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Scheme S1. "H NMR spectrum of the hydroamination product of acrylonitrile with pyrrolidine mediated by dicathionic
Ni(II) in CD,Cl,
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Scheme S2. Chromatogram of the catalytic hydroamination of acrylonitrile with dicathionic Ni(II) in benzonitrile
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Scheme S3. Mass spectrum of the hydroamination product of acrylonitrile with pyrrolidine catalyzed by dicathionic Ni(II)
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Scheme S4. Chromatogram of the catalytic hydroamination of alkyne le
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Scheme S5. Mass spectrum of the hydroamination product of alkyne 1e
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Scheme S6. Chromatogram of the intramolecular hydroamination of 2-ethynylaniline catalyzed by dicathionic Ni(II)

L

|

TIC: AR-078.D\data.ms

NH,

and isomers

|

16.

A
NH,

12

18109

i
v

T T T
400 500 6.00

700 800 00 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000 21.00 2200 2300 2400 2500 2600 27.00



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2013

Abundance Scan 2378 (16.303 min): AR-078.D\data.ms (-2323) () .y
3200
3000
117.0 NH
2400 NH,
2200
2000
1800
1600}
1400
1200 91.0
219.0
1000)
200
600
651
400|
61.0 0 1828
g T X |
RIS . N, oJS 3 NV, 20| |
miz— 45 B0 65 60 665 70 75 80 86 90 85 100 106 110 116 120 125 130 135 140 145 160 165 160 185 170 176 180 185 190 196 200 206 210 215 220 225 230 235 240 245
Scheme S7. Mass spectrum of one of the homocoupling products of 2-ethynylaniline
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Scheme S8. Chromatogram of the hydroamination of phenylacetylene with neutral Ni(II) in pyrrolidine
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Scheme S9. Mass spectrum of the hydroamination product of phenylacetylene with pyrrolidine
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Scheme S10. Mass spectrum of product 5j
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Scheme S11. Chromatogram of the hydroamination of 1-phenyl-1-propyne with neutral Ni(II)
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Scheme S12. Mass spectrum of the hydroamination product of 1-phenyl-1-propyne with neutral Ni(II)
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Scheme S13. Chromatogram of the hydroamination of 1-phenyl-1-propyne catalyzed by complex [(P[OPh];),Ni(cod)]
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Scheme S14. Chromatogram for the hydroamination of diphenylacetylene (1n) catalyzed by [((PhO);P),NiCl,]
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Scheme S15. Mass spectrum of the hydroamination product of 1-phenyl-1-propyne

TIC: IUGV-61-01.D\data.ms

Ph cl

Ph%@m Cl Q
13.916 O
Jﬂ 8.042 22.365 N pn

17.489 / Ph> <H

L

Time->

s b uus =~ SN SUNGI S - S— N e
300 400 500 600 7.00 800 9.00 10.00 11.00 12.00 13.00 14.00 15.00 16.00 17.00 18.00 19.00 20.00 21.00 22.00 23.00 24.00 2500 26.00 27.00

Scheme S16. Chromatogram for the hydroamination of alkyne 1g with [((PhO);P),NiCl,]
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Scheme S17. Mass spectrum for the hydroamination product of alkyne 1g catalyzed by complex [((PhO);P),NiCl,]
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Scheme S18. Chromatogram for the hydroamination of alkyne 1p catalyzed by complex [((PhO);P),NiCl,]
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Scheme S19. Mass spectrum for the hydroamination product of alkyne 1p catalyzed by complex [((PhO);P),NiCl,]
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Scheme S20. Chromatogram for the hydroamination of alkyne 1e catalyzed by complex [((PhO);P),NiCl,]
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Scheme S21. Mass spectrum for the hydroamination product of alkyne le catalyzed by complex [((PhO);P),NiCl,]
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Scheme S22. Chromatogram for the hydroamination of alkyne 1n catalyzed by complex [((EtO);P),NiCl,] at 140 °C
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Scheme S23. Chromatogram for the hydroamination of diphenylacetylene (1n) catalyzed by complex [((EtO);P),NiCl,] at

160 °C

14



