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For the first time we have obtained dioxanium salts by the action of acetic anhydride on 1,3-diols in 
the presence of perehlorie acid. The formation of these salts confirms the previously [I] proposed mech- 
anism of the synthesis of heterocyclic systems with two oxygen atoms. The IR spectra of the salts (in 
mineral oil) contain an intense band at 1636 cm -I and bands at 1502-1537 cm -l, which are not character- 

l'+,I 
istic for dioxane derivatives but can be ascribed to the vibrations of the o<~o fragment. An absorption 

J 

band at k max 284 nm is observed in the UV spectrum (acetic acid). 
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l a  R= r ' =CH3 ,  R"=H;  I b R=R'=CH2CI , R "=H;  IC R=R'=H,  R"=CH 3 

The acid hydro lys i s  of Ia gave  2 ,2 -d ime thy l - l , 3 -p ropaned io i  monoaceta te ,  the IR spec t rum of which 
contains an e s t e r  absorpt ion  at 1720 em -~ and v OH 3500 cm -1. 

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

2 , 5 , 5 - T r i m e t h y l - l , 3 - d i o x a n i u m  P e r c h l o r a t e  (Ia). A 2 -ml  (0.02 mole) sample  of 70% HC104 was added 
to a cooled mix tu re  of 2.08 g (0.02 mole) of 2 ,2 -d ime thy l - l , 3 -p ropaned io l  and 13 ml  of acetic anhydride, 
and the mix tu re  was heated at 60~ for  30 min.  It was then diluted with ether ,  and the resu l t ing  oil was 
purif ied by repea ted  rep ree ip i t a t ion  f r o m  acetone solution by the addition of e ther .  Cooling of an e t h e r -  
acet ic  anhydride solut ion of the product  p rec ip i ta ted  0.6 g (227c) of l ight-yel low c r y s t a l s  with mp 213-214 ~ 
(dec.). Found,W: C 37.7; H 5.5. CTHI3C106. Caleulated,Tc: C 36.8; H 5.7. 

A s i m i l a r  p r o c e d u r e  was used  to obtain 2 -me thy l -5 , 5 -d i ch lo rome thy l - l , 3 -d ioxan ium pe reh lo ra t e  (Ib) 
[24% yield,  mp above 200 ~ (dec 3. Found, %: C 28,6; H 3.7. C7HIIC130 ~. Calculated,W: C 28.5; H 3.7] and 
2 ,4 -d ime thy l - l , 3 -d ioxan ium pe reh lo ra t e  (I 0 [25~ yield, mp above 180 ~ (dec.). Found,%. C 33.8; H 5.7. 
C6HtlC106. Calculated,  %: C 33.6; H 5.1.] 
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