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The correlation between the sign of the n » % Cotton effect near 220 nom (1) and the
chirality of the ring system incorporating the chromophore has been demonstrated for several lac-

tone types (2,3) including the enantiomeric bridged-ring structures, I and II. No more than one

I -ve II +ve III v

CD band in this region for any lactone had been reported until the recent publication (4) of CD

data from a—~campholide, III, reproduced in Fig. 1. Our results for this compound are also shown

A

in Fig. 1. We found that the ratio —€§|, 0.017 in hexane, 0.010 in trifluoroethanol, taking

account of the shift in position between UV and CD maxima, was constant in each solvent over a
range of 20 nmm through the CD peak. This is consistent with the CD and UV bands being manifesta-
tions of the same single electronic transition. The CD and UV behaviour of III is, thus, that
of a normal lactone and we believe the results reported (4) to be in error,

III was prepared from (+)—camphor as previously described (5). The sample of ref. (4)
was obtained from camphoric anhydride by a procedure (6) likely to produce both III and IV. The
CD observed (4) could result from a mixture of two lactones of opposite chiralities (cf. a dis-

cussion of 6,8-thioctic acid) (7).
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Figure 1
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The CD of a-Campholide; A, in hexane; B, in TFE:

—— 0.0IM, —=== UV, -+¢s CD from (4),

The absolute configuration of (+)-camphor and thus of III is known from X-ray studies
(8). III would seem to be more closely analogous to I than to II but, since the n -+ 7% CD of III
is positive, it is evident that the analogy should not be drawn, We are currently engaged in an

X-ray structure analysis of III in an attempt to define its exact molecular geometry.

REFERENCES

1. W. D. Closson and P, Haug, J. Amer. Chem. Soc., 86, 2384 (1964); W. D. Closson, P. J. Orenski
and B, M. Goldschmidt, J. Org. Chem., 32, 3160 (1967).

2. H. Wolf, Tetrahedron Letters, 1075 (1965); A. F. Beecham, ibid., 2355, 3591 (1968); M. Legrand

and M. Bucourt, Bull. Soc. Chim. France, 2241 (1967).

3. A. F, Beecham, Tetrahedron Letters, 4897 (1969).

4, C. Toniolo, V. Percilaccante, J. Falcetta, R. Rupp and M. Goodman, J. Org. Chem., 35, 6 (1970).

5. R. R, Sauers, J. Amer, Chem, Soc., gi, 925 (1959).

6. F. Salmon-Legagneur and J., Véne, Bull, Soc. Chim. France, 4, 448 (1937).

7. A. F. Beecham, J. W. Loder and G. B, Russell, Tetrahedron Letters, 1785 (1968).

8. F. H, Allen and D. Rogers, Chem. Comm., 837 (1966); J. A. Wunderlich, Acta Cryst., 23, 846

(1967).



