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Supplementary Figure 1. Auranofin 6.25 mM + Cys 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0.
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Supplementary Figure 2. Auranofin 6.25 mM + Cys 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 3. Auranofin 6.25 mM + His 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0.
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Supplementary Figure 4. Auranofin 6.25 mM + Cys 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 5. Auranofin 6.25 mM + Met 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0.
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Supplementary Figure 6. Auranofin 6.25 mM + Met 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 7. Auranofin 6.25 mM + Sec 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0. Sec was prepared with the addition of 10 equivalents of 1,4-Dithiothreitol to a 6.25 mM solution of selenocystine in 400 L of carbonate buffer (500 mM pH 7.8) and subsequent incubation for 30 min at 37 °C. t0 is considered from the addition of Auranofin as 400 L of a 12.5 mM solution in MeOD-d4.
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Supplementary Figure 8. Auranofin 6.25 mM + Sec 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 9. AF-I 6.25 mM + Cys 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0.
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Supplementary Figure 10. AF-I 6.25 mM + Cys 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 11. AF-I 6.25 mM + His 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0.
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Supplementary Figure 12. AF-I 6.25 mM + His 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 13. AF-I 6.25 mM + Met 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0.
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Supplementary Figure 14. AF-I 6.25 mM + Met 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 15. AF-I 6.25 mM + Sec 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded at t0. Sec was prepared with the addition of 10 equivalents of 1,4-Dithiothreitol to a 6.25 mM solution of selenocystine in 400 L of carbonate buffer (500 mM pH 7.8) and subsequent incubation for 30 min at 37 °C. t0 is considered from the addition of AF-I as 400 L of a 12.5 mM solution in MeOD-d4.
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Supplementary Figure 16. AF-I 6.25 mM + Sec 6.25 mM in MeOD-d4/Carbonate buffer (500 mM pH 7.8) 1:1. Spectrum recorded after 24h of incubation at 37 °C.
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Supplementary Figure 17. ATR-FTIR spectrum of Cysteine 30 mM solution in 1:1 MeOH and NaHCO3 buffer (500 mM), pH=7.8.
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Supplementary Figure 18. ATR-FTIR spectrum of Auranofin 30 mM solution in 1:1 MeOH and NaHCO3 buffer (500 mM), pH=7.8.
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Supplementary Figure 19. ATR-FTIR spectrum of Au(PEt3)I 30 mM solution in 1:1 MeOH and NaHCO3 buffer (500 mM), pH=7.8.

Supplementary Figure 20. ATR-FTIR spectrum of [image: ]Cysteine 30 mM + Auranofin 30 mM solution in 1:1 MeOH and NaHCO3 buffer (500 mM), pH=7.8.
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Supplementary Figure 21. ATR-FTIR spectrum of Cysteine 30 mM + Au(PEt3)I 30 mM solution in 1:1 MeOH and NaHCO3 buffer (500 mM), pH=7.8.
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Supplementary Figure 22. ESI mass spectrum of AF-I (10-5 M) incubated for 24 h at 37 °C with cysteine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH.
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Supplementary Figure 23. ESI mass spectrum of AF (10-5 M) incubated for 24 h at 37 °C with selenocysteine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH and 10 eq. of DTT.
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Supplementary Figure 24. ESI mass spectrum of AF-I (10-5 M) incubated for 24 h at 37 °C with selenocysteine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH and 10 eq. of DTT.
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Supplementary Figure 25. ESI mass spectrum of AF (10-5 M) incubated for 24 h at 37 °C with histidine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH.
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Supplementary Figure 26. ESI mass spectrum of AF-I (10-5 M) incubated for 24 h at 37 °C with histidine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH.
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Supplementary Figure 27. ESI mass spectrum of AF (10-5 M) incubated for 24 h at 37 °C with methionine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH.
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Supplementary Figure 28. ESI mass spectrum of AF-I (10-5 M) incubated for 24 h at 37 °C with methionine (1:1 metal to amino acid ratio), in ammonium acetate buffer 500 mM pH=6.8 in presence of 50% MeOH.
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SeC-AF #278 RT: 2.48 AV: 1 NL: 1.67E7
T: FTMS + p ESI Full ms [100.0000-900.0000]
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SeC-AF #278RT:2.48AV:1NL:1.67E7

T:FTMS + p ESI Full ms [100.0000-900.0000]
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SeC-AF-I #755 RT: 6.66 AV: 1 NL: 4.62E5
T: FTMS - p ESI Full ms [400.0000-800.0000]
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T:FTMS - p ESI Full ms [400.0000-800.0000]
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His-AF #2 RT: 0.05 AV: 1 NL: 2.23E8
T: FTMS + p ESI Full ms [145.0000-1000.0000]
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His-AF #2RT:0.05AV:1NL:2.23E8

T:FTMS + p ESI Full ms [145.0000-1000.0000]
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His-AF-I #225 RT: 5.96 AV: 1 NL: 7.76E7
T: FTMS + p ESI Full ms [145.0000-1000.0000]
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His-AF-I #225RT:5.96AV:1NL:7.76E7

T:FTMS + p ESI Full ms [145.0000-1000.0000]
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Met-AF #392 RT: 1.63 AV: 1 NL: 7.36E7
T: FTMS + p ESI Full ms [140.0000-1100.0000]
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Met-AF-I #10 RT: 0.26 AV: 1 NL: 6.82E7
T: FTMS + p ESI Full ms [145.0000-1000.0000]
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Met-AF-I #10RT:0.26AV:1NL:6.82E7

T:FTMS + p ESI Full ms [145.0000-1000.0000]
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