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Copper-Catalysed Asymmetric Cross-Coupling Reactions Tolerant of Highly Reactive Radicals
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e Unified Asymmetric Copper Radical Cross-Coupling
chirality transfer towards C-, P(V)- and S(IV)-Stereocenters
S(IV)/S(VI) compounds
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Kinetic resolution with L1 with L2

0 o) 0 5
S s ) N . -
- PR @
. . : o}
N o \@/ N o) (IjEtOEt: )]\/PJ\OEI
PN E N \\O

48% yield, 91% ee 25% vyield, 79% ee
95% yield, 86% ee

FF
with L3 TMS
Me. _Me OPiv =
. CFRy N . OBu . ( .
. \é N \é .\ | .\S . \
NS NS NS NS NS
tol” SNPiv tol” SNPiv tol” SNPiv tol” SNPiv Ccy” SNPiv

95% vyield, 97% ee 75% yield, 95% ee 50% yield, 95% ee 92% yield, 91% ee 80% yield, 98% ee

---{ Synthetic applications of S(IV) building DIOCKS} - - = - = - === === == ===« = £ < - s £ £

. i iPrl NH )
. Ph : oPr 3 O, NPiv
U : N KoCOq 'BuOCI N
HoS0, Tol”~SNH i tol””~SNPiv ‘ ‘ tol™ MH,
Ph 73% yield, 91% ee . 75% yield, 97% ee o 80% yield, 96% ee
Ny : NI
/S\\ H O~ .
tol NBz tol NHPiv
93% ee ! 97% ee
1. [O}/NaOH :\th 5 :\|c|) N | s IN«'=1tlf-|| O\\S/,NP“’
S, 1 S 2Mg electfluor o
2. 1M To” 0 P o7 NH, ol Vg
63% yield, 92% ee : 77% yield, 96% ee 86% yield, 97% ee
Significance: Hong and co-workers report a Comment: Highly reactive N-/O-centered radicals
unifying radical cross coupling strategy to generate efficiently undergo coupling. For example, tert-
chiral C-, P-, or S-stereocenters. Highly reactive butoxy radical coupling outcompetes B-scission

N-/O-centered radicals efficiently undergo coupling (6% 10% s in MeCN at 295 K).
without side reactions. The authors applied this

strategy towards accessing a wide range of chiral

S(1V) and S(VI) compounds.
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