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We have found that the i s o m e r i c  3 ,4 ,6 ,6 - t e t r amethy l -2 -pheny lamino-3 ,6 -d ihydropyr imid ine  (III), instead 
of the expected product of substi tut ion of the methylthio group by a methylamino g r o u p - 4 , 6 , 6 - t r i m e t h y l - 3 -  
pheny l -2 -me thy lamino-3 ,6 -d ihydropyr imid ine  {I1)-is fo rmed  in the reac t ion  of 4 ,6 ,6 - t r ime thy l -3 -pheny l -2 -  
methyl th io-3 ,6-d ihydropyr imid ine  (l) with methylamine  in methanol  at 100~ 

An analysis  of the m a s s  s pec t rum  of III shows that  the molecular  ion undergoes f ragmenta t ion  in two 
di rec t ions:  1) des t ruc t ion  of M+ with r e s p e c t  to the " a "  line with hydrogen migra t ion  to the ni t rogen a tom of 
the upper f ragment ,  as a r e su l t  of which f ragments  with m / e  118 and 112 a re  formed;  2) el imination of ame th y l  
group f r o m  the 6 posit ion with subsequent des t ruct ion of the (M - CH3) + ion a lso  with r e spec t  to the " a "  line to 
give f r agments  with m / e  118 and 56. The p rec i se  empi r i ca l  composi t ions of these  ions, which can be fo rmed 
only f r o m  i s o m e r  III, were  conf i rmed by the h igh-reso lu t ion  m a s s  spec t r a .  

CH3 CH CHa~ ~ 3 C t l a ~  CHa CH~ "3~ 

I , III II 

The convers ion  of I to III is a new example  of the Dimroth r e a r r a n g e m e n t  [1], which apparent ly  proceeds  
through a s tep  involving the addition of methylamine  (or water)  to the C =C bond with subsequent r ing  opening 
and recyc l iza t ion  with migra t ion  of the N-phenyl f r agment  to the exocycl ic  posit ion at the r ing C 2 atom. 

Compound II ,  with mp 97-98 ~ (from hexane), was obtained in 65% yield. LR spec t rum (mineral  oil, v ,  
cm-1): 1685 (C =C), 1625 (C =N), and 3395 (NH). UV spec t rum:  Xmax 262 nm (log e 4.00). PMR s p e c t r u m  
(CDC13) , fi, ppm: 1.09 (6H, s),  1.90 (3H, s ,  CH3-C =), 3.20 (3H, s, NCH3) , 3.90 (1H, s ,  NH), 4.37 (1H, s,  HC =), 
and 6.68-7.35 (5H, a romat ic ) .  The r e s u l t s  of e l emen ta ry  analys is  for n i t rogen were  in ag reement  with the 
calculated values.  
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