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Figure S1. '"H NMR (600 MHz, DMSO-ds) spectrum of 1
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Figure S2. '"H NMR (600 MHz, Acetone-ds) spectrum of 1
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Figure S3. 3C NMR (150 MHz, DMSO-dp) spectrum of 1
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Figure S4. Edited HSQC NMR (600 MHz, DMSO-ds) spectrum of 1
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Figure S5. COSY NMR (600 MHz, DMSO-dp) spectrum of 1
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Figure S6. HSQC-TOCSY NMR (600 MHz, DMSO-ds) spectrum of 1
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Figure S7. HMBC NMR (600 MHz, DMSO-dp) spectrum of 1
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Figure S8. ROESY NMR (600 MHz, DMSO-dg) spectrum of 1
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Analysis Report

-Agilent | Trusted Answers

Sample Information
Name 176B170C Data File Path C:\Users\bokeschh\Desktop\020620\176B170C.d 2 ’
Sample ID Acq. Time (Local) 2/6/2020 10:45:02 AM (UTC-05:00)
Instrument Instrument 1 Method Path (Acq) C:\Users\admin\Desktop\methods\FIA_SM_LowFlow.m
MS Type QTOF Version (Acq SW) 6200 series TOF/6500 series Q-TOF B.09.00 (B9044.1 SP1) i
Inj. Vol. (ul) 1 IRM Status Success
Position Vial 1 Method Path (DA)
Plate Pos. Target Source Path
Operator Result Summary
Sample Chromatograms
<10’ |* TIC Scan 176B170C.d
4 3
2257
2
L75
157
1257
1
0,75
0.5
0.257
o
T W, T T T Ul T T T T T T T T T T T T
0.1 0.2 0.3 0.4 0.5 0.6 0.7 0.8 0.9 1 L1 1.2 13 14 15 16 17 1.8 1.9
Counts vs, Acquisition Time (min)
Sample Spectra
+ Scan (rt: 0.375-0.855 min) C58 H104 N12 016
x10° €58 H104 N12 016: +ESI Scan (rt: 0.375-0.855 min, 30 scans) Frag=150.0V 176B170C.d
. * 613.3936
15
i 1247.7603
554.3555 672.4299
0,57 "
124.0868 231.2084 496.3645 556%620613, ﬁ&74k‘349 793.4819 1221
. . : = i -
- T T T T T T T T T T T T T T T T T T T T T T T T T
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950 1000 1050 1100 1150 1200 1250 1300
Counts vs. Mass-to-Charge (m/z)
Spectrum Identification Table
Best ID Source Name Formula Species m/z Score Score Score Score Lib/DB
{ppm) (Lib) {DB) (MFG)
Yes MFG C58 H104 N12 016 (M4H)+ 12257773 0.29 9930 99.30

MassHunter Qual 10.0
{End of Report)

Figure S9. HRESI-MS data for 1
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Advanced Marfey’s analysis of 1

[ MSD1 412, EIC=411.7:412.7 (C:\CHEM32\1\DATA\2020-08-113487\1768170C_L-FOLA.D) ES-API, Pos, Scan, Frag: 70, "positiv
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Figure S11. Ion chromatograms of the L-FDLA derivatives (top) and the D/L-FDLA
derivatives (middle) of the hydrolysis product of 1 and the D/L-FDLA derivatives of the
standard L-Val and L-Leuol (bottom) in positive ion mode monitoring at m/z412 for Iva,

Val, and Leuol residues.
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[ MSD1 426, EIC=4257.426 7 (C\CHEM32\1\DATA2020-08-113467\1768170C_L-FOLA D) ES-API. Pos, Scan. Frag: 70. “positiv
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Figure S12. Ion chromatograms of the L-FDLA derivatives (top) and the D/L-FDLA
derivatives (middle) of the hydrolysis product of 1 and the D/L-FDLA derivatives of the
standard trans-L-Hyp and L-Leu (bottom) in positive ion mode monitoring at m/z 426 for
trans-Hyp and Leu residues.
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I MSD1 400, EIC=399.7.400.7 {C\CHEM32\1\DATA\2020-08-113467\17€8170C_L-FDLAD) ES-API, Pos, Scan. Frag 70, "postiv
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Figure S13. Ion chromatograms of the L-FDLA derivatives (top) and the D/L-FDLA
derivatives (bottom) of the hydrolysis product of 1 and the D/L-FDLA derivatives of the
standard L-Ser in positive ion mode monitoring at /7400 for Ser residue.
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Figure S14. Ion chromatograms of the L-FDLA derivatives (top) and the D/L-FDLA
derivatives (bottom) of the hydrolysis product of 1 and the D/L-FDLA derivatives of the
standard L-Gln in negative ion mode monitoring at 717/z 440 for Gln residue.
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Figure S15. ECD spectrum of roseabol A (1)
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Figure S16. Merkel cell carcinoma cytotoxic activity for compound 2 assessed against the
MKL-1 (solid triangles) and MCC26 (open circles) cell lines, with HaCaT cells (solid
circles) as a noncancerous control. Bortezomib was the positive control with an ICso of
13.1 +/- 5.8 nM for the three cell lines. Samples were tested in duplicate and the compound
purity was assessed as > 90% by HPLC, NMR, and MS analysis.
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