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Palladium-Catalyzed Formamidation of Aryl Halides
Using Sodium Azide and Oxalic Acid
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R=H: 92% yield
R =Me: 90% yield R =F: 83% yield R =Me: 54% yield Ar = 1-Naph: 62% yield
R = OMe: 78% yield R = Cl: 85% yield R = OMe: 71% yield Ar = 2-Naph: 69% yield
R=CN: 79% yield R = Br: 71% yield R=0H 89% yield
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Significance: Lee and Pootheri report a palla- Comment: The catalytic cycle initially furnishes
dium-catalyzed protocol for the direct synthesis of the acyl azide, which then undergoes a Curtius re-
N-formylanilines from aryl halides. While sodium arrangement to the aryl isocyanate. The latter is
azide is used as the nitrogen donor, oxalic acid reduced by hydrogen originating from oxalic acid.
serves as both the carbon monoxide and hydrogen This reaction is not facilitated by the palladium
source. Aryl iodides generally lead to higher yields catalyst as verified by performing the reaction in a
than the corresponding bromides. two-chamber reactor with separated oxalic acid.
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