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Previcuely (1.2) we described the reactiona cf 3qyrrclidinobenzo~b]thicphene and 3-pyrrolidino- 

thicpbenee with dimethyl eoe$lenedtcarbcqylate yielding beneo[b]thieplnee and thlepiues. ae an example 

of *enaantne-lfkeql cycloaddltion reactione of N-beteroaryl pyrrolidinee (3). 

On the ba& of the same @pe of reaction we now report on a novel eyutheeie of beueo[b)oxepines 

rtarting from dihydrobenzoiurrp bone (I) (@. At rccm temperature, the pyrrclidlne onamine d I, 

prepared in refluxlng benzene, reacted quntitatlvely with one equitient cf dlmetl@ aoeQrlene_ 

&earbcz@ate in dlethyl ether to give the crystalline tricyclio adduct @XI): 

(I) 

R =COOCH3 AND N&R2 q PYRROLIDINO 

The etructure of III, m.p. 107-108°, wae proved by ita PMR epeotrum - 6 ~1 5.60 ppm(e), 

6cH,cm 3.74 and 3.79 ppm and 6 C%N 2.63 ppm - and its m ,QWtrum - +< 1643 -l. These OnI 

data are in good agreement with those d the eulphur analogue of III (1) and with thcee reported by 

Hcrfmann and Hofmann (6) for a similar tricyclic pmduct, the photo-isomer of 3,6-dfacetqy-4- 

phenylbenzgb]oxepine. Upon being heated for 2 houre in dtoxane at ZOO’ III wae ieomerized 

quantitatively by opening of the oyclobutene ring into me corresponding benzc@]o=pine (Iv) t ma P- 

159-MOO. The structure of IV wae assigned on the baeie of PMB epectroecopical data - bB 
2 

7.18 ppm(e) I ~~cH3cw2 3.64 ppm and 6CB2N 3.25 ppm - which are in line with the expected 

value6 (l,?,B). 
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so far two !3ynthesee of benzo[b]oxepines, a claw of formal antiaromatic 12+electron hetero- 

cycles. have been reported. Gne comprises the ieomerization of 1, boxido[lO]annulene (7) and the 

other a multi-step preparation published by Hofmann and Weeternacher (8). Prolonged heating 

(30 hour@ of IV inp-xylene at 138’ gave the isomeric I-naphthol (VI), m.p. 118-119’. As with 

the Oxepine-phenol isomerization we assume that this rearrangement takes place via the corre- 

eponding arene oxide, On treatment with a mixture of hydrochloric acid and methanol benzo[b]oxepine 

(IV) gave 3,4-dimetholtycarbonyl-5_hydroxybenzo[b]oxepine, m. p. 55- 56’ - bGH 12.00 ppm, 6H2 

7.12 ppm and dCH3Coo 3.76 and 3.66 ppm - by hydrolysis of the dienamine moiety. 
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