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Table S1. Catecholates ligands classified as electron donor (ED) or electron withdrawer
(EW) according to their Hommett parameters. Hommett parameter were calculated by

Salgado et al.™.

Hammett parameter
Name
Om o 26 = (Om+Op)

4-tert-butylcatechol -0.10 | -0.20 -0.30 (ED)
4-methylcatechol -0.07 | -0.15 -0.22 (ED)

Catechol 0 0 0
3,4-dihidroxybenzoic acid 0.37 0.42 0.87 (EW)
4-nitrocatechol 0.71 0.78 1.49 (EW)

*ED: electron donor; EW: electron withdrawer



(A)

Radical adduct Coupling constant (G) Source
ay aH, aH,
DMPO-HO* 14.9 14.9 Bruker tech bull. 20
DMPO-HO,* 14.2 11.4 1.2 Bruker tech bull. 20
POBN-HO* 14.97 1.68 0.33 Finkelstein et al.1®
POBN-HO," 14.18 1.72 Finkelstein et al.18
DMPO adduct detected (-HO") 14.93 14.93 This work
POBN adduct detected (-HO,*) 14.22 1.69 This work
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Figure S1. Identification of DMPO and POBN detected in this work by comparison of coupling
constants (A) and shape of the DMPO- HO*® (B) and POBN-HO,* (C) adducts. The arrow indicates
the selected peak from which the intensity was measured for the construction of 3D surface

plots.
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Figure S2. UV-Vis spectra of the ligand-iron monocomplex of catechol-like ligands used in this study
and their respective A maximum in parenthesis.
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Figure S3. Iron reduction profile of ED ligands 4-tert-butylcatechol (5o - red); 4-
methylcatechol (O - blue); catechol (@ - pink), and EW ligands 3,4-dihydroxibenzoic acid
(& - green); 4-nitrocatechol (¢ - yellow). (A) pH 3.0; (B) pH 4.0; (C) pH 5.0; (D) pH 6.0.
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