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Figure S1.  DIOB was oxidized by DMDO, and the resulting mixture was reacted with Cys and then 
with BBA, followed by LC-MS/MS analysis.  a: Extracted ion chromatograms of MRM scans of m/z 
631→169 (orange) and 633→171 (green).  b: MS/MS spectrum of synthetic pyrrole 6. 
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Figure S2. DIOB was oxidized by DMDO, and the resulting mixture was reacted with Lys and then with BBM, 
followed by LC-MS/MS analysis.  a: Extracted ion chromatograms of MRM scans of m/z 673→169 (orange) 
and 675→171 (green).  b: MS/MS spectrum of synthetic pyrrole 10. 
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Figure S3. DIOB was oxidized by DMDO, and the resulting mixture was reacted with 
microsomal protein and then with BBA, followed by complete proteolytic digestion and 
LC-MS/MS analysis.  a: Extracted ion chromatograms of MRM scans of m/z 631→169 
(orange) and 633→171 (green).  b: MS/MS spectrum of synthetic pyrrole 6. 
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Figure S4. DIOB was oxidized by DMDO, and the resulting mixture was reacted with microsomal protein and 
then with BBM, followed by complete proteolytic digestion and LC-MS/MS analysis.  a: Extracted ion 
chromatograms of MRM scans of m/z 673→169 (orange) and 675→171 (green).  b: MS/MS spectrum of 
synthetic pyrrole 10. 
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Figure S5. DIOB was oxidized by DMDO, and the resulting mixture was reacted with Cys and Lys, followed 
by LC-MS/MS analysis. a: Extracted ion chromatogram of MRM scan of m/z 592→503.  b: MS/MS spectrum of 
synthetic pyrrole 12. 

 
 
 
 
 
 
 
 
 
 
 
 

0.0 1.0 2.0 3.0 4.0 5.0 6.0 7.0 8.0 9.0 10.0 11.0 12.0 13.0 14.0 15.0 16.0 17.0 18.0 19.0
Time, min

0.00

5.00e4

1.00e5

1.50e5

2.00e5

2.50e5

3.00e5

3.50e5

4.00e5

4.50e5

5.00e5

5.50e5

6.00e5

6.50e5

7.00e5

7.50e5

8.00e5

8.50e5

9.00e5

9.50e5

1.00e6

1.05e6
1.09e6

In
te

n
s

ity, c
p

s

5.77 MRM: 592>503

50 100 150 200 250 300 350 400 450 500 550 600
m/z, Da

0.0

2000.0

4000.0

6000.0

8000.0

1.0e4

1.2e4

1.4e4

1.6e4

1.8e4

2.0e4

2.2e4

2.4e4

2.6e4

2.8e4

3.0e4

3.2e4

3.4e4

In
te

n
s

ity, c
p

s

167.1

503.2

185.0

190.1159.1

440.1
208.2

410.1249.0 427.1234.1 592.2
475.1396.1412.1300.0 457.2374.0346.0

528.2 574.2

a

b
0.0 1.0 2.0 3.0 4.0 5.0 6.0 7.0 8.0 9.0 10.0 11.0 12.0 13.0 14.0 15.0 16.0 17.0 18.0 19.0

Time, min

0.00

5.00e4

1.00e5

1.50e5

2.00e5

2.50e5

3.00e5

3.50e5

4.00e5

4.50e5

5.00e5

5.50e5

6.00e5

6.50e5

7.00e5

7.50e5

8.00e5

8.50e5

9.00e5

9.50e5

1.00e6

1.05e6
1.09e6

In
te

n
s

ity, c
p

s

5.77 MRM: 592>503

50 100 150 200 250 300 350 400 450 500 550 600
m/z, Da

0.0

2000.0

4000.0

6000.0

8000.0

1.0e4

1.2e4

1.4e4

1.6e4

1.8e4

2.0e4

2.2e4

2.4e4

2.6e4

2.8e4

3.0e4

3.2e4

3.4e4

In
te

n
s

ity, c
p

s

167.1

503.2

185.0

190.1159.1

440.1
208.2

410.1249.0 427.1234.1 592.2
475.1396.1412.1300.0 457.2374.0346.0

528.2 574.2

a

b



Toxins 2017, 9, 249; doi:10.3390/toxins9080249 S6 of S6  

 

 
Figure S6. DIOB was oxidized by DMDO, and the resulting mixture was reacted with microsomal protein, 
followed by complete proteolytic digestion and LC-MS/MS analysis.  a: Extracted ion chromatogram of MRM 
scan of m/z 592→503.  b: MS/MS spectrum of synthetic pyrrole 12. 
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