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Energy and Electron Transfer in Polyacetylene-Linked Zinc—Porphyrin-
[60]Fullerene Molecular Wires
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Abstract: The synthesis and electro-
chemical and photophysical studies of
a series of alkyne-linked zinc—porphyr-
in—[60]fullerene dyads are described.
These dyads represent a new class of
fully conjugated donor-acceptor sys-
tems. An alkynyl-fullerene synthon
was synthesized by a nucleophilic addi-
tion reaction, and was then oxidatively

cally coupled and that the degree of
electronic interaction decreases with
increasing length of the alkyne bridge.
In toluene, energy transfer from the ex-
cited zinc-porphyrin singlet to the full-
erene moiety occurs, affording fuller-
ene triplet quantum yields of greater
than 90%. These dyads exhibit very
rapid photoinduced electron transfer in

tetrahydrofuran (THF) and benzoni-
trile (PhCN), which is consistent with
normal Marcus behavior. Slower rates
for charge recombination in THF
versus PhCN clearly indicate that
charge-recombination events are occur-
ring in the Marcus inverted region. Ex-
ceptionally small attenuation factors
(B) of 0.0640.005A" demonstrate

coupled with a series of alkynyl tetra-
aryl zinc—porphyrins with 1-3 alkyne
units. Cyclic and differential pulse vol-
tammetry studies confirmed that the
porphyrin and fullerene are electroni-

electron
porphyrinoids
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that the triple bond is an effective me-
diator of electronic interaction in zinc—
porphyrin—alkyne—fullerene molecular
wires.

fullerenes

Introduction

The rational design of novel, artificial, photosynthetic en-
sembles has emerged as a topic of major interest in the
fields of chemistry and biology.'! One of the most remarka-
ble properties of [60]fullerene (Cg) as an acceptor in elec-
tron-transfer (ET) processes is that it gives rise to an effi-
cient and rapid photoinduced charge separation (CS) and
slow charge recombination (CR) in the dark.”! Porphyrin—
[60]fullerene dyads exhibit long-lived charge-separated
states, which in a few cases have been successfully used to
generate photocurrents.”) Although various spacers have
been utilized in attempts to enhance the interaction between
donors and acceptors, the use of “molecular wires” as bridg-
ing components in donor—acceptor systems has been proven
to be one of the most promising approaches for establishing
efficient communication between the chromophores.™!
Incorporation of molecular wires into conjugated donor—
acceptor (D-A) systems has emerged as a promising strat-
egy for constructing molecular electronic materials.”! Such
molecules have already found applications in electrical con-
ductors,” photovoltaic cells,” electroluminescent devices,®
nonlinear optics,”) and field-effect transistors.'” Efficient
long-range ET and energy-transfer (EnT) phenomena have
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been observed in systems possessing redox centers connect-
ed by molecular wires."""! As it is known that the efficien-
cy of ET decreases exponentially with increasing molecular-
wire length, and that the attenuation factor is a function of
the electronic structure and overall architecture of the
wire,l"? much effort has been devoted to designing systems
that facilitate long-range ET and EnT processes.”!! The at-
tenuation factor (), which describes the intrinsic electronic
properties of the bridge, is related to the distance depend-
ence of electron-transfer rate constants (kgy) as shown in
Equation (1):

ker = ko eXp(—ﬁRDA) (1)

in which k; is a kinetic prefactor and Rp, is the D-A center-
to-center distance.”” Recently, it has been shown that effec-
tive matching of orbital energies between the donor and
bridge components is a necessary consideration for achiev-
ing efficient “molecular-wire” behavior in conjugated D-A
systems.?2%!

Oligothiophenes have been shown to be good candidates
for studying the efficiency of molecular-wire behavior due
to their ready accessibility, ease of structural modification,
high 7 conjugation, and low oxidation potentials.***! Tto
and co-workers have used extended oligothiophene chains
as rigid covalent linkers between versatile electro- and pho-
toactive compounds, including porphyrins and fullerenes.['”
In a photoactive triad system consisting of a porphyrin—oli-
gothiophene—[60]fullerene assembly, an attenuation factor
(B) of 0.11 A~' was determined from a plot of Inkg; versus
Rpa. This value is significantly smaller than those obtained
for saturated hydrocarbon bridges™ (8=0.6-12 A"") and
conjugated paraphenylenes™ (8=0.32-0.66 A!), but is
comparable to oligoenes!"™! (8=0.04-0.2 A~') and oligo-
ynes!' 7 (8=0.04-0.17 A™).

More recently, Martin and co-workers reported an excep-
tionally small attenuation factor (8=0.01+0.005 A"") for a
series of exTTF-wire-Cg, ensembles made by incorporating
oligo(phenylenevinylene)s (oligo(PPV)s) as bridges between
n-extended  tetrathiafulvalene  (exTTF) donors and
[60]fullerene acceptor moieties.®! Homoconjugation is ach-
ieved by coupling of the exTTF moiety to the fullerene
sphere through the oligomeric bridge. This series of exTTF—
wire—Cg, systems exhibits excellent molecular-wire behavior
over distances of up to 40 A. Donor-acceptor coupling con-
stants (V) of ~55cm™! reflect strong electronic coupling
through the paraconjugation of the oligo(PPV)s to the
exTTF donor, which promotes charge-transfer phenomena
with a weak dependence on molecular distance.

Recent studies of long-range charge separation (CS) in
D-A systems have shown that m-conjugated polyene and
polyyne spacers dramatically enhance electronic coupling
between donors and acceptors.” Although free rotation
about single bonds can lead to variations in donor—acceptor
distances as well as reduced conjugation in polyene-linked
D-A systems,”” polyyne linkers maintain fixed distances be-
tween the chromophores and permit enhanced conjugation
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in rigid D-A systems, affording geometrically well-defined
materials that simplify the interpretation of physical data.
Schuster et al. and Yamada et al. were among the first to
report on the study of porphyrin—-Cy, (D-A) systems linked
by an alkyne bridge.”® Although no true conjugation was
present in Yamada’s fulleropyrrolidine derivative, which has
an intervening sp® carbon atom, the accelerated rate of CS
over an analogous amide-linked system can be rationalized
in terms of enhanced electronic coupling between the por-
phyrin and fullerene moieties.*!

Komatsu and co-workers were the first to report the syn-
thesis and study of trimethylsilylethynyl- and phenylethyn-
yl-hydrofullerenes, the first alkyne-Cy, derivatives,?” pre-
pared by nucleophilic addition of the appropriate alkynyl-
lithium reagent to the fullerene, followed by quenching with
trifluoroacetic acid. Diederich and co-workers studied the
chemistry of a variety of fullerene-acetylene hybrids,*!
leading to significant progress in the synthesis of carbon al-
lotropes incorporating fullerenes around a central acetylenic
framework.

We recently reported the synthesis and preliminary photo-
physical study of the first completely conjugated butadiyne-
linked zinc—porphyrin-[60]fullerene (ZnP-Cg) dyad,’ in
which the two chromophores were linked by a fully conju-
gated “molecular wire” with no intervening sp® carbons.
Upon photoexcitation, this system exhibited both extremely
rapid forward ET and slower charge-recombination (CR)
dynamics. Steady-state fluorescence studies in chloroform
revealed that the porphyrin fluorescence was almost entirely
quenched by the attached fullerene moiety, while the fluo-
rescence lifetime (z;) of less than 10 ps indicated rapid and
efficient communication between the chromophores.

We now report a complete photophysical and electro-
chemical investigation of a series of rigid polyalkynyl-linked
zinc—porphyrin—-[60]fullerene dyads in which CS and CR
processes were studied as a function of D-A distance.

Results and Discussion

Synthesis: The synthesis of 1-ethynyl-2-methyl[60]fullerene
(2) was carried out according to the methodology previously
reported for the corresponding benzyl derivative.’'l As
shown in Scheme 1, nucleophilic addition of lithium trime-
thylsilylacetylide to Cg,, followed by quenching with excess
iodomethane, furnished 1 in ~50% yield. Deprotection of

Scheme 1. Synthesis of 1-ethynyl-2-methyl[60]fullerene (2): a) 1.
Li—=-SiMe;,, 2. CH;I/THF/40°C; b) K,CO;, THF/CH;OH/A.
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the alkyne with potassium carbonate in refluxing THF/
CH;OH (5:1) afforded fullerene derivative 2 in ~45%
yield.

Zinc(11)-5-[4-(trimethylsilylethynyl)phenyl]-10,15,20-
tris[3,5-di(tert-butyl)phenyl]porphyrin (3) was synthesized by
modification of the one-step nitrobenzene method previous-
ly reported (Scheme 2).*2' Condensation of the mixed alde-

b)

U Si(CH,),

H 3

Scheme 2. Synthesis  of
a) 1. acetic acid, nitrobenzene, 4, 2. Zn(OAc),; b) TBAF.

hydes with pyrrole in a reflux-
ing solution of glacial acetic
acid/nitrobenzene (4:3) furnish-
ed a crude mixture of porphyr-
ins, which was metalated by
treatment with zinc acetate di-
hydrate in refluxing chloroform/
methanol (2:1) for four hours.
Zinc—porphyrin 3 was effective-
ly isolated using a long silica-gel
column with cyclohexane/meth-
ylene chloride (4:1) as the
eluent. Zinc—porphyrin 3 was
deprotected with excess tetra-
butylammonium fluoride hy-
drate (TBAF) in tetrahydrofur-
an at room temperature, afford-
ing 4 as a purple, crystalline
solid in near quantitative yield.

Extended TMS-protected
(TMS = trimethylsilyl) alkynyl
zinc—porphyrins 5 and 7 were
prepared by oxidative hetero-
coupling with excess trimeth-
ylsilylacetylene under a dry
oxygen atmosphere (Scheme 3).
The oxidative heterocoupling
reaction, utilizing in situ pre-
paration of the Hay 8
catalyst ~ (CuClI-TMEDA-O,;
TMEDA = N,N,N',N'-tetrameth-

Chem. Eur. J. 2005, 11, 3375-3388 www.chemeurj.org

zinc(11)-5-(4-ethynylphenyl)-10,15,20-tris[3,5-di(tert-butyl)phenyl]porphine  (4):
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ylethylenediamine) in freshly distilled methylene chloride,
furnished 5 and 7 in quantitative yield. These compounds
were then treated with an excess of TBAF hydrate at room
temperature to furnish the respective deprotected alkynyl
zinc—porphyrins 6 and 8 in quantitative yield.
Polyalkynyl-ZnP-Cg, dyads 9, 10, and 11 were synthesized
by oxidative heterocoupling reactions between ethynyl full-
erene derivative 2 and an
excess of zinc—porphyrins 4, 6,
and 8 (Scheme 4). Oxidative
coupling, again with in situ
preparation of the Hay catalyst
in chlorobenzene under a dry
oxygen atmosphere, afforded
nonfluorescent dyads 9, 10, and
11 in modest yields, along with
products identified by MALDI-
TOF mass spectra as alkynyl-
linked homodimers ZnP-ZnP
and Cy—C, formed under the
reaction conditions. Each ZnP-
4 Cq dyad was separated from its
corresponding  homocoupling
products on a silica funnel
using CS, as the eluent. The
ZnP-Cg, dyads eluted before

Scheme 3. Synthesis of zinc(i1)-5-(4-alkynylphenyl)-10,15,20-tris[3,5-di(tert-butyl)phenyl]porphyrins 4, 5, 6, 7,
and 8: a) TBAF; b) TMS—=—H, CuCI/TMEDA.
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6: n=2
8: n=3

Scheme 4. Synthesis of zinc(11)-5-(4-alkynylphenyl)-10,15,20-tris[3,5-di(tert-butyl)phenyl]porphyrin-1-ethynyl-2-
methyl[60]fullerene dyads 9, 10, and 11: a) 2, chlorobenzene/CuCl, TMEDA.

the ZnP-ZnP dimers, whereas the Cy—Cq dimer was re-
tained on the silica. ZnP-Cy, dyads 9, 10, and 11 were fur-
ther purified by preparative thin-layer chromatography
(TLC) on silica gel using CS, as the eluent. The purity of all
samples was confirmed by TLC, 'H NMR, and MALDI-
TOF analysis.

Structural characterization: Compounds 1-11 were fully
characterized by UV/Vis, 'H NMR, and MALDI-TOF mass
spectrometry. Full details and assignments are given in the
Experimental Section.

Electronic absorption spectra: The UV/Vis absorption spec-
tra for TMS-protected, polyalkynyl ZnP derivatives 3, §,
and 7 are depicted in Figure S1 in the Supporting Informa-
tion. The spectra for all three porphyrins are virtually super-
imposable, exhibiting A, at 423, 425, and 425 nm, respec-
tively. The UV/Vis absorption spectra for the deprotected
ZnP analogues, 4, 6, and 8, depicted in Figure 1, are also vir-

1.6

Absorbance

300 400 500 600 700
Wavelength (nm)

Figure 1. UV/Vis spectra of ZnP-alkynes 4 (pink), 6 (yellow), and 8
(blue) in chloroform (10 pm).

tually superimposable, exhibiting A, at 423, 424, and
424 nm, respectively. Thus, extending the linker attached to
ZnP has virtually no effect on the UV/Vis absorption spec-
tra of these compounds. The spectra for ZnP-Cg, dyads 9,
10, and 11, depicted in Figure 2 and Figures S2 and S3 in the
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Supporting Information, all
show strong absorption bands
for both the porphyrin and full-
erene moieties, and are consis-
tent with the UV-visible spectra
of other porphyrin—Cq, sys-
tems.” Although a small red-
shift in the spectra for dyads 9,
10, and 11 relative to zinc—por-
phyrins 4, 6, and 8 occurs, en-
hanced absorption by the dyads
is not observed.

10: n=3
1. n=4

Absorbance

600 700
Wavelength (nm)

Figure 2. UV/Vis spectra of ZnP-alkyne 6 (blue) and ZnP-Cg, dyad 10
(pink) in chloroform (10 um).

Electrochemistry: As seen from the cyclic voltammogram
(CV) illustrated in Figure 3, three reversible reduction
waves are evident for alkynylfullerene 2 (see data summary
in Figure 4). The reduction potentials are shifted cathodical-
ly relative to that of pristine Cg,?’*) which is attributed to
the saturation of one of the m bonds on the Cg, surface.*’]

Current (pA)

R ——=

T T
1.5 1.0 0.5 0.0 0.5 =1.0 =15 =2.0 2.5
Potential (V) vs Fc / Fe*

Figure 3. Cyclic voltammogram (CV) of 2.
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Oxidation Reduction

-1.04 Oxidation Reduction Oxidation Reduction Oxidation Reduction
-1.42 +0.35 -1.81 +0.35 -1.91 +0.36
-1.94 +0.63 - 2.06* +0.65 -2.34% +0.66 -1.79

FULL PAPER

Oxidation Reduction Oxidation Reduction Oxidation Reduction
+0.35 +0.35 -1.78 +0.35 -1.89
+0.65 +0.63 -2.13* +0.68 -227*
9 (n=2) 10 (n=3) 11 (n=4)
Oxidation Reduction Oxidation Reduction Oxidation Reduction
+0.36 -1.08 +0.35 -1.04 -1.00
+0.69 -143 +0.66 -1.44 -1.35
-1.88 -1.90 - 1.56*
-1.98* - 2.00* -1.87*
-220* -212*

Figure 4. Oxidation and reduction potentials (V) of 1-11 versus Fc/Fc™*. The * indicates chemically irreversible peaks; therefore E,,,, is reported.

Differential pulse voltammetry (DPV) experiments show
that the first oxidation of 2 occurs at +1.18 V. The peak po-
tentials obtained from DPV experiments (Figure 5), were
converted to Ei, values using Equation (2)*:

AE
Emax(DPV) = EI/Z - T (2)

in which AE is the pulse amplitude, and the values were
found to be comparable to the potentials obtained from CV
studies (Table 1).5

Figures 6 and 7 show the CV and DPV results of the zinc-
porphyrins 3 and 4 with single acetylene groups, with TMS
and H termini, respectively. Both compounds show two re-

Chem. Eur. J. 2005, 11,3375-3388 ~ www.chemeurj.org

duction and two oxidation peaks. Both oxidation peaks
appear to be reversible and, from comparison with analo-
gous compounds reported earlier,””! are characteristic of
porphyrin—acetylene systems. From the CV measurements,
it can be seen that the reduction potential of 3 is about
100 mV more positive than that for 4, reflecting the electro-
positive character of the trimethylsilyl group. The DPV re-
sults of these compounds show a similar trend to that ob-
served in the CV experiments.

Figures S4 and S5 (Supporting Information) show the CV
and DPV data of ZnP compounds 5 and 6 with diyne
spacers. The compounds without the fullerene both show
two oxidation and two reduction waves, similar to 3 and 4.
The positive shift of around 100 mV in the reduction poten-

© 2005 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim — 3379
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Figure 5. Differential pulse voltammogram (DPV) of 2.

Table 1. Potentials (V) obtained from the DPV data versus Fc/Fc*.[*l

Compounds Reduction Oxidation
E' E? E E* E' E*
2 -1.04 -142 -1.94
3 -182 -219 037 0.67
4 -189 -221 038 0.68
5 -174 -2.08 038 0.67
6 -186 -2.16 035 0.66
7 -177  -211 038 0.70
8 -185 =216 037 0.67
9 -1.05 143 -185 -2.08 036 0.68
10 -1.05 -1.40 -193 -212 038 0.72
11 -1.00 -134/-148 -1.82 201 036 0.68

[a] Corrected using Equation (2).

Current (pA)

T ¥ T 1 L] g T ¥ T g T ¥ T 1
10 0.5 0.0 -0.5 -1.0 -1.5 -2.0 25
Potential (V) vs Fc/ Fc*

Figure 6. Cyclic voltammogram (CV) of 3 and 4.

tial for 5 relative to 6 is again ascribed to the TMS group.
The cathodic region of dyad 9 is dominated by reduction
peaks characteristic of 1,2-disubstituted fullerenes.”™ As
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Figure 7. Differential pulse voltammogram (DPV) of 3 and 4.

observed for 2, the first reduction peak shifts cathodically
when pristine Cg, is ethynylated. The first reduction poten-
tial of phenylethynyl-Cy, is close to that of pristine Cq due
to an anodic shift resulting from the electron-withdrawing
inductive effect of the phenylethynyl group, which cancels
out the cathodic shift that results from saturation of one of
the 7t bonds on the surface of Cg,.*’! Considering the struc-
ture of dyad 9, in which a fullerene is connected to a phenyl
group of tetraphenylporphine (TPP) by a butadiyne linkage,
one would expect an effect similar to that seen for phenyle-
thynyl-Cg,. Counter intuitively, the first reduction potential
of dyad 9, which is fullerene-centered, shows a cathodic shift
that is even larger than that observed for 2, which can be ex-
plained if the porphyrin is electronically coupled with the
fullerene in a donor-acceptor (D-A) interaction. A similar
cathodic shift was seen in the DPV-derived potentials. We
can not exclude the possibility that conjugation may also
play a role in causing these cathodic shifts.

Comparison of the HOMO-LUMO gap of the dyads with
those of their respective constituents supports this interpre-
tation. The difference between the first oxidation and the
first reduction potential, EiZ‘LEIZ‘“, as determined by CV, is
a measure of the HOMO-LUMO gap. The HOMO-LUMO
gap of the two components of dyad 9, that is, zinc—porphyrin
6 and Cy, is ~1.33 V, while the HOMO-LUMO gap in dyad
9 is ~1.44 V, which is 110 mV larger.

The CV results for triacetylene compounds 7, 8, and 10,
with TMS, H, and Cy terminal groups, respectively, are
shown in Figure S6 (Supporting Information). A similar
trend to that observed in the previous series of compounds
is apparent. As expected, zinc-trialkynylporphyrin 7, with a
TMS terminal, has a reduction potential 100 mV more posi-
tive than the corresponding compound 8 with an H termi-
nus. The HOMO-LUMO gap in 10 determined from the
CV potentials is ~1.39 V; this is larger than that of the indi-
vidual fragments but lower than that found for dyad 9, sug-
gesting a decrease in electronic coupling, in accord with the
larger porphyrin-Cy, separation.

www.chemeurj.org  Chem. Eur. J. 2005, 11, 33753383
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Compound 11, with four acetylene spacers, shows four re-
duction peaks, two of which are reversible, and two reversi-
ble oxidation peaks (see Figure S8, Supporting Information).
A comparison of the voltammetric response as a function of
the distance between the redox-active moieties was then
made for dyads 9, 10, and 11 (Figures 8 and 9). Compounds

Current (LA)

T T ] T
10 05 00 05 10 -5 20 25
Potential (V) vs Fc/ Fc©

Figure 8. Cyclic voltammogram (CV) of 9, 10, and 11.

/\f\—/ 1
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i
@
3 ~s 9
O !
/\__/\ ,___//\’
T T T 1 T T T T
1.0 0.5 00 0.5 1.0 1.5 2.0 25

Potential (V) vs Fe / F¢™

Figure 9. Differential pulse voltammogram (DPV) of 9, 10, and 11.

9, 10, and 11 have their first reduction potentials at —1.08 V,
—1.04, and —1.00V, respectively, showing electronic cou-
pling between the donor-acceptor pair falls off with dis-
tance, which is attributed to a decrease in electron density
on the fullerene. DPV data for dyad 11 showing the same
trend is depicted in Figure S9 (Supporting Information). The
splitting in the 3rd and 4th reduction potentials of 9, ~—1.8
to —1.9 Vand ~-2.1 to —2.2 V, respectively, is attributed to
close overlap of the reduction waves of the porphyrin and
fullerene moieties. The absence of such splitting in the 4th
reduction peak in the DPV data for dyad 10 indicates de-
creased electronic coupling between the porphyrin and the

Chem. Eur. J. 2005, 11, 3375-3388 www.chemeurj.org
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fullerene. This interpretation is confirmed by the behavior
of 11, for which splitting in both the 3rd and 4th reduction
peaks completely disappears. The shoulders observed
around —1.5V in the square wave voltammograms
(Figure 9) are not currently understood. These are definitely
not ascribable to dissolved oxygen. While we can not ex-
clude the presence of trace impurities, the fact that these
shoulders are seen for all three dyads makes this explana-
tion less likely.

In order to determine the reversibility of the CV peaks,
variable scan plots were recorded for all compounds. Suffi-
ciently fast scan rates result in increased peak-to-peak sepa-
rations. The variable scan plots for zinc—alkynylphenylpor-
phyrin (4; Figure S10, Supporting Information) shows that
peak-to-peak separations increase with increasing scan rates,
indicating that these processes are quasi-reversible. Thus the
E:, values obtained from the CV data (Figure 3) are approx-
imate, and vary slightly from those obtained from DPV ex-
periments (Table 1). Similar results were obtained for all the
other compounds except 1-ethynyl-2-methyl[60]fullerene
(2), which shows completely reversible behavior upon reduc-
tion.

Photophysical studies: Zinc—tetraphenylporphine (ZnTPP)
was used as the reference for comparison with the ZnP-
(acetylene),—Cg, hybrids in steady-state fluorescence experi-
ments, using normalized absorbance of 0.5 at the excitation
wavelength (425 nm). In toluene, THF, and PhCN, the fluo-
rescence quantum yield of ZnTPP is ~0.04.5°" Strong
quenching occurs in ZnP-(acetylene),—C4, systems with
quantum yields of 1.6x107 for 11, 0.9x107* for 10, and
0.6x107* for 9, all in toluene. Figure 10 shows the steady-
state fluorescence of ZnP—(acetylene),—Cq dyads and

120000

80000

Emission
(a.u.)

40000

550 600 650 700 750 60O 850
Wavelength (nm)
Figure 10. Room-temperature fluorescence spectra of ZnTPP and ZnP-

(acetylene),—C, in toluene with absorbance of 0.5 at the 425 nm excita-
tion wavelength. The red line indicates n=2.

ZnTPP in toluene. Quenching of ZnP fluorescence in the
dyads shows a weak distance dependence. Although the
yield drops, the emission patterns are not affected by the
presence of the attached fullerene moiety. In addition to the
ZnP transitions at 605 and 660 nm, a new emission band de-
velops at 715 nm (see Figure 11), which does not correspond
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Figure 11. Room-temperature fluorescence spectra of ZnTPP and ZnP-
(acetylene),—Cg, in toluene with absorbance of 0.5 at the 425 nm excita-
tion wavelength.

to a ZnP-centered process, but is a reasonable match to Cg,
fluorescence.”™ The observation of Cy, fluorescence signifies
a rapid intramolecular transduction of singlet excitation.
The quantum yields for Cy, fluorescence, measured in tolu-
ene, are constant at 0.3x107* for dyads 9, 10, and 11.

The ZnP fluorescence yields for 11 in THF and PhCN are
1.1x107* and 0.9x 1073, respectively, indicating increasingly
faster deactivation of zinc—porphyrin singlet excited states
('ZnP*) with increased solvent polarity, consistent with in-
tramolecular electron transfer. The Cgy-centered fluores-
cence is not seen in THF and PhCN, indicating that ET is
taking place, rather than the EnT deactivation pathway seen
in toluene.

From the fluorescence quantum yields (@) and lifetimes
(7) of photoexcited 9, 10, 11, and ZnTPP (X),*” the rate
constant (k) for intramolecular EnT (in toluene) and ET (in
THF and PhCN), in the ZnP—(acetylene),—C4, dyads (Y),
can be calculated according to Equation (3):

k(Y) = [®(X)—(9, 10, 11)]/[z(X)D(9, 10, 11)] (3)

The rate constants, which range between 8x10° and 3.3x
10'°s7! in PhCN, are listed in Table 2.

The fate of 'ZnP* and the identity of the photoproducts
in the ZnP-(acetylene),—C4 systems were examined by
pico-, nano-, and microsecond transient absorption spectro-
scopy. Representative picosecond time-resolved absorption

Table 2. Fluorescence quantum yields (&), rate constants for charge separation (kcg), rate constanst for
charge recombination (kcg), and charge-separated-state lifetimes(zcs) of ZnTPP and ZnP—(C=C),—Cy.

spectra for ZnTPP, taken after an 18 ps laser pulse at
532 nm in toluene solution, are displayed in Figure 12. The
differential spectrum recorded immediately after the laser
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Figure 12. Differential absorption spectrum (visible and near-infrared)
obtained upon picosecond flash photolysis (532 nm) of ~1.0x10>m solu-
tions of the ZnTPP reference in nitrogen-saturated toluene with a time
delay of 50 ps at room temperature. The spectrum corresponds to the sin-
glet-singlet spectrum of 'ZnTPP*.

pulse (50 ps time delay) is characterized by bleaching of the
porphyrin Q-band absorption at 550 nm and the appearance
of broad absorption between 570 and 750 nm. These are
spectral attributes of 'ZnP* (2.04eV),”®! which decays
slowly (4.0x10%s™!) in toluene to the energetically lower-
lying triplet excited state *ZnP* (1.53 eV) through intersys-
tem crossing (ISC).*) The formation of a pentacoordinated
Zn complex in coordinating solvents, such as THF and
PhCN, shifts the Q band slightly to the red region (565 nm),
with respect to the noncoordinating solvent toluene.

In time-resolved transient absorption measurements in
toluene for compounds 9, 10, and 11, instantaneous growth
of broad absorption between 570 and 750 nm confirms selec-
tive excitation of the ZnP moiety in the dyads. However, in-
stead of observing the slow ISC dynamics (4.0x10°s™") ex-
hibited by ZnTPP, the 'ZnP* decay in the dyads is accelerat-
ed (~1x10"s™") due to the presence of Cg,. Spectroscopical-
ly, the changes in transient absorption, measured after com-
pletion of the decay, bear no resemblance to that of ZnP
triplet excited states. The new transients reveal strong
maxima at 880 nm, characteris-
tic of Cy, singlet excited states

(1Ce*).B¥ In a fullerene refer-

compound - Solvent @i ZnP i S i o ence, 1SC (k=50x10°5) to
= e the energetically lower-lying
9 (n=2) toluene 0.6x10 2.1 %101 - - - . 3 .
THE 05x10°° 26x101 11x10" 1.8x10° 555 triplet state, "Cq*, dominates
PhCN 0.4x10° 33x10" 2310 3.1x10° 322 the deactivation of 'Ce*.*” The
10 (n=3) toluene 0.9x107 1.4x10"9 - - - 880 nm transition decays with
THF 0.8x1073 1.6x10" 7.3%x10° 1.6x10° 625 similar kinetics in the ZnP-
PhCN 0.6x1073 2.2x10" 1.1x10" 2.3%x10° 435 ( tvl _C.. dvads in tolu-
11 (n=4) toluene 1.6x10°3 0.8 10" - - ~  (acetylene),~Cq dyads in tolu
THF 11x107 1.1x10' 5.5%10° 1.4x10° 714  ene. The only component seen
PhCN 0.9x107 1.4x10" 7.8x10° 1.9x10° 526 in the complementary nanosec-

[a] Extrapolated from fluorescence experiments. [b] Determined from femto/picosecond transient absorption

measurements. [c] Energy transfer.
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ond experiments was due to
decay of 3Cg*  (Apar=360,
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700 nm), similar to what is depicted in Figure 13. The high
triplet quantum yields (>90%) for these dyads in toluene
confirm that quenching of 'ZnP* occurs by singlet—singlet
energy transduction.
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Figure 13. Differential absorption spectrum (visible and near-infrared)
obtained upon nanosecond flash photolysis (532 nm) of ~1.0x10°m sol-
utions of ZnP—(acetylene),~Cy, in nitrogen-saturated toluene with a time
delay of 100 ns at room temperature. The spectrum corresponds to ZnP-
(C=0)~'Cy*.

The transient absorption changes of the dyads in THF and
PhCN were measured with several time delays after the
532 nm picosecond laser pulse, and were compared with the
behavior of ZnTPP under the same conditions. At early
times (20-50 ps), the spectra of the dyads are practically
identical to those of ZnTPP, with strong bleaching at
550 nm, attesting to the formation of 'ZnP*. After a delay
time of approximately 100 ps, a new transition around
640 nm starts to grow in with the dyads, as seen in Figure 14
for compound 11. This is accompanied by appearance of ab-
sorption in the near-infrared (NIR) region near 1000 nm,
complete within 2000 ps. Based on spectral comparisons, the
former is ascribed to the zinc—porphyrin m radical cation

-0.015 E L 1 L L 1 1
500 600 700 800 900 1000 1100

Wavelength (nm)

Figure 14. Differential absorption spectrum (visible and near-infrared)
obtained upon nanosecond flash photolysis (532 nm) of ~1.0x107>m sol-
utions of ZnP—(acetylene),—Cq, in nitrogen-saturated THF with a time
delay of 100 ns at room temperature. The spectrum corresponds to the
radical pair, ZnP'*—(C=C),~[Cq]"-
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(ZnP-*), while the latter is due to fullerene x radical anions
(Cgo).ee8X Important criteria are the kinetic resem-
blance 1) between the decay of 'ZnP* and the growth of
ZnP*t/Cq, and 2) between the decay/growth kinetics and
the fluorescence lifetimes. The rates of charge separation for
9 in THF and PhCN determined by this technique are 1.1 x
10" and 2.3x10"s™!, respectively. The rates for 11 are
slightly slower, with values of 5.5x10°s™" in THF and 7.8 x
10°s™! in PhCN. Good agreement was found with the data
obtained from the steady-state fluorescence measurements.

From these results, we propose that charge separation
from the 'ZnP* to the electron-accepting fullerene in polar
solvents directly affords ZnP-*/Cy ~, bypassing 'Cg*. The
absorption of the charge-separated radical pair (CSRP)
ZnPt/Cy is persistent on the picosecond timescale and
decays in the nano- to microsecond range (vide infra).

Charge-recombination dynamics were analyzed by follow-
ing the absorption decay of the reduced form of the electron
acceptor (Cy47) and of the oxidized form of the electron
donor (ZnP-"). In oxygen-free solutions, the decays could
be fitted well to a single-exponential expression. As seen in
Table 2, the lifetimes of the charge-separated states for 9,
10, and 11 were longer in THF than in PhCN: 9, 555 ns in
THEF, 322 ns in PhCN; 10, 625 ns in THF, 435 ns in PhCN;
11, 714 ns in THF, 526 ns in PhCN.

Finally, a plot of the back-electron transfer rates as a func-
tion of donor—acceptor separation led to a distance depend-
ence from which we determined attenuation factors () of
0.06+0.005 A" (see Figure 15). This “wirelike” behavior
signifies effective m conjugation between the phenyl group
of the porphyrin donor, the polyacetylene bridge, and the
fullerene.

14.6

In Ker (87) 144 F

142 [

14 L 1 1 1 1 1 J
18 19 20 21 22 23 24
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Figure 15. Center-to-center distance dependence of ET rate constants in
ZnP—(acetylene),—Cy, in nitrogen-saturated THF (——) and benzonitrile
(-—-) at room temperature.

Discussion

In the present study, a series of ZnP—(acetylene),—Cy, dyads
(9, 10, and 11) were synthesized to assess the ability of poly-
alkynyl linkers to facilitate energy transduction and ET in
ZnP-Cg, “molecular-wire” systems. Although a small red-
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shift was observed in the UV-visible absorption spectrum of
each dyad relative to its zinc—porphyrin component, the op-
tical spectra did not indicate substantial ground-state inter-
action between the chromophores.

Cyclic voltammetry (CV) and differential pulse voltam-
metry (DPV) measurements were also performed to deter-
mine the degree of electronic coupling between the ZnP
and Cg moieties within the series. The TMS-terminated
zinc—porphyrins (3, 5, and 7) show more positive reduction
potentials than the H-terminated analogues (4, 6, and 8).
The changes in the reduction potentials of the D-A dyads 9,
10, and 11 compared with model compounds show that the
ZnP (donor) and C (acceptor) are indeed electronically
coupled to some extent. The effect of increasing the number
of spacer units on the first reduction potentials indicates
that the electronic coupling between the porphyrin and the
fullerene moieties decreases with increasing separation, as
expected. The coupling, however, is not sufficient to cause
major changes in the electronic absorption and emission
spectra of the dyads.

Steady-state fluorescence measurements on dyads 9, 10,
and 11 showed strong quenching of the zinc—porphyrin fluo-
rescence in the dyads relative to ZnTPP in all solvents. The
observed quenching behavior reflects a weak distance de-
pendence. C4 fluorescence, observed at ~715 nm for the
ZnP—(acetylene),—Cg, dyads in toluene, is suggestive of a
rapid intramolecular transduction of singlet excitation, sup-
ported by transient absorption studies clearly demonstrating
formation of *Cg*. The high fullerene triplet quantum yields
confirm that transduction of singlet excitation in toluene is
taking place.

The ZnP fluorescence decays for 11 in THF and PhCN in-
dicate increasingly faster deactivation as the solvent polarity
is increased, consistent with an intramolecular ET mecha-
nism. Transient absorption measurements for 9, 10, and 11
in THF and PhCN, at short time delays, together with strong
bleaching of ZnP absorption at 550 nm, are consistent with
initial generation of 'ZnP*, which undergoes rapid ET to di-
rectly give charge-separated radical pairs, ZnP+/Cs . The
ZnPt/Cg4~ absorption in turn decays in the nano-/microsec-
ond range. The lack of Cg, fluorescence in THF and PhCN
is another strong indication that ET is occurring, rather than
the EnT process observed in toluene.

The rate of CR, as measured by the decay of ZnP'* and
Cg~ in the transient absorption spectra, was faster in PhCN
than in THF (Table 2). A decrease in —AG®, accompanied
by faster CR kinetics, is a phenomenon typically observed
for back-electron transfer in the Marcus inverted region,
where ET rates (kgp) decrease with an increase in the ther-
modynamic driving force. The mechanism for charge separa-
tion can be explained in terms of an electron superexchange
mechanism leading directly to the radical ion pair, as deter-
mined by the large LUMO(ZnP)-LUMO(wire) gap of
greater than 0.3 eV. Alternatively, CR may proceed through
an ET or hole-transfer pathway. The existence of a large
LUMO(Cy,)-LUMO(wire) gap of at least 1.0 eVI*!l is indica-
tive of an electron-tunneling mechanism as the dominant re-
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action pathway. Hole transfer from the HOMO(Cy,) to the
HOMO(ZnP) could proceed through a superexchange or
electron-hopping mechanism. As electron hopping is unlike-
ly to occur under the experimental conditions at room tem-
perature, a superexchange mechanism is proposed as the op-
erative mode. Currently, we are focusing our research on es-
tablishing the relationship between superexchange and elec-
tron-hopping mechanisms in this series of conjugated
donor-acceptor hybrids.

A small attenuation factor () of 0.06+0.005 A~ was cal-
culated from the plot in Figure 15 of ET rates in dyads 9-11
as a function of D-A distances, determined by molecular
modeling (see Figure S11, Supporting Information). The ex-
ceptional “wirelike” behavior observed in dyads 9-11 can be
rationalized in terms of the full & conjugation achieved be-
tween the phenyl ring of the porphyrin donor, the polyacet-
ylene linker, and the Cy, moiety.

Conclusion

Enhanced ET and EnT phenomena have previously been re-
ported in highly conjugated porphyrin arrays linked by
alkyne bridges.*”! Strong electronic coupling and rapid pho-
toinduced ET phenomena were observed in analogous por-
phyrin donor-acceptor systems with a Zn"-porphyrin donor
and Au"-porphyrin acceptor.®! The D-bridge-A systems
described in this work represent the first examples of fully
conjugatively linked ZnP-C, dyads, in which m conjugation
extends the entire length of the bridge connecting the zinc—
porphyrin to the fullerene sphere. These systems exhibit
very rapid CS and somewhat slower CR dynamics in polar
solvents, and singlet—singlet energy transfer in nonpolar sol-
vents. Cyclic and differential pulse voltammetry measure-
ments have shown that the ZnP and Cy components are
electronically coupled, probably due to a combination of
conjugative and weak donor—acceptor interactions, with the
degree of interaction between the chromophores decreasing
with increasing length of the alkynyl chain. This pattern of
behavior following photoexcitation, namely EnT in nonpolar
solvents and ET in polar solvents, is similar to that seen in
several other types of covalently linked porphyrin fullerene
dyads.”>3# An increase in ET rates with increasing solvent
polarity is consistent with normal Marcus behavior for
charge separation. In contrast, the long CSRP lifetimes in
THEF, a polar solvent that lowers the energy of the CS state
relative to the ground state, indicates that CR events are oc-
curring in the Marcus inverted region.”” Finally, the attenua-
tion factors () of 0.0640.005 A~! are exceptionally small,
relative to those observed for D-A systems with conjugated
phenylene  (8=0.32-0.66 A ™)' polyene  (8=0.04—
0.2 A~)519 and polyyne (8=0.04-0.17 A-")%17 [inkers,
but somewhat larger than those obtained for wires incorpo-
rating exTTF as the electron donor and Cg, as the acceptor
(8=0.01+0.005 A~1)."¥ These results support the conclu-
sion that polyacetylene linkers with sp carbons are highly ef-
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fective mediators of electronic interaction between porphyr-
in and fullerene moieties in conjugated D—A assemblies

Experimental Section

General: All commercially available reagents were used as received
unless noted otherwise. Anhydrous toluene (containing <0.001% water)
was purchased from Aldrich and was used as received. Tetrahydrofuran
(THF) was freshly distilled over potassium, with benzophenone as indica-
tor, prior to use. Methylene chloride was dried by distillation over
sodium metal and was used immediately after distillation. Preparative
thin-layer chromatography was performed using TLC standard grade
silica gel (Aldrich), with gypsum binder (particle size 2-25 p, BET sur-
face area ~500 m’g~', pore volume 0.75 cm’g!, average pore diameter
60 A). All 'HNMR spectra were obtained on Bruker-AV 400 MHz and
Varian 200 MHz NMR spectrometers with TMS as an internal standard.
Mass spectra for all samples were obtained using a Bruker Daltronics
MALDI-TOF mass spectrometer. Mass calibrations were performed
using tetra[3,5-di(tert-butyl)phenyl]porphine for compounds 3-8 and pris-
tine Cq for compounds 1, 2, and 9-11. All UV/Vis measurements were
performed on a Hewlett—Packard 8453 UV/Vis spectrophotometer. Mo-
lecular modeling calculations for ZnP-C,, dyads 9, 10, and 11 were per-
formed using Spartan (MMFF94 force field), with energy-minimized con-
formations. All oxidative coupling reactions were performed in one-neck
round-bottomed flasks equipped with a calcium sulfate drying tube, and
protected from light.

1-Trimethylsilylethynyl-2-methyl[60]fullerene (1): Lithium trimethylsilyl-
acetylide (1.8 mL, 0.9 mmol) was added to a deoxygenated solution of
Cgo (200 mg, 0.28 mmol) in anhydrous toluene (220 mL), under vigorous
stirring. The mixture was stirred at room temperature for about 1.5h
under an argon atmosphere. To the mixture, iodomethane (0.2 mL,
0.32 mmol) was added and then dry THF (50 mL). The mixture was
heated at 40°C for 3 h. The reaction mixture was filtered through a
silica-gel column using toluene as the eluent. The product was purified
on a silica column using hot cyclohexane as the eluent to afford 1 as a
brown solid (50%). '"H NMR (200 MHz, CDCl;, 25°C): 6=0.44 (s, 9H;
(CHs;);Si), 3.43ppm (s, 3H; CH;); MALDI-TOF: calcd for CiH,,Si
[M*]: 832.07; found: 832.99 [M*], 817.92 [M*—CH,;], 720.64 [C*].
1-Ethynyl-2-methyl[60]fullerene (2): Potassium carbonate (50 mg) was
added to a solution of 1 (80 mg, 0.096 mmol) in THF (120 mL) and
MeOH (24 mL). The reaction vessel was flushed with argon for 10—
15 min at room temperature with vigorous stirring and was heated at
reflux for about 3—4 h. The mixture was cooled and filtered through a
silica funnel using CS, as eluent. The solvent was removed under reduced
pressure and the crude product was chromatographed on silica with cy-
clohexane as the eluent to afford 2 as a brown solid (45%). '"H NMR
(200 MHz, CDCl;, 25°C): 6=3.06 (s, 1H; CC—H), 3.49 ppm (s, 3H;
CH;); MALDI-TOF: calcd for Ci;H, [M*]: 760.03; found: 758.9 [M™],
743.46 [M*—CHj;], 718.28 [Cq, *].

Zinc(1)-5-[4-(trimethylsilylethynyl) phenyl]-10,15,20-tris[ 3,5-di(zert-but-
yl)phenyl]porphine (3): Pyrrole (2 mL) was added through a dropping
funnel to a solution of 3,5-di(tert-butyl)benzaldehyde (4.7 g, 21 mmol)
and 4-(trimethylsilylethynyl)benzaldehyde (1.8 g, 8.8 mmol) in refluxing
glacial acetic acid (200 mL) and nitrobenzene (120 mL). The mixture was
heated at reflux for 1 h, stirred overnight at room temperature, followed
by vacuum distillation to remove the solvents from the reaction vessel.
The mixture was cooled, washed with methanol, and filtered through a
silica funnel with CH,Cl, as eluent. To a solution of the crude porphyrin
mixture in CHCl; (250 mL) and methanol (125 mL), Zn(OAc),2H,0
(5.0 g) was added. The mixture was heated at reflux for 4 h, cooled, fil-
tered, concentrated, and chromatographed on silica gel with hexanes/
CH,CIl, (4:1) to afford a purple, crystalline solid in 16 % overall yield.
'"HNMR (400 MHz, CDCl;, 25°C): §=0.38 (s, 9H; Si—CH;), 1.52 (m,
S54H; rBu—H), 7.79 (s, 3H; p-tBuPh—H), 7.86 (d, 2H; m-H-PhCCTMS),
8.08 (s, 6H; o-rBuPh—H), 8.18 (d, 2H; 0-H-PhCCTMS), 891 (d, 2H;
pyrrole—H), 9.00 ppm (d, 6H; pyrrole—H); UV/Vis (CHCL): A, (ex
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10*) =423 (136), 550 (5.50), 596 nm (1.68 mol~'dm’cm™"); MALDI-TOF:
calcd for C,3HgN,SiZn [M]: 1108.58; found: 1108.75.
Zinc(m)-5-(4-ethynylphenyl)-10,15,20-tris[ 3,5-di(zert-butyl)phenyl]por-
phine (4): TBAF (4 mmol) was added to a solution of 3 (240 mg,
0.22 mmol) in THF (32 mL) with vigorous stirring. After 15 min, glacial
acetic acid (1 mL) was added and the reaction mixture was filtered
through a silica funnel using CH,Cl, as eluent to afford 5 as a purple,
crystalline solid (99%). '"H NMR (400 MHz, CDCl,, 25°C): 6=1.53 (m,
54H; tBu—H), 3.30 (s, 1H; PhCCH), 7.79 (s, 3H; p-tBuPh—H), 7.84 (d,
2H; m-H-PhCCH), 8.09 (s, 6H; o--BuPh—H), 821 (d, 2H; o-H—
PhCCH), 8.92 (d, 2H; pyrrole—H), 9.00 ppm (d, 6H; pyrrole—H); UV/
Vis  (CHCL):  Ana (ex10°)=423  (133), 551 (5.22), 592nm
(1.50 mol 'dm’cm™"); MALDI-TOF: caled for C,H,N,Zn [M*]:
1036.54; found: 1036.735.
Zinc(m)-5-[4-(trimethylsilylbutadiynyl)phenyl]-10,15,20-tris[ 3,5-di(tert-bu-
tyl)phenyl]porphine (5): Trimethylsilylacetylene (0.7 mL, 2 mmol) and
CuCl (300 mg) were added to a solution of 4 (200 mg, 0.2 mmol) in dry
methylene chloride (250 mL). The mixture was stirred vigorously under a
dry oxygen atmosphere for 2h followed by dropwise addition of
TMEDA (2 mL). The reaction mixture was vigorously stirred for 1.5-2 h
under a dry oxygen atmosphere and was filtered through a silica funnel
to remove any insoluble residue. The solvent was removed under reduced
pressure and the crude porphyrin was redissolved in hexanes and trans-
ferred onto a silica funnel. The porphyrin was washed thoroughly on the
funnel with hexanes and then eluted with chloroform. The solvent was
removed under reduced pressure to afford 6 as a purple crystalline solid
in quantitative yield (as evidenced by TLC). '"H NMR (400 MHz, CDCl,
25°C): 6=0.32 (s, 9H; Si—CH,), 1.52 (m, 54H; tBu—H), 7.79 (s, 3H; p-
tBuPh—H), 7.88 (d, 2H; m-H-PhCCTMS), 8.08 (s, 6 H; o-tBuPh—H), 8.20
(d, 2H; 0-H-PhCCTMS), 8.90 (d, 2H; pyrrole—H), 9.00 ppm (d, 6H;
pyrrole—H); UV/Vis (CHCLy): .. (ex10°)=425 (136), 551 (5.50),
593nm (1.65 mol'dm’*cm™'); MALDI-TOF: caled for C;HgN,SiZn
[M+]: 1132.58; found: 1132.85.
Zinc(1)-5-(4-butadiynylphenyl)-10,15,20-tris[ 3,5-di(zert-butyl)phenyl]por-
phine (6): TBAF (4 mmol) was added to a solution of 5 (190 mg,
0.17 mmol) in THF (40 mL) with vigorous stirring. After 15 min, glacial
acetic acid (1 mL) was added and the reaction mixture was filtered
through a silica funnel using CH,Cl, as eluent to afford 6 as a purple
crystalline solid (97 %). '"H NMR (400 MHz, CDCl,, 25°C): 6=1.53 (m,
54H; tBu—H), 2.59 (s, 1H; PhCCH), 7.79 (s, 3H; p-tBuPh—H), 7.91 (d,
2H; m-H-PhCCH), 8.08 (s, 6H; o-rBuPh—H), 822 (d, 2H; o-H—
PhCCH), 8.90 (d, 2H; pyrrole—H), 9.01 ppm (d, 6H; pyrrole—H); UV/
Vis  (CHCL): Ay (ex10°)=424 (135), 551 (5.46), 592nm
(1.65 mol 'dm’*cm'); MALDI-TOF: caled for C,H,N,Zn [M*]:
1060.54; found: 1060.94.
Zinc(m)-5-[4-(trimethylsilylhexatriynyl)phenyl]-10,15,20-tris[ 3,5-di(zer?-
butyl)phenyl]porphine (7): Trimethylsilylacetylene (0.5 mL, 1.4 mmol)
and CuCl (200 mg) were added to a solution of 6 (100 mg, 0.1 mmol) in
dry methylene chloride (250 mL). The mixture was stirred vigorously
under a dry oxygen atmosphere for 2 h followed by dropwise addition of
TMEDA (1 mL). The reaction mixture was vigorously stirred for 1.5-2 h
under dry oxygen and was filtered through a silica funnel to remove any
insoluble residue. The solvent was removed under reduced pressure and
the crude porphyrin was redissolved in hexanes and transferred onto a
silica funnel. The porphyrin was washed thoroughly on the funnel with
hexanes and then eluted with chloroform. The solvent was removed
under reduced pressure to afford 7 as a purple crystalline solid in quanti-
tative yield (as evidenced by TLC). '"H NMR (400 MHz, CDCl,, 25°C):
0=0.27 (s, 9H; Si—CH,), 1.51 (m, 54H; tBu—H), 7.79 (s, 3H; p-t1BuPh—
H), 791 (d, 2H; m-H-PhCCTMS), 8.08 (s, 6H; o-rBuPh—H), 8.21 (d,
2H; o0-H-PhCCTMS), 889 (d, 2H; pyrrole—H), 9.00 ppm (d, 6H;
pyrrole—H); UV/Vis (CHCLy): A, (ex10%)=425 (136), 551 (6.00),
592nm (2.18 mol 'dm’cm™'); MALDI-TOF: caled for C,;HgN,SiZn
[M*]: 1156.58; found: 1156.90.
Zinc(m)-5-(4-hexatriynylphenyl)-10,15,20-tris[ 3,5-di(zert-butyl) phenyl]-
porphine (8): TBAF (4 mmol) was added to a solution of 7 (100 mg,
0.09 mmol) in THF (25 mL) with vigorous stirring. After 15 min, glacial
acetic acid (0.5 mL) was added and the reaction mixture was filtered
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through a silica funnel using CH,Cl, as eluent to afford 8 as a purple
crystalline solid (96%). '"H NMR (400 MHz, CDCl,, 25°C): §=1.52 (m,
54H; Bu—H), 2.27 (s, 1H; PhCCH), 7.79 (s, 3H; p-tBuPh—H), 7.90 (d,
2H; m-H-PhCCH), 8.08 (s, 6H; o-rBuPh—H), 822 (d, 2H; o-H—
PhCCH), 8.90 (d, 2H; pyrrole—H), 8.98 ppm (d, 6H; pyrrole—H); UV/
Vis  (CHCLy):  Apse (ex10°)=424 (135), 550 (5.85), 591 nm
(1.76 mol 'dm*cm™"); MALDI-TOF: caled for C,H,N,Zn [M*]:
1084.54; found: 1084.96.

Zinc(1)-5-(4-alkynylphenyl)-10,15,20-tris[ 3,5-di(zert-butyl)phenyl]por-
phine-1-ethynyl-2-methyl[60]fullerene dyads (9, 10, and 11)

General procedure: CuCl (208 mg, 2.1 mmol) and TMEDA (0.3 mL,
2 mmol) were added, under a dry oxygen atmosphere, to a solution of 2
(15 mg, 19.7 um) and 4, 6, or 8 (9.6 um) in chlorobenzene (30 mL) at room
temperature. The reaction mixture was stirred at room temperature for
90 min and filtered through a silica funnel using CS, as eluent. The sol-
vent was removed under reduced pressure and the crude product was dis-
solved in CS, and transferred onto a silica funnel. Separation of each
ZnP-C, dyad from the ZnP-ZnP and Cg-Cg homodimers was accom-
plished by eluting the silica funnel with copious amounts of CS,. The
ZnP-Cy, dyads eluted before the ZnP-ZnP dimer, whereas the Cg—Cy,
dimer was permanently retained on the silica. Each dyad was further pu-
rified by preparative TLC on silica gel using CS, as eluent. Overall isolat-
ed yields for dyads 9, 10, and 11 were 29 %, 26 %, and 21 %, respectively.
The purity of 9, 10, and 11 was confirmed by TLC, '"H NMR, and
MALDI-TOF analysis. Elution with chloroform effectively isolated each
of the corresponding ZnP-ZnP dimers, whose identities were confirmed
by MALDI-TOF analysis; these materials were not otherwise character-
ized. The mass obtained for each of the ZnP-ZnP homodimers from the
synthesis of 9, 10, and 11 were 2071.56 (calcd 2071.06), 2119.83 (calcd
2119.06) and 2168.14 (calcd 2167.06), respectively. The silica containing
the C¢—Cg homodimer (i.e., the dimer of 2) was sonicated in a flask con-
taining CS,, filtered, and concentrated to furnish the dimer in a very
small quantity. Its identity was confirmed by MALDI-TOF analysis by a
mass peak at 1518.92 (caled 1518.05). It should be noted that the oxida-
tive coupling protocol employed in the synthesis of dyads 9, 10, and 11
was complete with respect to the consumption of terminal alkyne starting
material, resulting in a statistical distribution of homo- and heterodimers.
Dyad 9: '"H NMR (400 MHz, CDCl;, 25°C): 6=1.45 (m, 54H; Bu—H),
2.83 (s, 3H; CH;), 7.71 (s, 3H; p-tBuPh—H), 7.91 (s, 4H; o-tBuPh—H),
7.99 (s, 2H; o-tBuPh—H), 8.29 (d, 2H; m-H-PhCC), 8.50 (d, 2H; o-H—
PhCC), 8.82 (d, 2H; B-His,7), 8.87 (d, 2H; B-Hy,15), 8.95 (d, 2H; B-H,y),
9.02 ppm (d, 2H; B-Hs;); UV/Vis (CHCL): A, (e x 10%) =258 (54.4), 424
(134), 551 (6.34), 592 nm (2.42 mol~'dm’cm™'); MALDI-TOF: calcd for
Cy33HsNyZn [M*]: 1794.55; found: 1794.89.

Dyad 10: '"H NMR (400 MHz, CDCl,, 25°C): 6 =1.45 (m, 54H; tBu—H),
2.74 (s, 3H; CH,), 7.71 (s, 3H; p-rBuPh—H), 7.96 (s, 4H; o-tBuPh—H),
8.00 (s, 2H; o-rBuPh—H), 8.11 (d, 2H; m-H-PhCC), 8.34 (d, 2H; o-H—
PhCC), 8.86-9.0 ppm (m, 8 H; pyrrole—H); UV/Vis (CHCL;): A, (¢ x10°)
258 (59.3), 424 (130), 551 (6.37), 593 nm (2.44 mol~'dm*cm™'); MALDI-
TOF: caled for Ci3sH,sN,Zn [M*]: 1818.55; found 1818.86.

Dyad 11: "HNMR (400 MHz, CDCl;, 25°C): 0=1.41 (m, 54H; rBu—H),
2.32 (s, 3H; CH,), 7.72 (s, 3H; p-tBuPh—H), 8.00 (d, 6H; o-tBuPh—H),
8.09 (d, 2H; m-H—PhCC), 826 (d, 2H; o-H—PhCC), 8.93 (m, 8H;
pyrrole—H), 9.05 ppm; UV/Vis (CHCL): Ay, (ex10°)=258 (56.5), 425
(136), 551 (6.40), 593 nm (2.50 mol~'dm’cm'); MALDI-TOF: calcd for
C,5;H;sNyZn [M™]: 1842.55; found: 1842.65.

Cyclic voltammetry: The electrochemical measurements for compounds
2-8 were performed using a CHI 440 Electrochemical Workstation (CH
Instruments Inc., Austin, Texas). Tetrabutylammonium hexafluorophos-
phate (Fluka) in redistilled CH,Cl, (0.1m) was used as the supporting
electrolyte (degassed with argon and saturated with CH,Cl, vapors). A
platinum wire was employed as the counter electrode and a nonaqueous
Ag/AgCl electrode was used as the reference. Ferrocene (Fc) was added
as an internal reference and all the potentials were referenced relative to
the Fc/Fc* couple. A glassy carbon electrode (CHI, 1.5 mm in diameter),
polished with aluminum paste (0.3 um) and ultrasonicated in a deionized
water and CH,Cl, bath, was used as the working electrode. The scan
rates for cyclic voltammetry were 100 mV and the pulse rate was set at
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0.05 s at increments of 4 mV and an amplitude of 50 mV for the differen-
tial pulse voltammetry measurements. All experiments were performed
at room temperature (20+2°C).

Due to limited sample availability, compounds 9, 10, and 11 were studied
in a special cell similar to one described earlier.**! This assembly con-
sists of a glass tube (1.5 mm diameter) fitted with a vycor tip (working
volume of 100 pL) and contained the test solution (compound+TBAPF,
in CH,Cl,). This cell was immersed in a glass vial containing the electro-
lyte solution. A platinum wire was employed as the counter electrode
and a nonaqueous Ag/AgCl electrode was used as the reference. This
electrode was similarly immersed in the electrolyte contained in the out-
side glass vial.

Spectroscopic measurements: Picosecond laser flash photolysis experi-
ments were performed using 355 or 532 nm laser pulses from a mode-
locked, Q-switched Quantel YG-501 DP Nd:YAG laser system (18 ps
pulse width, 2-3 mJpulse™'). Nanosecond laser flash photolysis experi-
ments were performed with 355 or 532 nm laser pulses from a Quanta-
Ray CDR Nd:YAG system (6 ns pulse width) in a front-face excitation
geometry.

Fluorescence lifetimes were measured with a Laser Strobe Fluorescence
Lifetime Spectrometer (Photon Technology Int.) with 337 nm laser pulses
from a nitrogen laser fiber coupled to a lens-based T-formal sample com-
partment equipped with a stroboscopic detector. Details of the laser
strobe systems are described on the manufacturer’s web site, http:/
www.pti-nj.com.

Emission spectra, all measured at room temperature, were recorded on a
SLM 8100 Spectrofluorometer. Each spectrum represents an average of
at least five individual scans, with appropriate corrections when necessa-
Iy.
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