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Figure S1. UV spectra of compounds 1-3.
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Figure S3.*C NMR spectrum of compound 1 in DMSO-ds
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63  Figure S4.gHSQCAD spectrum of compound 1 in DMSO-ds
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Figure S5.gHMBCAD spectrum of compound 1 in DMSO-ds
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69  Figure S6. TOCSY spectrum of compound 1 in DMSO-dg
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73 Figure S7. COSY spectrum of compound 1 in DMSO-dg
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76  Figure S8. ROESY spectrum of compound 1 in DMSO-dg
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79  Figure S9. NOESY spectrum of compound 1 in DMSO-ds
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83  Figure S10.1D NOE spectrum of compound 1 at 4.88 ppm DMSO-ds

Selective band center: 4.89 (ppm); width: 18.2 (Hz)
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Figure S11.1D NOE spectrum of compound 1 at 4.36 ppm DMSO-ds
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90 Figure S12.Main Fragment lons Observed in the HRESIMS/MS Spectrum of compound 1

MeOH blank
GSLABF13-positive_msms1 3 (8 400) 2° TOF MSMS 585 30ES+

265 1519 1.34e4
100

2631532
m
245 1427
s
441 0RI5
142 0812
o6.0902 84,1663 328.0022. g5 50 -
i B26.1378
i | . [T o In " "

R B B L B L B B I L B I L I L B I L B I L L B L I DL B I UL BN I UL LN IS R I I I
GSLABF13-pasitive_msms1 3 (8.569) 3 TOF MSMS 385 30ES+
100- 2551598 503 1530 20984

245 135
SQ_
398.2020
441 0BI5
B28.1378
443 0BED
1420812 PA4 1563 3801961 )
~ 461.0816 527 2785 1 1350
52.0568 3011894 | { { Fu.z%a : 741 7997 B56.2941
o '"'I"l"l""I:"'I""I""I""I"' T "'Ih"ll""Il:"'hll'"'I""I""I""I""I""I""I""I""I""I""I"r'l""l""I"h'.'l"'u:l""l""I"" ""I'u""l""l'"'I""I""I""I
GSLABF13-positive_msms1 3 (8. 737) 4: TOF MSMS 985 30ES+
527 2675 1414
100
856 2516
856 2791
741 2166
s 743.2217
526 2687
5 1437 9831512 528 1378 000 2866
B B30 1418
360.1961 o ¢ 7139332 [P44.2387 560 2606
31.1390 985 3496
54 1563 150.0574 8362664
11 S S G Y (Y VRN UNNEENS W VE SN USS—— S
91 50 100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 500 850 1000
92

S14



93  Figure S13. HR(+)ESIMS of compound 1
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Figure S15."*C NMR spectrum of compound 2 in DMSO-dg
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Figure S16.gHSQCAD spectrum of compound 2 in DMSO-dg
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107  Figure S17.gHMBCAD spectrum of compound 2 in DMSO-ds
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109  Figure S18.TOCSY spectrum of compound 2 in DMSO-ds
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111 Figure S19.COSY spectrum of compound 2 in DMSO-ds
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113 Figure S20. ROESY spectrum of compound 2 in DMSO-dg
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115  Figure S21.NOESY spectrum of compound 2 in DMSO-dg
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117 Figure S22.1D NOE spectrum of compound 2 at 3.92 ppm DMSO-ds
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119  Figure S23.Main fragment ions observed in the HRESIMS/MS Spectrum of compound 2
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Figure S24. HR(+)ESIMS of compound 2
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Figure $25."H NMR spectrum of compound 3 in DMSO-ds
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130  Figure S26. gHSQCAD spectrum of compound 3 in DMSO-ds
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Figure S27.gHMBCAD spectrum of compound 3 in DMSO-dg
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136 Figure S28. TOCSY spectrum of compound 3 in DMSO-dg
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139  Figure S29.COSY spectrum of compound 3 in DMSO-ds
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142 Figure S30. ROESY spectrum of compound 3 in DMSO-dg
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145  Figure S31.NOESY spectrum of compound 3 in DMSO-dg
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Figure S32. HR(+)ESIMS of compound 3
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162  B)D,L-FDLA-Leucine derivatives in 1: 426 [M+H]"
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166  C)D,L-FDLA-HMP derivatives in 1: 440 [M+H]"

M =D bk BT
=1FT
WTr v TOE MS RS-
\ an 1m
. = :':3
L-FDLA
1
| .
U al zm .l, P anm = mm | sam | som 0 mhos | mon
oLSE o ME B5E
. s PP
-
D/L-FDLA
LI
= =-m I Inm z= wm s anm mET T e :-""
167
168

S37



169 D)b,L-FDLA-Valine derivatives in 1: 434 [M+Na]”
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172 Figure S34.Advanced Marfey's analysis of acid hydrolysate of 2
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176  B)D,L-FDLA-Leucine derivatives in 2: 426 [M+H]"
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181  C)b,L-FDLA-HMP derivatives in 2: 440 [M+H]"
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184  D)b,L-FDLA-Valine derivatives in 2: 434 [M+Na]”
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188  E)D,L-FDLA-Proline derivatives in 2: 410 [M+H]"
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191  F)D,L-FDLA-Proline standard: 410 [M+H]"
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194  Figure S35. Advanced Marfey's analysis of acid hydrolysate of 3

195  A)D,L-FDLA-Threonine derivatives in 3: 414 [M+H]"
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199  B)D,L-FDLA-Leucine derivatives in 3: 426 [M+H]"
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202 C)b,L-FDLA-HMP derivatives in 3: 440 [M+H]"
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205  D)b,L-FDLA-Valine derivatives in 3: 434 [M+Na]”
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208  E)D,L-FDLA-Proline derivatives in 3: 410 [M+H]"
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211 Table S1: Corresponding Retention times between D/L-FDLA derivatives of amino acids

Amino acids Structure of FDLA- m/z [M+H]" Retention time of p/L-FDLA Retention time of L-FDLA
derivatives derivatives (min) derivatives (min)
L-Threonine 414 22.03, 24.57 22.08
L-Leucine 426 27.94, 32.03 28.03
440.1 21.61,22.22 21.59
L-Valine 412, 434[M+Na]+ 26.69, 29.95 26.69
L-Proline 410 24.41, 26.00 24.35
L-Proline (standard) 410 24.43, 26.05 24.39

212
213 Analysis condition:

214  HPLC-MS method: the analysis of the L- and D-FDLA derivatives was carried out by an Agilent Eclipse XDB-C18 column
215 (150%4.6 mm, 5 um) employing a linear gradient of from 5% to 100% CH3CN in 0.1%formic acid at 0.5 mL/min over 45 min.
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