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Table S1 Cumulative NMR data for ligands and iridium-complexes.

1 2 [Ir(m3-Cp*)CL2]2  [Ru(p-cymene)Clz]2 la 1b lc 2a 2b 2¢
Mp{'H} -27.68 -26.72 -1.78 24.32 -14.49 -2.01 23.92 -13.07
HP" 7.25-7.64 7.24-7.61 m 7.31-8.02 m 7.28-7.49 7.30-8.02 7.41-8.04 7.25-17.32
H! 345s 3.48 s 4.01 s* 3.89 s* 3.49 s* 4.02s 4.01s 3.62s
H? 2.79q 2.64d 2.25s* 2.19 s* 2.20 s* 2.09s 1.98 s* 2.08s
H3 1.01t 1.34-1.50m 0.72 s* 1.31s* 0.89 s* 0.72 -0.98 m 0.70-0.89 m 0.82-1.24m
H* 1.34-1.50 m 0.72-0.98 m 0.70-0.89 m 0.82-1.24m
H 0.89t 0.71t 0.68t 0.76 t
Hacetonitrille 2.03s 2.02s
HCP*(CH3) 0.96 s 1.47 s* 1.37 s
H*? 1.29.d (6.9) 0.84 d 1.08 d
H¢ 2.93 spt (7.0) 2.97 (6.80) spt 2.51 spt
Hebhi 5.42 dd (19.2; 6.0) 5.37 (36.0; 7.0) dd 5.15dd
Hi

2.16s 1.74 s

1.75 s
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Figure S1 'H and *'P{'"H} NMR spectra for 1 (298 K, CHCI3-d)
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Figure S2 'H and *'P{'H} NMR spectra for 1a (298 K, CHCl3-d)
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Figure S3 'H and *'P{'H} NMR spectra for 1b (298 K, CHCIs-d)
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Figure S4 'H and *'P{'H} NMR spectra for 1¢ (298 K, CHCI:-d)
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Figure S5 'H and *'P{'H} NMR spectra for 2 (298 K, CHCI3-d)
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Figure S6 'H and *'P{'H} NMR spectra for 2a (298 K, CHCl3-d)
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Figure S8 'H and 3'P{'H} NMR spectra for 2b (298 K, CHCI3-d)
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Figure S9 'H and *'P{'H} NMR spectra for 2¢ (298 K, CHCIs-d)
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Figure S10 Full ESI(+)MS spectrum of 1.
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Figure S11 Experimental and simulated ESI(+)MS spectrum of 1.
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Figure S12 Full ESI(+)MS spectrum of 2.
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Figure S13 Experimental and simulated ESI(+)MS spectrum of 2.
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Figure S14 Full ESI(+)MS spectrum of 1a.
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Figure S15 Experimental and simulated ESI(+)MS spectrum of 1a.
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Figure S16 Full ESI(+)MS spectrum of 1b.
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Figure S17 Experimental and simulated ESI(+)MS spectrum of 1b.
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Figure S18 Full ESI(+)MS spectrum of 1c.
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Figure S20 Full ESI(+)MS spectrum of 2b.



Inten. (x1,000,000)

1.253 6344177 636.176 -~

1  experimental >—®
1.003 U

3 Cl | ~P

E & \/\/

E 633.178
0.75 635.177

3 632.177 .
0.50_E 637.177 638.173

E 631.178
0.253

E 630.175

E 639.176

3 629.181 5401177 641.168
0.00- 1 . . : I —t
2000

simulated
634.170
1500
636.172
1000 633.178
631.172 632.170 635,160 638,169
500
637.175
630171 639.172
629.177 640.166
| ‘ l 641.169
0 I L
630 632 634 636 638 640 642

Figure S21 Experimental and simulated ESI(+)MS spectrum of 2b.

m/z



Inten. (x100,000)

2.3
2.21
2.11
2.0
1.9
1.8
1.7
1.6-
1.5
1.4

134 b
1.2
1.1
Lo 142162
0.9
0.8-
0.7
0.6
0.5
0.4-
0.3
0.2
0.1

328.225

1+

380.256

431.173

608.202

573.169

e

717.368

672.121

733.363

“@

\/\/N_\

v

a¥

+

\/\/Ho ,,_@
Sy

817.267

0.0,
150

200

250

300

Figure S22 Full ESI(+)MS spectrum of 2c¢.

s .I.I, IIIII ‘Ill L ‘IAI

350

450

L.Uu " lt Llll ‘I L
L e B

500

550 600

T II WIA]‘ T I‘A
650 700

750

! T

800 850 900

950 1000

bl
il

1050

y
—
1100 m/z




Inten.(x100,000)

197 717.368

183 experimental
1.7 7
1.6
1.5
14
13
12
11
1.0
0.9
0.8
0.7
0.6
0.5
0.4
03
0.2
0.1

TRTRL R ARATa N

pa bl

719.368

vl

vulil

718.363

vl

FERTE RRTHd AT

il

720.362

]

721.361

0.0 T T T T T T T T T T T T

20004 .
717352 gimulated

1500

1000
718.356 719.350

500

720.354

T T

721.357
I

717.5 718 718.5 719 719.5 720

Figure S23 Experimental and simulated ESI(+)MS spectrum of 2c.

720.5

721

721.5

722 m/z



ctrl DMF 1 100 1000 1 100 1000 uM
HN(CHzCHz): HN(CH2CH2CH2CHz)2

Figure S24 Agarose gel electrophoresis of pBR322 plasmid cleavage by diethyloamine and dibuthyloamine.
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Figure S26 Agarose gel electrophoresis of pPBR322 plasmid cleavage by Cu(I), Ru(Il) and Ir(IIT) complexes.

1-2 345 6 7 8 9 1071112 13V 1481551617

- e ™ O eoEm o oW

Figure 527 Agarose gel electrophoresis of pBR322 plasmid cleavage by Ir-ethyl, Ru-ethyl, Ir-but
and Ru-but complexes. Lanes: 1, plasmid—control; 2, plasmid + 50 uM Ir-ethyl; 3, plasmid + 50 uM
Ir-ethyl + 50 uM H202; 4, plasmid + 50 uM Ir-ethyl + 50 uM H202 + 1.4 mM DMSQ; 5, plasmid + 50
uM Ir-ethyl + 50 uM H20: + 40 mM M NaNs; 6, plasmid + 50 uM Ru-ethyl; 7, plasmid + 50 uM Ru-
ethyl + 50 uM H20z; 8, plasmid + 50 uM Ru-ethyl + 50 uM H20: + 1.4 mM DMSQO; 9, plasmid + 50
uM Ru-ethyl + 50 uM H20:2 + 40 mM M NaNs; 10, plasmid + 50 uM Ir-but; 11, plasmid + 50 uM Ir-
but + 50 uM H202; 12, plasmid + 50 uM Ir-but + 50 uM H202 + 1.4 mM DMSO; 13, plasmid + 50 uM
Ir-but + 50 uM H20: + 40 mM NaNs; 14, plasmid + 50 uM Ru-but; 15, plasmid + 50 pM Ru-but + 50
uM H:0z; 16, plasmid + 50 uM Ru-but + 50 uM H20: + 1.4 mM DMSO; 17, plasmid + 50 uM Ru-but
+50 uM H202 + 40 mM M NaNG.



Table S2. ICs0 (uUM) values of the investigated complexes toward the selected cancer cell lines for 24 h. Data

are given as mean # SD of 3 independent experiments (N=3).

MCEF-7 Du-145 A549 PANC-1 HaCaT
dibutylamine >1000 >1000 >1000 >1000 >1000
diethylamine >1000 >1000 >1000 >1000 >1000

1 458+11 203+19 6209 426+7 646120

2 355+13 185+12 569+11 3866 556+13

la 18949 90+5 6815 143+3 456+11

2a 125+15 69+6 79+6 1065 559+25

1b 295+12 122+11 59+3 146+5 446+20

2b 226120 10246 81+4 12646 545+13
Cisplatin 17615 8517 70+8 16620 400+3

Table S3. ICs0 (uM) values of the investigated complexes toward the selected cancer cell lines for 48 h. Data

are given as mean + SD of 3 independent experiments (N=3).

MCF-7 Du-145 A549 PANC-1 HaCaT

dibutylamine 226420 103£7 387£25 25846 445425
diethylamine 352425 126+12 425+38 305+13 545433
1 149+13 8616 4745 185+13 458+20

2 125420 54+8 72+6 158423 420+11

1a 184+6 8519 4544 204429 446126

2a 189+20 69+8 61+3 198+20 420+12

1b 352425 126+12 425+38 305+13 545433

2b 226+20 103+7 387+25 258+6 445+25
Cisplatin 151+6 81£8 66+9 13147 362+4




