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When 2,5-di-t-butylfuran is treated with t-butylchloride under Friedel-Crafts conditions, 

2 ,3,5-tri-t-butylfuran is formed in 85% yield3. We have made a brief study of this rather 

unique reaction and have discovered that, when the appropriate structural features are present, 

ortho-t-butylation takes place in such a manner as to minimize the steric interference, even at 

the expense of the aromaticity of the furan ring. 

Thus, when 5-t-butyl-2,3-dimethylfuran (I) was treated with t-butyl chloride and a molar 

I IlIE 
equivalent of aluminum chloride in carbon disulfide at O"C, 2,3-di-t-butyl-4-methyl-5-methylene. 

2,5-dihydrofuran (II.) was isolated as a colorless liquid in 76% yield4. 

The reaction appears to be general, applying also to cycloalkyl(b)furans III: 
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Normal ortho-t-butylation occurs when the exomethylene structure cannot 
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be formed5: 

3619 



3620 No. 42 

Attempts to prepare the unknown 3,4-di-t-butylfurans failed. Instead, the dihydrofuran 

VIII was isolated in 71% yield. The latter compound readily oxidizes to the butenolide6 IX. 
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All of the exomethylene-2,5-dihydrofurans are reversibly protonated in 96% sulfuric acid 

forming the stable yellow furanonium ions, e.g. X, attesting to the key role of the t-butyl 

group6. 
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7.93-8.33. 
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