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We have found that 1,3-dimethylperimidinium (I) and 1,3-dimethylaceperimldinium (II) salts react  
with aqueous alkali solution to form a mixture  of the corresponding perimidone (IV) and 2 ,3 -d ihydro - l , 3 -  
dimethylperimidine (V). The react ion proceeds through a step involving the formation of a carbinol  
pseudo base (HI), which then apparently undergoes redox reaction with the s tar t ing quaternary  salt  o r  i t-  
self undergoes disproportionation.  

A portion of the pseudo base is probably converted to the oxo derivative due to autooxidation, since 
the ratio of the products is not 1 : 1 but proves to favor the perimidone (55 : 38%). This sor t  of direct ion of 
the reaction has been descr ibed for  salts of severa l  azines (for example, isoquinoline [2]), but, as far  as 
we know, this is the f i rs t  t ime it has been encountered in the azole ser ies .  F ive -membered  azoles usually 
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form carbinol  pseudo bases, which sometimes exist in the aoyolic form [3]. 

The anomaly may be due to the increased  tendency of the perimidines,  which are  six~-membered 
azoles,  to undergo oxidation and reduction. 

Dihydro derivat ives V, the s t ruc ture  of which was proved by means of IR and PMR spectra ,  a re  
stable in a i r  and a re  not oxidized on prolonged storage,  in contras t  to the analogous compounds of the 
imidazole se r ies  [4]. 

We apologize for the fact that the N,N-dimethyl -N-formyl- l ,8 -naphthylenediamine  s t ruc ture  [5], was 
previously e r roneous ly  ascr ibed  to IVa on the basis of the resul ts .  

E X P E R I M E N T A L  

Action of Alkali on 1-Methylperimidine Methiodide. Methiodide I was obtained as yellow needles 
with mp 275-276 ~ (alcohol). A suspension of 1.6 g (5 mmole  of I in 50 ml of water  was heated on a boiling- 
water  bath and t rea ted  with 10 ml of 10% KOH solution. The mixture was allowed to stand for 30 rain, and 
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the white precipi ta te ,  which was a m i x t u r e  of IVa and Va, was removed by f i l t rat ion.  To sepa ra t e  the sub- 
s tances ,  the mix tu re  was t r ea ted  with 15% HC1 (10 ml),  and the ac id- insoluble  1 ,3-d imethylper imidone  was 
removed  by f i l t rat ion to give 0.58 g (55%) of co lo r less  needles  with mp 209 ~ (alcohol), in ag reemen t  with 
the mel t ing  point presented  in [6]. The product  did not depress  the mel t ing point of an authentic sample .  
IR spec t rum:  VC =O 1675 cm - t  (minera l  oil). 

The hydrochlor ic  acid solution remain ing  a f t e r  separa t ion  of IVa was neut ra l ized  with ammonia ,  and 
the prec ip i ta ted  1 ,3 -d imethy l -2 ,3 -d ihydroper imid ine  was removed  by f i l t ra t ion and washed with wa te r  to 
give 0.38 g (38%) of co lo r less  p r i s m s  with mp 150 ~ (alcohol). PMR spec t rum (12% solution in CDC13) 6, 
ppm: 2.85 (six N - C H  3 protons) ,  3.97 (two CH 2 protons),  6.38 (quartet ,  two H4, 9 protons;  Jo r tho=7Hz ,  
J m e t a = 2 . 5  Hz), 7.16 (center  of a complex mult iplet ,  four Hs, 8 and H~, 7 protons) .  Found: C 78.8; H 7.1; 
N 13.9%. C13HItN2. Calculated: C 78.8; H 7.1; N 14.1%. 

Methiodide II, with mp 360 ~ (from alcohol) , r eac t s  s imi l a r ly  with alkali .  

1 ,3 -Dimethylaceper imidone  (IVb). This  compound was obtained in 57% yield as yellow needles with 
mp 212-213 ~ (acetic acid). Found: C 76.0; H 6.1%. CIsHItN20. Calculated: C 75.6; H 5.9%. IR spec t rum:  
VC =O 1670 cm -1 (chloroform).  

1 ,3 -Dimethy l -2 ,3 -d ihydroaceper imid ine  (Vb). This  compound was obtained in 38% yield as sand-  
colored p r i s m s  with mp 152-153 ~ (alcohol). PMR spec t rum (12% solution in CDC13) , 5, ppm: 2.87 (six N -  
CH 3 protons) ,  3.22 (four CH 2-  CH 2 protons),  3.97 (two CH 2 protons),  6.36 (doublet, two Ha, ~ protons;  J = 7.5 
Hz), 7.04 (doublet, two Hs, 8 protons,  J = 7 . 5  Hz). Found: C 80.4; H 7.3%. C15HI6N 2. Calculated: C 80.3; 
H 7.2%. 
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