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In his prediction régarding allenss, van't. Hoff()) was
the first to conceive molecular asymmetry due to & aao-ytrictl
configuration. But much before the first laboratory verifi--
cation of the allens case by Maitland and M111s(%), the work.
of Perkin, Pope amd Walllch(5) provided 6xper1-entl1 validation
of t'geometrical enantiomerism' in the resoclution of similarly
constituted alkylidenecycloalkans, A-methylcyclohexylidens-
acetic acid (I)« A mmber of doubly bonded nitrogen deriva-
tives - oximes, semicarbazones, and phenylhydrazone derivatives
(I1) - have also been resolved.(6)
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8imilarly, geowetrical epantiomerism may occur in an
oxime of & ketone of the type A‘-co:-A', where A 13 & dis-
sympetric group. This type of molecular isomerism was desi~
gmted as 'geometrical emantiomorphic iscmerism' by lyle amd
172e{7) who provided the first such recordsd illustration by -
showing the oxime of cls-2,6-diphenyl-i-methyl-4-piperidone to
be racemic, for 1t could be resolved. Now, Lyle and
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Tyminiaky(e) have proven the absolute configuration of the
oxime (III). The reaction of the oxime tosylate with phenyl-
pmsiun bromide has ;1ven(9"°) optically active compound IV.
We report a new example of geometrical emantiowerism.
In tropinone C; and 05 are asymmetric, but the molecule is
optically immctive by internal compensation. However, the
oxime should be racemic (Va and Vb), and this we have confirmed
bty resolving the (-)-tropinone oxime.
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Tropinone was obtained in the usual ny(“"z) and
converted to 1ts oxtwe('>), m.p. 114°, which showed no optical
rotation. The ether solution of the oxime was treated with
equimolar quantity of (+)-10-camphorsulphonic acid in ether-
methanol to obtain the camphorsulphonate salt, m.p. 233° (dec.).
The methanol-ether solution of the salt (8.2g) was seeded with
a crystal of the similar crop obtained earlier and left over-
night in the cold. The needles (4.28g) which separsted were
repeatedly crystalliged from methanol-ether and then methancl
to glve finally 0.32g of the salt, m.p. 238° (dec.), /730
+17.08° (0., 1,17 in NeCH), (Amal calcd for CygHsgNZsB 1
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C, 55.96; H, 7.76; N, 7.24 %. Found: C, 55.59; H, 8.03;
N, 7.10 £). '

The agueous sclution of the resolved oxime salt (0.25g)
weg basified with potassium sarbommte, saturated with sodium
chloride, extracted with ether, worked, A.\hd the residue cryst-

- allized frow petroleum ethsr to yield 0.07%g of the oxime, m.p.
108-9%, /22 .21.65° (c., 1.38 in MeCH), (Anal caled for
°8’If 0 3 C) 62.30; H, 9.15; N, 18‘.17 £. Pound: C, 62.47;
H, 9.26; N, 18.02 %).

Attempts to obtain dextrorotatory iseomwer of the oxime
were not successful. ‘
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