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Figure S1. 'H NMR spectrum in CD3OD of compound 8.
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Figure S2. *C NMR spectrum in CDsOD of compound 8.
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Figure S3. ESI-MS- spectrum of compound 8.
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Figure S4. '"H NMR spectrum in CDsOD of compound 9.
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Figure S5. *C NMR spectrum in CDsOD of compound 9.
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Figure S6. ESI-MS- spectrum of compound 9.
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Figure S7. '"H NMR spectrum in CDsOD of compound 10.
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Figure S8. *C NMR spectrum in CDsOD of compound 10.
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Figure S9. ESI-MS- spectrum of compound 10.
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Figure S10. 'H NMR spectrum in DMSO-ds of compound 11.
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Figure S11 3C NMR spectrum in DMSO-ds of compound 11.

11



Scan ES-

Figure S12. ESI-MS- spectrum of compound 11.
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Figure S13. 'H NMR spectrum in DMSO-ds of compound 12.
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Figure S14. *C NMR spectrum in DMSO-ds of compound 12.
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Figure S15. ESI-MS- spectrum of compound 12.
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M _1: 143 MCA scans from Sample 1 (GA452 sal dil100 In MeOH_neg) of GA462 5ol dil100 In MeOH_neg.wiff (Turbo Spray) Max. 1.9¢3 cps.
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Figure S16. Direct infusion mass spectra of the reaction mixtures with GSH of compound 8. All the detected ions are in the deprotonated form [M-
HJ-. Abbreviations: 8-GS is the adduct of 8 with glutathione, 8-N-ac.cys is the adduct of 8 with N-acetyl-L-cysteine, Nafto-GS is the adduct of
naphthoquinone (1) and glutathione, GSSG: glutathione dimer; N-ac.cystine is the N-acetyl-L-cysteine dimer; N-ac.cys-GS is the N-acetyl-L-

cysteine — glutathione heterodimer.
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T _Q1: 746 MCA scans from Sample 1 (GA459 Al 100 In 0,1%:FA MeOH_neg) of GAS59 dil100 In 0.1%FA MeOH_neg.wif (Turba Spray)
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Figure S17. Direct infusion mass spectra of the reaction mixtures with GSH of compound 9. All the detected ions are in the deprotonated form [M-

H]J-. Abbreviations: Men-GS is the adduct of Menadione (2) and glutathione, GSSG: glutathione dimer, N-ac.cys-GS is the N-acetyl-L-cysteine —

glutathione heterodimer. 9+9 is the cluster of compound 9.

17



M

Intensity, cps

1.19¢8
1.1509- O

1.10e8 4
1.05a89 -
1.0083 5
55088
5.00e8
85008 OH 0
8.0088 -
75008 -
7.0083 -
6.5088 -
6.0083 -
55008 4
5.00e3
4.50e8
4.00e3
3.5008 -
30088 -
2.5088 -
2.00e8134.7
1.5088 -
1.0083 -
5.0067-

U’.ﬂﬂ_‘l

COOH O

I=

333.97(1)

Jzzar

-Q1: 183 MCA scans from Sample 1 (SSM71 dil10 (da ol dil5 in ACN) in 0.1%:FA MeOH_neg) of SSM71 dil10 (da sol dil5 in AGN) in 0.1%FA M...

£39.06(1)

Max. 1.2¢9 cps.

s B 322,97

N-ac.cystine

333,97

11

467,01

N-ac.cys-GS

495,00

11-N-ac.cys

639,06

11-GS

4B7.01(1)

641 s

s95pa(1) B97.05(1)

61081
516,96 552.96(1)

lﬂ"fm ;ﬂmﬂ LJ m

N

757.05(1)

| ﬁgﬂ 22 3!13 ! Y gra, 53:1}

450

rn.-‘z.ﬂn

Figure S18. Direct infusion mass spectra of the reaction mixtures with GSH of compound 11. All the detected ions are in the deprotonated form
[M-H]J-. Abbreviations: 11-GS is the adduct of 11 with glutathione, 11-N-ac.cys is the adduct of 11 with N-acetyl-L-cysteine, N-ac.cystine is the N-
acetyl-L-cysteine dimer; N-ac.cys-GS is the N-acetyl-L-cysteine — glutathione heterodimer.
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