Tetrahedron Letters No.45, pp. 3965-3968, 1969, Pergamon Press. Printed in Great Brituin.

DIHYDROILLUDIN S, A NEW CONSTITUENT FROM LAMPTEROMYCES JAPONICUS
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I1ludin S (lampterol, I), toxic constituent of Lampteromyces japonilcus,
1

which shows characteristic bioluminescence, was isolated,” and assigned the
structure2 and the stereochemlstry3 as in I. In this communication, we wish

to report the isolation and structural elucldation of a new component, dihydro-
11ludin 8 (II), which might be related to the 1um1nescence,u from the same
toadstool. Isolation of the component was carried out by the same procedure
used as for illudin S and in the final stage, aqueous layer after extraction

of 1lludin S with ethylracetate was concentrated in vacuo to glve a syrup.

Column chromatography of the syrup on silica gel using dichloroethane-methanol
(10%) as a solvent, ylelded II (120 mg from ca. 60 kg of raw toadstool) as an
amorphous powder, 72° 8.97 (3H, s, C-CH;), 8.91 (38, s, C-CH;), B.43 (3H, s,
C-CHy), 6.58 (2H, 5 CH,0H), 5.73 (1H, broad, -CH-0), 5.41 (1H, s, -CH-0),
4.38 (1H, broad, =/ ).
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Acetylation of II gave a triacetate, M 392, ) zgit 3480, 1745, 1655,
1230 o, P13 8.98 (3m, s, C-CHy), 8.85 (3H, s, C-CHy), 8.60 (3H, s, =C~CH0,
7.97. 7.93, 7.83 (each 3H, s, 3Ac), 5.88, 6.17 (2H, AB type quartet, J = 10.5Hz,
-CHZQAc), 4.63 (1H, bdroad, =/H), 4.53 (1H, d, J=2Hz, CHOAc), 4.42 (1H, s, CHOAC).
The n.m.r. and 1.r. spectra of the triacetate were identical with those of the
acetate derived by acetylation of dihydrodiacetylilludin S (IV) which was
obtailned from 1lludin S previously.2 In addition, hydrolysis of the triacetate
(III) with potassium carbonate gave, probably owing to the participation of the
neighboring hydroxyl group,5 partially hydrolyzed diacetate (IV) in good yleld.
Therefore, the structure and the stereochemistry of II except C-1 must be the
same as for i1lludin S. The n.m.r. spectra of III and IV7 showed respectively
signals at 4.53 and at 5.67 with an allylic coupling (2Hz) which indicates that
the angle between the plane of the double bond in the five membered ring and
the C-H bond occupied a quasi-axial position.8 Since the tertiary hydroxyl
group is quasi-equatorial in 1lludin S,3’9 the hydroxyl group on C-1 in
dihydroilludin S should be trans to the tertiary hydroxyl group and the

stereochemistry of dihydroilludin S could be described as II. Anti-tumor1

activity for Ehrlich ascltes tumor was negative after injection of 40 (10 4
days) of II into mice.
Acknowledgement: The authors are indebted to Dr. Hideya Salto, School of Medicine,
Hokkaido University, for testing the antitumor activity.
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