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SYNTHESIS OF p-OXOBRIDGED PHOSPHORUS/
ALUMINUM HETERODINUCLEAR PORPHYRINS
AND THE FLUORESCENCE BEHAVIOR

Shin-ya Furuta,® Manabu Yasumoto,? Yohsuke Yamamoto,®
and Kin-ya Akiba®
Hiroshima University, Japan?® and Waseda University, Japan®
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Recently we developped a new synthetic method of ;-oxobridged group
15 element/aluminum heterodinuclear porphyrin.! The method is based
on the fact that the hydroxy proton of [(OEP)M(R)(OH)|*X~ (M=P,
As) is relatively acidic because of the formation of stable M=O dou-
ble bonded compounds, (OEP)M(R)(=0). The acidic hydroxy group in
[(OEP)M(R)(OH)]*X~ was reactive enough toward (OEP)AlMe to give
[(OEP)M(R)—O—(OEP)AII*X™ in good yields in spite of the anticipated
steric hindrance.

dil. HCI

(OEP)M(R)(=0) [(OEPM(RIOH)I"CIOL™  (OER)AIMMeE)
M=P, As R=Me, Et

SCHEME 1

Although UV-vis spectrum of [(OEP)P(Et)—O—Al(OEP)]*ClO4~ did
not show much difference from that of the corresponding [(OEP)P(Et)-
(OH)]*Cl04~, the fluorescence spectra were totally different in these
compounds. The red-shifted emission band and the very weak inten-
sity in the dinuclear porphyrin strongly indicated the intramolecular
exciplex formation between the two porphyrin rings.
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FIGURE 1 Fluorescence spectra in CH;Cly (ex 532 nm).
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