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We have establ ished that the addition of TiC14 (as well as FeC13) to LiAIH 4 (LAH) suppresses  r e a r r a n g e -  
ment during the reduct ion of oximes ,  in cont ras t  to the known effect of A1C13 , which substantial ly increases  the 
yields of r e a r r a n g e m e n t  products .  

The addition of TiC14 (or FeC13) to LAH in the reduct ion of 4-chromanone and 4- thiochromanone oximes 
leads to the format ion  of only 4-aminochroman (1) and 4-aminothiochroman (ID, r e spec t ive ly  (in 68 and 74% 
yields).  Only p r i m a r y  amines - a -phene ty lamine  (lid and benzhydrylamine (IV), r e spec t ive ly  (in 67 and 78% 
yields) - were  also obtained as a r e su l t  of reduct ion by the same method of acetophenone and benzophenone 
oximes ,  which were  taken for comparison.  

One mole of the oxime per 3 moles  of LAH and the metal  chlor ide were  used, The amines were  isolated 
in the fo rm of the hydrochlor ides ,  the identification of which and analysis  of which for the possible p resence  of 
secondary  amines were  accomplished by th in- layer  chromatography (on A1203), g a s - l i q u i d  chromatography 
(GLC) (with moni tor ing by means of introduction into the s ta r t ing  reac t ion  mixture  of 7 mole % of the authentic 
secondary  amine; the sensi t ivi ty  of the determinat ion was ~3%), and PMR spec t roscopy  with the use of genuine 
samples  of the p r i m a r y  and secondary  amines.  In addition to p r i m a r y  amines I-IV, secondary  amines in 50, 
43, 18, and 50% yields ,  r espec t ive ly ,  with r e spec t  to the overa l l  yields of the amines a re  formed when the r e -  
duction of the indicated oximes with LAH was c a r r i e d  out under the same conditions without the addition of 
TiC14 or  FeC13. 
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