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Bis am 20. des Monats bei der Redaktion eingehende Kurze Mitteilungen werden in der Regel am 15. des folgenden Monats verdffentlicht

Es werden auch Manuskripte aus dem Auslande angenommen

Eine neue Fulvensynthese*

2. vorlidufige Mitteilung?!

Kiirzlich berichteten wir! iiber eine einfache Synthese
von Fulven, das durch Einwirkung von Triithylamin
auf Acetoxymethylcyclopentadien in guter Ausbeute
dargestellt werden konnte. Auf demselben Weg lie3 sich
nun auch 6-Vinylfulven V2 gewinnen.

Die Ausgangsverbindung 3-Acetoxy-3-chloroprop-1-en
(I)3 erhielt man nach KiRrmaANN? aus Acetylchlorid und

* Eingegangen am 20. Juni 1966.

1 1. Mitteilung: H.ScHALTEGGER, M. NEUENSCHWANDER und DoRis
MrucHE, Helv. Chim. Acta 48 (1965) 955.

2 {Jher zwei andere Darstellungsmethoden vgl. M. NEUENSCHWAN-
DER, Doris MEUCHE und H.ScCHALTEGGER, Helv. Chim. Acta 46

(1963) 1760.
2 Zusitzlich zu den beiden Verbindungen I und II entsteht ein Al-
dehyd, dessen Konstitution spater aufgeklirt werden soll.
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Rearrangement in the Estrone Series*

The classical method of cleavage of estrone methyl
ether to estrone consists in fusion with pyridine hydro-
chloride?! at ca. 200°C. Excellent yields of estrone have
been reported, in fact, by this procedure.? In our ex-
perience with this method 70-75% yields of estrone were
obtained together with 20-25% of a by-product. Cleav-
age of 8-iso-estrone, on the other hand, afforded essen-
tially equal amounts of 8-iso-estrone and the new by-
product. It is noteworthy, moreover, that if the duration
of the cleavage reaction was extended from the usual 40
minutes to several hours, the by-product then became
the predominant species formed in the reaction.

This new substance, C;gH,,0, m.p. 126-128°C,
M. Wt. 252 (Mass Spec.) (found: C, 85.30; H, 7.83)
exhibited no carbonyl group in its infrared spectrum and
possessed essentially the same U.V. absorption as equil-
enin with 255" 339 my (E, 2,380), 326 myu (E, 2,016),
288 my (E, 3,780), 278 mu (E, 5,520), 268 mu (E, 5,115),
258 my (E, 3,855), 228 my (E, 68,240). Further, the
NMR spectrum exhibited a methyl doublet at 8.87 and

|
8.94 7 (CHa— C—H) as well as the requisite number of aro-

matic protons corresponding to the equilenin AB ring
system. These data permit assignment of structure 2
(3-hydroxy-17-methyl-18-nor-14-isoequilinane), to this
by-product from the ether cleavage reaction. The struc-
ture of 2 was confirmed by dehydrogenation of its meth-
yl ether 2a (m.p. 73-77°, found: C, 85.85; H, 8.24),
prepared by diazomethane treatment of 2, with palla-
dium on charcoal in good yield to give 7-methoxy-3'-
methyl-1,2-cyclopentanophenanthrene 3 (m.p. 142-
145°, found: C, 86.87; H, 6.68; s-trinitrobenzene com-
plex, m.p. 134-135°).32 The U.V.,, I.R. and NMER
spectra of 3 were in complete conformity with its struc-
ture as well as with reported values for same.?® Forma-
tion of 2 apparently results from rearrangement of the
angular methyl group at C,, to the protonated C,,-car-

bonyl function followed by dehydration and double-
bond retrogression to the naphthaleneoid system.* This
sequence of transitions with its implicit racemization
through double-bond formation at all optically active
centers is supported by the zero optical rotation of 2
derived from d-estrone methyl ether. The stereochem-
istry represented in 3 would be expected assuming
thermodynamic control in the restoration of tetrahedral
centers.

H,C O/H
H,C-_-OH

A S
mmlj ~

VO/W _ I
9 o Q

CH,o/\/v‘

3 2 R=H
2a R=C

H

R. D. HoFrsoMMER, D.TAuB and N. L. WENDLER

Merck Sharp & Dohme Research Laboratories
Division Merck & Co., Inc., Rahway (N.J./U.S.A.)

* Received July 15, 1966.
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