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Figure S1: ESR signals during superoxide and hydroxyl radicals for mation. a, signhal obtained
upon incubating xanthine (0.4 mM), XOD (0.04 U/n)TPA (0.3 mM) and DEPMPO (50 mM) in
phosphate buffer (0.1 M, pH 7.4),, as @) but in the presence of SOD (0.1 mg:flc, as b) but in
the presence of irradiated SOD (0.1 mgnld, UV-photolysis of a solution containing DEPMPO (5
mM), H,O, (1%). Spectrometer settings: microwave power, ¥0;modulation amplitude, 0.1 mT,;

time constant, 0.128 s; gain, 5%16can range, 14 mT and scan time, 43 s (4 scamesbh signal).
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Figure S2: Authentic ESR spectra of DEPM PO-OR spin adductsin water. DEPMPO-OR spin
adducts were obtained by addition of Fe@ImM) to the respective ROH solution of DEPMPC5(0
M) for 2 min; then 3QuL of this solution were added to 2|4Q of a phosphate buffer solution (0.1 M,
pH 7.4) containing DTPA (20 mM@, DEPMPO-BuU. The spectrum below represents the
simulation.b, DEPMPO-Q0Pr. The spectrum below represents the simulatpPEPMPO-Qert-Bu:

a solution of DEPMPO (50 mM) anert-BuOQtert-Bu (0.5 M) intert-butanol was irradiated during
30 s and 3QL of this solution were added to 2jdQ of phosphate buffer (0.1 M, pH 7.4);

Spectrometer settings: microwave power, 10 mW; riadiun amplitude, 0.05 mT; time constant,
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0.128 s; gain, 5 xf0scan range, 12 mT and scan time, 42 s (4 scaasdadb.; 84 s forc.).
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Figure S3: Freeradicalstrapped during the reaction between cytochrome c and t-BuOOH in the
presence of different DEPM PO concentrations. a, incubation mixture containing cytochrome c (20
pM), t-BuOOH (15 mM), DTPA (0.3 mM) and DEPMPO (100 mM)axygen-saturated phosphate
buffer (0.1 M, pH 7.4). The ESR spectrum obsenatesponds to a mixture of DEPMPQe-Bu
(®), DEPMPO-O0OCH (®) and DEPMPO-CEI(*) spin adductsh, as @) but in the presence of
DEPMPO (400 mM). The ESR spectrum observed correlpto a mixture of DEPMPOt&1t-Bu

(®) and DEPMPO-CEI(*) spin adducts The grey spectrum below represhatsamputer
simulation. Spectrometer settings: microwave pod@nmW; modulation amplitude, 0.1 mT; time
constant, 0.128 s; gain, 1xX18can range, 14 mT fa and 12 mT fob. and scan time, 43 s.
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Figure S4: DEPMPO-OOCHj  spin adduct generation during the reaction between cytochromec

and cumylhydroperoxide. a, EPR spectrum obtained from a solution contaid&aPMPO (8 mM)

and cumylhydroperoxide (CumOOH) (12.5 mM) in phagptbuffer (0.1 M, pH 7.4p. EPR signal
obtained upon adding Cytochome c¢ (2@) to the previous incubation mixtuceas b) after 4 scans.
Spectrometer settings: microwave power, 10 mW; riaditun amplitude, 0.1 mT; time constant, 0.128

s; gain, 5x1 scan range, 14 mT and scan time, 43 s.
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Figure S5: DEPM PO spin adducts obtained during the reaction between t-BuOOH and Fe** in

the presence of DEPM PO. Addition of FE€" (0.5 mM) to a deoxygenated phosphate buffer smiuti
(0.1 M, pH 7.4) containintert-BuOOH (4 mM) and DEPMPO (0.05 M) led to a mixtufe o
DEPMPO-Qert-Bu (¢, ay = 1.39; ag = 1.45 and @= 4.66 mT; 73 %) and DEPMPO-GKK, &, =
1.52; ap = 2.23 and aP = 4.76 mT, 27 %). Spectrometemggsttimicrowave power, 10 mW,
modulation amplitude, 0.1 mT; time constant, 0.828ain, 5x1¢ scan range, 12 mT and scan time,

83 s.



