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l. Suplementary Tables
Table S1. Full Data From Table 2.7

t+-Bu t-Bu

&S = 0 o)
| Br” TR | N jN X-R2 1L
) dtbbpy ~N 1.1 equiv ZUN 7R (8 equiv) R' "R2
Ni(cod), Ni%cod) ——— > Nill O 1
THF-dg, rt 5min N B
mesitylene ~ IN 10 | ' R = CH
- =CgHyy
overnight +-Bu x t-Bu A 3c
+ cod + 2cod
(0] (0]
(6]
X-R R )OL )H(R i R )S(F“ jj)\ R )S(RZ
-Rg Ra 2 R 1 R 2
R R -Ra
time, temp ‘ Ry Ro F1 0 ’ R | Ry Ry ’ 0 ‘ Rz R," "Ry o)
Br
©/ ND 12 ND ND 3 11 23 8 11
<14 h, 60 °C)
(¢]] ND 54 ND ND 1 3 15 ND ND
<5 mins, rt.
Brsoctyl | ND 17 ND ND <1 4 ND 12 ND
<14 h, 60 °C
N
n-octyl | ND 33 ND ND 3 2 0 18 ND
<12 h, 60 °C
As above but with zinc flake (8.4 eq):
(0] (0]
(0]
“n o § )%R . )SVR‘ 2 A )Sfﬂz
-R2 ~M2 2 R 1 R 2
R R -Rz
time, temp | | R Re P 0 | Ry | Ri™ "Ry | (0] | Rz R2" 'Rq (o]
Br
©/ ND 22 ND ND 3 ND 461 13 ND
<12 h, 60 °C)
Cl ND 44 ND ND <1 <1 613 ND ND
5 mins, rt.
B
"Spoctyl | ND 31 ND ND 3 2 165 20 ND
<14 h, 60 °C

2R" = CsH4;. ND = not detected by GC analysis. In all cases, yields are calculated vs. amount of Ni(cod), added

in the first step. Yields are uncorrected GC yields vs. mesitylene internal standard, so >100% total yield for all

products could be observed. For reactions with added reductant, >100% yields are possible because the nickel

can turnover.
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Table S2. Full Data From Table 3.

o
+BU A P BN o o
| Br” “R! | N X-R? I
) dtbbpy AN 1.1 equiv AN R1 (8 equiv) R' "R2
Ni(cod)y — > Ni%cod) — .. = Ni' R — 17
THF-dg, rt 7 5 min /N
mesitylene 7N ~ N Br
d | 10 I R = tolyl
overnight LBuT X tBuT X 3d
+ cod + 2cod
0]
ST S S R L I G
-R2 Play 2 R 1 -H2 2
R R )H( Ry R R )Sf 1.
time, temp | Ri” "Rp [ o Ri R:” "Ry 0 2 R,” "R, |2 I R1-H
Ph/Br 3 25 4 1 23 8 5 21 ND 1
<12 h, 60 °C)
Ph Cl
T ND 94 ND ND 5 2 21 ND ND 7
<12 h,60°C
' p-octyl ND 60 ND 3 5 <1 ND 8 ND 2
1h, rt.
With Zinc -325 mesh flake 20 mg, 8.4 mmol:
o]
ST 0 G R L I G
-R2 ey 2 R 1 Rav 2
R R )S( Ry R R Jﬁ( 1.
time, temp | Ri” "R [ 5 Ry R;” "Ry o) 2 R,” "R, |2 X R1-H
Ph -Br 35 25 4 6 30 ND 500 26 ND 1
<12 h, 60 °C)
Ph Cl
T ND 87 ND ND ND ND 612 ND ND 3
<12 h, 60 °C
' peoctyl ND 58 ND <1 ND <1 ND 58 ND 4
1h, rt.

a

R' = p-tolyl. ND = not detected by GC analysis. In all cases, yields are calculated vs. amount of Ni(cod), added
in the first step. Yields are uncorrected GC yields vs. mesitylene internal standard, so >100% total yield for all
products could be observed. For reactions with added reductant, >100% yields are possible because the nickel

can turnover.
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Figure S1. Pictures of the formation and reaction of (dtbbpy)Ni"(C(O)tolyl)(Br) (1¢) with RX (Table 3).
)

Complex 1cin THF-dj.

Reaction mixtures immediately after adding in DMA and the electrophile (RX).
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Reaction colors after 1 h reaction time.

Reaction mixtures after completion.
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Il. Spectra
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