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SYNTHESIS OF BASSTANOLIDE
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Recently we have reported the isolation and structure elucidation
of a new insecticidal cyclodepsipeptide bassianolide(la)l), which was

produced by entomopathogenic fungi Beawveria bassiana and Verticillium lecanii.

I CH3 CH3 ] Despite la has a primarily symmetrical
q13/pH3 \CH structure, five N-methyl signals in the
CH o CHZ 0 PMR spectrum and totally sixty signals in
_0_.6H_.E__N__CH__E_ the CMR spectrum were observed in a CDCl,
L &H3 } n solution. So structure lb was not entirely
la n=4 neglected for bassianolide by considering
ib n=5 these spectra. Then a detailed NMR studyz)

and a total synthesis of la were attempted to confirm the determined
structure of bassianolide. The present report describes the synthesis
of bassianolide.

Bassianolide was prepared according to Scheme 1 starting with
carbobenzoxy-L-N-methylleucine(2) and E-butyl-D-u?hydroxyisovalerate(3)
by the analogous methods used previously for preparation of enniatin Bs).
The free octadepsipeptide(l11l) was cyclized by the acid chloride method in
benzene under a highly diluted condition and the product was purified on

a silica gel column chromatography eluted with benzene-ethyl acetate

system to give pure la as an amorphous solid([a]gz—69°(c=3.3,CHC13)).
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Scheme 1
L-MﬁLeu D-HyIV  L-MeLeu D-HyIV L-MTLeu D-HyIV L-MTLeu D-HyIV
(2) Z——0H H—0BlF (3)
PCls ,EtsN
(4) 7 0Bl 7 oy
pTsOH H,/Pd-C
(5) 2 OH H 0Bt (6)
PCl; ,EtsN
(7) 2 st z 0By
pTsOH Ha/Pd-C
(8) z OH H OB (9)
PCls ,EtsN
(10) z 0Bt
HBr/AcOH
(11)HBr-H OH
PCls ,EtsN

//f Bassianolide (1a) J//

Yield(%) (4) 89 (5) 97 (6) 63 (7) 78 (8) 49 (9) 67 (10) 68 (la) 62

The specific optical rotation, IR-, PMR- and mass spectra, and also
the biological activities of the synthetic bassianolide were in agreement
with those of the natural product. Thus, the structure of bassianolide was

unequivocally established as la.
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