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Variaus skeletal rearrarqpsnents of strained Bird-cage rxzqouds te lerssstrufna2 isanersb~e 

~rerpartedf. in recent years. We now wish to report that tie title compand (AI2 rearranges 

on treatment with 95% sulphxxric acAd (neat) at room temperaWxe for 24 hrturs. Tbreeisomeric 

et&era. 14 _? and 41, with were siegerated by gas chrm_amy3r war* funus& in the ratio 

27:3rl. The IR spectra were fras from carbonyl and aloobol absorpzions. The absence& 

olafin& bonds in 2, 1 and 5 was shown by 1 R and 13C mr. 
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13 
c nmr spectrum of 2_displayad 7 signals cCDC13: 82.6(2C), 

53.9(2c), 52.1(X), 44.9(1c), 44.4(2c), 41.0(2cl and 29.2(X) pied downfield from ~1. In the 

undecoupled spectrum the signals at 44.9 and 29.2 pip were split respectively into a triplet 

(J = 131.1 Hz) and a doublet of doublets (J = 130.6 and 134.0 Hz), thus representing two non- 

identical methylene carbons. 'Ibe remaining signals were essentially split into doublets. 

Theseresultspointtoasylmratricalstructure (&or El. The 13C LIS experiments CYb(fod131 

indicated the methylene carbon at 29.2 ppm tc be closer to the oxygen atom than the methylene 

carbon at 44.9 ppo. The same result was obtained frau the 'Ii LIS experiments [Su(fodj31, an= 

abling us to identify the methylene protons S7s, &,a, H6s and I&,. Since no NOE effect on H6s 

or B 6a was observed upon irradiation4 of Ii 7a, one is inclined to favour structure &rather 

than 2b for this isomer. - This seems reasonable, since 2a is expected to be less strained - 

than Pb. - 

The proton noise-decoupled 
13 
C - spectrum of 2 exhibited only four signals [CDC13: 

81.9(4C), 55.2(4(Z), 40.5(4C) and 32.0(2C) ppn downfield frau WSI indicating a highly synssetri= 

cal structure. The undecoupled spectrum of 4 shoved that the peak at 32.0 ppn corresponds to 

two identical methylene carbons. The 'II rsnr spectrum of le_displayed two different 

pairs of methylene protons at 1.26 and 1.76 pi (Jgem = 11.7 Sz). Since the 'II LIS CSu(fod)31 

of these twc signals are small and correspond to those of protons Ii6, and 86a of &, little 

doubt exists that 5 should have structure 4a rather than 4b. - - lbe alternative syaetrical 

structure 4c is highly *robable due to its expected high internal strain. - 

Compound 2 is totally dissmetric, as shown'by its 
13 
C proton noise-decoupled spectrum 

CCDC13: 85.5, 77.2, 56.2, 50.4, 40.6, 47.4, 47.0, 46.6, 45.8, 42.1. 40.1 and 27.9 pPe~ downfield 

from lt4Sl. From this data it is impossible, at this stage, to assign a structure to 3. 
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We are presently studying the details of this novel rearrangement. 
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