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Scheme S1. General scheme for the synthesis of indium(III) complexes 1-5 and atom

numbering for complexes 1-5
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Figure S1. Thermogravimetry of complex [In(L1)CI(H,0)] (1)
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Figure S2. Thermogravimetry of complex [In(L2)CI(H,0)]-3H,0 (2)
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Figure S3. Thermogravimetry of complex [In(L3)CI(H,0)]-H,O (3)
DrTGA TGA DTA
mg/min % uV
\ —— DTA ~ 0.00
\ —— TGA
\\ DITGA
020 100.00-
4 -20.00
4 -40.00
0.00F o
50.00
1 -60.00
-0.20 NS N \
| CIZInTHO | - -80.00
HZN/LO/ //,O NH2 \\\
-0.00F S
100.00 200.00 300.00 400.00 500.00 500.00
Temp [C]

Figure S4. Thermogravimetry of complex [In(L4)CI(H,0)] (4)
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Figure S5. Thermogravimetry of complex [In(L5)CI(H,0)] (5)

Infrared Spectra
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Figure S6. Infrared spectra of H,L1 and complex [In(L1)CI(H,0)] (1)
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Figure S7. Infrared spectra of H,L2 and complex [In(L2)CI(H,0)]-3H,0 (2)
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Figure S8. Infrared spectra of H,L.3 and complex [In(L3)CI(H,0)]-H,O (3)
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Figure S9. Infrared spectra of H,LL.4 and complex [In(L4)CI(H,0)] (4)
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Figure S10. Infrared spectra of H,L.5 and complex [In(L5)CI(H,0)] (5)



NMR Spectra
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Figure S11. Structural representation of indium(III) complexes 1-5 with atom numbering
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Figure S12. '"H NMR spectra of H,LL1 and complex [In(L1)CI(H,0)] (1)
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Figure S13. BC{'H}and DEPT-135 NMR spectra of complex [In(L1)CI(H,0)] (1)
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Figure S14. COSY NMR spectrum of complex [In(L1)CI(H,0)] (1)
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Figure S15. HMQC NMR spectrum of complex [In(L1)CI(H,0)] (1)
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Figure S16. '"H NMR spectra of H,L2 and complex [In(L2)CI(H,0)]-3H,0 (2)
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Figure S17. 3C{'H}and DEPT-135 NMR spectra of complex [In(L2)CI(H,0)]-3H,0 (2)
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Figure S18. COSY NMR spectrum of complex [In(L2)CI(H,0)]-3H,0 (2)



[In(L2)CI(H,0)]-3H,0

Cl

L 13 S

F10
F20
30
F40
F50
F60
k70
80
Fs0
F100
F110
F120
F130
140
F150

160

ri70

H,L3

—12.02

—2.39

DMSO

6.08<

6 3
o
o
~
DMSO
o
ch
N
o
6 3

Figure S20. '"H NMR spectra of H,L3 and complex [In(L3)CI(H,0)]-H,O (3)
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Figure S21. BC{'H}and DEPT-135 NMR spectra of complex [In(L3)CI(H,0)]-H,O (3)
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Figure S22. COSY NMR spectrum of complex [In(L3)CI(H,0)]-H,O (3)
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Figure S23. HMQC NMR spectrum of complex [In(L3)CI(H,0)]-H,O (3)
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Figure S24. '"H NMR spectra of H,L4 and complex [In(L4)CI(H,0)] (4)
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Figure S25. BC{'H}and DEPT-135 NMR spectra of complex [In(L4)CI(H,0O)] (4)
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Figure S26. COSY NMR spectrum of complex [In(L4)CI(H,0)] (4)
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Figure S28. '"H NMR spectra of H,L5 and complex [In(L5)CI(H,0)] (5)
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Figure S29. BC{'H}and DEPT-135 NMR spectra of complex [In(L5)CI(H,0)] (5)
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Figure S31. HMQC NMR spectrum of complex [In(L5)CI(H,0)] (5)

MALDI-TOF Mass spectra
.~ 30000 - —y
®© ] n e
7] o
: H ‘ H m 100 Theoretical
25000 - N N. © spectrum
] [ /In.‘,‘ |N 8 i
] 0 ”"OJ\O < .
20000 f e
| Theoretical Exact Mass: 484.03 m/z i P
15000 .
10000 - e
5000 ||
O | afy \MJ\ Lo Aw\.(- k )
LE— = I R T U
477 480 483 486 489 492 495
m/z

Figure S32. MALDI-TOF spectrum of complex [In(L1)CI(H,O)] (1)
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Figure S33. MALDI-TOF spectrum of complex [In(L2)CI(H,0)]-3H,0 (2)
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Figure S34. MALDI-TOF spectrum of complex [In(L3)CI(H,O)]-H,0O (3)
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Figure S36. MALDI-TOF spectrum of complex [In(L5)CI(H,O)] (5)
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Stability studies in PBS/DMSO solution
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Figure S37. UV-vis absorption spectra as a function of time, of H,L1 and complex 1 at 2x10-
mol/L in 2% DMSO / PBS buffer, pH = 7.4.
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Figure S38. UV-vis absorption spectra as a function of time, of H,L.3 and complex 3 at 2x10-
mol/L in 2% DMSO / PBS buffer, pH = 7.4.
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Figure S39. UV-vis absorption spectra as a function of time, of H,L.4 and complex 4 at 2x10-
mol/L in 2% DMSO / PBS buffer, pH = 7.4.
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Figure S40. UV-vis absorption spectra as a function of time, of H,L5 and complex 5 at 2x10-
mol/L in 2% DMSO / PBS buffer, pH = 7.4.
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Table S1. Comparison of radiochemotherapy, '“™In(III) radiation monotherapy, combined In(III) chemotherapy + radiation monotherapy, in MCF-7

and MDA-MB-231 breast cancer cells.

MCEF-7
Radionuclide therapy Combined therapy
Concentration Dose Radiochemotherapy Dose
(mol/L) Compounds nGy H4m[p Compounds % Cell Death
% Cell Death 0 Gy 1 Gy 3 Gy 6 Gy
- - - - - - 12.96 + 2.87 25.84 +2.53 38.09 + 3.60
106 - 0.4 40.70 £3.74 1 24.51 £ 2.86 34.76 + 2.86 42.13 £2.52 4512 +1.45
103 4 66.35 +3.33 52.08 +2.31 62.86 + 1.83 69.78 +2.26 78.16 + 1.65
106 %3 0.4 37.96 + 3.33 3 13.62 +1.19 29.13 +1.73 40.88 £2.81 46.48 +3.49
103 4 53.54 +3.49 29.78 £ 1.80 44.81 £2.56 56.81 + 1.65 63.91 +2.79
106 x4 0.4 25.20 +3.00 4 12.75 £ 2.19 25.80 +1.98 40.89 + 1.88 53.78 £2.02
103 4 40.03 £2.64 33.81+2.50 51.70 + 1.70 63.32+£1.48 66.20 + 1.95
106 x5 0.4 54.39 +3.09 5 25.18 £3.70 43.76 +£2.80 50.47 +2.47 53.42+2.51
10- 4 77.30 £ 3.28 54.05+2.17 67.41+2.13 79.63 £2.97 84.71 + 3.94
MDA-MB-231
Radionuclide therapy Combined therapy
. Radiochemotherapy Dose
Concenlt/rimon Compounds Dz)}se H4m[pn Compounds % Cell Death
(mol/L) oy % Cell Death 0 Gy 1 Gy 3 Gy 6 Gy

- - - - - - 6.69 + 1.57 12.68 £ 1.54 20.92 +2.21
106 - 0.4 30.79 + 3.47 1 19.65 +3.76 22.57 +£1.63 30.99 + 2.87 44.61 +£3.92
103 4 48.44 £2.65 37.06 +2.07 39.95+1.91 47.50 +£2.78 55.98 +4.03
106 3 0.4 26.33 +2.49 3 1491 £3.16 18.20 +3.01 25.09 +2.44 35.92 +2.33
10 4 42.99 £ 6.49 28.35+2.70 33.92 +3.62 39.90 +2.10 52.01 +£2.93
106 x4 0.4 25.21 £3.00 4 12.75 £2.19 21.95+2.84 24.48 £3.71 35.82 +£2.99
10 4 40.03 +2.64 33.81 +£2.50 38.25+1.78 44.89 + 4.00 55.77+3.09
106 x5 0.4 37.78 £2.57 5 16.05 + 2.85 18.11 +3.90 25.68 £1.65 36.54 +3.36
10- 4 59.40 £ 4.52 41.37+4.16 4514 +£2.25 57.04 +1.73 63.25+2.78
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