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Pummerer Rearrangement 
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- Pummerer rearrangement was first reported in 1909 by Rudolph Pummerer. 

- Typically, a sulfoxide is activated with an anhydride such as Ac2O or TFAA.

- Elimination of this group generates a thionium which can be trapped by a 

nucleophile

- The most common application that is seen in total synthesis is trapping of the 

thionium with –OAc or –OTFA which upon hydrolysis affords an aldehyde. 

Pummerer Rearrangement to Form Carbonyls 
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Examples in Total Synthesis 

- Many examples in total synthesis bring the sulfide in by SN2, Mitsunobu, or hydrothiolation. The sulfide is then oxidized to the corresponding sulfoxide.

- Acetate or trifluoroacetate are the most commonly used nucleophiles when utilizing the Pummerer rearrangement to prepare aldehydes.
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Heterocycle Synthesis
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