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Fig. S1. Calculated structure of [3q]" (a) and HOMO of [3q]" (b); calculated structure of
[3q]** (c) and spin density of [3q]*" (d).
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Fig. S2. Preliminary molecular structure of 2 (cationic part; anisotropic displacement
parameters at the 30% probability level). The counter ion has been ommitted for clarity. Due
to the low quality of the crystal refinement, no bond lengths and angles are discussed. Lattice

constants: a = 9.763(2), b = 19,857(4), ¢ = 22.899(5) A, B=97.37(3)°.
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Fig. S3. 'H,"’C-gHMQC NMR correlation spectrum of 3 (a); details of the 'H,'H-gCOSY
NMR correlation spectrum of 3 (b and c¢).
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Fig. S4. Detail of the 'H,"’N-gHMBC NMR correlation spectrum of 3.
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Fig. S5. Detail of the 'H,"H-gNOESY NMR correlation spectrum of 3.
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Coordinates of [3q]Jr

-2.313188 1.566537 -4.322787
-3.000438 -0.940209 -3.416357
-2.169920 1.152431 -3.331644
-2.525055 -0.128247 -2.879518
-3.127931 -3.248275 -2.711481
2.956527 -0.921644 -2.519911
-1.597971 1.786473 -2.245521
-1.182660 2.780514 -2.142938
-2.954924 -3.414640 -1.651088
1.564716 1.250081 -1.772956
1.322241 -1.123164 -1.910302
-0.826398 -4.136435 -1.630006
-2.188364 -0.289568 -1.587841
2.333805 -0.814708 -1.614693
4.939275 -0.004743 -1.169594
-4.966082 -2.956179 -0.734755
3.360512 2.424610 -0.711370
-1.724764 -3.871124 -1.080381
2.291848 0.646922 -1.220690
-3.926292 -3.240962 -0.608794
5.485429 1.494189 -0.431170
-1.639126 0.898365 -1.199269
3.362356 1.337368 -0.621134
.725379 0.706374 -0.357675
.934875 -1.904847 -0.603568
.854248 -1.738496 -0.490549
.394569 -2.732424 -0.593263
Ru -2.217345 -1.897068 -0.265679
-1.926438 -3.975018 0.346460
-3.269378 -3.584341 0.628317
-2.353146 3.615649 0.056559
-0.545305 5.624404 0.583064
-1.102931 1.026901 0.179431
5.523503 -0.862475 0.949638
-1.294605 3.569521 0.287164
-0.368679 4.555630 0.552799
-0.332495 -1.198282 0.212046
-0.633497 2.370212 0.360203
.852302 3.888360 0.788499
.859483 0.017327 1.021489
.828978 4.267324 1.072825
.069048 0.014836 0.381560
.683063 2.570402 0.666876
.387527 -1.907053 0.355488
-1.199365 -4.311685 1.080319
-3.719834 -3.570466 1.617317
H 5.326581 0.710539 1.728173

Ir 1.865178 0.882815 0.970017

C 2.599146 -1.205336 0.920181

N -2.826066 -0.442650 1.100754
N -2.184569 0.761645 1.146156

C 3.543428 -0.430088 1.613131
Cl 3.340857 2.486495 2.124167

H 1.914851 -1.771784 1.558298

C -3.689394 -0.430156 2.129457
H -4.338381 -1.281249 2.298010
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C -2.602650 1.502495 2.221457
H 3.482359 -0.424637 2.703884
H -2.163134 2.459832 2.467354
C -3.581340 0.765752 2.857212
Cl 0.824660 0.571761 3.103230
H -4.135081 1.052186 3.743396

Coordinates of [3q]2+

-3.027677 0.236205 -4.295536
-2.741436 -2.249335 -3.159450
-2.687232 -0.005624 -3.295014
-2.545283 -1.275444 -2.725530
-1.880328 -4.481914 -2.256805
3.100191 0.069982 -2.657635
-2.308008 0.889643 -2.308908
-2.265623 1.971905 -2.319947
-1.583098 -4.421179 -1.213147
1.046095 1.658647 -1.990812
1.639286 -0.660734 -2.024430
0.631137 -4.075454 -1.352601
-2.099866 -1.177781 -1.456683
2.478954 -0.007755 -1.748756
4.640499 1.684646 -1.352968
-3.514049 -4.813769 -0.123005
2.303322 3.418249 -0.983845
-0.255435 -4.190523 -0.735621
1.931343 1.363956 -1.418972
-2.445759 -4.614339 -0.085698
4.617106 3.305716 -0.677326
-1.973210 0.159783 -1.201885
.689322 2.405768 -0.853578
.182558 2.304445 -0.568139
.357323 -0.424479 -0.715085
.287581 -0.643993 -0.596040
.213048 -1.739841 -0.657083
Ru -1.509245 -2.541802 -0.024389
-0.304870 -4.224690 0.710895
-1.652233 -4.481462 1.097804
-3.505641 2.609910 -0.127159
-2.471620 5.134087 0.206784
-1.438012 0.604832 0.112557
5.474311 1.176292 0.797722
-2.486391 2.933272 0.057873
-1.944451 4.186753 0.229767
0.072768 -1.215437 0.183216
-1.450594 2.031528 0.161773
-0.562902 3.988707 0.450468
4.539791 1.763747 0.837228
0.224838 4.703196 0.668598
0.026755 0.069928 0.280114
-0.272080 2.688184 0.408635
1.003032 -1.619700 0.297884
0.535073 -4.116490 1.392240
-2.007592 -4.577212 2.120419
4.728937 2.602797 1.514135
r 1.413289 1.514899 0.773636
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2.860468 -0.182630 0.798938
-2.439542 -1.288114 1.313519
-2.289581 0.066074 1.195754
3.473494 0.894514 1.455444

1 2.218677 3.523033 1.875746
2.423841 -0.929910 1.469028
-3.123072 -1.485170 2.462545
-3.394686 -2.489430 2.767604
-2.817663 0.703025 2.281528
3.407177 0.919499 2.545801
-2.760713 1.777663 2.403383
-3.380766 -0.267446 3.095403
Cl 0.523738 0.945656 2.929553
H -3.905300 -0.104889 4.030054
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