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Figure S1. X-band EPR spectra at 20 K of Y208F Fe(lI)ADO incubated with a 10-fold excess of cyanide
in the in the presence of a 15-fold excess of 2-AET. An EPR spectral simulation (dashed line) is overlaid
on the experimental spectrum (solid line) for comparison. Fit parameters are provided in Table S1.

Table S1. Parameters used to fit experimental EPR spectra via EasySpin (Version 5.2.25)"

Samples Species Percent g d2 ds ED D (cm'1)

Fe"" ADO Major high-spin 85 2 199 199 028  4.19
Minor high-spin 15 1.99 0.33 1.44

Fe"' ADO with azide Major high-spin 85 2 199 199 028  4.19
Minor high-spin 15 1.99 0.33 1.44

2-AET-bound Fe"' ADO Major high-spin 92 21 200 199 025 424
Minor high-spin 8 2.00 0.33 1.52

2-AET-bound Fe" ADO with azide Major high-spin 84 201 200 199 028 434
Minor high-spin 6 2.01 0.33 1.63
Minor low-spin 10 238 2.28 1.92

3-MPA-bound Fe" ADO with azide ~ Major high-spin 85 201 199 1.99 028  4.19
Minor high-spin 15 1.99 0.33 1.44

Cys-bound Fe"' ADO with azide Maijor high-spin 88 2.001 200 199 0.28 4.19
Minor high-spin 9 2.01 0.33 1.63
Minor low-spin 3 238 228 1.92

Fe'" ADO with cyanide Maijor high-spin 75 199 199 200 0.26 1.47
Minor high-spin 25 1.99 0.33 1.44

2-AET-bound Fe"' ADO with cyanide ~ Minor high-spin 12 210 200 200 024 429
Minor high-spin 8 2.00 0.33 1.52
Maijor low-spin 80 2.31 219 1.96

Cys-bound Fe"' ADO with cyanide Minor high-spin 14 210 200 2.00 0.26 3.37
Minor high-spin 6 2.00 0.32 1.63
Major low-spin 80 2.31 219 1.96

3-MPA-bound Fe"' ADO with cyanide Major high-spin 64 210 203 1.99 025 425
Minor high-spin 8 2.00 0.33 1.52
Minor low-spin 28 233 222 1.93

2-AET-bound Fe"" Y208F with cyanide Minor high-spin 12 21 201 201 024 429
Minor high-spin 8 2 0.33 1.52
Maijor low-spin 80 2.31 219 1.96
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