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Figure S1. ESIHRMS spectrum of 1 

 

 

Figure S2. ESIHRMS spectrum of 2 
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Figure S3. ESIHRMS spectrum of 3 

 

 

Figure S4. ESIHRMS spectrum of 4 
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Table S1: NMR Spectroscopic Data for 2 in DMSO-d6 (1H 600 MHz, 13C 151 MHz) 

Auyuittuqamide B   

Position δC, type δH (J/Hz) Position  δC, type δH (J/Hz) 

N-Me-Thr   Ser   

1 169.2, C  28 170.8, C  

2 61.5, CH 5.03, d (9.8) 29 55.0, CH 4.57, m 

3 62.6, CH 3.89, m 29-NH  8.59, d (7.1) 

3-OH  4.67 30 60.4, CH2 3.67, m 

4 20.3, CH3 0.89, d (6.0)   3.48, m 

5 30.4, CH3 3.16, s 30-OH  4.86, s 

      

Val1   Val2   

6 171.5, C  31 171.4, C  

7 52.7, CH 4.48, m 32 53.9, CH 4.54, m 

7-NH  8.71, d (9.5) 32-NH  8.90, d (9.9) 

8 30.3, CH 1.91, m 33 29.6, CH 2.02, m 

9 19.2, CH3 0.79, d (6.6) 34 19.3, CH3 0.85, m 

10 17.5, CH3 0.72, d (6.7) 35 18.2, CH3 0.83, m 

      

N-Me-Phe   N-Me-Val   

11 170.2, C  36 169.6, C  

12 66.5, CH 3.93, dd (10.4, 4.1) 37 69.9, CH 3.29, m 

13 33.6, CH2 3.36, m 38 27.1, CH 2.50, m 

  2.98, dd (10.4, 14.1) 39 21.6, CH3 1.04, d (6.6) 

14 139.0, C  40 18.8, CH3 0.84, m 

15/19 128.1, CH 7.28, m 41 40.0, CH3 3.24, s 

16/18 129.0, CH 7.24, m    

17 126.1, CH 7.21, m Gly2   

20 39.1, CH3 2.78, s 42 168.5, C  

   43 42.6, CH2 3.85, dd (17.0, 6.4) 

Gly1     3.31, m 

21 167.8, C  43-NH  7.51, dd (6.4, 5.9) 

22 42.6, CH2 3.80, m    

  3.17, m Leu   

22-NH  7.82 t (5.6) 44 173.4, C  

   45 46.3, CH 4.91, m 

Val3   45-NH  7.46, m 

23 171.5, C  46 40.5, CH2 1.65, m 

24 56.0, CH 4.38, dd (9.9, 7.9)   1.17, m 

24-NH  7.41, d (9.9) 47 23.8, CH 1.63, m 

25 31.4, CH 1.99 (m) 48 21.3, CH3 0.84, m 

26 19.0, CH3 0.84, (m) 49 23.2, CH3 0.82, m 

27 18.1, CH3 0.83, m    
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Table S2: NMR Spectroscopic Data for 3 in DMSO-d6 (1H 600 MHz, 13C 151 MHz) 

Auyuittuqamide C   

Position δC, type δH (J/Hz) Position  δC, type δH (J/Hz) 

N-Me-Thr   Ser   

1 168.8, C  30 170.2, C  

2 61.4, CH 5.09, d (9.8) 31 55.3, CH 4.63, m 

3 62.8, CH 3.89, m 31-NH  8.58, d (7.2) 

3-OH  4.66 32 60.6, CH2 3.66, dd (10.3, 6.9) 

4 20.3, CH3 0.87, m   3.48, dd (10.3, 7.9) 

5 30.5, CH3 3.14, s 32-OH  4.84 

      

Ile   Val   

6 171.7, C  33 171.5, C  

7 51.4, CH 4.59, m 34 54.1, CH 4.55, m 

7-NH  8.63, d (9.5) 34-NH  8.91, d (9.8) 

8 36.4, CH 1.72, m 35 30.0, CH 2.01, m 

9 23.6, CH2 1.37, m 36 19.6, CH3 0.85, m 

  0.98, m 37 18.0, CH3 0.83, m 

10 15.2, CH3 0.73, m    

11 9.9, CH3 0.71, m N-Me-Val   

   38 169.5, C  

N-Me-Phe   39 70.2, CH 3.30, m 

12 169.9  40 27.5, CH 2.50, m 

13 66.6, CH 3.97, dd (10.2, 4.1) 41 21.8, CH3 1.04, d (6.6) 

14 34.0, CH2 3.38, dd (14.1, 4.1) 42 19.3, CH3 0.84, m 

  2.99, dd (14.1, 10.2) 43 40.4, CH3 3.24, s 

15 139.0, C     

16/20 128.2, CH 7.27, m Gly   

17/19 129.2, CH 7.24, m 44 168.4, C  

18 126.3, CH 7.21, m 45 42.8, CH 3.83, dd (17.1, 6.3) 

21 39.2, CH3 2.82, s   3.32, m 

   45-NH  7.58, m 

Gly      

22 167.6, C  Leu   

23 43.1, CH2 3.76, dd (16.8, 4.8) 46 173.2, C  

  3.15, m 47 46.3, CH 4.94, m 

23-NH  7.84, t (5.6) 47-NH  7.46, d (9.1) 

   48 40.5, CH2 1.69, m 

Ile     1.13, m 

24 171.6, C  49 23.7, CH 1.65, m 

25 54.9, CH 4.42, dd (9.8, 8.5) 50 21.2, CH3 0.85, m 

25-NH  7.42, d (9.8) 51 23.3, CH3 0.83, m 

26 37.4, CH 1.83, m    

27 23.8, CH2 1.47, m    

  1.18, m    

28 15.0, CH3 0.81, d (6.9)    

29 10.5, CH3 0.77, m    
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Table S3: NMR Spectroscopic Data for 4 in DMSO-d6 (1H 600 MHz, 13C 151 MHz) 

Auyuittuqamide D   

Position δC, type δH (J/Hz) Position  δC, type δH (J/Hz) 

N-Me-Thr   Ser   

1 168.7, C  30 170.0, C   

2 61.3, CH 5.16, d (9.8) 31 54.8, CH 4.79, m 

3 62.9, CH 3.87, dd (9.7, 6.2) 31-NH  8.57, m 

3-OH  4.67 32 60.8, CH2 3.61, dd (10.4, 6.7) 

4 20.0, CH3 0.86, m   3.45, dd (10.3, 8.0) 

5 30.6, CH3 3.16, s 32-OH  4.85 

      

Ile   Ile   

6 171.7, C  33 171 .6, C  

7 51.3, CH 4.60, m 34 52.2, CH 4.69, m 

7-NH  8.57, m 34-NH  8.85, d (9.7) 

8 36.6, CH 1.68, m 35 35.9, CH 1.87, m 

9 23.2, CH2 1.37, m 36 23.6, CH2 1.49, m 

  1.00, m   1.16, m 

10 15.3, CH3 0.73, d (6.6) 37 15.5, CH3 0.82, m 

11 10.1, CH3 0.71, d (7.6) 38 10.3, CH3 0.78, m 

      

N-Me-Phe   N-Me-Val   

12 169.9  39 169.4, C  

13 66.5, CH 3.98, dd (10.3, 4.3) 40 70.1, CH 3.31, m 

14 34.0, CH2 3.38, dd (14.1, 4.1) 41 27.7, CH 2.50, m 

  3.01, dd (14.1, 10.3) 42 21.8, CH3 1.03, d (6.7) 

15 138.9, C  43 19.3, CH3 0.86, m 

16/20 128.2, CH 7.27, m 44 40.6, CH3 3.27, s 

17/19 129.2, CH 7.23, m    

18 126.3, CH 7.21, m Gly   

21 40.0, CH3 2.79, s 45 168.3, C  

   46 42.9, CH 3.82, dd (17.0, 6.1) 

Gly     3.31, m 

22 167.7, C  46-NH  7.59, m 

23 43.1, CH2 3.75, dd (16.9, 4.9)    

  3.18, m Leu   

23-NH  7.90, t (5.6) 47 173.3, C  

   48 46.2, CH 4.94, m 

Ile   48-NH  7.51, d (9.1) 

24 171.3, C  49 40.8, CH2 1.66, m 

25 55.1, CH 4.44, dd (9.8, 8.1)   1.23, m 

25-NH  7.45, d (9.8) 50 23.7, CH 1.65, m 

26 37.6, CH 1.81, m 51 21.5, CH3 0.85, m 

27 23.3, CH2 1.49, m 52 23.2, CH3 0.84, m 

  1.16, m    

28 15.0, CH3 0.82, m    

29 10.7, CH3 0.79, m    
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Figure S5. MS/MS  spectrum of 1 

 

 

 

 

 

 

 

 

 

 

Figure S6. MS/MS  spectrum of 2 
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Figure S7 MS/MS  spectrum of 3 

 

 

 

 

 

 

 

 

 

 

Figure S8. MS/MS  spectrum of 4 
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Figure S9. Configuration determination of amino acid standards using the advanced Marfey’s 

method and analyzed by LC-HRMS. Depicted are extracted ion chromatograms (EIC) for L-

DAA-derivatized amino acids monitoring for N-Me-threonine (m/z 384.1306 [M+H]+), N-Me-

phenylalanine (m/z 432.1513 [M+H]+), serine (m/z 358.0993 [M+H]+), valine (m/z 370.1357 

[M+H]+), isoleucine (m/z 384.1513 [M+H]+), leucine (m/z 384.1513 [M+H]+) and N-Me-valine 

(m/z 384.1513 [M+H]+). 
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Figure S10. Configuration determination of L-DAA-derivatized hydrolysate of 1 using the 

advanced Marfey’s method and analyzed by LC-HRMS. Depicted are extracted ion 

chromatograms (EIC) of L-DAA-derivatized hydrolysate of 1 for; (A) L-DAA-serine; (B) L-

DAA-valine; (C)  L-DAA-isoleucine, L-DAA-leucine, L-DAA-N-Me-valine; (D) L-DAA-N-Me-

phenylalanine; (E) L-DAA-N-Me-threonine.  
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Figure S11. Configuration determination of L-DAA-derivatized hydrolysate of 2 using the 

advanced Marfey’s method and analyzed by LC-HRMS. Depicted are extracted ion 

chromatograms (EIC) of L-DAA-derivatized hydrolysate of 2 for; (A) L-DAA-serine; (B) L-

DAA-valine; (C)  L-DAA-isoleucine, L-DAA-leucine, L-DAA-N-Me-valine; (D) L-DAA-N-Me-

phenylalanine; (E) L-DAA-N-Me-threonine. 
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Figure S12: Configuration determination of L-DAA-derivatized hydrolysate of 3 using the 

advanced Marfey’s method and analyzed by LC-HRMS. Depicted are extracted ion 

chromatograms (EIC) of L-DAA-derivatized hydrolysate of 3 for; (A) L-DAA-serine; (B) L-

DAA-valine; (C)  L-DAA-isoleucine, L-DAA-leucine, L-DAA-N-Me-valine; (D) L-DAA-N-Me-

phenylalanine; (E) L-DAA-N-Me-threonine. 
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Figure S13. Configuration determination of L-DAA-derivatized hydrolysate of 4 using the 

advanced Marfey’s method and analyzed by LC-HRMS. Depicted are extracted ion 

chromatograms (EIC) of L-DAA-derivatized hydrolysate of 4 for; (A) L-DAA-serine; (B) L-

DAA-valine; (C)  L-DAA-isoleucine, L-DAA-leucine, L-DAA-N-Me-valine; (D) L-DAA-N-Me-

phenylalanine; (E) L-DAA-N-Me-threonine. 
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Figure S14. 1H NMR (600 MHz, DMSO-d6) spectrum of 1 
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Figure S15. 13C NMR (150 MHz, DMSO-d6) spectrum of 1 

 

 



S17 
 

Figure S16. HSQC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 1 
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Figure S17. COSY NMR (600 MHz, DMSO-d6) spectrum of 1 
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Figure S18. HMBC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 1 
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Figure S19. TOCSY NMR (600 MHz, DMSO-d6) spectrum of 1 
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Figure S20. ROESY NMR (600 MHz, DMSO-d6) spectrum of 1 
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Figure S21. 1H NMR (600 MHz, DMSO-d6) spectrum of 2 

 

 



S23 
 

Figure S22. HSQC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 2 
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Figure S23. COSY NMR (600 MHz, DMSO-d6) spectrum of 2 

 

 

 



S25 
 

Figure S24. HMBC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 2 
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Figure S25. TOCSY NMR (600 MHz, DMSO-d6) spectrum of 2 

 

 



S27 
 

Figure S26. ROESY NMR (600 MHz, DMSO-d6) spectrum of 2 
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Figure S27. 1H NMR (600 MHz, DMSO-d6) spectrum of 3 
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Figure S28. 13C NMR (150 MHz, DMSO-d6) spectrum of 3 
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Figure S29. HSQC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 3 
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Figure S30. COSY NMR (600 MHz, DMSO-d6) spectrum of 3 
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Figure S31. HMBC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 3 
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Figure S32. TOCSY NMR (600 MHz, DMSO-d6) spectrum of 3 
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Figure S33. ROESY NMR (600 MHz, DMSO-d6) spectrum of 3 
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Figure S34. 1H NMR (600 MHz, DMSO-d6) spectrum of 4 
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Figure S35. 13C NMR (150 MHz, DMSO-d6) spectrum of 4 
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Figure S36. HSQC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 4 
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Figure S37. COSY NMR (600 MHz, DMSO-d6)  spectrum of 4 
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Figure S38. HMBC NMR (600 MHz, DMSO-d6, 150 MHz, DMSO-d6) spectrum of 4 
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Figure S39. TOCSY NMR (600 MHz, DMSO-d6) spectrum of 4 

 

 



S41 
 

Figure S40. ROESY NMR (600 MHz, DMSO-d6) spectrum of 4 
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Table S4: Cytotoxic Activity of Auyuittuqamides A-D (1-4). Data is reported as an average IC50 value (uM) ± SE (n=3).   

Compound MCF-7 HTB-26 HEKa 

Auyuittuqamide A 

(1) 

39 ± 3 37 ± 2 30 ± 2 

Auyuittuqamide B 

(2) 

28 ± 2 29 ± 2 24 ± 2 

Auyuittuqamide C 

(3) 

29 ± 2 36 ± 1 19 ± 1 

Auyuittuqamide D 

(4) 

26 ± 2 28 ± 1 17 ± 1 

Doxorubicina 1 0.7 - 

apositive control 

 


