60

REBEEHSANUTFIA OV OERTE
TAFILINVTIAL D AFILIRT
ILDOERK
HEE ), MBET, EEE—. BRL-T, FIEE
Heterocycles, 20 (10), 1957—1958 (1983)

Synthetic Approach to the Antitumor Antibiotic Lavendamycin:
A Synthesis of Demethyllavendamycin Methyl Ester

Satoshi Hibino, Miko Okazaki, Kohichi Sato,
Itsuko Morita, and Masataka Ichikawa

ABSTRACT Lavendamycin, a new antitumor antibiotic isolated from Streptomyces lavendu-
lae, strain C22030, was determined by spectroscopic evidences to have structure 1. This struc-
ture was similar to that of antitumor antibiotic streptonigrin. We have attempted to develop a
total synthesis and syntheses of its congeners and synthesized demethyllavendamycin methyl
ester 2 as follows. Initial study was aimed at the formation of pyridine ring, which was success-
fully prepared from 8-benzyloxyquinoline-2-aldehyde with tryptophan methyl ester by a non-
acidic Pictet-Spengler cyclization followed by aromatization with palladium catalyst. Then ben-
zylether was hydrogenated to give 8-hydroxyquinoline, followed by bromination to have the
desired dibromo-compound. In many oxidizing agents, we have found that cerium ammonium
nitrate was extremely effective for the oxidation of quinoline to bromoquinolinequinone 4.
Replacement of bromine with sodium azide gave azidoquinone 3, and reduction of the azide
group with sodium hydrosulfite afforded demethyllavendamycin methyl ester 2.
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