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Durch Erhitzen von Ila mit Zinkstaub und Dimethylformamid auf 90° entstand eine
Verbindung vom Schmp. 193~195° in einer Ausbeute von 759, wobei sich auch Methan
gaschromatographisch nachweisen lieB. Nach der Bruttoformel von C,;H,,0, (Ber.: C,
78.82; H, 9.92. Gef.: C, 78.93; H, 9.93), UV : AR 290 mp (& 3500) 283 mw (Schulter)
und NMR (Signal des Protons an C-6, bei 7=3,66) handelte es sich bei dieser Verbindung
um 3B-Acetoxy-19-nor-cholesta-5,7,9(10)-trien-7-ol (VIa). IIc wurde in gleicher Weise
mit Zinkstaub und Dimethylformamid behandelt. Dabei entstand einerseits Methan,
andererseits eine kristalline Verbindung vom Schmp. 215~217° in einer Ausbeute von
70%. Die Bruttoformel von C,;H,,0; (Ber. : C, 79.40; H, 9.65. Gef.: C, 79.20; H, 9.61.),
UV : AMQH 289 mp (& 2840) und NMR (Signal des Protons an C-6, bei 7=3.68) dieser
Verbindung entsprachen der Struktur von 383-Acetoxy-19-nor-ergosta-5,7,9(10),22-
tetraen-7-ol (VIc). Bei der Einwirkung von Zinkstaub, Silbernitrat und Eisessig auf Ilic
nach Vorschrift von Bladon® ergab sich auch VIc, womit die Struktur des von diesem
Author beschriebenen Sterins aufgeklidrt wurde. Daraus folgt, daB die Aromatisierung-
sreaktion von Ia bzw. Ilc mittels Zink in gleicher Weise wie in der Lanosterin-Reihe®
verlaift.

Wir danken Herrn Dr. K. Takeda (Forschungslaboratorium, Shionogi-AG., Ohsaka) bestens fir
sein Entgegenkommen, das NMR-Spektrum in seinem Institut aufzunehmen.
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A Fern Constituent : Diplopterol, a Triterpenoid Isolated
from Diplopterygium glaucum NAKAI

In the previous paper?, Kariyone and Ageta reported the isolation of a new triter-
penoid, C,,H;,0, named diplopterol, m.p. 254.0~256.0°* (a)¥ +44.5° (c=1.00, CHCl,), from
a fern, Diplopterygium glaucum (HoutT.) NAKAI (Gleichenia glauca Hooker, Gleicheniaceae).
Now diplopterol has been shown to be identical with hydroxyhopane (1), which was
derived from hydroxyhopanone® obtained from cat’s eye dammar, through the direct
comparison of both compounds.

Diplopterol gave four hydrocarbons, C;H;, which were respectively identified with
hopenes derived from hydroxyhopanone as follows : 1) Boiling diplopterol with acetic
anhydride and sodium acetate gave hopene-b (diploptene) (1), m.p. 197.0~198.5°

*¥1 All melting points are corrected.
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Cal¥ +56.3, and hopene-a (II)® m.p. 179.0~181.0°, (al¥ +25.0°; 2) boiling with
benzoyl chloride, hopene-I (IV),>® m.p. 183.5~185.0°, [a)¥ -+49.0° and 3) boiling
diploptene with formic acid, hopene-1Ir (V),® m.p. 197.0~198.5°, [a)2 +2.0°. The forma-
tion of hopene-II from diploptene seems to support the 17,21 cis system of diplopterol,
comparing with the formation of heterolupene and olean-18-ene from a-lupene in the
same condition,”

Diplopterol is a rare example of the 1solat10n of naturally occurring pentacychc
triterpenoid with no oxygen function on nucleus.

The authors are grateful to Dr. Kariyone, National Institute of Hygienic Sciences, for his kind
encouragement, and also to Dr. Halsall University of Oxford, for the donation of the authentic sample
of hopene-I.
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Fern Constituents : Fernene and Diploptene, Triterpenoid Hydrocarbons
Isolated from Dryopteris crassirhizoma NAKAI

Two triterpenoid hydrocarbons were separated by chromatography from the methanol
extract of the leaflets of Dryopteris crassivhizoma Naxa1 (Aspidiaceae), distributed at Mt.
Nyfigasa, Nagano. The less polar hydrocarbon (0.02% of the dried material), named
fernene, C,H,, m.p. 170.0~171.0°*, [aJ¥ —16.5° (c=0.79, CHCI,), (Anal. Calcd.: C,
87.73; H, 12.27. Found: C, 87.58; H, 12.39. M.W. 410 in mass analysis), shows a pink
Liebermann reaction and a positive tetranitromethane test. Treatment of fernene with
6v/v% or 156v/v % H,SO, in benzene-acetic acid afforded an isomer, isofernene, m.p.
184.0~185.0°, [aJ¥ +15.2° (¢=1.05, CHCl,), infrared and nuclear magnetic resonance
spectra of which showed that an original tri-substituted double bond had migrated to
a tetra-substituted type.

*1 All melting points are corrected.
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