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The second possible intermediate in which the thiamine ring adopts a boat 

conformation is unfavourable because of the absence of allylic radical stabilis- 

ation. 

Therefore hydrogen transfer of SnH is presumably the preferred process - 

via intermediate 8 leading to formation of a dihydronaphthalene. Support for 

this assumption can be derived from the behaviour of the 1-naphthyl derivative 

lh. In this molecule the intermediate radical cannot be stabilized via allYlic - 

interaction and the preferred process is abstraction of a hydrogen atom giving 

rise to the naphthothiasine 6 (28%) in addition to the reduced compound li (14%) and - - 

the rearranged product 2h (28%). - 

In order to determine the possibilities for attack on non aromatic r-systems 

the SnH reaction of the E-isomer of 11 was investigated. - Reaction of Q (C6R6/ 

80°C/3 h/2*7 e~iv. SnIi) gave a vield - of 18% of 2-J together with 47% of a solid 

42-45OC which according to 
13 

m-p. C-NMR analysis was composed ofal:l mixture of 

two epimers of 1. So far, attempts to separate the latter isomers have 

been unsuccessful. 

Since the starting C=C geometry of 11 proved to be unaltered in the rearrange- 

ment product 2J a second experiment was also carried outwitha 7:4 mixture of 

2 and E isomers 7,8) of lJ_. After work-up an identical mixture of 2-J and the two 

epimers of 1 were obtained as in the reaction of E - Q, indicating that the 

starting C=C geometry is not maintained in the product. The most plausible ex- 

planation for this observation is that the initially formed radical has a suffic- 

iently long enough life time to undergo isomerisation to the more stable E-isomer. 

Although a fairly well consistent picture of the radical rearrangement of 

a-iodomethyl piperidine sulfonamides has now been established a number ofquestions 

still haveto be answered,particularly with respect to the geometry of the trans- 

ition state. Work on optically active derivatives is therefore currently in 

progress. 
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supposed that no conformational isomer- 

isation is occurring of the iodomethyl 

substituent. Therefore, the intermed- 

late 8a in which the thiasine ring has - 

a boat form and radical stabilisation 

is possible is rejected because of the 

equatorial methylene position. 

Obtained by irradiating with light of 300 nm a solution of the E-isomer of 

11 (1 mmol) in 10 ml methanol with 3 ml acetophenoneas a photosensitizer. 
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