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coordinating <arms= (terminal groups)
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NN Ir
Br

Br

L

NN Br

1) [Ir(COD)Cl]2, 
NaBr (excess), 

2-methoxyethanol, 
110 °C, 15 h

2) MeCN/H2O 
work-up

NN Ir
Br

Br

N

C

Me
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NN Ir
Br

Br

N

C

Me

Keq = 0.18

G = 1.0 kcal/mol

C6D6, r.t.
NN Ir

Br

Br

+  C2H4(sol) +  CH3CN(sol)
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<softness= of these ligands in contrast with the <hard= N

–

 ‡  ‡ cal/mol•deg. Th



 ‡

 ‡
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

N
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H N
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



 ‡

–

N C CH3

H3C C N

33.1

CH2

C

N

1.504

2.502.22

1.183

H
2.073 1.123

2.14 7.7

CH2

C

N

H
1.104

2.27

1.942

1.175

2.17

1.989

2.421

18.1

CH3

C
N

2.06

2.096

1.171

2.160.8[0.0]

13.9

‡

NN Ir
  =

NN Ir
  =

CH3H3C

+ 

H

H

CH2

C

N

H
1.104

2.27

1
.9

5
6

1.180

1.969

2.399

‡

2.13

2.068

1.172

2.12 1.161

1.447
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. Transition state (c) and product (d) of <unassisted= C
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








fragment has overall greater <unburied= volume than (


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