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The complexes containing seven-coordinate bis(terpyri-
dine)rhenium(IIT)(OH) moiety with phosphonic acid groups on
the ligand have been synthesized and attached on indium-doped
tin oxide electrodes. The modified electrodes show pH depend-
ent cyclic voltammograms due to proton-coupled electron
transfer and catalyze electrochemical reduction of dioxygen to
hydrogen peroxide.

One of the most effective strategies in the development of
novel molecular devices such as sensors and nanosized catalysts
is to immobilize redox- and photoactive metal complexes on
semiconductor electrodes by utilizing chemical bonds.! A
number of transition-metal complexes such as ferrocene deriv-
atives and polypyridyl complexes of Re'(CO),,%> Fe',> Ru''*
0Os'L> and Co™ have been immobilized on electrodes and the
electron- and charge-transfer processes between the complexes
and electrodes have extensively been studied. However, modi-
fied electrodes that respond to external stimuli leading chemical
reactions have been limited.’

Polypyridyl rhenium complexes exhibit unique properties
among the polypyridyl metal complexes because the rhenium
centers can adopt both 6- and 7-coordinate structures depending
on the oxidation numbers.® Bis(terpyridine)rhenium and tris-
(bipyridyl)rhenium compounds are typical examples, where the
rhenium(Ill) ions adopt a 7-coordinate structure including
a monodentate anionic/neutral external ligand (X) to form
[ReX(terpyridine),]"* and [Re"X(bipyridyl);]*™* (n =2 or 3).
On the other hand, the rhenium(I) and -(II) centers favor a six
coordinate structure with no monodentate ligand.® Thus, poly-
pyridyl rhenium complexes attached on an electrode are
expected to show a unique electrochemical function using
the 7th labile coordination site. However, such polypyridyl
rhenium(Il)/(IIl) complexes immobilized on an electrode
have yet to be reported. Here, we describe synthesis of 7-
coordinate hydroxobis(terpyridine)rhenium(IIT) complexes bear-
ing -PO(OH), groups on the ligand for immobilization on ITO
(indium-doped tin oxide) electrodes and their catalytic activity
in O, reduction (Scheme 1).

Ligands L1M¢ and L2M¢ were prepared by following the
procedures for the synthesis of the Et derivative of L2M¢.*~!! The
seven-coordinate rhenium(IIT) complexes, [Re™C1(L1M¢),](PF;),
(ReM(CDHL1M®)!2 and [Re'CI(L2M¢),](PFs), (ReM(CIL2Me),!3
were obtained by the reactions of Re"'Cls(benzil)((PPhs) with the
corresponding ligands in 10 and 46% yields, respectively. The
crystal structure of Re™(CI)L1M¢ is shown in Figure 1.'* The
rhenium center is coordinated by six nitrogen atoms from
two L1™¢ ligands and one chloride. The N2-Re-N2* angle is
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Scheme 1. Synthetic procedures for preparations of the
rhenium complexes and the modified electrodes.

Figure 1. ORTEP drawing of the cationic part of
Re"(CIL1M¢ showing 50% probability thermal ellipsoids.
The hydrogen atoms are omitted for clarity.

177.5(5)°, indicating that the rhenium center adopts a pentag-
onal-bipyramidal stereochemistry with a N2-Re-N2* axis.
Then, the complexes were treated with Me;SiBr to hydrolyze
the PO3Me, groups to give the PO3H, derivatives. Peak clusters
appearing in the FAB-mass spectra of the isolated red powders
were consistent with the formulas of {[Re(OH)(L1%),] — 3H}*
(m/z=979) and {[Re(OH)L2W),] —3H}* (m/z = 827), and
the absorption spectra in HyO (Adpax = 512nm, & = 15000
M~ 'em™' for the former and A= 508nm, &= 10100
M~ cm™! for the latter) were closely similar to that of [Re"(OH)-
(terpyridine),J(PF¢)y (Amax = 512nm, &= 13110M'em™).8
This indicates that ligand substituion of C1~ by OH™ took place
to yield [Re™(OH)(L1%),]Br, (Re™(OH)L1%)!5 and [Re"(OH)-
(L2%),]Br, (Re™(OH)L2™M)!'® upon the hydrolytic reactions
using Me;SiBr.
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Figure 2. (a) Cyclic voltammograms of ITO electrode modi-

fied with Re™(OH)L1" measured at scan rate: 0.1, 0.2, 0.3, 0.4,
and 0.5Vs™! in a NaH,PO4—K,HPO, buffer solution (pH 6.9).
(b) Linear correlation of the current against the scan rate.

Modified ITO electrodes were prepared by dipping ITO
electrodes into aqueous solutions of the hydrolyzed complexes
(1.0 x 107*M)."7 The electron transfer between the attached
complexes and the ITO electrode surface was analyzed by cyclic
voltammetry (CV). Both electrodes exhibited one irreversible
redox wave, rather than the surface confined reversible redox
process, at —0.34V vs. SCE assignable to the Re(III)/Re(Il)
redox at pH 6.9 in a NaH,PO,K,HPO, buffer solution
(Figure 2). The CV profiles suggest that a chemical reaction
followed the electrochemical reduction similar to those of
seven-coordinate bis(terpyridine)rhenium(III)X complexes (X =
monodentate ligand) that showed a quasi-reversible redox
wave due to a formation of a six-coordinate bis(terpyridine)-
rhenium(I) species upon the reduction.® The intensities of the
anodic and cathodic currents were proportional to the scan rate
up to 0.5Vs~! indicative of immobilization of the complexes
on the ITO electrode. The surface coverage for the electrodes
with the complexes were calculated to be 5.8 x 107! mol cm™2
for ITO-Re™(OH)(L1%) and 0.9 x 10~"' molcm™2 for ITO-
Re(OH)(L2Y) from Coulomb numbers consumed in the
electrolysis at —0.6'V and the electrode areas. The limiting
surface coverage of the ITO electrodes with the rhenium
complexes were roughly estimated as 1.4 x 10~'molem™2 by
assuming that Re™(OH)L1" has a tetragonal structure and the
structures are packed on a flat surface.'® Since Re™(OH)L1H
was well assembled on the ITO electrode than Re"'(OH)L2H,
ITO electrode with Re™(OH)L1" was employed for following
experiments.

The pH dependence of CV of ITO-Re™(OH)L1" was then
investigated (Figure SI in the Supporting Information).??
Whereas the EP° value for the Re(IIT)/(II) process was hardly
changed in a pH region from 4 to ca. 8, EP® value moved to
negative direction with a slope of —0.059 V/pH as pH of the
solution increased from pH 8 to 11.5 (Figure 3).'° This indicates
that the Re™(OH) species shows acid—base equilibrium to
provide a Re™(OH,) species and the pK, value is 8.0. The
Re™(OH) species is reduced to a Re(OH,) complex above
pH 8.0 by proton-coupled electron transfer on the ITO elec-
trode.?’ A combination of the irreversible redox process which
suggests a change of a coordination number of the rhenium
center (from 7 to 6), and the pH dependent EP° value indicates
that a six coordinate bis(L1")rhenium(IT) center is generated by
dissociation of the aqua ligand from the seven-coordinate
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Figure 3. A plot of the EP value (Re(Ill)/Re(I) process) of
ITO-Re"(OH)L1" against pH of the solution at 0.1 Vs,
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Scheme 2. Proposed redox behavior coupled with proton—
electron transfers and the coordination number change of the
thenium center assembled on ITO electrode.
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Figure 4. CVs of ITO-Re™(OH)L1" at pH 6.9 in a solution
containing various concentrations of dioxygen recorded at
0.1Vs~

bis(L1")Re'(OH,) center formed by electrochemical reduction
of the bis(L1")Re™(OH/OH,) complex (Scheme 2).

Notably, the current intensity or area for the cathodic
process of ITO-Re™(OH)L1Y increased dramatically as the
concentration of dioxygen dissolved in the buffer solution of
pH 6.9 increased as indicated in Figure 4. Such increase of the
cathodic current was not observed for an ITO electrode itself
without Re™(OH)L1" under the same conditions. Furthermore,
the original CV was regenerated by bubbling dinitrogen gas into

www.csj.jp/journals/chem-lett/


http://www.csj.jp/journals/chem-lett/

988

ITO-Re"(OH)L1H

02 +2H* + 2e~ H202

Scheme 3. Reduction of dioxygen to hydrogen peroxide
catalyzed by ITO-Re™(OH)L1" at pH 6.9.

the solution. The CV changes observed here could be attributed
to catalytic reduction of dioxygen by the electrode. Bulk
electrolysis of the solution saturated with dioxygen gas was done
at —0.55V using ITO-Re™(OH)L1" as a working electrode
(5.0 x 107" mol of the complex has been assembled on the
electrode). The Coulomb number consumed was proportional to
time spent for the electrolysis (at least 360 min). Upon addition
of KI to the final solution after 6h, the solution changed
in color from colorless to brown. The UV spectrum was
identical with that of I3, indicating that the electrolysis yielded
hydrogen peroxide, H,0,.2> From the mol number of H,0,
calculated from the molar coefficient of the absorbance of I3~
(Amax = 3611nm, € =2.5 x 10*M~'em™!) and Coulomb num-
ber consumed (0.17C), a current efficiency and a turnover
number for the catalytic reduction (Scheme 3) were determined
to be 40% and 6.4 x 10°, respectively. It is suggested that the
catalytic reduction begins by coordination of dioxygen to the six
coordinate rhenium(Il) center and the resultant rhenium(III)-
superoxo species may undergo successive reductions coupled
with protonaion to provide H,O,.

In summary, this work has reported the preparation of ITO
electrodes modified with seven coordinate bis(terpyridine)-
rhenium(II)(OH) complexes and the effective catalytic activity
toward reduction of O, to H,O, in H,O.

This work was supported by Grant No. 20550067 (H. S.) of
the Japan Society for Promotion of Science.
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