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-Overton(49) have show.. thet an analogousd compound & =onocera=
diendione (9b) :ives B ~onoceradiendione (37) under mildly
acid conditions and y -onocersnedione (34b) under atrongly
acii oonditions. Pentacyclosqualone can be obtained by
Wolf-Xishner reduction of e dione.

Attempts have bsen made to apply ths Schenk photosensi-
tised oxidation of olerina(sl’SZ) to 1ntroquce an oxygen
function into a terminal isopropylidene group of the agualene
molecules before cyclising bdbut complex mixtures were obitained
and 3imple model experiments indicated that the inserted
hydroxyl group caused difficultiss in cycliasation under the
conditions used.

The combdination of two bicyclic moieties representing
AB and DE was first discuzsed by Halsall and Thomao.(53)
Their atteapt . to carry out such a synthesis waas, however,
unsuccesaful. The feasibilisty of such a route has neverthe~
less been denonstrated in the synthesis of olean-ll,l3-diene
(41) by Corey and co~workers(54) and also by Barltrop,

(55) The latter workers derived

Littlehailes and Rogers.
the halide (42) of oorrect configuration by a degradative/
ayntshetic process from solareol (43) and used it t0 alkylate
the racemic ootalone (44) thereby obtaining the epimeric
ketones (45). Reduction with lithium in liquid ammonia
&ave the mixture of trans-g-decalones (46aznd 47a) which

without further separztion was treatec with iithium methyl
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29.

Reaction with an equivalent guantity of osalum tetroxide gave
no reactioa, the udual woriing up proccdure of reduction with
lithium aluminium nyiride mnd vleuwva.e 2f iae aupposed giycol
led only to the isolation of tirucul;-lj-enc-?p,ié-uiol (A31)
in almo.t quantiteiive yield. Alkaiine 30.° hydrogen peroxide
used 8o cuccessf.liy by rlattaer gg_g;.(BB) also did not

touch the A7) youa, nydroly.is of the 5p-acetate srouping
being the only reaction.

The electroanic deactivating effect of ins carbonyl on
the olefindic wond i: s win not swiicient to explain the
complete abaence of attack therefore it wouid appear that
gteric featurcs are w«.ain iaporiant. iforeover it is
described later on 7.3% how tue clecavage of the double bond
in isotirucallenyl acetate (A6) takes place in high yield
with osmium tetroxide and lead tetraacuiate. Thie wouid
iniicete thet the carbounyl Sroup in addition %o its electronic
effect .ust also sxercisc some steric influsnce oa the
courge of thes reaction.

Edward g3 al. ?*) nad shown that application of the
Lemieux reagent(BS) to the oililation of cuolcstedeene~3=one
(A47) zave between 3U and 90,5 cleavage of the double bond in
ring A with formation of the keto acid (A48). The identical
conditions appiied to (A7, gave unchanged starting material.

It was therefore concluded from the ahove aseries of

reactions thzt only osonolysis offered a mcans of attacking
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