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It is well-known that the react ion of phenols with acetic anhydride in the presence  of 70% perchlor ic  
acid leads only to O-acylat ion [1], and the formation of pyrylium salts  in such reactions has not been ob- 
served  [2]. 

We have shown that under more  severe  conditions (refluxing of the reaction mixture),  some phenols 
(m-phenoxyphenol and phloroglucinol) readily undergo bisacylat ion to form good yields of 4~hydroxy-2-  
benzopyryl ium perchlora tes :  
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The O-ace ty l  der ivat ives  (I) of the phenols, which are  formed initially, give o-hydroxy ketches II as 
a result  of the Fr ies  rea r rangement ,  and H are  reacyla ted to 1,3-diketones III. Finally, the l a t t e r a r e  
cycl ized to 2-methyl -4-hydroxybenzopyryl ium salts IV. Thus the following compounds were obtained in 
50% yields by refluxing a mixture  of phloroglucinol or  m-phenoxyphenol with acetic anhydride and 70% 
perchlor ic  acid (molar rat ios of 1 : 3 : 1) for 40-50 rain: 2 -methy l -4 .57- t r ihydroxybenzopyry l ium perehlo-  
rate (IVa) [yellow crys ta l s  with m p >  300~ (glacial acetic acid). Found: C 41.2; H 3.3; C111.7%. 
C~0H~CIO ~. Calculated: C 41.0; H 3.1; C112.1%. IR spectrum: 3300-3360, 1640. 1590, 1460. and 1120 cm -~] 
and 2-methyt -4-hydroxy-7-phenoxybenzopyry l [um perehtora te  {IVb) imp 230-231 ~ (glacial acetic acid)]. 
Found: C 54.1; H 3.5; C111.0%. C~6H13C107. Calculated: C 54.5; H 3.7; C110.5%]. RefIuxing of IVa,b in 
aqueous alcohol gave close to quantitative yields of 2-methyl -5 ,7-d ihydroxychromone (Ca) as yellow 
c rys ta l s  that melted with decomposition at 290 ~ [from w a t e r -  dimethylformamide (1.5:1)]. According 
to [3], this compound has mp 290 ~ . Found: C 62.8; H 4.4%. Ct0H~O 4. Calculated: C 62.5; H 4.2%. 
IR spectrum: 3280-3300, 1630, 1595. 1500, and 1460 cm -~ also produced was 2-methyl -7-phenoxy-  
chromone imp 150 ~ (from alcohol)]. Found: C 76.6; H 4.6%. C~H~203. Calculated: C 76.2; H 4.7%/ 
IR spectrum: 1640, 1600. 1500 cm-~]. Other phenols ('phenol, m-  and p -c reso l s ,  and resorcinol)  re -  
act like other aromat ic  compounds [4] under the conditions of this react ion to give 2-methy l -4 ,6 -d i -  
a ry lpyry l ium salts.  We plan to submit an additional communicat ion regarding this. 
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