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August Wilhelm von Hofmann
(1818–1892)

Hofmann, A. W. and co-authors. Ber. Dtsch. Chem. Ges. 1883, 16, 558.
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Coleman, G. H. and co-authors. Proc. Iowa Acad. Set. 1939, 46, 217.
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------N-Chloroamines to form the N-centered radical
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Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
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------N-Chloroamines to form the N-centered radical
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Nitrogen-centered radicals induced remote C(sp3)-H Functionalization

Yu, S. Y. and co-authors. Org. Lett. 2015, 17, 1894.
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Suárez, E. and co-authors. Tetrahedron Lett. 1987, 28, 2533.

Yokoyama, M. and co-authors. J. Org. Chem. 1998, 63, 5193.
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Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
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Muñiz, K. and co-authors. Angew. Chem. Int. Ed. 2018, 57, 5166. 17

Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
------Amine to form the N-centered radical
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Muñiz, K. and co-authors. Angew. Chem. Int. Ed. 2018, 57, 5166. 18
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Muñiz, K. and co-authors. Angew. Chem. Int. Ed. 2015, 54, 8287.
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Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
------Amine to form the N-centered radical
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------N-Fluoroamines to form the N-centered radical
Nitrogen-centered radicals induced remote C(sp3)-H Functionalization

Muńiz, D. A. and co-authors. Angew. Chem. Int. Ed. 2019, 58, 8912.
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Cook, S. P. and co-authors. J. Am. Chem. Soc. 2016, 138, 12771.
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Zhu, J. P. and co-authors. Angew. Chem. Int. Ed. 2018, 57, 13288.

Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
------N-Fluoroamines to form the N-centered radical
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Wu, X. F. and co-authors. J. Catal. 2019, 377, 507.

Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
------N-Fluoroamines to form the N-centered radical
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Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
------N-Fluoroamines to form the N-centered radical
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Nitrogen-centered radicals induced remote C(sp3)-H Functionalization
------N-Allylsulfonyl to form the N-centered radical

28

initator
R'

R'R

R1 N
R2

R
R1 N

R2

Shi G
roup



Contents

29

I.   Background

II. Nitrogen-centered radicals induced remote C(sp3)-H Functionalization

III. Alkoxy radicals induced remote C(sp3)-H Functionalization

V. Summary

N-Chloroamines to form the N-centered radical

N-Fluoroamines to form the N-centered radical

Amine to form the N-centered radical

N-Allylsulfonyl to form the N-centered radical

VI. Prospective

IV. Alkyl radicals induced remote C(sp3)-H Functionalization

Shi G
roup



HO R1 R1 O H
via 

1,5-HAT

alkyl radicalalkoxy radical

Alkoxy radicals induced remote C(sp3)-H Functionalization
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Alkoxy radicals induced remote C(sp3)-H Functionalization

31

R1 O R1 O
hv

NO

Shi G
roup



R
O

H

H

R
OH

N
Boc NHBoc2 mol% CeCl3

5 mol% TBAC
1 equiv. DBAD

CH3CN, blue LEDs

O CeIV

R
LMCT

R
O

H

R
OH

R
OH

N
Boc N

BocCe photocatalyst

CeIVLn

CeIIILn

DBAD

N
N O

O
O

O

DBAD
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Alkoxy radicals induced remote C(sp3)-H Functionalization
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Alkoxy radicals induced remote C(sp3)-H Functionalization
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Jiao, N. and co-authors. Nat. Commun. 2018, 9, 2625.
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Alkoxy radicals induced remote C(sp3)-H Functionalization
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Alkyl radicals induced remote C(sp3)-H Functionalization
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