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Figure S1. 1H NMR spectrum of compound 1 (600 MHz, CD3OH). 

 

Figure S2. 13C NMR spectrum of compound 1 (150 MHz, CD3OH). 
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Figure S3. HSQC spectrum of compound 1 in CD3OH. 

 

Figure S4. COSY spectrum of compound 1 in CD3OH. 
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Figure S5. TOCSY spectrum of compound 1 in CD3OH. 

 

Figure S6. HMBC spectrum of compound 1 in CD3OH. 
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Figure S7. NOESY spectrum of compound 1 in CD3OH. 
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Figure S8. HR-ESIMS spectrum of compound 1. 
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Figure S9. 1H NMR spectrum of compound 2 (600 MHz, CD3OH). 

 

Figure S10. 13C NMR spectrum of compound 2 (150 MHz, CD3OH). 
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Figure S11. HSQC spectrum of compound 2 in CD3OH. 

 

Figure S12. COSY spectrum of compound 2 in CD3OH. 
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Figure S13. TOCSY spectrum of compound 2 in CD3OH. 

 

Figure S14. HMBC spectrum of compound 2 in CD3OH. 
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Figure S15. ROESY spectrum of compound 2 in CD3OH. 

 

 



S12 

 

Figure S16. HR-ESIMS spectrum of compound 2. 
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Figure S17. 1H NMR spectrum of compound 3 (600 MHz, CD3OH). 

 

Figure S18. 13C NMR spectrum of compound 3 (150 MHz, CD3OH). 
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Figure S19. HSQC spectrum of compound 3 in CD3OH. 

 

Figure S20. COSY spectrum of compound 3 in CD3OH. 
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Figure S21. TOCSY spectrum of compound 3 in CD3OH. 

 

Figure S22. HMBC spectrum of compound 3 in CD3OH. 
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Figure S23. ROESY spectrum of compound 3 in CD3OH. 
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Figure S24. HR-ESIMS spectrum of compound 3. 
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Figure S25. HPLC analysis of amino acids in 1 through the total hydrolysis. 

 

Table S1. Retention times (tR, min) of L-FDLA derivatives of the hydrolysate of 1 

Amino acids Detected m/z Hydrolysate of 1 tR of standards 

L-Glu 442 16.9 16.9 
D-Glu 442 - 17.8 
L-Leu 426 23.6 23.6 
D-Leu 426 29.0 28.9 

 

 

 

Extract ion mode, isolation condition: column: YMC ODS-A, 250 × 4.6 mm, 5 μm; flow rate: 0.5 mL/min; UV: 340 nm; 
gradient MeCN-H

2
O (+0.02% TFA) solvent system (40% MeCN for 5 min, 40–80% MeCN over 20 min and 80% MeCN 
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Figure S26. HPLC-VWD-MS chromatogram of the partial hydrolysates of 1. 

 

 

 

Figure S27. HPLC analysis of L-FDLA derivatives of P1 and P3 hydrolysates.  

SIM mode: m/z 426, Column: YMC ODS-A, 250 × 4.6 mm, 5 μm; flow rate: 0.5 mL/min; UV: 340 
nm; gradient MeCN-H

2
O (+0.02% TFA) solvent system (40% MeCN for 5 min, 40–80% MeCN over 

20 min and 80% MeCN for 5 min) 

(A) SIM mode: m/z 245, 261 and 358 (B) extracted mass (m/z 245) of P2 (C) extracted mass (m/z 261) 
of P1 (D) extracted mass (m/z 358) of P3. Isolation condition: column: YMC ODS-A, 250 × 4.6 mm, 5 
μm; flow rate: 0.5 mL/min; UV: 224 nm; gradient MeCN-H2O (+0.02% TFA) solvent system (20% 
MeCN for 10 min, 20–100% MeCN over 40 min and 100% MeCN for 10 min); 
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Table S2. Retention times (tR, min) of L-FDLA derivatives of P1 and P3 hydrolysates 

Amino acids Detected m/z P1 Hydrolysate P3 Hydrolysate tR of standards 

L-Leu 426 23.7 23.7 23.6 

D-Leu 426 - - 29.0 
NH2

(R)

H
N(S)O

OH

O

NH2

(S)

H
N(R)O

OH

O

D-Leu-L-Leu L-Leu-D-Leu  

Figure S28. Structures of standard dipeptides. 

 

 

 

Figure S29. HPLC analysis of L-FDLA derivatives of P2. 

 

Table S3. Retention times (tR, min) of L-FDLA derivatives of P2 

Amino acids Detected m/z P3 tR of standards 

L-Leu-D-Leu 589 26.1 26.1 

D-Leu-L-Leu 589 31.6 31.6 

SIM mode: m/z 589, Column: YMC ODS-A, 250 × 4.6 mm, 5 μm; flow rate: 0.5 mL/min; UV: 340 
nm; gradient MeCN-H

2
O (+0.02% TFA) solvent system (40% MeCN for 5 min, 40–80% MeCN over 

20 min and 80% MeCN for 5 min) 
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Figure S30. 1H NMR spectrum of the (S)-MTPA ester (1b) (600 MHz, CDCl3). 

 

Figure S31. COSY spectrum of the (S)-MTPA ester (1b) in CDCl3. 
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Figure S32. 1H NMR spectrum of the (R)-MTPA ester (1c) (600 MHz, CDCl3). 

 

Figure S33. COSY spectrum of the (R)-MTPA ester (1c) in CDCl3. 
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Figure S34. LR-EIMS spectrum of 1a. 

 

Figure S35. LR-EIMS spectrum of the (S)-MTPA ester (1b). 

 

Figure S36. LR-EIMS spectrum of the (R)-MTPA ester (1c). 
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Figure S37. (A) Plausible biosynthetic pathway of compounds 1–3; (B) biosynthetic pathway 

of surfactin. 
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Marahiel, M. A.; Dotsch, V., Structural basis for the selectivity of the external thioesterase of the surfactin synthetase. Nature 2008, 
454, (7206), 907-911. 
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Table S4. 1H and 13C NMR data for data for reported and revised bacilotetrin A (4) (500 MHz, 

CD3OD) 

  Reported bacilotetrin A (4) Revised bacilotetrin A (4) 
Position  δC, type δH, m (J in Hz)  δC, type δH, m (J in Hz)  

Glu      
 1 173.0, C  175.9, C  
 2 51.6, CH 4.58, m 55.6, CH 4.10, m 
 3 35.5, CH2 1.81, m  27.4, CH2 1.94, q (7.4)  
 4 31.5, CH2 2.43, m 31.5, CH2 2.42, m 
 5 173.3, C  176.0, C  
 NH  7.33, d (8.5)a  8.42, d (4.5) 

Leu-1      
 1 175.9, C  173.9, C  
 2 55.5, CH 4.11, t (7.5) 54.9, CH 3.75, m 

 3 40.7, CH2 1.65 m 38.5, CH2 2.01, ddd (14.6, 11.0, 3.8) 
1.80, o.lc 

 4 26.4, CH 1.68, m 26.28, CH 1.60, o.lc 
 5 21.8, CH3 0.91, m 21.2, CH3 0.93, o.lc 
 6 24.1, CH3 0.95, m 24.0, CH3 0.94, o.lc 
 NH  8.40, d (4.5)a  9.11, d (6.7) 

Leu-2      
 1 173.3, C  174.5, C  
 2 54.9, CH 3.75, dd (11.0, 4.0) 53.3, CH 4.42, ddd (12.1, 8.6, 3.6) 
 3 38.6, CH2 1.65, m 40.4, CH2 1.80, o.lc 
 4 26.4 CH 1.68, m 26.26, CH 1.70, o.lc 
 5 21.3, CH3 0.91, m 21.3, CH3 0.89, o.lc 
 6 23.9, CH3 0.95, m 23.9, CH3 0.96, o.lc 
 NH  9.10, d (6.5)b  7.74, d (8.6) 

Leu-3      
 1 174.6, C  172.9, C  
 2 53.4, CH 4.44, m 51.5, CH 4.57, m 

 3 40.5, CH2 1.65, m 40.5, CH2 1.80, o.lc 
1.69, o.lc 

 4 25.8, CH 1.65, m 25.72, CH 1.64, o.lc 
 5 21.3, CH3 0.91, m 21.8, CH3 0.91, o.lc 
 6 23.9, CH3 0.95, m 23.8, CH3 0.92, o.lc 
 NH  7.43, d (9.5)b  7.77, d (9.6) 

β-OH acid      
 1 173.0, C  173.2, C  

 2 41.6, CH2 2.73, dd (13.5, 4.5) 
2.29, dd (14.0, 8.5) 

41.5, CH2 2.72, dd (13.8, 4.6) 
2.29, dd (13.8, 8.1) 

 3 73.8, CH 5.16, m 73.8, CH 5.16, tt (7.8, 5.3) 

 4 40.4, CH2 1.58, m 35.5, CH2 1.80, o.lc 

1.57, o.lc 
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Table S4. Cont. 

 

  Reported bacilotetrin A (4) Revised bacilotetrin A (4) 
Position  δC, type δH, m (J in Hz)  δC, type δH, m (J in Hz)  
β-OH acid      

 5 

26.17 –  
30.8, CH2 

1.29, brs 26.17 –  
30.8, CH2 

1.28, o.lc 

 6 
 7 
 8 
 9 
 10 
 11 30.6, CH 1.50, m 
 12 33.2, CH2 1.29, brs 33.1, CH2 1.29, o.lc 
 13 14.6, CH3 0.89, m 23.8, CH2 1.33, o.lc 
 14 23.9, CH3 0.90, m 14.5, CH3 0.89, o.lc 

a,bChemical shifts and coupling constants were determined in CD3OH and DMSO, respectively. 
cSignals were overlapped with other signals. 

 


