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Summary: The synthesis of 2,4,6_trisubstituted pyrylium salts from 
1,3,5_trisubstituted 1,4-pentadiyn-3-01s with HC104 is 
reported for the first time. 

Throughout the study on the monoethynologs 1,2) of Malachite Green, 

Crystal Violet, and their related compounds, the synthesis of bis- and tris- 

ethynologs (IN) of the above dyes has been the focus of considerable interest. 

These ethynologs may be expected to form a new resonance system (I c) II) 

containing an allene-quinoid structure (II) realized by delocalization of a 

positive charge. Then, the alcohols (V,) were prepared for the precursors of 

IN and treated with HC104. However, it was found that the pyrylium salts 

(VIN) were obtained in moderate yields instead of the anticipated ethynologs 

(IN) (Scheme 1). 

In this communication, we wish to report a novel synthesis of 2,4,6-tri- 

substituted pyrylium salts (VIK) from 1,3,5_trisubstituted 1,4-pentadiyn-3-01s 

(V,) by trearment with HC104. 

Reaction of the p-substituted phenylacetylides (III) 3, (2 mol) with the 

corresponding esters (IV) [e.g., methyl p-dimethylaminobenzoate or ethyl 

p-dimethylaminophenylpropiolate 3+ (1 mol) in THF at -78 'C gave VN as 

depicted in Scheme 1. 4) 

)E-c+c~lw* - )C=C=C#liMe, 
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Treatment of VN with HC104 (70 wt%) in benzene-EtOH (2 : 1, vol) 

yielded VIN (Table 1). In Table 1, V13, VIq, and VI, are new compounds, whose 

structures were clearly assigned from the data obtained. 
4,5) The other 

pyrylium salts were identified distinctly by comparing their physical data 

with those of the literature or/and the authentic samples prepared according to 

the conventional methods. 6,7) 
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