
2 0 1 2  ©  T H I E M E  S T U T T G A R T  •  N E W  Y O R K 625

K .  F U JI W A R A ,  T .  K U R A HA S H I , *  S .  M A T S U B A R A *  ( K Y O T O  UN I V E R S I T Y,  J AP A N )

Cationic Iron(III) Porphyrin-Catalyzed [4+2] Cycloaddition of Unactivated Aldehydes with Simple Dienes
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Iron(III) Porphyrin Catalyzed [4+2] 
Cycloaddition of Aldehydes and Dienes

Significance: The hetero-Diels–Alder reaction is 
one of the more important and powerful means to 
construct six-membered heterocycles. Indeed, 
the method has been utilized for the synthesis of 
complex natural products and pharmaceutically 
relevant compounds. However, several limitations 
exist in these protocols as they tend to require ac-
tivated aldehydes, electronically rich dienes, and 
strong Brønsted or Lewis acid additives. It would 
be highly advantageous for the further develop-
ment of methods that circumvent these aforemen-
tioned limitations.

Comment: The authors report an iron(III) porphy-
rin catalyzed [4+2] cycloaddition of aldehydes and 
dienes. This protocol is highly chemo-, regio-, and 
diastereoselective for the formation of oxygen-
containing heterocycles. Yields range from mod-
erate to excellent in generally high levels of regio- 
and diastereocontrol. It is noteworthy that the re-
action can be performed chemoselectively in the 
presence of potentially reactive olefins.
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