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Substitution Reactions of Aryl Diazonium 
Salts 

Diazonium salts provide easy access to many different benzene 
derivatives. Keep in mind the following four-step sequence, because 
it will be used to synthesize many substituted benzenes. 
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Substitution Reactions of Aryl Diazonium 
Salts 
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• When a diazonium salt is treated with an aromatic compound activated by 
a strong electron-donor group, a substitution reaction takes place giving 
an azo compound. 

Coupling Reactions of Aryl Diazonium Salts 

Mechanism: 

The para position is preferred for steric reasons 
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Azo Dyes 

• Azo compounds are highly conjugated, rendering them colored. Many of 
these compounds are synthetic dyes. Butter yellow was once used to 
color margarine. 
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SEAr in Polyciclic Aromatic Compounds 

aromatic aromatic 

aromatic 
not 

aromatic 



Example 

Z = Electron Accepting Substituent (sigma or p: NO2, CN, N2
+, SO2R) 

X = Leaving Group 

Nucleophilic Aromatic Substitutions, SNAr 



1) 

2) 

Examples of SNAr 



3) 

Examples of SNAr 
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Benzylic C—H bonds are weaker than most other sp3 hybridized C—H 
bonds, because homolysis forms a resonance-stabilized benzylic radical. 

Side Chain Reactivity: Radical Halogenation 
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Side Chain Reactivity 
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Side Chain Reactivity: Oxidation 
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Side Chain Reactivity: Reduction 


