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Figure S1: kinetic trends of DA (8 mM) oxidation with HyOy (50 mM) in phosphate buffer (100
mM, pH 7.4) at 25°C, with no catalyst (brown trace) and in the presence of hemin (0.2 uM) (yellow
trace), ABig (0.2 uM) (orange trace) or hemin-Apg complex with increasing amounts of ABs (1 equ
green trace, 2 equ light blue trace, 5 equ blue trace, 20 equ purple trace, 100 equ pink trace). Both the
trends with no catalyst and in presence of the peptide only are almost flat, indicating no activity.
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Figure S2: trend of the initial rate of the oxidation reaction of the substrate HPA, in presence of

ApPrs 10 uM and hemin 2 uM, vs [HyOg] (left) and vs [HPA] (right), in phosphate buffer 100 mM,
pH 7.4 at 25°C.
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Figure S3: trend of the initial rate of the oxidation reaction of the substrate Tym, in presence of ApPig
10 pM and hemin 2 uM, vs [Hy O] (left) and vs [Tym] (right), in phosphate buffer 100 mM, pH 7.4

at 25°C.
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Figure S4: trend of the
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wnitial rate of the oxidation reaction of the substrate L-Tyr, in presence of

AB1g 10 uM and hemin 2 uM, vs [HyOs] (left) and vs [L-Tyr] (right), in phosphate buffer 100 mM,

pH 7.4 at 25°C.
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Figure S5: trend of the initial rate of the oxidation reaction of the substrate DA, in presence of ApPig
1 uM and hemin 0.2 uM, vs [HyOy] (left) and vs [DA] (right), in phosphate buffer 100 mM, pH 7.4

at 25°C.
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Figure S6: trend of the initial rate of the oxidation reaction of the substrate L-DOPA, in presence of
ABig 1 uM and hemin 0.2 uM, vs [HyOs/, in phosphate buffer 100 mM, pH 7.4 at 25°C.
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Figure S7: kinetic trends of HPA (3 mM) nitration with HoOg (50 mM) and NOg~ (500 mM) (left)
and with ONOO~ (0.1 mM) (right) in phosphate buffer (100 mM, pH 7.4) at 25°C, with no catalyst
(brown trace) and in the presence of hemin (2 uM) (yellow trace), APs (2 uM) (orange trace) or
hemin-AB1g complex with increasing amounts of APig (1 equ green trace, 2 equ light blue trace, 5 equ
blue trace, 20 equ purple trace, 100 equ pink trace).
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Figure S8: kinetic trends of DA (8 mM) nitration with HyOp (500 mM) and NOs~ (500 mM) (left)
and with ONOO™~ (1 mM) (right) in phosphate buffer (100 mM, pH 7.4) at 25°C, with no catalyst
(brown trace) and in the presence of hemin (0.2 uM) (yellow trace), ABig (0.2 uM) (orange trace)
or hemin-ApB1s complex with increasing amounts of ABg (1 equ green trace, 2 equ light blue trace, 5
equ blue trace, 20 equ purple trace, 100 equ pink trace).
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Figure S9: trend of the initial rate of the nitration reaction with HyOs/NQOs ™ of the substrate HPA,
in presence of AP 10 uM and hemin 2 uM, vs [HyOy] (left), vs [HPA] (middle) and vs [NOy ]
(right), in phosphate buffer 100 mM, pH 7.4 at 25°C.
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Figure S10: trend of the initial rate of the nitration reaction with HyOy/NQOy  of the substrate Tym,
in presence of APg 10 uM and hemin 2 uM, vs [HyOs] (left), vs [Tym] (middle) and vs [NOy |
(right), in phosphate buffer 100 mM, pH 7.4 at 25°C.
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Figure S11: trend of the initial rate of the nitration reaction with HyOs/NOy~ of the substrate L-Tyr,
in presence of APig 10 pM and hemin 2 uM, vs [HyOs] (left), vs [L-Tyr] (middle) and vs [NOy ]
(right), in phosphate buffer 100 mM, pH 7.4 at 25°C.
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Figure S12: trend of the initial rate of the nitration reaction with HyOg/NQy ™ of the substrate DA, in
presence of APrg 1 uM and hemin 0.2 uM, vs [HyOs] (left), vs [DA] (middle) and vs [NOy~ ] (right),
i phosphate buffer 100 mM, pH 7.4 at 25°C.
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Figure S13: trend of the initial rate of the nitration reaction with HyO3/NQOy  of the substrate L-
DOPA, in presence of APg 1 uM and hemin 0.2 pM, vs [HyOz) (left), vs [L-DOPA] (middle) and
vs [NOy ™| (right), in phosphate buffer 100 mM, pH 7.4 at 25°C.
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Figure S14: trend of the initial rate of the nitration reaction with ONOQO™ of the substrate HPA, in
presence of ABig 10 pM and hemin 2 uM, vs [HPA] (left) and vs [ONOO" ] (right), in phosphate
buffer 100 mM, pH 7.4 at 25°C.
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Figure S15: trend of the initial rate of the nitration reaction with ONOO™ of the substrate Tym, in
presence of AP 10 uM and hemin 2 pM, vs [Tym] (left) and vs [ONOO"] (right), in phosphate
buffer 100 mM, pH 7.4 at 25°C.
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Figure S16: trend of the initial rate of the nitration reaction with ONOO™ of the substrate L-Tyr, in
presence of APg 10 uM and hemin 2 puM, vs [L-Tyr] (left) and vs [ONOO" ] (right), in phosphate
buffer 100 mM, pH 7.4 at 25°C.
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Figure S17: trend of the initial rate of the nitration reaction with ONOQO~ of the substrate DA, in
presence of ABg 1 uM and hemin 0.2 uM, vs [DA] (left) and vs [ONOO™] (right), in phosphate
buffer 100 mM, pH 7.4 at 25°C.
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Figure S18: trend of the initial rate of the nitration reaction with ONOQO™ of the substrate L-DOPA, in
presence of AP 1 pM and hemin 0.2 uM, vs [L-DOPA] (left) and vs [ONOO" ] (right), in phosphate
buffer 100 mM, pH 7.4 at 25°C.
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Figure S19: variation of the nitration percentage of the peptide (10 uM), in the presence of hemin (2
uM), as a function of the concentration of nitrite and hydrogen peroxide (both varying from 0.2 to 200
mM), in phosphate buffer 100 mM, pH 7.4 after 30 min incubation at 37°C (left), and magnification
of the results at low concentrations (right).
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Figure S20: percentage amount of unmodified hemin as compared to the blank sample without hydrogen
perozide, in the presence of peptide (100 uM) and hemin (20 pM), in mild (200 uM HyO, / 200

uM NOy~ ) (up) and harsh (20 mM HyOy / 200 mM NQOy~ ) (down) conditions.

On the right,

magnifications of the same experimental data with reduced y-azis in the range of 0-6% hemin and
0-2% hemin for mild (up) and harsh (down) conditions, respectively, are shown.



