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Figure S1. CID spectrum of the [CuII(terpy)AW]•2+  complex. 
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Figure S2. CID spectrum of [CuII(terpy)WA]•2+ complex. No WA•+ ion at m/z 275 is seen.  

(Spectrum on the inset MS3 of the m/z 258 ion). 

 

285.5 

285.5 

258 



 

Figure S3. CID spectrum of the protonated N-nitrosylated WA peptide 
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Figure S4. Ion-molecule reaction of [AWπ
•]+ (a) and [AWΝ

•]+ (b) with n-propyl thiol. (Zoomed-in 
portion of the product peak on the inset). (a) shows almost complete hydrogen atom transfer 
from thiol to [AWπ

•]+  after reacting for 200 ms (eq.3); (b) shows no hydrogen atom transfer 
reaction for [AWΝ

•]+  after reacting for 2 s. 
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Figure S5. CID fragmentation of [WN
•G]+ radical cation. 
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Figure S6. CID spectra of [WN
•A]+ radical cation (top panel) and [WN

•A*]+ radical cation with 
d3-deuterium-labeled alanine side chain (bottom panel). (minor fragments are in italic, 
shifted peaks highlighted with red). 
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Figure S7. Comparison of the IRMPD action spectrum of [AWN•]+ (black trace) with the 
predicted IR absorption spectra of [Aα•W]+ and [AWβ•]+ radical cations. Relative enthalpies 
(ΔHo

0) and free energies (ΔGo
298), in parentheses, in kJ mol-1 are shown under the structures. 

 

  



 

 

 

 
Figure S8. Comparison of the IRMPD action spectrum of [WN•A]+ (black trace) with the 
predicted IR absorption spectra of [WN•A]+ and [Wπ•A]+ radical cations. Relative enthalpies 
(ΔHo

0) and free energies (ΔGo
298), in parentheses, in kJ mol-1 are shown under the structures. 

 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 



Table S1. Comparison of CID fragments of protonated WA and [WN•A]+  radical cation. 
(minor fragments are in italic). 

WA 

[WA+H]+ [WN•A]+   
Fragment Loss Assignment Fragment Loss Assignment 

130  3-methyleneindolium 130  3-methyleneindolium 

132  C9H10N+  132  C9H10N+  

144      

159  a1+ 159  a1+ 

170      

   171  Fig. 4 [131] 
   214 61 [M-NH3-CO2]+ 
   230 45 [M- NH3-CO]+ 

232 44 [M+H-CO2]+    

259 17 [M+H-NH3]+ 258 17 [M-NH3]+ 

27  [WA+H]+ 275  nW•A+ 
 

  

 

 



Ta
bl

e 
S2

. C
om

pa
ris

on
 o

f C
ID

 fr
ag

m
en

ts
 o

f p
ro

to
na

te
d 

A
W

 a
nd

 [A
W

N
• ]+  /

[A
W

π•
]+   

ra
di

ca
l c

at
io

ns
. (

m
in

or
 fr

ag
m

en
ts

 a
re

 
in

 it
al

ic
)  

**
**

**
**

 
AW

 

[A
W

π•
]+   

 As
si

gn
m

en
t 

3-
m

et
hy

le
ne

in
do

liu
m

  

    a 1
+   

[z
1-H

]•+
  

    y 1
+        

[M
-C

O
2 ]

+  

    

πA
W

•+
  

Lo
ss

 

                      44
       

Fr
ag

m
en

t 

13
0     

15
9 

18
7     

20
5       

23
1     

27
5 

[A
W

N
• ]+  As

si
gn

m
en

t 

3-
m

et
hy

le
ne

in
do

liu
m

  

    a 1
+   

[z
1-H

]•+
  

  

[y
1-H

]•+
  

    

[M
-N

H
3-

CO
2 ]

+  

  

[M
-C

O
2]

+  

[M
-C

O
]+   

[M
-N

H
3]

+  

nA
W

•+
  

Lo
ss

 

                   6
1   44
 

28
 

17
   

Fr
ag

m
en

t 

13
0     

15
9 

18
7   

20
4     

21
4   

23
1 

24
7 

25
8 

27
5 

[A
W

+H
]+*

 As
si

gn
m

en
t 

3-
m

et
hy

le
ne

in
do

liu
m

  

C 9
H 1

0N
+   

 

  a 1
+    

y 1
-N

H 3
  

  y 1
  

[M
+H

-N
H 3

-C
O

-H
2O

]+   

  

[M
+H

-C
O

+H
2O

]+   

    

[M
+H

-H
2O

]+   
 

[A
W

+H
]+   

Lo
ss

 

                 6
3   46
     18
   

Fr
ag

m
en

t 

13
0 

13
2 

14
6 

15
9   

18
8   

20
5 

21
3   

23
0     

25
8 

27
6 

 

  


