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Scheme 3. Control Experiments
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Scheme S. Deuterium-Labeling Experiments

" PhICOOH cat. Ru, NaOAc PhICOOH
H H HFIP!DE;Z) (20 equiv) H H/D
1a 1007°C, 1h 1a-d 40% D

0 0
)J\ * TsNH,
Ph. _COOH Ph. _COOH H™ > CO,Et Ph

Y

H H D D Standard Conditions H CO,Et

1h CO,Et
1a 1a-d, KylKp = 2.6 4a

CO,Et

CO,Et
4a-d



o) (@]

CO Et Ph Ph
2 o | OH
OH Nuc!eophmc addition [Ru(l1)] H
tOEC E Co,Et

CO,Et
2 detected by GC-MS
TsNH, | Amination M/Z = 232.1
Q 0
Ph O Ph I
| ,R'-'” ‘ OR:u
OAc
O H
EtO,C

vinylic

D - - -
migratory insertion C-H activation

o) HOAc

H |
CO,Et
2 HJ\CDEEt
@]
N Ph
Ph o = TsNH» O
| - E:_:hmmatmn CO,Et
2
EtO,C NHTs COEL

H 4a



ROH

Pd(OAc), (10 mol%)
K2S,0g (2 equiv)
MeSO3H (0.2 equiv)

DME, rt, 24 h

- R1_|

NP or

J. Org. Chem., 2012, 77, 9504.



ROH
T~
=
M

[O]

O . o
/d\ No A J%wafﬂfﬁ
=

TZ o o

T
o
Pd'/MeSOH
g
O



