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The syntheses and spectral, photophysical and photochemical properties of some zinc phthalo-
cyanine derivatives - {2, (3)-tetra(quinoxalinyl)phthalocyaninato zinc(Il), (B-ZnPc) and 1, (4)-
tetra(quinoxalinyl)phthalocyaninato zinc(Il), (a-ZnPc)} - are presented. The (3-substituted complex is
more fluorescent and exhibits lower tendencies to undergo intersystem crossing than its a-substituted
counterpart, as judged by the former’s higher fluorescence quantum yield (®r) and lower triplet quantum
yield (@r) than the latter’s in three solvents (DMSO, DMF and toluene). Singlet oxygen quantum yield (@ 4)
values show the same trends as @ values. The differences in the spectral and photophysical properties
of a-ZnPc and 3-ZnPc are partly attributed to greater molecular distortions in the former. Studies of the
interaction of the triplet states of a-ZnPc and 3-ZnPc with triplet oxygen showed that a-ZnPc is more
vulnerable to oxygen quenching than 3-ZnPc. Also, the smallest quenching rate constants were observed

Keywords:
Phthalocyanine
Photodynamic therapy
Non-planar distortion
Quantum yield

Singlet oxygen
Quenching

in DMSO, which is attributed to the higher viscosity of DMSO than DMF and toluene.

© 2009 Elsevier B.V. All rights reserved.

1. Introduction

Phthalocyanine (Pc) and its metal complexes (metallophthalo-
cyanines, MPcs) possess an 187m-electron macrosystem and display
unique optical and physicochemical properties, which explain the
wide use of these compounds in modern science and technology.
Pcs and MPcs have found relevance in a wide array of applica-
tions, which include: electrocatalysis [1,2], photocatalysis [3,4],
non-linear optics [5,6], chemical sensors [7,8] and in photovoltaic
cells [9]. Worth mentioning is their medical application, partic-
ularly in the photodynamic therapy (PDT) of cancer [10-15]. In
order to exploit the applicability of Pcs and MPcs in PDT, a thor-
ough photophysicochemical study on these compounds is essential.
The chief cytotoxin in PDT is singlet oxygen, which is formed via
energy transfer from the excited triplet state of the Pc or MPc (pho-
tosensitizer) to ground state molecular oxygen. The excited triplet
state of the photosensitizer then becomes an imperative entity dur-
ing photosensitization. Factors which populate the excited triplet
state are desirable in PDT, and this makes an MPc a better candi-
date in this respect than a Pc, particularly when the metal is heavy
or paramagnetic (considering spin-orbit coupling). However, MPcs
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with open-shell and paramagnetic metal ions suffer the setback
of possessing relatively short triplet lifetimes [16,17], leaving MPcs
with closed-shell diamagnetic and heavy metal ions, as the pre-
ferred candidates for PDT consideration. This work describes for
the first time the synthesis and photophysical and photochemical
properties of two quinoxalynol-substituted phthalocyanines, incor-
porating zinc(Il) ions. The new complexes present a possibility of
quaternization and hence water solubility.

The triplet states of photosensitizers are highly vulnerable to
quenching by oxygen molecules in their vicinity. The ubiquity of
oxygen necessitates the deaeration of solutions meant for triplet
state measurements; hence inert gases such as nitrogen and argon
are used to purge the solutions before commencement of mea-
surements. The effect of oxygen on the rate of deactivation of the
excited triplet states of these quinoxalinyl-derivatized MPcs is also
investigated.

2. Experimental
2.1. Materials and equipment

Dimethyl sulfoxide (DMSO), N,N’-dimethylformamide (DMF),
chloroform (CHCl3), methanol, pentanol, n-hexane, acetone
and toluene were purchased from SAARCHEM; chlorophyll a,
zinc phthalocyanine (ZnPc) 1,2-diphenyisobenzofuran (DPBF),
3-nitrophthalonitrile, 4-nitrophthalonitrile, 2-quinoxalinol, 1,8-
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diazabicyclo[5.4.0] undec-7-ene (DBU), potassium carbonate and
zinc acetate were purchased from Aldrich.

FT-IR spectra (KBr pellets) were recorded on a Perkin-Elmer
spectrum 2000 FT-IR spectrometer. UV-vis spectra were recorded
on a Cary 500 UV/Vis/NIR spectrophotometer. 'H NMR spectra
were obtained in DMSO-dg using a Bruker EMX 400 NMR spec-
trometer. Elemental analyses were done on Vario Elementar EL
Ill. Fluorescence spectra were recorded on the Varian Eclipse
spectrofluoremeter. Triplet absorption and decay kinetics were
recorded on a laser flash photolysis system, the excitation pulses
were produced by a Nd:YAG laser (Quanta-Ray, 1.5]/90 ns) pump-
ing a dye laser (Lambda Physic FL 3002, Pyridin 1 in methanol).
The analyzing beam source was from a Thermo Oriel xenon arc
lamp, and a photomultiplier tube was used as detector. Signals
were recorded with a two-channel digital real-time oscilloscope
(Tektronix TDS 360); the kinetic curves were averaged over 256
laser pulses. Photo-irradiations were done using a General elec-
tric Quartz line lamp (300 W). A 600 nm glass cutoff filter (Schott)
and a water filter were used to filter off ultraviolet and infrared
radiations respectively. An interference filter (Intor, 670 nm with
a band width of 20nm) was additionally placed in the light
path before the sample. Light intensities were measured with
a POWER MAX 5100 (Molelectron detector incorporated) power
meter.

2.2. Synthesis

2.2.1. 3-(2-Quinoxalinyl)-phthalonitrile (1)

The 3-nitrophthalonitrile (4.60g, 27 mmol) was dissolved in
DMF (60 ml) under argon and 2-quinoxalinol (3.88 g, 27 mmol) was
added. After stirring for 30 min at room temperature, finely ground
anhydrous potassium carbonate (11 g, 81 mmol) was added in por-
tions during 4 h with efficient stirring. The reaction mixture was
stirred and monitored by thin layer chromatography (TLC) using
CHCl3, under argon atmosphere at room temperature for 48 h. Then
the mixture was poured into 250 ml of iced water, and the precip-
itate was filtered off, washed with water and methanol and then
dried. The residue was recrystallized from methanol. The yield was
2.75g (38%). IR spectrum (cm~1): 3068 (Ar-CH), 2234 (CN), 1597
(C=C), 1487, 1401, 1377, 1339, 1308, 1241, 1197, 1132, 1084 (C-0-C),
1018, 996, 948, 919, 863, 833, 767, 751, 704. 'H NMR (CDCl3): §
ppm=238.85 (1H, s, Ar-H), 8.17 (d, J=7.71Hz, 1H, Ar-H), 7.95 (1H,
s, Ar-H), 7.86 (d, J=14.42 Hz, 1H, Ar-H), 7.74-7.65 (4H, m, Ar-H).
Calcd for C4gHgN40: C, 70.58; H, 2.96; N, 20.58%. Found: C, 70.56;
H, 2.69; N, 20.61%.

2.2.2. 4-(2-Quinoxalinyl)-phthalonitrile (2)

The 4-nitrophthalonitrile (2.96g 17.1 mmol) was dissolved in
DMF (30 ml) under argon and 2-quinoxalinol (2.5 g 17.1 mmol) was
added. After stirring for 30 min at 40 °C, finely ground anhydrous
potassium carbonate (5.9 g 42.5 mmol) was added in portions dur-
ing 4 h with efficient stirring. The reaction mixture was stirred and
monitored by TLC (CHCl3) under argon atmosphere at 40 °C for 48 h.
Then the mixture was poured into 200 ml iced water, and the pre-
cipitate was filtered off, washed with water and methanol and then
dried. The crude product was chromatographed over a silica gel
column using a mixture of CHCl3:MeOH (100/1 by volume) as elu-
ent. Finally the pure product was dried in vacuum. The yield was
0.5g (11%). IR spectrum (cm~1): 3093 (Ar-CH), 2227 (C=N), 1563
(C=C), 1504, 1464, 1406, 1379, 1340, 1300, 1258, 1203, 1174, 1136,
1088 (C-0-C), 1020, 1008, 960, 929, 808, 792, 776, 762, 740, 693. 'H
NMR (CDCls): §=8.77 (1H, s, Ar-H), 8.13 (d, J=8.65Hz, 1H, Ar-H),
7.84 (1H, s, Ar-H), 7.86 (d, J= 12.66 Hz, 1H, Ar-H), 7.78-7.59 (4H, m,
Ar-H). Calcd for C;gHgN4O: C, 70.58; H, 2.96; N, 20.58%. Found: C,
70.52; H, 2.99; N, 20.34%.

2.2.3. 1, (4)-tetra(quinoxalinyl)phthalocyaninato zinc(Il)
(a-ZnPc)

Compound 1 (0.50 g, 1.84 mmol), anhydrous zinc acetate (0.4 g,
1.84 mmol) and 4ml of dry pentanol were placed in a standard
Schlenk tube in the presence of 1,8-diazabicyclo[5.4.0] undec-7-
ene (DBU) (0.4 ml, 0.28 mmol) under a nitrogen atmosphere and
held at reflux temperature for 12 h. After cooling to room tempera-
ture, the reaction mixture was precipitated by adding it drop-wise
into n-hexane. The crude product was precipitated, collected by
filtration and washed with n-hexane. The crude product was dis-
solved in DMF. After concentrating, the dark green product was
precipitated with hot ethanol and washed with ethanol, acetone,
chloroform, n-hexane and diethyl ether. Furthermore this prod-
uct was purified with preparative thin layer chromatography (silica
gel) using CHCl3-MeOH (3:1) solvent system. The yield was 50 mg
(12%). UV-vis (DMSO): Amax nm (log ) 327 (4.58), 620 (4.33), 687
(5.07), (DMF): Amax nm (loge) 325 (4.34), 617 (4.20), 685 (4.99),
(toluene): Amax nm (log £) 354 (4.21),620(3.99), 690 (4.61). IR spec-
trum (cm~'): 3063 (Ar-CH), 1644, 1591 (C=C), 1569, 1465, 1395,
1337,1300, 1266, 1217, 1120, 1084 (C-0-C), 1044, 995, 941,919, 873,
827, 760, 747 (Pc skeletal). 'TH NMR (CDCl3): §=8.51 (4H, s, Pc-H),
7.96 (d,J=8.48 Hz, 4H, Pc-H), 7.72 (4H, s, Ar-H), 7.61 (d, ] = 15.21 Hz,
4H, Pc-H), 7.45-7.20 (16H, m, Ar-H). Calcd for Cg4H33N1504Zn: C,
66.58; H, 2.79; N, 19.41%. Found: C, 64.90; H, 2.64; N, 19.14%.

2.2.4. 2, (3)-tetra(quinoxalinyl )phthalocyaninato zinc(Il)
(B-ZnPc)

Compound 2 (0.30 g, 1.10 mmol), anhydrous zinc acetate (0.12 g,
0.55 mmol) and 2.5 ml of dry pentanol were placed in a standard
Schlenk tube in the presence of 1,8-diazabicyclo[5.4.0] undec-7-
ene (DBU) (0.2 ml, 0.14 mmol) under nitrogen atmosphere and held
at reflux temperature for 8 h. After cooling to room temperature,
the reaction mixture was precipitated by adding it drop-wise into
n-hexane. After collecting by filtration, the green product was dis-
solved in chloroform and was precipitated with hot ethanol and
washed with ethanol, acetone and hexane. For further purification,
the crude green product was chromatographed over a silica gel col-
umn using a mixture of CHCl3: MeOH (50/1 by volume) as eluent.
The yield was 40 mg (10%). UV-vis (DMSO): Amax nm (loge) 359
(4.14), 614 (3.81), 679 (4.48), (DMF): Amax nm (loge) 348 (4.18),
609 (3.84), 676 (4.54), (toluene): Amax nm (loge) 357 (3.97), 611
(3.65), 676 (4.23). IR spectrum (cm~1): 3061 (Ar-CH), 1610, 1588
(C=C), 1568, 1484, 1398, 1334, 1299, 1265, 1228, 1200, 1127, 1088
(C-0-C), 1047, 1018, 998, 965, 919, 880, 814, 757, 741 (Pc skeletal).
THNMR (CDCl3): §=8.31 (4H, s, Pc-H), 7.88 (d,] = 6.82 Hz, 4H, Pc-H),
7.62 (4H, s, Ar-H), 7.54 (d, J=14.82 Hz, 4H, Pc-H), 7.36-7.12 (16 H,
m, Ar-H). Calcd for Cg4H33N1604Zn: C, 66.58; H, 2.79; N, 19.41%.
Found: C, 65.49; H, 2.69; N, 19.22%.

2.3. Photophysical and photochemical studies

2.3.1. Fluorescence quantum yields and lifetimes
Fluorescence quantum yields (®f) were determined by the com-
parative method) [18,19], (Eq. (1)):

F 'AStd . nz
2

Pr = Pp(sia) (1

where Fand Fs are the areas under the fluorescence curves of - or
[3-ZnPc and the standard respectively. A and Ag;y are the respective
absorbances of the sample and standard at the excitation wave-
lengths (which was ~0.05 in all solvents used), and n and ng, are
the refractive indices of solvents used for the sample and standard
respectively. Chlorophyll a in ether (®=0.32) [20] was employed
as the standard. Both the sample and standard were excited at the
same wavelength (630 nm).
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2.3.2. Triplet quantum yields and lifetimes

The solutions for triplet quantum yields and lifetimes were
introduced into a 1.0 mm pathlength UV-visible spectrophotomet-
ric cell, deaerated using nitrogen and irradiated at the Q band
maxima. Triplet state quantum yields (@) of a- and 3-ZnPc were
determined by the triplet absorption method [21], using zinc
phthalocyanine (ZnPc) as a standard; Eq. (2):

AAT .E Zlg-td

o1 = P
T T AA?—td.é‘T

(2)

where AAr and AA?" are the changes in the triplet state
absorbances of a- or B-ZnPc and the standard respectively. et and
5?‘1 are the triplet state molar extinction coefficients for a- or 8-
ZnPc and the standard respectively. <D§fd is the triplet quantum yield
for the standard, ZnPc (®1=0.65in DMSO [22],0.58 in DMF [23] and
0.65 in toluene [24]). e and <D§td were determined from the molar
extinction coefficients of their respective ground singlet state (&g
and egtd )and the changes in absorbances of the ground singlet states

(AAs and AA3M), according to Eq. (3):

AA
Er :SS.TAZ (3)

Quantumyields of internal conversion (®;¢) were obtained from
Eq. (4), which assumes that only three processes (fluorescence,
intersystem crossing and internal conversion), jointly deactivate
the excited singlet state of the a- or 3-ZnPc molecule:

Dic =1—-(Pr + Pr) (4)

2.3.3. Singlet oxygen quantum yields

Quantum yields of singlet oxygen photogeneration were deter-
mined in air (no oxygen bubbled) using the relative method with
ZnPc asreference and DPBF as chemical quencher for singlet oxygen,
using Eq. (5):

D, = P .LSZBF L (5)
RDPBFIabS

where <P5Afd is the singlet oxygen quantum yield for the standard,
ZnPc(® 4 =0.67 in DMSO [25],0.56 in DMF [26], and 0.58 in toluene
[27]). Rppgr and RSDfI‘}BF are the DPBF photobleaching rates in the
presence of a- or 3-ZnPc and the standard respectively. I, and
Igfg are the rates of light absorption by a- or $-ZnPc and the stan-
dard respectively. To avoid chain reactions induced by DPBF in the
presence of singlet oxygen [26], the concentration of DPBF was
~3 x 10> mol L~1. Solutions of sensitizer (absorbance=0.2 at the
irradiation wavelength) containing DPBF were prepared in the dark
and irradiated in the Q band region using the setup described above.
DPBF degradation at 417 nm was monitored. The light intensity for
singlet oxygen studies was 2 x 101> photons s~! cm~2. The error in
the determination of @, was ~10% (determined from several @ 4
values).

2.3.4. Photodegradation quantum yields
For determination of photodegradation quantum yields, the
usual Eq. (6) was employed:

(Co — Ce)VNy

Ppa = TapsSE

(6)
where Cy and C¢ in mol dm~3 are the concentrations of o- or B-ZnPc
before and after irradiation respectively; V is the reaction volume;
S, the irradiated cell area (2.0 cm?2); t, the irradiation time; N4, Avo-
gadro’s number and I, the overlap integral of the radiation source
intensity and the absorption of a- or 3-ZnPc (the action spectrum)
intheregion of the interference filter transmittance. The light inten-
sity for photodegradation studies was 5 x 1016 photonss~! cm—2.

3. Results and discussion
3.1. Syntheses and characterization

The synthetic routes to a-ZnPc and (B-ZnPc are summarized
in Scheme 1. The first step in the synthetic procedure was to
obtain 1 and 2. These reactions were accomplished by a base-
catalysed nucleophilic aromatic nitro displacement [28] of 3- and
4-nitrophthalonitrile with 2-quinoxalinol. The compounds were
characterized by IR, UV-vis, NMR spectroscopies, and elemen-
tal analysis. The characteristic vibrations corresponding to ethers
groups (C-0-C)at ca. 1070-1090 cm~! were observed for both com-
plexes 1 and 2. The '"H NMR spectrum of 1 and 2 showed signals
at § ranging from 7.59 to 8.85, belonging to aromatic protons, inte-
grating for 8 protons for 1 and 2 each as expected. The results of the
elemental analysis confirmed the proposed structure of compounds
1and 2.

To obtain substituted phthalocyanines, generally substituted
phthalonitriles or 1,3-diiminino-1 H-isoindoles are used. 2(3),
9(10), 16(17), 23(24)-tetra-substituted phthalocyanines can be
synthesized from 4-substituted phthalonitriles while 1(4), 8(11),
15(18), 22(25)-tetra-substituted phthalocyanines are produced
from 3-substituted phthalonitriles. In both cases a mixture of four
possible structural isomers are obtained. These isomers can be
designed by their molecular symmetry as Dy, Cyy, Cs and Dyp. In
this work, we obtained phthalocyanines as isomeric mixtures as
expected. No attempt was made to separate the isomers of a-ZnPc
and 3-ZnPc [29].

The metallo-phthalocyanines a-ZnPc and 3-ZnPc were syn-
thesized from the corresponding substituted phthalonitriles and
corresponding metal salt (Zn [30]) in pentanol reflux temperature
for 8 or 12 h (Scheme 1). The FTIR spectrum of a-ZnPc and [3-ZnPc
clearly indicates the cyclotetramerization of compounds 1 and 2
with the disappearance of the CN peaks at 2227 and 2234cm™!
[31,32]. The characteristic vibrations corresponding to ether groups
(C-0-C) were observed at 1084 (for 1) and 1088 cm™! (for 2)
and aromatic C-H stretching at ca. 3060 for the ZnPc complexes.
Both of ZnPc derivatives showed absorption peaks between 700
and1000cm~!, which may be assigned to phthalocyanine skeletal
vibrations [33].

The "H NMR spectra of tetra-substituted phthalocyanine deriva-
tives (a-ZnPc and [3-ZnPc) showed complex patterns due to the
mixed isomer character of these compounds. The compounds were
found to be pure by 'H NMR with both the substituents and ring
protons observed in their respective regions. In the '"H NMR spec-
trum of a-ZnPc the aromatic and Pc protons appear between 7.20
and 8.51 ppm and for 3-ZnPc between 7.12 and 8.31 ppm, integrat-
ing for a total of 32 for each complex. It has been reported before
that for large Pc molecules as in this work, elemental analyses often
gives unsatisfactory results [34]. With this in mind, the elemental
analyses of a-ZnPc and (3-ZnPc are satisfactory.

Table 1
Spectral parameters of a-ZnPc and 3-ZnPc in DMSO, DMF and toluene.

Ao (Abs)/nm (loge) A (Ems)/nm  Alsiokes/nm N (Ty—T,)/nm  Es/eV

DMSO

a-ZnPc 687 (5.07) 703 16 570 1.77
B-ZnPc 679 (4.48) 699 20 510 1.78
DMF

a-ZnPc 685 (4.99) 702 17 560 1.77
B-ZnPc 676 (4.54) 694 18 490 1.79
Toluene

a-ZnPc 690 (4.73) 711 21 550 175
B-ZnPc 676 (4.22) 692 16 510 1.80
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3.2. Ground state electronic absorption spectra

The Q-band positions of a-ZnPc and (3-ZnPc in DMF, DMSO
and toluene are given in Table 1. The non-symmetric (splitting
and broadening) nature of the Q-band of a-ZnPc (Figs. 1 and 2)
is consistent with the non-planar distortion of the ZnPc ring by
the substituents at the a-positions [35]. However, such spectral
asymmetry was not observed for 3-ZnPc (Fig. 1). It appears that
steric hindrance arising from the quinoxalinyl substituents is more
significant at the a-positions than at the (3-positions. It is known
that non-peripherally substituted MPc complexes are more liable
to non-planar distortion than their peripherally substituted coun-
terparts [35,36]. Also, the spectral asymmetry was observed only in

0.5

o e
% =
1 1

Absorbance
(=]
[
M

550 590 630 670 710 750
Wavelength (nm)

Fig. 1. UV-vis absorption spectra of a-ZnPc and 3-ZnPc in toluene.
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2
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Scheme 1. Syntheses of a- and 3-ZnPc.
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Fig. 2. UV-vis absorption spectra of a-ZnPc in DMF, DMSO and toulene.

toluene (a low-polarity solvent) and not in DMF and DMSO, which
are polar solvents (Fig. 2), as observed before for ZnPc complexes
bearing dendritic substituents at a-position [36]. One would have
expected to observe the Q-band position at a longer wavelength in
DMSO than toluene, on grounds of the higher refractive index of the
former; however, the Q-band position in toluene is red-shifted rel-
ative to that in DMSO (Fig. 2), which is still attributed to non-planar
distortion in toluene. The most notable result of macrocycle distor-
tion is a bathochromic shift of the absorption spectrum, which is
as a result of a destabilization of the m-system leading to a smaller
HOMO-LUMO gap [37,38]. For 3-ZnPc (in which distortion is not
significant), the Q band position is observed at a shorter wavelength
(676 nm) in toluene (and in DMF) than that in DMSO (679 nm),
which is consistent with solvent refractive index considerations.
In the three solvents, the Q-band positions of a-ZnPc are red-
shifted relative to those of 3-ZnPc, with the greatest red-shifting
observed in toluene. Non-peripheral substitution greatly influences
the energy levels of the molecular orbital and hence the absorption
spectrum, whereas peripheral substitution has a smaller effect on
the Q-band position. In a-ZnPc, the quinoxalinyl substituents are
closer to the ring, hence they bring about greater destabilization
of the aj, orbital (HOMO), and result in larger bathochromic shifts.
The greater red-shifting in toluene is as a result of the additional
effect of the distortion of the macrocycle in this solvent, as discussed
above.

3.3. Fluorescence spectra, lifetimes and quantum yields

The absorption and fluorescence excitation spectra of a-ZnPc
(and of B-ZnPc) are similar in DMF, DMSO and toluene. Fig. 3
shows the fluorescence excitation and emission spectra of 3-ZnPc
in toluene. The Stokes’ shifts range from 16 to 21 nm, which is

250

s 3 i
Excitation, “ Emission

L

=

o
H

Intensity (au)
2

1004
50 g
0 :\\‘*

500 550 600 650 700 750 800
Wavelength (nm)

Fig. 3. Fluorescence excitation and emission spectra of 3-ZnPc in toluene.

usual for ZnPc derivatives [27,39,40]. Fluorescence quantum yield
(@F) values for a-ZnPc and 3-ZnPc in DMSO, DMF and toluene, are
lower than those for unsubstituted ZnPc (®=0.20, 0.17 and 0.07 in
DMSO, DMF and toluene respectively [27]) (Table 2). This implies
that the presence of quinoxalinyl substituents caused some fluores-
cence quenching of the parent ZnPc, and the extent of quenching
is greater in a-ZnPc than in B-ZnPc. The lower @f values for a-
ZnPc (than for B-ZnPc) in the three solvents can be attributed to the
proximity of the fluorescence-quenching substituents to the ZnPc
ring. @ is lower for a-ZnPc, in which the substituents are closer
to the point of fusion to the ring. Comparing @ values among the
three solvent, the highest and lowest values were obtained in DMSO
and toluene respectively. @ values in the three solvents demon-
strate that fluorescence is influenced by the environment of the
fluorescing molecule, e.g., solvent parameters. Solvent effects on @f
are usually interpreted in terms of the Forster-Hoffman equation
[41] (Eq. (7)), which predicts a direct dependence of @ on solvent
viscosity.

Log®r =C +x log n (7)

The values of @ in the three solvents are in conformity with
the Forster-Hoffman equation. The viscosities of DMSO, DMF and
toluene are 1.99, 0.78 and 0.59 cP respectively; the @ values vary
in the same order as solvent viscosities (Table 2).

3.4. Triplet quantum, yields and lifetimes

Triplet quantumyield (@7) is the fraction of absorbing molecules
that undergoes intersystem crossing to the metastable triplet
excited state. Therefore, factors which induce spin-orbit coupling
will certainly populate the triplet excited state. The effects of sub-
stituent position (« or ) and solvent on @7 values are shown in
Table 2. a-ZnPc consistently exhibited higher @t values than [3-
ZnPc in the three solvents. Any feature that promotes structural
distortion will enhance intersystem crossing to the triplet excited
state [36,42]. As stated earlier, a-substitution supports molecular
distortion, hence higher values of @1 for a-ZnPc (than for 3-ZnPc)
are expected, as shown in Table 2. In this vein, the particularly high
@7 value of a-ZnPc in toluene (0.71) could be attributed to non-
planar distortion of the complex in this solvent. There is no well
defined trend in the variation of @1 with solvent type; however,
the values are slightly higher in DMSO than in DMF. Triplet lifetimes
(tT) of the complexes are listed in Table 2. The values are longer for
a-ZnPc than for 3-ZnPc. Among the three solvents, the order of tris
DMSO > DMF > toluene. The reason for the large difference in value
(going from DMSO to DMF and toluene) is not clear, but could partly
be ascribed to the higher viscosity of DMSO (1.99 cP) than those of
DMEF (0.78 cP) and toluene(0.59 cP). The rate of non-radiative deac-
tivation and molecular motion are expected to be decreased in a
viscous solvent like DMSO, and be increased in toluene, having a
low viscosity. The triplet states of both a-ZnPc and (3-ZnPc in the
three solvents follow a mono-exponential decay profile; the triplet
decay profile for a-ZnPc in DMSO is shown in Fig. 4.

Quantum yields of internal conversion (®;c) do not differ much
as the solvent is changed, which implies that the quantum yields of
the other two deactivation processes (®r and @) are complimen-
tary to each other. @) values are somewhat higher in 3-ZnPc.

3.5. Singlet oxygen and photodegradation quantum yields

Singlet oxygen is the lowest excited state of the oxygen molecule.
Singlet oxygen is generated in solution by photosensitization. A
photosensitizer is irradiated to its singlet excited state, followed
by intersystem crossing to its triplet excited state. The triplet may
then produce singlet oxygen (Type Il process) via energy transfer to
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Table 2

Photophysical and photochemical properties of a-ZnPc and (3-ZnPc in DMSO, DMF and toluene.

'L"r/}.l,Sa DF [ D ¢A 10° (Dpd ]074k1 (kobs)/571 1074k1(0)/57] d ]Ofskb/Mfl s-1b
DMSO
a-ZnPc 160 (100) 0.13 0.62 0.25 0.57 235 0.62 (1.00) 0.38 0.13
B-ZnPc 125(90) 0.17 0.53 0.30 0.51 1.89 0.80 (1.11) 0.31 0.11
DMF
a-ZnPc 7.8 (4.1) 0.10 0.57 0.33 0.51 1.04 12.82 (24.39) 11.57 4.13
B-ZnPc 4.2(3.1) 0.14 0.51 0.35 0.47 1.73 23.81(32.26) 8.45 3.02
Toluene
a-ZnPc 7.0(3.3) 0.03 0.71 0.26 0.55 0.71 14.29 (30.30) 16.02 5.72
3-ZnPc 5.1 (3.0) 0.06 0.55 0.39 0.49 0.98 19.61 (33.33) 13.73 4.90

2 Values in brackets for air-saturated solutions (in the presence of oxygen).
b Calculated using Eq. (9) and taking [0, ] to be 2.8 x 10~4 M [45].

triplet ground state oxygen. This mechanism suggests that the effi-
ciency of singlet oxygen generation (measured as singlet oxygen
quantum yield, @ 4), should depend on the energy (E7), quantum
yield (@7) and lifetime (t7) of the triplet state, among other fac-
tors. As in the case of @7 values, @ 4 values are larger for a-ZnPc
than for B-ZnPc in the three solvents. The values are also consis-
tent with the 77 values as expected. Solvent effects on @ 4 values
are not well pronounced, but slightly lower values were obtained
in DMF and toluene. Considering, the huge discrepancy between 77
values obtained in DMSO and those obtained in DMF and toluene,
one would expect a concomitant large difference between @ 4 val-
ues in DMSO and those in DMF and toluene. However, the values,
though lower in DMF and toluene, are still long enough for appre-
ciable sensitization of singlet oxygen production. This observation
suggests that the differences in t values in the various solvents, do
not significantly affect @ 4 values. Photodegradation values were
within the values typical of stable MPc complexes [40].

3.6. Kinetics of interaction of triplet states with triplet oxygen

The triplet lifetimes of the complexes decreased in the presence
ambient oxygen, compared to those obtained in argon-saturated
solutions (Fig. 5). This observation is expected because triplet oxy-
gen is known [42,43] to be an excellent quencher of the triplet
excited states of MPc-based photosensitizers, forming singlet oxy-
gen as discussed above. The lifetimes and decay rate constants of
a-ZnPc and 3-ZnPc in the presence and absence of oxygen (and in
three different solvents) are shown in Table 2. The rate constants for
spontaneous triplet decay were calculated as the reciprocals of the
respective triplet lifetimes in deaerated (argon-saturated) solutions
(kt=1/tr); while the decay rate constants in the presence of oxygen
were calculated as the reciprocals of the observed triplet lifetimes
in the presence of oxygen (Kgops) = 1/Tops))- It should however be
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0
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Fig. 4. Mono-exponential triplet decay profile for a-ZnPc in DMSO.

noted that kr,ps) has two components, as given by Eq. (8):

kr(obsy = k1 + k1(0) (8)

where kro) is the pseudo-first order rate constant for the quenching
of the triplet state by oxygen (as oxygen is in excess over the MPc
triplet state), and is defined by Eq. (9):

k(o) = kp[02] (9)

where k;, is the bimolecular rate constant and [0, ], concentration
of oxygen in air-saturated solution, taken as 2.8 x 10~4 M [44].

Values of kr, krons), ko) and kp, are given in Table 2. In the
three solvents, kr and k,ps are lower for a-ZnPc than for 3-ZnPc,
as expected on grounds of longer 77 of the former. However, a-
ZnPc exhibits higher values of ky) and k;, than B-ZnPc, which
implies that quinoxalinyl substituents on a-positions make the
ZnPc ring more vulnerable to oxygen quenching than when they
are on [3-positions. The values of k;, are smaller than the diffusion-
controlled values (~10'©M~1s-1 [45]), which could have resulted
from steric shielding of the triplet states or low quenching efficien-
cies in the complexes [46]. The fact that kj, values are smaller for
[3-ZnPc suggests that these molecules are more sterically shielded
from the diffusing oxygen molecules than a-ZnPc molecules. Sol-
vent effect on the rate constant values is well pronounced, with
the values being consistently smaller in the most viscous of the
solvent (DMSO). The small values of kr in DMSO are ascribed to
greater hindrance to non-radiative deactivation, molecular rotation
and translation in this solvent. Again, the diffusion coefficient of
oxygen is the three solvents is in the order DMSO > DMF > toluene;
the rate of collision of oxygen molecules with the triplet state is
lower in DMSO than in DMF and toluene, hence smaller values of
k(o) and k;, in DMSO are not unexpected.

0.0003
Time /s

0 0.0001 0.0002 0.0004 0.0005

Fig. 5. Triplet decay profiles for f-ZnPc in DMSO (a) in the absence of oxygen and
(b) in the presence of oxygen.
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3.7. Conclusion

This work has described the syntheses, spectral and photo-
physicochemical properties of tetra(quinoxalinyl)phthalocyaninato
zinc(Il), in which the substituents are at the non-peripheral (a-
ZnPc) and peripheral (3-ZnPc) positions respectively. The syntheses
of the complexes were confirmed by IR and NMR spectroscopies,
as well as elemental analysis. It has been revealed that the pres-
ence of the quinoxalinyl substituents on ring a-positions brought
about greater distortions to the parent MPc ring than they do on
[B-positions, as evident from the greater bathochromic shift in the
absorption wavelength of the former than that of the latter. Such
distortions are more severe in low-polarity solvent-toluene than
in DMSO and DMF, contrary to what might be expected on the
grounds of the solvents’ refractive indices consideration. Both com-
plexes are less fluorescent than the unsubstituted ZnPc, suggesting
the fluorescence quenching effect exerted by the quinoxalinyl sub-
stituents on the parent ZnPc. a-ZnPc is not as fluorescent as 3-ZnPc,
but exhibits greater triplet yields; these observations were again
attributed to the greater non-planar distortion in the former. How-
ever, singlet oxygen quantum yields were comparable for both
complexes, though a-ZnPc exhibited slightly higher values. ®f
values were observed to vary with solvent refractive index, in con-
formity with Forster-Hoffman relation. Triplet state quenching by
oxygen was more effective in a-ZnPc than in 3-ZnPc, judging from
the respective values of bimolecular rate constants for the quench-
ing processes. Such triplet state quenching was found to be most
effective in the least viscous solvent-toluene, due to the higher
diffusivity of oxygen in this solvent.
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