Tetrahedron Letters No.49, pp. 5017-5020, 1967. Pergamen Press Ltd. Printed in Great Britain.

THE PREPARATTION AND THE CONFIGURATION OF SO!'E STERBOISOMERIC
CARANYLANINES
VI, Cocker, A.C. Pratt and P,V.R, Shannon

University Chemical Laboratory, Trinity College,

Dublin,2, Ireland
(Received in UK 22 Auguet 1967)

In view of a recent pu‘bl:l.ca'l:i.on:L on the configuratior end conformation of ($)-trans-
caranyl=cis~2-amine (1)2’3 we wish to report our preparations of the six stereoisomeric

caranylanines (II-VII) by routes summarised in the chart below,
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The preparation of (-)-trans~caranylecis-2-amine (IT) wss achiieved essentially by pre=

1,2,3 namely by reduction of the oxime of (=)trans-caran-2-one (VIII)I"

)h-

viously used methods,
with sodium in ethanol, A similar procedure with the oxime of (-)-gis-caran-2-one (IX)" gave
(~)=cig-caranyl-trans-2-onine (ITII). (+)-gis~Caranyl-cis-l-amdne (IV) was prepared by two
routes, (a) The tosylate of (-)=-¢is-caran-trans-i-ol (x)l" wos converted to the inverted azide
which was reduced with lithium aluminium hydride to the smine (IV), (b) The oxime of (=)-cis-
caran=l=cne (XI)‘* was hydrogenated over Adems catalyst giving nredominantly the same arine (IV),
The epimeric (-)-cis-caranyl-trans-l-anine (V) wos obtainod fron the oxime of (=)~cis-caran-i-
one (XI)I" by reduction with codium in ethenol, This amine {¥) o also obiained by the amin-
ative hydroboronation of (+)-car-3-cne (J(II).5 {+)-cis-Caranyl-cis-5-amine (VI) was prepared by
reduction of the oxime of (+)-cis-caran-5-one (XIIT)6 with sodiun in ethsanol, The epimer

(~)~ois-caranyl-trans-5-anine (VII) was formed as the main product of the amination of the
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mixture of cis-caranyl-trans-boranes (x1v) derived by thermal equilibration at 100° of cis~

carenyl~trans-L-borane.

Each amine (II-VII) wes purified through on appropriate salt.

Detailed evidence for the configurations and conformetions of the amines (II-VIT) will

be given in a paper now being prepared, but attention may here be drawn to a comparison of the

optical rotations of the amines and the corresponding aleohols (Table)

TABLE

Comparison of the Optical Rotations of the Amines (IT) - (VIT) and

the Corresponding Alcohols

I"l-

-77.2°  +52,3°

R = 04 ~73.2°

There is good correlstion between the optic~l rotations of the above
corresponding alcokols., The discrepancy in the cese of the smine (IV) is

pertial conformational change for which supporting evidence will be given
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o
discrepency in the values recently publishedl for the (+)=-carenylamine (I), [a]D“O +60°, end

2
the corresponding alcohol (XV o 20 +18.9°, is undoubtedly due to the error (pointed out
4 b]

by Acharya and Brorm7) in the assignmentl of the confisuration of this sleohol, Its con-

figuration should be amended to (}(VI).7
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7 by the reduction

The alcohol (XVII), [a]D26 ~ 60,9°, was obteined by Acharya and Brown
of (-)~trans-caran-2-one (VIII) with lithium aluminium hydride. In a parallel stmiya we find
that (XVII) has [a]D20 - 5,°, These values are clearly in good agrecment with those of our cor-
responding amine (II), [o:]Dzo - 58,5°, and are compatible with the rotation, [a]D20 + 60°,
given by Kuozyhski, _e_t_'_gl for the amine (I), the enantiomorph of (II).

A more detailed account of the preparation of the amines (IT~VII) which includes evidence
for their probable conformations is now being prepared., Studies on their dearmination are in

progress,
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