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Abstract

We have reviewed several time-resolved electron paramagnetic resonance (TREPR) studies
focusing on influences of nitroxide radicals on the photophysical properties of metallopor-
phyrins and metallophthalocyanines, which are coordinated or linked to nitroxide radicals.
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This paper summarizes TREPR studies on the excited multiplet states of metalloporphyrins
and metallophthalocyanines coordinated by several kinds of nitroxide radicals, where the
excited doublet and quartet states generated by the interaction between the excited triplet
chromophore and doublet radical have been analyzed in detail. Selective population from the
excited multiplet states to the triplet ground state is also discussed for phthalocyaninatosili-
con covalently linked to two TEMPO radicals in terms of a new concept for controlling
magnetic properties by photoexcitation. © 2000 Elsevier Science S.A. All rights reserved.
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1. Introduction

Metalloporphyrins (MPs) and metallophthalocyanines (MPcs) coordinated or
linked to nitroxide radicals (NRs) have been interestingly investigated by using
time-resolved electron paramagnetic resonance (TREPR) spectroscopy [1-7].
TREPR is a useful method, by which many kinds of photoreaction intermediates,
radicals and photoexcited triplet species, have been investigated [8—30]. Although
photoexcited triplet species, which are diamagnetic in the ground state, have been
intensively examined [8,9,31-37], there were few TREPR studies on photoexcited
multiplet species, which are paramagnetic in the ground state [38-40]. If these
excited multiplet states were observable, we would be able to obtain novel informa-
tion such as electron spin polarizations (ESPs) and various EPR parameters, as in
the case of the excited triplet states.

Recently, the first TREPR spectra of the excited doublet and quartet states have
been observed for tetraphenylporphinatozinc(Il) (ZnTPP) coordinated by p-pyridyl
nitronyl nitroxide (p-nitpy), ZnTPP-p-nitpy, in the solid state (Fig. 1) [1,3]. These
spectra were reasonably assigned and analyzed by using the g and zero-field
splitting (zfs) parameter D values. The excited quartet EPR spectra with ESP were
accurately simulated for the first time. The relationship between the ESP of the Q,
state and spin-orbit coupling (SOC) was clarified for MPcs (M = Zn, Mg) coordi-

ZnTPP-nitpy MPc-ATEMPO

Fig. 1. Molecular structures of the ZnTPP-nitpy and MPc-ATEMPO (M = Zn, Mg) systems.
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nated by 4-amino-2,2,6,6-tetramethyl-1-piperidinyloxy (ATEMPO) radical (Fig. 1)
[7]. These results are important not only for establishing a method for evaluating
the excited multiplet states, but also for investigating spin-sublevel dependence of
quenching the excited singlet (S;) and triplet (T,;) chromophores.

Recently, a novel phenomenon originating from the formation of the excited
multiplet states has been observed for phthalocyaninatosilicon (SiPc) covalently
linked to two TEMPO radicals, SiPc-(TEMPO), (Fig. 2) [4]. The magnetic proper-
ties in the ground state after photoexcitation were investigated by TREPR measure-
ments at room temperature, by which the photo-induced population transfer (PIPT)
between the singlet ground (S,) state and the triplet ground (T,) state was observed
[4]. This PIPT is attractive in terms of a new concept for controlling magnetic
properties by photoexcitation.

In this paper, we review TREPR studies on the excited multiplet states of MPs
and MPcs coordinated or linked to NRs. The ESPs of the excited quartet and
doublet states in the solid state and the PIPT of SiPc-(TEMPO), are illustrated.

2. The excited doublet and quartet states of ZnTPP and MPcs (M = Zn, Mg)
coordinated by one nitroxide radical

2.1. Theoretical background

2.1.1. Wavefunctions of the excited doublet and quartet states

In the lowest excited singlet region, the 'E,, and 'E,, states are degenerate for
ZnTPP and MPcs. The 'E,, ('E,,) state is constituted by two electronic configura-
tions, '(a;,e.) and '(a,e,) (or '(ae,) and '(ayeg)) [41-44]. In the case of
ZnTPP, the a,, and a,, denote the highest occupied molecular orbital (HOMO) and
2nd HOMO, respectively. (In the case of MPcs, the a,, and a,, denote the HOMO
and 2nd HOMO, respectively.) The e, and e,, are the lowest unoccupied MOs
(LUMO). Therefore, the wavefunctions of >('ZnTPP*-2NR) or 2(!MPc*->NR), i.e.
the D5 and D, states, are expressed as follows [45-48].

N N i/N N SI/\N x N Sl/\N
ZS/’:N/I Ne— Z N7 | NN ZNT | N
NT~= NTZ N
OH OH O
oo
‘0
SiPc SiPc-TEMPO SiPc-(TEMPO),

Fig. 2. Molecular structures of SiPc, SiPc-TEMPO, and SiPc-(TEMPO),.
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|D3’ + 1/2/ > = {O{(|alue_gy32u5'2ur| - |éluegy32u52ur|)

— B2 s ut| — [a1818neut)} /2 (la)
D3, — 1/2'> = {a([a,,8ya208,5,F| — [31,€g2208,,T])

— B(la1818280F] — [a18 185000} /2 (1b)
Dy, +1/2'> = {a([a,,8p@2085u1| — [31,€0@208,u1])

— B(|a1,81,8,,85,1] — |a1uélu52uegyr|)}/\/2 (Ic)
Dy, — 1/2'> = {a([a,,8p@2085.F| — [31,€0@208,,T])

— B|a1ud 1032 PeyT| — 210 1ud2uCesT]) /A2 (1d)

Here, r denotes the singly occupied MO (SOMO) of NR. It is assumed that
a=p= 1/\/2 for ZnTPP and that « and f of MPcs are equal to 1 and 0,
respectively. On the other hand, the wavefunctions of ?(!ZnTPP->NR*) or *(MPc-
NR*) are [45-48]

|Dm + 1/21 > = |alué'1ua2u§'2ud| (23)
’Dns - 1/2/ > = |aluélua2ué’2ua’ (Zb)

Here, d denotes the highest doubly occupied MO or LUMO of NR.

In the lowest excited triplet region, the °E,, and ’°E,, states are degenerate,
similarly to the 'E,, and 'E, states. *ZnTPP* and *MPc* are known to be pure
*(ay,e,) and *(a,,e,) configurations, respectively [37,49,50]. Therefore, the wavefunc-
tions of >*(*ZnTPP*->NR) are represented as follows [45-48].

|D]a + 1/2l > = (2|a]ualua2uegxf| - |a]uélu32ue_gxr| - |alu§'1ué’2uegxr|)/\/6 (33)

’Dls - 1/2/ > = ( - 2’alualu52ue_gxr| + |a'luﬁlu5'2uegxf‘ + |alué’lua2ue_gxf‘)/\/6 (3b)

Q1. +3/2' > =a,,8,,@s,€u1] (4a)
Q1.+ 1/2" > =([a,,8,,808ut] + |21, 1482080 I] + |aluélua2uegxf|)/\/3 (4b)
Q1 — 1/2' > = (|a1,81,83208ud] + |a1481,82080] + |a,ue'11ue'12ue'gxr|)/\/3 (4c)
’Ql, —3/2'> = ‘aluiluﬁaue'gxfl (4d)

The wavefunctions of the D, and Q, states are the same as Egs. (3) and (4) with an
exchange between the e,, and e, orbitals. The wavefunctions of >*(*MPc*-*NR) are
represented by Egs. (3) and (4) with an exchange between the a,, and a,, orbitals.

2.1.2. EPR parameters

From the TREPR spectra of ZnTPP and MPcs coordinated by a nitroxide
radical, EPR parameters, g and zfs parameter D values, can be obtained, and are
confirmed by theoretical calculations. zfs matrix of the Q, state, D(Q,), is repre-
sented as follows [51].

D(Q,) = {D(T)) + D(RT))}/3 )
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Here, D(T,) and D(RT),) are zfs matrix for the excited triplet state and the magnetic
dipole—dipole interaction between the excited triplet and the radical, respectively.
For ZnTPP the matrix elements of the D(RT,), D;(RT,) (i,j=x,y,z), were
calculated under a point charge approximation as follows [37].

Dy(RT,) = (uog’B?/87) 3. Y (Csio,Ct + Cs.C)(r3idy — i jo) /13 (6)
st

2 __ 2 2 2
rst_xst+yst+zst

ry 1s the distance between the s and t atoms. Cl, denotes the k MO coefficient on
the 1 atom. In the case of MPcs, D(RT,) was evaluated by exchanging between the
a,, and a,, orbitals. In these calculations, the structures of ZnTPP and MPcs were
determined with reference to the X-ray analyses. The MO coefficients of a,,, a,,,
and e, orbitals, calculated by the Pariser—Parr—Pople or ab initio method, were
employed [52,53]. The coordination structure and SOMO of each nitroxide radical
were calculated by using a PM3 hamiltonian [54]. The optimum structures were
confirmed by comparison with the X-ray analyses [55—58]. In contrast, D(T,) was
obtained from the TREPR measurement of ZnTPP or MPcs in the T, state. Using
these D(RT,) and D(T,), the D value of the Q, state, D(Q,), was calculated by
diagonalizing the D(Q,).

g values of the D, and Q, states, g(D,) and g(Q,), are expressed theoretically as
follows [S1].

g(Dy) = {—g(R) +4g(T)j}/3 ()
g(Q) = {g(R) +2¢(T))}/3 ®)

The g(R) value was estimated from the steady state EPR measurement of the
doublet ground (D,) state. The g(T,) was evaluated from the TREPR measurement
of ZnTPP or MPcs in the T, state. g(D,) and g(Q,) were calculated using Egs. (7)
and (8), respectively.

2.1.3. Simulation method for excited quartet spectra
The excited quartet spectra were calculated using the following spin Hamiltonian,
H,

spin®

H,,, = gBBS + SDS = gfBS + D[S? — S(S + 1)/3] + E(S2 — §2) ©)

Here, f is the Bohr magneton, S is the total electron-spin operator, g is the g tensor
of electron spins, B is the external static magnetic field, D is the fine structure
tensor, and D and E are the zfs parameters [3,59]. The resonance magnetic field
(Bumsems + 1) and transition probability (7TPys.ms - 1) fOr a single transition between
Ms and Ms + 1 sublevels of the quartet state were calculated using the perturbation
theory [59]. The calculated equations are applicable to these systems, since v ~ 10
GHz and D < 0.3 GHz.

In order to calculate the ESPs, eigenfunctions (|Q,Ms >; Ms = —3/2, —1/2, 1/2,
and 3/2) at the resonance magnetic field are expressed by a linear combination of
eigenfunctions at zero magnetic field, since the SOC between the excited doublet
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state and excited quartet eigenfunctions at zero magnetic field is important for
intersystem crossing (ISC). By diagonalizing a 4 x 4 matrix in Chart 1, the |Q,Ms >
is expressed by a linear combination of basis functions, |Q,Ms'>, which are
eigenfunctions when By.mss 1 = £ =0, such as [3]

’Q,MS > = Z CMS,MS/‘QSMSI > (10)
Ms’

Since the SOC between the excited doublet state and each |Q,Ms’ > is efficient for
the ESP, the population of the \Q,Ms > state, P, 1s represented by using the
magnitude of SOC between the excited doublet and |Q,Ms' > states, Py, as
follows [3].

PMS = z Clz\/[s,Ms’PMs’ (1 1)
Ms'

Therefore, the ESP of a transition between the |Q,Ms > and |Q,Ms + 1> sublev-
els, Pysems 41 Was calculated as

PM5©M5+1:PM5*PMs+1 (12)

When the population of the upper sublevel, Py, is larger than that of the lower
sublevel, Py, the Py 1 18 negative, and exhibits an emission of microwave. In
contrast, when Py, | < Py the Pyeoms 1 1S positive, and shows an absorption of
microwave.

As a result, the line-shape function, /#(B), was calculated using Byeemss 1
TPysoms+ 1, and Pygoms 1 as follows.

27 T /2
h(B) = Z J de J d¢ j dO sin 0TPygcns 1 X Prvtseoms +1 X f(B— Bygons +1)
Ms JO 0 0
(13)

Here, f(B — Bysewms + 1) 15 the line-shape function for a single transition, for which
the Gaussian line-shape function was employed.

|Q 432> IQH2> Q-2 |Q 32>
<Q, 3721 D+(32)G, W 32)G. V3B 0
<Q,+172] « 32)G. D+(1R)G, G. V3E
<Q 122 J3E G. D+(IR)G, (/3G
<Q 32 0 J3E < 32G.  D-GDG,

|Q,+3/2’>=|aaa>,!Q,+1/2’>={|aaB>+|aBa>+|Baa>}/[3,
|Q,-1/2>={|a B B>+|B a B>+|B B a>}/V 3,|Q,-312>=|B B B>
Gz=g B BMse Ms+1 €08 eszzg B BumsoMs+1 (Sin 6 cos ¢ = isin 6 sin ¢)

*D and E values are zero-field splitting parameters; 0 and ¢ are the angle between the vector along
the external magnetic field (B mse ms+1) and the fine structure axis z and the angle between B Mg ms+1
and the fine structure axis x, respectively; | Q, Ms’> (Ms=-3/2, -1/2, 1/2, and 3/2) are basis functions,
which are eigenfunctions when By ms+1 = E = 0.

(Chart 1)



K. Ishii, N. Kobayashi / Coordination Chemistry Reviews 198 (2000) 231-250 237
2.2. Time-resolved EPR spectra of the excited doublet and quartet states

2.2.1. ZnTPP-nitpy systems

Absorption spectra of ZnTPP and p-nitpy in toluene are shown in Fig. 3. An
absorption spectrum of m-nitpy is almost identical with that of p-nitpy. From the
absorption spectrum, the lowest excited singlet state of ZnTPP is at 1.7 x 10* cm —'.
The lowest excited doublet state of p- or m-nitpy is estimated as 1.4 x 10*cm~!. A
phosphorescence spectrum of ZnTPP-p-nitpy at 77 K is also shown in Fig. 3. Since
the phosphorescence maximum is detected at 793 nm, the energies of the D, and Q,
states, >*(*ZnTPP*-*nitpy), are estimated as 1.3 x 10* cm ~!. The energy diagram of
the ZnTPP-nitpy system is shown in Fig. 4.

TREPR spectra of ZnTPP-p-nitpy and ZnTPP-m-nitpy observed at 20 K and 0.5
us after laser excitation are shown in Fig. 5 together with a TREPR spectrum of
ZnTPP coordinated by pyridine (ZnTPP-py). The TREPR spectra of the para and
meta complexes are obviously different from that of ZnTPP-py, and indicate
existence of interactions between *ZnTPP* and “nitpy. Two kinds of signals are
observed for both ZnTPP-p-nitpy and ZnTPP-m-nitpy. One is relatively sharp
signals with £ (g =1.999 + 0.002) and A4 (g =2.002 + 0.001) polarizations for the
para and meta complexes, respectively. Here, the 4 and E denote an absorption and

1 T T T ™ T T T ™ T 3x10*
e
=Y
g
=4
i [ W, o
gr 5 i Taxiet 2
é PO HE =
= =
c.
[}
P P ) =2
i . ix10*
0 L S * 71 0
1.2 1.6 2.0/10%cm’

Fig. 3. Absorption spectra of ZnTPP (broken line) and p-nitpy (solid line) and a phosphorescence
spectrum of ZnTPP-p-nitpy (dotted line). The absorption and phosphorescence spectra were observed in
toluene at 293 and 77 K, respectively [3].
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Energy/10? cm!
1.7 4 2('ZnTPP’- nitpy) —//—
D3 and D4

1.6 1+

1.5+

1.4 4 2('ZnTPP- 2nitpy”)

Da

1.3 4 2(ZnTPP- 2nitpy) 4(3ZnTPP*- 2nitpy)
D; and De Q: and Q2

0 + 2(ZnTPP- *nitpy) ——=
Do

Fig. 4. An energy diagram of the ZnTPP-nitpy system. The D5 and D, states are constituted by ZnTPP
in the excited singlet state ('ZnTPP*) and nitpy in the doublet ground state (*nitpy). The D, state
originates from nitpy in the excited doublet state (*nitpy*). The D,, D,, Q,, and Q, states are generated
by the interaction between ZnTPP in the excited triplet state (*ZnTPP*) and 2nitpy. The D, state denotes
the doublet ground state.

an emission of the microwave, respectively. These sharp signals are assigned to the
D, state, since the g(D;) values (=2.000 and 2.001 for the para and meta
complexes, respectively) calculated using g(T,;) =2.002 are in good agreement with
those observed. It has been proposed as an explanation of ESPs of the D, state that
the internal conversion rate from the higher excited doublet states to |D1, +1/2>
is different from that to [D,, —1/2> due to the contribution of the Q, state. The
wavefunctions of the excited doublet state, |D1,I# >, admixed with the Q, state
due to the zfs interaction, H,., are expressed as follows.

|DlaI# > = NI{|D171 > + Z(HI,K/AELK)|Q15K >} (14a)
K

Hix=< Q1>K|Hzfs|D1’I > (14b)

AEI,K = 3J— < Q]9K|H5pin|Ql’K >+ < Dlallepin|DlaI > (14C)

The zfs interactions between the D, and Q, states for B//z are shown in Fig. 6.
When J < 0, the contribution of the Q, state to [D,, + 1/2# > is larger than that to
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|D,,—1/2# > due to the smaller energy difference. By this perturbation, the
internal conversion rate to |D1,-|— 1/2# > turns out to be slower than that to
|D1, —1/2# > . This difference results in the A polarization. In contrast, the
internal conversion rate to [D,,+1/2# > is faster than that to |D,,—1/2% >,
when J > 0. This provides the E polarization. The observed E and A polarizations
for the para and meta complexes are rationalized by using this proposed mechanism
as well as J signs determined by TREPR experiments at room temperature,
respectively [2].

The other is two pairs of signals giving an 4/E polarization pattern. These 4/E
signals are reproduced very well by the excited quartet spectral simulations, as
shown in Fig. 5. The spectral simulations indicate that the D value (0.22 GHz) of
the meta complex is a little smaller than that (0.24 GHz) of the para complex, and
that the populations of the |Q,, +1/2'>, P, are larger than those of the |Q,,
+3/2">, P,3,, for both the para and meta complexes. Since D(Q,) values
(=0.233 and 0.224 GHz for the para and meta complexes, respectively) calculated
using Egs. (5) and (6) are almost the same as those evaluated by the spectral
simulations, the 4/FE splittings are evidently assigned to the zfs in the Q, state. The

g=2.002
> |

Fig. 5. TREPR spectra (broken lines) of ZnTPP-py (a), ZnTPP-p-nitpy (b) and ZnTPP-m-nitpy (c) with
their simulations (solid lines; a—c). All spectra were observed at 20 K and 0.5 ps after laser excitation.
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| Dy, +1/2> | Dy, +1/2>

| Dp,-1/2> | Dp,-1/2>

—| (), +3/2>

Q172> —!Ql Dy, +1/2>

| 1
| |
Il Q.-1/2> —Qﬂr, | Dy,-1/2>

_‘-—IT‘ Q.,-3/2>

I
I
|
|
|
|
|
1
|

|
| —p—e | Q1. +3/2>
| H

I
I
!
1
|
|
|
I
|

! |
ol
Oy | D, 4172 —— Q2
I
U
| D,-1/2> a—— | Q,-1/2>

at— | Qy,-3/2>

J<0 J>0

Fig. 6. Perturbation between the D, and Q, states. Arrows constituted by solid lines show internal
conversion routes. Arrows constituted by broken lines represent the magnitude of the interaction
between the D, and Q, states [3].

smaller D(Q,) of the meta complex originates from the negatively larger D(RT),).
The selective ISC to |Q,, £+ 1/2" > spin sublevels is reasonably interpreted by SOC
due to d, atomic orbitals on the heavy zinc ion between the excited doublet and Q,
states. The matrix elements of the SOC between the D, and Q, states and between
the D, and Q, states were calculated using Egs. (1), (3) and (4) as follows
[37,45-48].

<D, I'|Hso|Q.K' > =iZ/2,/3 1=K) (15a)
< D,I|Hso|Q,.K' > =0 (I1#£K) (15b)
<D, I'|Hso|Q.K' > =iZ/3,/2 1=K) (16a)
< D, I'|Hgo|Q,.K'> =0 (I1#£K) (16b)
iZ=n*><d,.|¢ L |d..>

Here, Z and » are a matrix element of SOC and the e,, (e,) MO coefficient of the
d,. (d,.) atomic orbital on the zinc ion, respectively. These calculation results,
which indicate selective ISC to |Q,, + 1/2' >, are consistent with the experimental
results. On the other hand, the spin orbit interactions between the D, and Q, states,
between the D; and Q, states, and between the D, and Q, states can be ruled out
by considering the MOs. Consequently, the selective ISC to |Q,,+1/2'> is
reasonably interpreted by the SOC between the D, and Q, states or between the D,
and Q, states.
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Energy/104cm'!

2.0 + 2('MPc- 2ATEMPO")
DH

1.5+
2(IMPc’- 2ATEMPO)
D3 and Dy

1.0+

2(3MPc*- 2ATEMPQ) ———— 4(3MPc*- 2ATEMPO)
D; and D2 Qi and Q2

0 + 2(MPc- 2ATEMPO) ———
Do

Fig. 7. An energy diagram of the MPc-ATEMPO system. The D; and D, states are constituted by
'MPc* and 2ATEMPO. The D, state originates from 2ATEMPO*. The D,, D,, Q,, and Q, states are
generated by the interaction between *MPc* and 2ATEMPO. The D, state denotes the doublet ground
state.

222, MPc-ATEMPO systems

With respect to the ISC to the Q, state, the component-dependence on SOC has
been experimentally clarified in the MPc-ATEMPO (M = Zn and Mg) systems (Fig.
1) [7]. An energy diagram of MPc-ATEMPO is shown in Fig. 7 [19,60]. Since the
energy of 2('MPc-2ATEMPO¥*) is much higher than those of 2(!MPc*-2ATEMPO)
and >*(*MPc*-2ATEMPO), the ISC to the Q, state can be investigated without
taking into account ('MPc-> ATEMPO*). TREPR spectra of ZnPc-py and MgPc-
py together with their simulations are shown in Fig. 8a and b, respectively. An 4/E
polarization pattern is observed for ZnPc-py, and is reproduced by selective ISC to
a T, sublevel. This selectivity originates from the z component of SOC due to the
d, orbitals on the zinc ion [50,61]. On the other hand, the polarization pattern
(E/A) of MgPc-py is reversed, and is reproduced by selective ISC to T,, and T,
sublevels. This selective ISC originates from the x and y components of SOC
between 7 and ¢ (n* and ¢*) orbitals, since the S, and T, states are admixed with
(om*) and (mo*) configurations via vibronic coupling [50,61]. The evaluated D
values are 0.720 and 0.713 GHz for ZnPc-py and MgPc-py, respectively, and
indicate the similarity of electronic structures between ZnPc-py and MgPc-py in the
T, state. Therefore, the comparison between the Zn and Mg derivatives is evidently
appropriate to extract effects of SOC, since only the components of SOC are varied
without changing electronic structures.

TREPR spectra (broken lines) of ZnPc-ATEMPO and MgPc-ATEMPO are
shown in Fig. 8c and d, respectively. Three signals are observed for both ZnPc-
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2=2.002

100G

== Q4372

N ==Q 12

\ =Q. 3

=Q, 12

Fig. 8. TREPR spectra (broken lines) of ZnPc-py (a), MgPc-py (b), ZnPc-ATEMPO (c), and MgPc-
ATEMPO (d) with their simulations (solid lines; a—d). These spectra were observed at 20 K and 0.7-1.3
ps after laser excitation [7].

ATEMPO and MgPc-ATEMPO. The polarization pattern of MgPc-ATEMPO is
EAA, and is partially opposite to that (44E) of ZnPc-ATEMPO. From the g
values, the central 4 peaks are assigned to the D, and D, states for Zn and Mg
complexes, respectively. On the other hand, the outer E/A4 signals for MgPc-
ATEMPO and A4/E signals for ZnPc-ATEMPO are simulated as the Q, states (Fig.
8c and d; solid lines). The TREPR spectrum of the Q, ZnPc-ATEMPO is
reproduced using D =0.190 GHz, £E=0.035 GHz, and P, ;,:P , p:P P55
=0:1:1:0. On the other hand, the simulation spectrum of the Q, MgPc-ATEMPO
is calculated using D =0.175 GHz, E=0.035 GHz, and P ;,:P P P 3,
= 1:0:0:1. Since the D values observed are similar to those ( =0.16 GHz) calculated
under the point charge approximation, these outer signals are evidently assigned to
the Q, state constituted by *MPc* and ’TEMPO. The polarization pattern (E/A4) of
the Q; MgPc-ATEMPO is opposite to that (4/E) of the Q; ZnPc-ATEMPO.
The spectral simulations indicate that the A/E and E/A polarization patterns
originate from selective ISC to |Q1, +1/2’> and to |Q1, +3/2' >, respectively.
Consequently, it has been experimentally proved that ISC to |Q,, +1/
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2" > 1is selective due to the z component of SOC, while selective ISC to |Q1, + 3/
2’ > is promoted by the x and y components of SOC.

3. Phthalocyaninatosilicon covalently linked to one or two TEMPO radicals

3.1. Electronic absorption, MCD, and fluorescence spectra

UV-vis absorption, MCD, and fluorescence spectra of SiPc, SiPc-TEMPO, and
SiPc-(TEMPO), were observed at 293 K [6]. Absorption data of SiPc-TEMPO and
SiPc-(TEMPO), are very similar to those of SiPc, indicating that electronic interac-
tions between the doublet TEMPO and the excited singlet SiPc are weak. The MCD
data of SiPc-TEMPO and SiPc-(TEMPO), are almost identical with those of SiPc,
in analogy with the absorption spectra. This result can be reasonably explained by
the fact that the MOs, which provide the orbital angular momentum, are localized
on the Pc ring [62], and exhibit little interaction with the spin angular momentum
of the TEMPO radicals.

In contrast, fluorescence quantum yield (®p) values are remarkably dependent
upon the number of TEMPO radicals. The ®p values of SiPc, SiPc-TEMPO, and
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..........................................................................................

Fig. 9. Energy diagrams of SiPc, SiPc-TEMPO, and SiPc-(TEMPO),. The D; state of SiPc-TEMPO and
the S; and T; states of SiPc-(TEMPO), are constituted by the excited singlet SiPc and doublet TEMPO
radicals. The D, and Q, states of SiPc-TEMPO and the S,, T,, and Q, states of SiPc-(TEMPO), are
constituted by the excited triplet SiPc and doublet TEMPO radicals.
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SiPc-(TEMPO), are 0.57, 0.21, and 0.012, respectively. The decrease in the ®p
values is reasonably assigned to the change in ISC rate from 'SiPc* to 3SiPc*. The
energy diagram of SiPc-TEMPO is different from that of SiPc, as shown in Fig. 9.
For SiPc-TEMPO, the Dj state is constituted by 'SiPc* and *TEMPO. In contrast,
the D, and Q, states are generated by the interaction between 3SiPc* and *TEMPO.
For SiPc the decay from !'SiPc* to 3SiPc* is spin-forbidden. However, the decay
from !SiPc* to 3SiPc* partially turns out to be a spin-allowed transition (D; — D)
for SiPc-TEMPO. Therefore, the decrease in the ®p value of SiPc-TEMPO is
rationalized by the formation of the D;— D, decay. The smallest ®p value of
SiPc-(TEMPO), is considered in a similar manner. The energy diagram of SiPc-
(TEMPO), is also shown in Fig. 9. The S; and Tj states are constituted by 'SiPc*
and two *TEMPO radicals. Further, the S;, T,, and Q, states are generated by the
interactions among >SiPc* and two *TEMPO radicals. Although nine spin sublevels
are generated from 3SiPc*, the spin quantum numbers of four sublevels are identical
with that of the S; or the T; state. On the other hand, only two sublevels of the D,
state out of six sublevels have the same spin quantum number as the D, state for
SiPc-TEMPO. That is, the probabilities of spin-allowed sublevels are 1/3 and 4/9

Fig. 10. TREPR spectra of SiPc (broken line; a), SiPc-TEMPO (broken line; b), and SiPc-(TEMPO), (c)
with their simulations (solid lines; a—b). These spectra were observed at 20 K and 0.6-0.9 ps after laser
excitation.
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for SiPc-TEMPO and SiPc-(TEMPO),, respectively. Therefore, the decay from
!SiPc* to 3SiPc* for SiPc-(TEMPO), is faster than that for SiPc-TEMPO.

3.2. TREPR spectra in the solid state

TREPR spectra of SiPc, SiPc-TEMPO, and SiPc-(TEMPO), were observed at 20
K, as shown in Fig. 10. An A/E polarization pattern is seen for SiPc, and is
interpreted by selective ISC to T, sublevel. The D and FE values of SiPc in the T,
state are evaluated as 0.623 and 0.158 GHz, respectively. On the other hand, the
TREPR spectrum of SiPc-TEMPO exhibits an AA4FE polarization pattern. The outer
A/E signals of SiPc-TEMPO are simulated as the Q, state by using D =0.13 and
E =0.01 GHz. Since the D(Q,) (=0.14 GHz) calculated is almost the same as that
evaluated by the spectral simulation, the outer 4/FE signals can be assigned to the
Q, state constituted by SiPc* and 2TEMPO. The spectral simulation suggests that
the selectivity of the ISC is P, ;,:P , P P 5, =0:1:1:0, and can be inter-
preted by SOC between the P, and P, orbitals on the oxygen atoms of the

£=2.0060
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Fig. 11. Steady state EPR spectra of SiPc-TEMPO (a) and SiPc-(TEMPO), (b). A simulation spectrum
(c) was calculated as a spin-correlated radical pair by using J= —5.3 G.
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axial-ligands. In contrast, the central A signal (g =2.007 £ 0.002) is assigned to the
D, state by comparison with the steady state EPR spectrum, and the polarization
is considered to be due to the excess f spin generated in the Q, state.

SiPc-(TEMPO), shows an E signal in ca. 3290-3530 G region. Since the observed
E signal is obviously different from that in the ground state, it is clearly assigned to
the excited state. The S, and T, states decay fast to the S, and T, states,
respectively, since they are spin-allowed internal conversion. On the other hand, the
lifetime of the Q, state is long enough to be observable by the TREPR technique,
since the decays from the Q, to the T, state and from the Q, to the S, state are
spin-forbidden. Therefore, the E signal is considered to be attributed to the Q,
state.

£=2.0060 10G

Oty RN

T0+

Too

5 \ So
T(),

o1 KMy 02Kz O3K3 T3 Kn
Fig. 12. TREPR spectra of SiPc-(TEMPO), observed at 0.6 (a) and 1.8 ps (c) after laser excitation.
Simulation spectra (b, d) were calculated by using parameters described in the text. Zeeman energy
levels, selective populations from the excited multiplet states, and polarizations are shown for the signals
of , and 7, (e and g) and signals of «,, (f and h), respectively. [T, > (= oz >), [Too> (= (af > +
1B >)/1/2), 80> (=(2f > —|fa>)//2), and [T,_ >(=|ff>) denote the eigenfunctions of «,
without the S — T, mixing. [T, >, |¥, > (=alSy> +b[Tpe>), [¥2> (= —b|Sy> +a|Ty >), and
[T,_ > denote the eigenfunctions of &, or 7, with the S-T, mixing [4].
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3.3. TREPR spectra in solution

Steady state EPR spectra of SiPc-TEMPO and SiPc-(TEMPO),, observed at 293
K, are shown in Fig. 11a and b, respectively. Three signals, split by hyperfine
coupling of a nitrogen nucleus (/= 1), are observed for SiPc-TEMPO, indicating
the presence of a TEMPO radical. On the other hand, SiPc-(TEMPO), shows more
complex EPR signals compared to the three signals of SiPc-TEMPO. Additional
new signals are due to a spin-correlated radical pair constituted by two TEMPO
radicals [16]. The observed spectrum was well simulated by using J= —5.3 G, as
shown in Fig. 11c (2J is the singlet—triplet splitting.).

TREPR spectra of SiPc-(TEMPO), at 293 K, observed at 0.6 and 1.8 us after
laser excitation, are shown in Fig. 12a and c, respectively. By comparison with the
steady state EPR spectrum (Fig. 11b), these signals are assigned to the spin-corre-
lated radical pair in the ground state. The TREPR spectra at 0.6 and 1.8 ps show
EEE EEE FEEE and EEA EEA EEA polarization patterns, respectively. The signals
of g, and 7, at 1.8 us exhibit three pairs of E/A polarizations, which resemble the
ESP of a spin-correlated radical pair generated from the triplet precursor, as
observed for many kinds of photochemical reaction intermediates [14—17]. The
TREPR spectrum at 0.6 ps is sufficiently reproduced by using P(T,,)=0.5,
P(Ty,) =0.25, P(Sy) =0.25, and P(T,_) =0, as shown in Fig. 12b. The FEA EEA
EEA polarization pattern observed at 1.8 ps is reproduced by using P(T, ) = 0.46,
P(Ty) =0.24, P(Sy) =0, and P(T,_)=0.3, as shown in Fig. 12d. That is, the
initial polarization is due to the excess « spin, and the later polarization originates
from selective population to three triplet sublevels in the ground state.

The excess o spin at 0.6 ps in the ground state is assigned to the polarization
generated in the excited state, since the TREPR spectrum at 20 K (Fig. 10c)
indicates that the excess « spin is generated by selective ISC to the excited multiplet
states. On the other hand, the later polarization is interpreted as follows. The decay
from the Q, state to the T, state should be faster than that to the S, state, because
the change in the spin quantum number between the Q, and T, states, AS=1, is
smaller than that between the Q, and S, states, AS = 2. Further, since the Q, state
exists in the Boltzmann distribution after the spin-lattice relaxation, nearly equal
population to three triplet sublevels in the ground state can occur. Therefore, the
later E/A polarization is reasonably interpreted by selective decay from the Q, state
in the Boltzmann distribution to three triplet sublevels in the ground state. In
general, it is very difficult to change the difference in the population between the S,
and T, states by varying the temperature, when \2] \ ~1073 cm~!, as with our
biradical. Accordingly, it is noteworthy that the ground state generated via the
excited multiplet states has more triplet character than that without photoexcita-
tion, even at room temperature.

4. Conclusions

We have reviewed TREPR studies on the excited multiplet states of the paramag-
netic complexes, ZnTPP-nitpy, MPc-ATEMPO, and SiPc-(TEMPO),. The TREPR
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spectra of the excited doublet and quartet states can be reasonably assigned by
using the g and D values. It is established that selective ISC, which is generated by
SOC between the excited doublet states and eigenfunctions of the quartet state at
zero magnetic field, determines the ESP of the excited quartet state. In contrast, the
ESP of the D, state is interpreted by the difference between the internal conversion
rate to |D1, + 1/2 > and that to \Dl, — 1/2 > . These results will motivate investiga-
tions of the other kinds of excited multiplet states, and become archetype in this
field.

The photo-induced population transfer of SiPc-(TEMPO), has been illustrated as
an example of developments in the excited multiplet studies. It is different in
principle from the previous mechanisms [63—70], where the magnetic properties are
varied by changes in the electronic or chemical structures, to control the magnetic
properties using the PIPT between the S, state and the T, state, where the electronic
configuration is the same as that in the S, state. Therefore, this mechanism is not
only attractive in terms of the physical chemistry but is also useful for controlling
the magnetic properties in the ground state by photoexcitation. As an outlook,
control of the macroscopic magnetism by photoexcitation should be attempted by
building up polymers or crystals such as (-radical-chromophore-), systems. Investi-
gations of these possibilities will provide a novel approach to ‘photo-controlled
magnetism’.
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