5-(2-pyridyl)-1,2,4-
triazole (fptz)H and 3-fert-butyl-5-(2-pyridyl)-1,2,4-triazole (bptz)H were
prepared according to the methods reported in the literature.’® All reac-
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tions were performed under a nitrogen atmosphere using anhydrous sol-
vents or solvents treated with an appropriate drying reagent.

Synthesis of complexes 1 and 2: A stainless steel autoclave (160 mL) was
charged with 3-fert-butyl-5-(2-pyridyl)-1,2,4-triazole (bptzH, 273 mg,
1.35 mmol), [Os;(CO);,] (200 mg, 0.22 mmol), and hexane (80 mL). The
autoclave was sealed and heated to 180-190°C for three days. The sol-
vent was then removed, and the residue was dissolved in the minimum
amount of acetone. This acetone solution was passed through a short
silica gel column to remove any insoluble material and then concentrated
to about 15 mL. Colorless block-shaped crystals of [Os(CO),(bptz),] (1,
172 mg, 0.19 mmol, 28%) were obtained by cooling the solution to
—20°C. In addition, the acetone supernatant was evaporated to dryness
and the resulting solid residue was purified by recrystallization using a
mixture of acetone and hexane (2:1). Small amounts of block-shaped
crystals of 1 were noted, together with some plate-shaped crystalline ma-
terials. The block-shaped crystalline solid of 1 was collected by filtration,
while the plate-shaped crystals were readily dissolved by a cold acetone
wash. This separation process was repeated twice until all of the block-
shaped crystals were collected, giving an additional 25mg of 1
(0.028 mmol, 4 %). Finally, all of the acetone soluble material was com-
bined and slowly recrystallized by diffusion of gaseous hexane into the
acetone solution to afford the desired plate-shaped material, [Os(bptz),-
(CO),] (2,99 mg, 0.15 mmol, 23 %).

Spectral data of 1: MS (EI, ?Os): m/z: 651 [M™*], 591 [M*-2CO]; IR
(CH,CL,): v=2041 (s), 1970 cm™! (s) (CO); 'H NMR (400 MHz, [DgJace-
tone, 298 K): 6=9.16 (dd, J,;z=6.8, 1.2 Hz; H,,), 8.25 (ddd, Jyz=74,
6.8, 1.2 Hz; Hyy), 8.10 (dd, Jyy=7.4, 1.2 Hz; H,,), 7.55 (ddd, Jyz=6.8,
7.4,12Hz; H,), 1.12 ppm (s, 9H; rBu); elemental analysis calcd (%) for
CyHyNgO,0s: C 44.43, N 17.27, H 4.04; found: C 44.26, N 17.60, H 4.30.
Spectral data of 2: MS (EI, ?Os): m/z: 651 [M*], 591 [M*-2CO]; IR
(CH,CL,): v=2050 (s), 1982 cm™" (s) (CO); 'H NMR (400 MHz, [DqJace-
tone, 298 K): 6=8.11 (ddd, Jyz=7.1, 6.4, 1.2 Hz; H), 849 (d, Jyu=
7.1 Hz; Hy,), 7.38 (ddd, Jy;;=6.4, 7.1, 1.2 Hz; H,), 7.21 (d, Jy;y=6.4 Hz;
H,,), 148ppm (s, 9H; rBu); elemental analysis caled (%) for
Cy,HyNgO,0s: C 44.43, N 17.27, H 4.04; found: C 44.49, N 17.40, H 4.28.
Synthesis of complex 3: 3-Trifluoromethyl-5-(2-pyridyl)-1,2,4-triazole
(298 mg, 1.39 mmol) and finely pulverized [Os;(CO);,] (200 mg,
0.22 mmol) were loaded into a Carius tube (16 mL) and degassed. This
mixture was then sealed under vacuum and placed in an oven maintained
at about 185°C for 3—4 days. The tube was then cooled and opened, and
the content was dissolved in acetone. The insoluble material was filtered
off, the filtrate evaporated to dryness under vacuum, and the residue sub-
limed under reduced pressure (300 mTorr/220°C). The product was crys-
tallized from a mixture of CH,Cl, and hexane, to give 3 as colorless
needle-like crystals (169 mg, 0.25 mmol, 38 %).

Spectral data of 3: MS (EL, ?Os): m/z: 674 [M*], 618 [M*-2CO]. IR
(CH,CL): v=2054 (s), 1986 cm™" (s) (CO); '"H NMR (400 MHz, CDCl,
298 K): 6=9.01 (dd, Jyu=6.7, 0.8 Hz; H,,), 8.32 (dd, Jyu=7.6, 0.8 Hz;
H,,), 8.17 (ddd, Jyy=7.6, 6.7, 0.8 Hz; H,,), 7.51 ppm (ddd, J;;,=6.7, 7.6,
0.8 Hz; H,,); elemental analysis caled (%) for C;sHgFN;O,0s: C 32.15,
N 16.66, H 1.20; found: C 32.02, N 16.87, H 1.53.

Measurements: Single-crystal X-ray diffraction data were measured on a
Nonius Kappa or a Bruker SMART CCD diffractometer using Moy, ra-
diation (1=0.71073 A). Data collection was performed by using the
SMART program. Cell refinement and data reduction were made with
the SAINT program. The structure was determined using the
SHELXTL/PC program and refined by using the full-matrix least-squares
method. All non-hydrogen atoms were refined anisotropically, whereas
hydrogen atoms were placed at the calculated positions and included in
the final stage of the refinements with fixed positional parameters. The
crystallographic refinement parameters of complexes 1 and 2 are sum-
marized in Table 1, and the selective bond lengths and angles of these
complexes are listed in Table 2 and Table 3, respectively.

CCDC-246508 (1) and CCDC-246509 (2) contain the supplementary crys-
tallographic data for this paper. These data can be obtained free of
charge via www.ccdc.cam.ac.uk/conts/retrieving.html (or from the Cam-
bridge Crystallographic Data Centre, 12, Union Road, Cambridge CB2
1EZ, UK; fax: (+44)1223-336-033; or deposit@ccdc.cam.ac.uk).

Steady-state absorption and emission spectra were recorded on a Hitachi
(U-3310) spectrophotometer and an Edinburgh (FS920) fluorimeter, re-
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spectively. Quinine sulfate with an emission yield of @~0.57 in 0.1m
H,SO, served as the standard to calculate the emission quantum yield.
Nanosecond lifetime studies were performed by using an Edinburgh FL
900 photon-counting system with a hydrogen-filled/or a nitrogen lamp as
the excitation source. Data were analyzed by using the nonlinear least-
squares procedure in combination with an iterative convolution method.
The emission decays were measured as the sum of the exponential func-
tions, which allows partial removal of the instrument time broadening
and consequently gives a temporal resolution of about 200 ps. The long-
lived (> 10 us) phosphorescence spectra were measured by an ultrasensi-
tive detection system coupled with a laser excitation source. Briefly, an
Nd:YAG (355 nm, 8 ns, Continuum Surelite II) -pumped optical paramet-
ric oscillator coupled with a second harmonic device served as a tunable
excitation source. The resulting emission was detected with an intensified
charge-coupled detector (ICCD, Princeton Instrument, Model 576G/1).

Computational methodology: Calculations on the electronic ground
states of complexes 1 and 2 were carried out using B3LYP density func-
tional theory.?? “Double-&* quality basis sets were employed for the li-
gands (6-31G*) and the osmium atom (LANL2DZ). A relativistic effec-
tive core potential (ECP) on osmium®! replaced the inner core electrons
leaving the outer core (5s*5p°) electrons and the 5d° valence electrons of
Os'". The ground-state geometry was adapted from the truncated X-ray
data without further optimization. For this geometry, a time-dependent
DFT (TDDFT) calculation®™ using the B3LYP functional was per-
formed. Typically, the lowest 10 triplet and 10 singlet roots of the nonher-
mitian eigenvalue equations were obtained to determine the vertical exci-
tation energies. Oscillator strengths were deduced from the dipole transi-
tion matrix elements (for singlet states only). The ground-state B3LYP
and excited-state TDDFT calculations were carried out using Gaussi-
an98.5!
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