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Aromatic Hydroxylation and Amination 
through Deprotonative Cupration

Significance: The authors report an efficient aro-
matic hydroxylation and amination reaction 
through directed ortho cupration. The method is 
applicable to a wide range of functionalized aro-
matic and heteroaromatic compounds, and 
shows high chemo- and regioselectivity.

Comment: The reported reaction is the first exam-
ple of an efficient, one-pot synthesis of functional-
ized phenols and anilines from the same sub-
strates.
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1. (TMP)2Cu(CN)Li2 (1.3–2.2 equiv)
THF, 0 °C, 2 h

2. BnONH2 (2.0 equiv)
r.t., 1 h

1. (TMP)2Cu(CN)Li2 (1.3–2.2 equiv)
THF, 0 °C, 2 h

2. TBHP (1.2–2.0 equiv)
–78 °C, 30 min
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79% yield X = NH2: 84% yield
X = OH:  87% yield

81% yield

87% yield 46% yield 63% yield

X = NH2: 94% yield
X = OH:  86% yield

X = NH2: 84% yield
X = OH:  92% yield

X = NH2: 76% yield
X = OH:  89% yield

R1 = H, Cl, Br, I, CF3, All, Ph, Alk, OMe
R2 = CON(Alk)2, CO2Alk, CO2H, CN, OMe, OMOM, POCy2

16 examples
up to 94% yield

21 examples
up to 94% yield
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