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from a Soft Coral Litophyton sp.
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A new diterpenoid, litophynin C, which exhibits insect growth
inhibitory activity against the silkworm, Bombyx mori L., has been
isolated from a soft coral Litophyton sp., and its structure
including the absolute configuration established on the basis of

spectral and chemical evidence.

In the previous paper,1) we have described the isolation of two new
diterpenoids, litophynin A (1) and B (2), from the soft coral Litophyton sp. Our
continuing search for the biologically active constituents of the same animal has
now led to the isolation of an additional congener, named litophynin C, which
exhibits insect growth inhibitory activity against the silkworm, Bombyx mori L.2)
The present paper deals with the structural determination of this new compound.

The dichloromethane soluble material from the methanol extract of frozen
specimens was chromatographed over Sephadex LH-20 (MeOH) and silica gel (hexane -
EtOAc), and then purified by HPLC (TSK-GEL LS-410KG column, MeOH - Ho0 9:1) to
obtain litophynin ¢ (3) (0.00013%, wet weight) as an optically active colorless
0il, [alpR4 -2.3° (¢ 0.90, CHC13). The molecular formula, Cp,H380,, was deduced by
high resolution mass spectrum (m/z 390.2799, M*t, A +2.9 mmu). It had IR
absorptions indicative of hydroxyl (3560 and 3380 cm-1) and carbonyl (1715 cm-1)
groups, and formed a monoacetate 4, CpgH, 05, colorless oil, on acetylation with
pyridine - acetic anhydride. The <close similarity between the acetate 4 and
litophynin A (1) was showed by the comparison of their spectral data.1,3) The 13¢
NMR data of é_included twenty signals compatible with the carbon frame work of 1.
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Variances noted were in observations of signals attributable to an additional
secondary acetoxyl group [6g 21.50, 73.63, and 170.02]. The detailed TH NMR
analysis of 4 at 400 MHz were consistent with the structure 4. The secondary
acetoxyl group of 4 was probably located at C-12¢ judging from the chemical shift
and the coupling pattern of TH NMR signal due to its carbinyl proton [Hqg: § 5.49
(t, J=3.0 Hz)l. This was also sﬁpported by the appearance of exocyclic methylené
proton signals at lower fields (6 5.24 and 5.06) as compared with those of 1 (§
4.79 and 4.74).

The absolute configuration of 3 was determined by the CD spectrum of the p-
bromobenzoate 5, which was derived from 3 by treatment with p-bromobenzoyl chloride
- pyridine, based on the exciton chirality method of allylic alcohol benzoate.4)
The UV spectrum of 5 showed a p-bromobenzoate M-* transition at 244 nm (€ 20800),
in which region the CD spectrum showed a positive Cotton effect, Agxt 249 nm, A€
+1.6 in ethanol, indicating a clockwise relationship between the exocyclic double
bond and p-bromobenzoate chromophores as shown in Fig. 1. The absolute

configuration of litophynin C was thus found to be as shown in structure 3.
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