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In the field of the preoeding researches on the reactivi- 

ty of Msnnioh's bases (1) in course in this Institute, the 

first results concerning the study of bicyclic systems (Bi- 

spidinones, form. I), obtained by Mannich's reaction on the 

1,3-di-phenyl-acetone (3). are here reported. There have.bsen 

particularly exanined the reactions of hydroxylsmine A), of 

some prilnary amines B), of alkali C) on bispidinones, or on 

the correspondent methyodide derivatives-IV. 

Out of the study of these reactions it has emerged thepDs- 

sibility of synthetizing asymmetrical bispidinones, whose in- 

terest is evident even in the theoretioal aspect. 

A) The various attempts to put into evidence the carbonyl by 

the common reagents had previously failed (3). Though not lea- 

ding to the expected oxime the reaction by hydroxilamine hy- 

drocloride in presence of sodium acetate in acetic acid (3ll) 

during 3-10 hours at 100°C has supplied a product identified 

as the oxime of the y-Piperidone (form. 11): 

(m) This work was nurde possible by the C.N.R. fund. 
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(I) R 
N-OH 0 

(II) (III) 

R - C2H5 
+ HCHO + C2H5-NH2 

The ketone III is probably the meso (his-epatorial) com- 

pound as it is originated by the breaking of the bridged sy- 

stem (form. I) where the two phenyl are obliged in a his-eqna- 

torial position. Every attempt to isomeriae (III) into the 

trans derivative has not given results worth consideration. 

From this point of view for the oxime II two "geometrical e- 

nantiomorphic" isomers (4) might he possible. 

B) The primary alkylamines react with methyodifles-TV to snp- 

ply exchange prodnrts (form. V) 
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whose Struct"re is confirmed hy synthesis: 
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T) T\p actj.or. of alkali O'P sioriinm snl?hide on methyodides-IV, 

Is c:nrrj_sfi on lyit,h the r=liminctlon of a rinp to give y-pipe- 

rIdone-VT (TIT-VT!: 

(WI (VI! 

.Ompng the nbove referred reactinvs, the sminOlysi3 Onf+ 

shovrs useful +n the Qynthegis of asymmetric his?idinones of 

lq--pe I‘: scc:r)rdjr)g to tke following scheme: 
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,(-1 P’ 

'6'5 

+ R'-NH2 
s p.Cl-C6H4 '6% 

7 
R R 

m111 (1x1 

R - C2H5: R' - C6Hll 

The biepidinones IX has two asymmetrical carbon atoms, 

but only e DL pair met be expected for it, in so much es 

the bridge of the second ring is fixed on oie position. Re- 

searches for the separation and characterization of stereoy- 

somers, of biepidinones IX and of the erpeoted geometriael 

enontiomorphic isomers of oxime-II are in course. 

"I am grateful to Prof. Reneto Andrisano for useful discus- 

sion the subiect" 
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(4) 
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