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Early Examples of Enol Ether Polarity Reversal

Mn(OAc)3 (1.3 eq)
ethyl acetoacetate

AcOH, rt

then aq. H2SO4/THF

50–70%

.
Corey, E. J.; Ghosh, A. K. Tetrahedron Lett. 1987, 28, 175.
Moeller, K. D. Tinao, L. V. J. Am. Chem. Soc. 1992, 114, 1033.
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Natural Product-Inspired Cyclizations

RVC anode
Pt cathode

0.1 M LiClO4
1:1 MeOH/THF

2,6-lutidine
28.6 mA/ 2.2 F/mol
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Moeller, K. D. et al. Tetrahedron Lett. 1998, 39, 8027.
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Natural Product-Inspired Cyclizations

Moeller, K. D. et al. J. Am. Chem. Soc. 2000, 122, 5636.
Moeller, K. D. et al. J. Am. Chem. Soc. 2002, 124, 10103.
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Polarity Reversal via !-Oxy Radicals

H
RORO

■ Nucleophilic radical

■ HAT/SET pathways

■ New modes of reactivity



Baran P. S. et al. J. Am. Chem. Soc. 2017, 139, 2484.
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MHAT-Based Hydroalkylation of Olefins

Shenvi, R. A. J. Am. Chem. Soc. 2019, 141, 7709.
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■ Aryl/heteroaryl aldehydes

■ 2–4 atom tether

4Å MS, CH2Cl2, rt, 12 h

5 mol % Mn(dpm)3 PhSiH3 (4–6 equiv.)
Air, i-PrOH, 60–85 ˚C, 24 h

1)

2)

Conditions



Polarity-Reversed Addition Using Visible Light

9-fluorenone (10 mol %)

3 W Blue LEDS
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Gong, Y. et al. Org. Lett. 2019, 21, 8464.
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Gong, Y. et al. Org. Lett. 2019, 21, 8464.

[Ir(dFCF3(ppy))2(dtbbpy)]PF6 (1 mol %)
Hantzsch ester (1.5 equiv.)

TMSCl (2 equiv.)
Blue LEDs, DMF, rt

O O

■ 1,1-disubstited alkenes ■ Mostly Giese-type additions

■ Alkyl and benzyl enol ethers

+



Polarity-Reversed Addition Using Visible Light

Dixon, D. J. et al. ChemRxiv, 2020. 10.26434/chemrxiv.12472145.v1
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Polarity-Reversed Addition Using Visible Light
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