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Method and scope
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Iminocarbonates and challenges

Iminocarbonates are imino analogues of carbonates, though they are poorly studied C1 reactants. Suitable routes to synthesize them are missing.[2] We envisaged

an aerobic Ni-catalyzed reaction of readily available catechols and isocyanides followed by SNAE with alcohols. This entails encompassing several challenges.[3,4]

A versatile way to obtain o-phenylene N-substituted iminocarbonates via an aerobic Ni-catalyzed reaction of readily available catechols and isocyanides was

developed. 4-Propylcatechol is a particularly interesting catechol as it can be obtained from lignin/wood and provides a renewable leaving group in further

transformations (vide infra).

The developed protocol can be applied on other readily available and

oxidation-sensitive aromatic 1,2-bis-nucleophiles. Overall, the newly

developed Ni-catalyzed reaction outperforms our previously reported

Pd-catalyzed protocol.[6]

ChallengesNew methodState-of-the-art method

Cheap base metal catalyst Shorter reaction times

Lower catalyst loadingSimilar or improved yields

Large variety of catechols Various alkyl isocyanides

O2 as oxidantYields 30-98%

Application on other oxidation-sensitive aromatic 1,2-bis-nucleophiles

Unreported SNAE

Recoverable 4-propylcatechol

(Aliphatic) alcohols, thiols, 

and amines

SNAE performed on propyl-o-phenylene iminocarbonate platform molecules

with aliphatic alcohols gives dialkyl N-substituted iminocarbonates. Other

nucleophiles can be used as well. 4-Propylcatechol is formed as recyclable

by-product.

Application of SNAE
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