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Our knowledge of carbon ekeleton rearraugementa under basic conditions is 

very limited in comparison with carbonium ion rearrangements. 2 
Therefore it was 

quite interesting recently to discover several new base-induced ring contractions 

of troponoids3 

which, besides 

rearrangement, 

compounds. 3 

It is lzlown 

acid in nearly 

leading to benzene derivatives. 4 We report here a novel such case 

adding to our general knowledge of baae-induced carbon skeleton 

ia of high epecific interest in the area of paeudoaromatic 

that 2-quiuuclidiniotropone4 in dilute alkali gives benzoic 

quantitative yield by expulsion of C, from the seven-membered 

ring whereas when the re arrangement is carried out in 5.8 M alkali, benzoic 

acid is accompanied by ca. 25% of aalicyleldehyde, the aldehydic carbon axieiug 

from troponoidal C3.4b We have now feuud that on raising sodium hydroxide 

concentration to 7.8-8 W,5 2-quinuclidinio[3,5,7-'H,]tropone gives a 1:2 to 

1:l mixture of P-hydrow[3,5-'A,]benzaldehyde and P-hydroxy[3,5-'H,]a-deuterio- 

beuzaldehyde.4b 

Though exchange of the aldehydic proton under the above reaction conditions5 

wa8 considered very unlikely, 6 it was safe to carry out experimenta in order to 

exclude it rigorously. Thus, en aqueous solution of P-hydroxy[3,5-*H,]a-deuterio- 

benzaldehyde, obtained by the treatment of P-chloro[3,5,7-'H,]tropone with 1 M 

aqueous NaOH,4b wae made etrongly alkaline (8 Id) with NaOH for 15 miu whereby 

no exchange of the aldehydic deuterium for hydrogen was obaerved. 

Theee findiuga are consietent with two parallel paths (Scheme) whereby the 

"heavy" eldehyde' is formed by OH- attack at C3 (path a),4b whilat the "light" 

aldehyde ariaee from OH- attack at C2 (path b). This would then constitute the 
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the first case of the long proposed,7 but subsequently disproved* benzenoid 

rearrangement of troponoids by C!, expulsion, thus complementing benzenoid 

rearrangements undergone by tropinoids with bases by expulsion of C,, 
4b,8 

c3' 
4b.9 c6,4 and, perhaps, also C4 or C 

10 
5 

. 
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