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Figure S1. Dose response analysis of 1 and 3 in OVCARS5 cells.
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Figure S2. "H-NMR spectrum (900 MHz) of diazaquinomycin E (1) in CDCls-1% CFsCO,D.
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Figure S3. *C-DEPTQ spectrum (226.2 MHz) of diazaquinomycin E (1) in CDCls~1% CF3CO;D.
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Figure S4. COSY spectrum (600 MHz) of diazaquinomycin E (1) in CDCl3—1% CF3;CO,D.
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Figure S5. HMBC spectrum (600 MHz) of diazaquinomycin E (1) in CDCl3-1% CF3;CO,D.
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Figure S6. Selective 1D-TOCSY spectrum (600 MHz) of H»-18 in diazaquinomycin E (1) in CDCl3-1% CF;CO;D.
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Figure S7. Selective 1D-TOCSY spectrum (600 MHz) of H,-13 and H»-14 in diazaquinomycin E (1) in CDCl3-1% CF;CO,D.
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Figure S8. Selective 1D-TOCSY spectrum (600 MHz) of H»-20 in diazaquinomycin E (1) in CDCl3-1% CF;CO;D.
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Figure S9. Expanded HR-ESI-ITTOF mass spectrum of diazaquinomycin E (1).

Inten(x10,000,000) MS (E+) Ret. time : 10.238 ->10.352

397.2198 +
] [M+H]
4.0 /
N
] [2M + Na]
3.0]
2 (H + i
] [M + Na] [2M + H]
e / \
] 41919497 7934211 4
ool am12402 803088552641 17,2399 4841948709 4726 I 815.399

2
L A B o s oo e e e e ey e s e e e LA e e e S SN e e e e e e ey e S S
5.

400.0 425.0 450.0 475.0 500.0 525.0 550.0 575.0 600.0 625.0 650.0 675.0 700.0 725.0 750.0 775.0 800.0 miz

Inten(x10.000.000) MS (E-) Ret. time : 10.238 -> 10.352

20 295 1943 [M-H]

RN

.

0.5

ool L4188 aseq770 . 4esqi4p 531706 sS80381 . .0 7444347 7dpét04 | 7733579 8139864

400.0 425.0 450.0 475.0 500.0 525.0 550.0 575.0 600.0 625.0 650.0 675.0 700.0 725.0 750.0 775.0 200.0 miz

S10



Mar. Drugs 2014, 12

Figure S10. UV spectrum of diazaquinomycin E (1) in ACN.

1 DADT, 10715 G229 mal Ap:0 of FODMF2ZZRE-Z21ME.D
mAL

200 -

150

100

A0

L L L L L
200 250 200 250 J00 450 SO0 S50 [=]uln] N

S11



Mar. Drugs 2014, 12 S12

Table S1. 'H and partial **C-NMR data of diazaquinomycin F (2) and diazaquinomycin G (3) in CDCl3-1% CFsCO,D.

Position Bca 'H mult. (J, Hz) ®
2
3
4
4a
5
6 127.2 6.95sand 6.98s°
7
8a
9
9a
10
10a
11 12.8 2.345s
12 32.7 3.12t(7.9)
13 22.3 1.57m
14 14.4 1.14(7.3)
15 34,5 3.13t(7.5)
16 29.3 1.59m
17 31.4 1.44m
18 22.2 1.39m
19 13.7 0.94(7.0)
20
21

? Resonances extracted from HSQC data; ® 600 MHz; © Chemically inequivalent a-methine hydrogens of DAQF and DAQG.
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Figure S11. 'H-NMR spectrum (600 MHz) of diazaquinomycin F (2) and diazaquinomycin G (3) in CDCls~1% CF3CO;D.
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Figure S12. COSY spectrum (600 MHz) of diazaquinomycin F (2) and diazaquinomycin G (3) in CDCls-1% CF3;CO-D.
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Figure S13. HSQC spectrum (600 MHz) of diazaquinomycin F (2) and diazaquinomycin G (3) in CDCls—1% CF3;CO-D.
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Figure S14. HMBC spectrum (600 MHz) of diazaquinomycin F (2) and diazaquinomycin G (3) in CDCl3-1% CF;CO;D.
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Inequivalency gives rise to two separate HMBC cross peaks (H6 to C10a in DAQF and DAQG).
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Figure S15. Expanded HR-ESI-ITTOF mass spectrum of diazaquinomycin F (2) and diazaquinomycin G (3).
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Figure S16. UV spectrum of diazaquinomycin F (2) and diazaquinomycin G (3) mixture in ACN.
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UV (MeOH) Amax (log €) = 280.5 (4.01), 359.0 (3.40), and a broad peak with maximum at 437.0 (2.66) nm.
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Figure S17. Co-crystal Structure of diazaguinomycin F (2) and diazaquinomycin G (3).

Structure numbered to emphasize DAQF occupancy in the co-crystal.
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Figure S18. Deconvolution of co-crystal structure of diazaquinomycin F (2) and diazaquinomycin G (3).

A: 39.8% = (0.704 x 0.566) x 100 B: 30.6% = (0.704 x 0.434) x 100

A+D=39.8% +12.8% = 52.6% DAQF
B+ C=30.6% +16.8% =47.4% DAQG
The methyl group at C3 is favored [0.704(8) to 0.296(8)], with the estimated standard deviation cited in parentheses; the propyl group at C4 is favored

(0.566(9) to 0.434(9)). Taken together, DAQF resides at the crystallographic site 52.6% to DAQG (47.4%); As noted in the discussion, disordered water

molecules are evident from the electron density maps. They occupy sites near the methine hydrogen atom, or near the end of the propyl group. If both
disordered groups were equal, then they would each refine to 0.5.
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