Supplementary Figure S5



Histone H3

Uniprot ID: P68431

Citrullinated peptides identified when
incubated with PPAD
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Histone H3

Uniprot ID: P68431

Citrullinated peptides identified when
incubated with human PAD2
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- R+1 —k f——1——+—A ———Q—————D—rk F ' K
T L L} I T L L] L] L]
F ——D————Q————A-——————————E——————R+ | —————V————L
75%"
50%- y8+2H v7
25% v2 '3 y8-H2 +2H4 y6 v8
b2 b3 4 Y b7 b8 | | b9
- - . .1.'| L lsLi.ulyS |b6 L 1 ' L Y9 '
0 200 400 600 800 1000 1200
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 [553:8' 1,089.6 10886 9
3 [370.2 11856  353.2 R+1 1.007.5 5043 990.5 9895 8
4 149931 250.1 4823 4813 E 185047 |42570 8334 8324 7
S 6124 N3067N 5953 5944 | [7214" (36121 7044 7034 6
6 6834 3422 6664 6654 A 608.3 591.3 5903 5
7 WBIESN 4062 7944 7935 Q 15373 5202 5193 4
8 §O26150 146381 909.5 9085 D 14092 3922 3912 3
9 WO736 5373 10565 10556 F 12942 277.2 2
10 12197 6103 12026 120L7 K  147.1 130.1 1



Relative Intensi

355.17
100% 5907 51034 m/z, 2+, 1,215.66 Da, (Parent Error 0.20 ppm)
L D+1 L E ' I 1 A L 'a) L D L F L K
T n T | = T T T L L L) L]
F } O } Q +—A f | E } R+1 { v f L
75%1
50%4 y8+2H y7
25%1 4 y6 y8
y2 y3 Y
1 b
P T | L .b|3 .l| [P TR L JGL — ..b] , Jood | .b.9
0% A A v T T T
0 200 400 600 800 1000 1200
m/z
B Blons  B+2H B-NH3  B-H20 AA  Ylons  Y+2H  Y-NH3  Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 [553:8° 1089.6 10886 9
3 (3702 1856  353.2 R+1 1,007.5 5043 990.5 989.5 8
4 149937 25011 4823 4813 E 8504 4257 8334 8324 7
5 6124 3067 5953 5944 | [7214 3612 7044 7034 6
6 168341 3422 6664 6654 A 6083 591.3 5903 5
7 UBILSY 4062 7944 7935 Q [5373 5202 5193 4
8 192657 (46387 909.5 9085 D (4092 3922 3912 3
9 MO736 5373 10565 10556 F (2942 2772 2
10 1.219.7 6103 12026 12017 K 1471 130.1 1



Relative Intensi

100% 510,34 m/z, 2+, 1,215.66 Da, (Parent Error: 0.099 ppm)
' R+1 ——F f——1—f—+—A —+——Q———+——D—rk F ' K
T L 1 I L) L L] L] L)
F } D } Q —A } E t R+1 i v I L
75%1
355.17
- y8+2H
50% y7
25% 2 y3 .
| blz L | b|3 Ll 4‘ yl MU Lb16 | b|7 b|8 | | ] blg
0% y | | | + i el L Al ’ ’ N il | 1 y y
0 200 400 600 800 1000 1200
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 120L7 10
2 2132 V 11066 [5538" 1,089.6 10886 9
3 (3702 1856  353.2 R+1 1,007.5 5043 990.5 9895 8
4 149937 1250:W 4823 4813 E (8504 (4257 8334 8324 7
5 6124 3067 5953 5944 | (7214 [3612° 7044 7034 6
6 NGB3MN 3422 6664 6654 A 6083 5913 5903 5
7 EBILSY (40627 7944 7935 Q (5373 5202 5193 4
8 [926:57 (46387 009.5 9085 D 4092 3922 3912 3
9 10736 /5373 1,056.5 10556 F 294.2 277.2 2
10 1.219.7 6103 12026 12017 K  147.1 130.1 1



Relative Intensity

589.0?
100% 51034 m/z, 2+, 1,218.66 Da, (Parent Error. 1.3 ppm)
L f v } R+1 t E 1 I A t Q t D t F t K
K : F ——D————Q———+—A-———I————F : R+1 f—V————L
75%
y8+2H
50%1 v7
e y8-H2Q+2H
2% y2 3 4 v v
b2 b3 Y Y | b8 |
0% 1 'l I hd | 'I e l I\ I.i 1i|ly5 |.bl6 iy .'bl7. L A l . h' lblg Vg .
0 200 400 600 800 1000 1200
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 120L7 10
2 2132 V L1066 55387 1.089.6 10886 9
3 (3702 1856  353.2 R+1 1,007.5 5043 990.5 9895 8
4 149937 250.1 4823 4813 E 8504 4257 8334 8324 7
5 6124 30671 5953 5944 | 7214 [3612° 7044 7034 6
6 6834 (3422 6664 665.4 A 608.3 591.3 5903 5
7 UBILSN 140620 7944 7935 Q 5373 5202 5193 4
8 [926:57 (46387 009.5 9085 D 14092 3922 3912 3
9 10736 53737 10565 10556 F 2942 277.2 2
10 1.219.7 6103 12026 12017 K  147.1 130.1 1




Relative Intensi

100% 10,34 m/z, 2+, 1,218.66 Da, (Parent Error. ~0.40 ppm)
L R L E ' 1 L 'a) L n L E. L K
T R+1 T c T T A T L T L T L ] "
F } D } Q +—aA f 1 } E } R+1 { v f L
75%
- y8+2H
50% 355.07 y7
259 /8- H2Qhs 2W10-H2O-H20+2H v6 "
b2 y2 v3 v b8
| | I b3 I Ll l.u b6 b7 t b?
0% | y I | L f + " " b, 4 1 |' " " I ’ L y
0 200 400 600 800 1000 1200
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 I553:87 1.089.6 10886 9
3 13702 18561 3532 R+1 L0075 (504371 9905 9895 8
4 14993 250.1 4823 481.3 E 8504  425.7 8334 8324 7
S 6124 3067 5953 5944 | (7214 3612 7044 7034 6
6 F6B3AY 3422 6664 (6654 A 6083 5913 5903 5
7 8115 406.2 794.4 7935 Q 537.3 520.2 5193 4
8 NO26:50 146381 909.5 9085 D 4092 3922 3912 3
9 mO736 5373 10565 10556 F (2942 2772 2
10 12197 6103 12026 120L7 K  147.1 130.1 1



Relative Intensity

100% bs

572.33 m/fz, 2+, 1,142.64 Da, (Parent Error: 0.36 ppm)
D } I t Q t L +—A R+1 } R+ } I R+
———R+1 t I } R+1 } R+ }———t+—A— L { Q i f D
75%
50% b8-H2p
b3 bt 1
25% vi 5 6 b7
] 1o
0% [ I R B TIPS N BT '
0 200 400 600 800 1000
mj/z
B Blons B+2H B-NH3 B-H20 AA  Ylons Y+2H Y-NH3  Y-H20 Y
1 116.0 98.0 D 11436 5723 11266 11256 9
2 2zean 211.1 | 10286 (5148 10116 8
3 pesz2n 340.2 339.2 Q 915.5 4583 8985 7
4 4703 453.2 4523 L 787.5 394.2 770.5 6
5 Usansn 524.3 523.3 A 674.4 337.7 657.4 5
6 6984 349.7 6814 6804 R+1 (6034 3022 586.3 4
7 8555 4282 8384 8375 R+1 4463 2236 429.2 3
8 9686 4848 9515 9505 1 289.2 2722 2
9 11436 5723 11266 11256 R+1 (1761 159.1 1



Relative Intensi

a5-NH3-H20

100% S71.84 m/z, 2+, 1,141.66 Da, (Parent Error. —0.17
. 2+, 1, B , ©-0.17 ppm)
| } Q t L H—A—391__R41 } R+1 } 1 } R
R } | { R+1 } R+1 —A } L } Q { I f D
75%]
y9-NHINH3+ 2H
50%- B3
Y7-NH35EH  parehi2H-H20 5
25%7 b3 v3 47 y4 Y6 b8-H2p 81
1 y2
YI | bl2 || L | | { tblsl. l lbl7 e
0% 1 " 1 " 'l;. L PRy L T I - 3 A r
0 200 400 600 800 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11427 5718 11256 11247 9
2 2291 2111 | 1027.6 [51437 1.010.6 8
3 3572 3402 3392 Q [9146 [457.8 8975 7
4 4703 453.2 452.3 L 786.5 393.8 769.5 6
5 5413 5243 5233 A (6734 3372 6564 5
6 NG9BMN 134970 6814 6804 R+1 6024° 3017 5853 4
7 WBSSI5N 1428120 8384 8375 R+l (44537 223.1 4283 3
8 9686 4848 9515 950.5 1 288.2 271.2 2
9 11427 571.8 11256 11247 R [1751 158.1 1




Relative Intensity

550.57
100% S71.84 m/z, 2+, 1,141.66 Da, (Parent Error. —0.49 ppm)
D 1 I } Q { L —A—t R+1 } R+1 t 1 + R
R t I t R+1 t R+ 1-+——+—A t L t Q { | } D
75%
b5
50%1 y9-NHB[-NH3+2H
y7-Ni$2Hy . V5
25% y2 b3 y3 b4 Y, y6 bs-
e |
2 ‘ { b6 b7
0% | | SO A EOUPOTY A O O T R B DO R 7 '
0 200 400 600 800 1000
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11427 5718 11256 11247 9
2 122901 2111 | 10276 (51431 10106 8
3 3572 3402 3392 Q 9146 4578 8975 7
4 4703 4532 4523 L 7865  393.8  769.5 6
5 5413 5243 5233 A 16734" 3372 6564 5
6 F6984N 349.7 6814 6804 R+1 '6024° 3017 5853 4
7 UBS55% 142827 8384 8375 R+1 (4453 223.1 4283 3
8 9686 (4848 9515 9505 1 288.2 271.2 2
9 11427 571.8 11256 11247 R (1751 158.1 1




Relative Intensity

yl0
100% 716.00 m/z, B+, 1,431.78 Da, (Parent Error. 0.54 ppm)
v k41 ————P——t—G ———T —— VA —p—— L ————R+ 1 ———— E ————|——} R
R } | t E } R+1 } L.--—+-A—+—V—4+—T—++-GC—4+—P R+1 } Y
75%
50%3 110+2M internal PGTVALR ylg+1
25%4 b2
0% — ¥2, - b3 WL bES, b¥P i B8 y8 b9 ., |[b10 _ b1l :
0 200 400 600 800 1000 1200 1400

m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 164.1 146.1 Y 14328 7169 14158 14148 12
2 3220 1611 304.1 303.1 R+1 1,269.7 (6354 1,252.7 12517 11
3 4a82" 2096 4012  400.2 P 11126 5568 10956 10946 10
4 475.2 238.1 458.2 457.2 G 10156 5083 9986 9976 9
5 (57637 288.6 559.3 558.3 T 9586 479.8 9415 9406 8
6 6753" 3382 6583 6573 A 8575 4293 8405 8395 7
7 [7ae4n 3737 7294 728.4 A 758.5 379.7 7414 7404 6
8 [B859)57 430.2 8424 8415 L 6874 3442 6704 6694 5
9 0166 508.8 9995 9985 R+1 (5743 287.7 557.3 5563 4
10 11456 1S73.3" 11286 11276 E 417.2 400.2 399.2 3
11 2587 1'629:8" 12417 12407 | 288.2 271.2 2702 2
12 14328 7169 14158 14148 R 175.1 158.1 1571 1



Relative Intensity

y
100% 716.90 m/z] 2+, 1,431,790 Da, (Parent Error. 1.2 ppm)
R+1 ——F+—P +—G—t T t V +—A—t L } R+1 t E t I t R
| t E } R+1 } L—t+—A— V: } T +—-G—4—P R+1 } Y
75%1
50%1 yilg+1
y10+2H internal PGTVALR
25%1 b2
6
0% oyl b3 ba ws DM b7 WB ys b9, i blo _ bu .
0 200 400 600 800 1000 1200 1400
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1641 1461 Y 14328 7169 14158 14148 12
2 m2m2" 1611 3041 3031 R+l 1269.7 6354° 12527 12517 11
3 |4I827 2096 4012 4002 P L1126 (5568 10956 10946 10
4 p47s2y 2381 4582 4572 G 10156 5083 9986 9976 9
5 p57637 2886 5593 5583 T (9586 479.8 9415 9406 8
6 F67537 3382 6583 6573 V IB57Z5 4293 8405 8395 7
7 D7464n 137370 7294 7284 A (7585 3797 7414 7404 6
8 FB595% 4302 8424 8415 L 6874 [(3442° 6704 6694 5
9 WOI6E 508.8 999.5 9985 R+1 5743 2877 5573 5563 4
10 WI456 573.3 11286 11276 E 4172 4002 3992 3
11 2587 F629:87 12417 12407 | (2882 2712 2702 2
12 14328 7169 14158 14148 R  175.1 1581 1571 1




Relative Intensi

464.07
100% 455.5? 478.27 mfz, 3+, 1,431.78 Da, (Parent Error: -0.53 ppm)
Y f R+1 ——A—P——C T—F—V +—A L } R+1 } E } I f R
R { I : E } R+1-0eqd—| ——f—A——v f T G — P f R+1 f Y
75%1 b7
; ) b6
b7+2H || ll va
50%1 46H.57
y2 H
5

Y?‘%‘ 4k0  ys-HAPS 1

25%1 U A [0 B8-Ho b7h6

yl b2 ; | b8
0% | | L ILl. .I [ I b].‘O
Ll v Ll T Ll T
0 200 400 600 800 1000 1200 1400
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 164.1 825 146.1 Y 14328 7169 14158 14148 12
2 32127 1611 3041 303.1 R+1 1,269.7 6354 12527 12517 11
3 41827 2096 4012 4002 P 11126 (5568 10956 10946 10
4 4752 2381 4582 4572 G 10156 5083 9986 9976 9
5 US76:37 2886 5593 5583 T 9586 479.8 9415 9406 8
6 167537 133827 6583 6573 V (8575 (4293 8405 8395 7
7 74640 137370 7294 7284 A (7585 (3797 7414 7404 6
8 8595 (4302 8424 8415 L 6874 3442 6704 6694 5
9 1,016.6 [S088" 999.5 9985 R+1 (5743 2877 5573 5563 4
10 W1456 573.3 11286 11276 E (4172 2091 4002 3992 3
11 1,258.7 [629:87 12417 1240.7 | 2882 1446 2712 2702 2
12 14328 7169 14158 14148 R [1751  88.1 158.1 1571 1




Relative Intensity

1+ 2H-H20
100% S 780.79 m/z, 2+, 059.56 Da, (Parent Error ~0.89 ppm)
1 S } T } E t L t L { I } R+1 } K
K } R+1 f I f : L } E p——T————
75%1
50%1 parent -NH
o8 RSO A
a54/$2
25%1 ﬂb
VB‘;.4 Ys Y36 y6
0% yl blz' | | Iz:,ul3 b J Illil m ..I l — L l I. l A 'bl7 y7
0 200 400 600 800
m/z

B Blons  B+2H B-NH3  B-H20 AA  Ylons  Y+2H  Y-NH3  Y-H20 Y
1 88.0 70.0 s 960.6 480.8 9435 9426 8
2 1891 1711 T 873.5 437.3 856.5 8555 7
3 3181 300.1 E 7725 386.8  755.5 7545 6
4 4312 4132 L 6435 3222 6264 5
5 54430 526.3 L 5304 2657 5133 4
6 165741 329.2 639.4 1 4173 209.1 4003 3
7 81451 40770 7974 7965 R+1 (3042 1526 2872 2
8 9606 480.8 943.5 942.6 K 147.1 130.1 1




Relative Intensity

t+2H-H20
100% S 480.79 m/z, 2+, 959.57 Da, (Parent Error: 0.059 ppm)
s } T } E t L t L t | t R+1 t K
K t R+1 } I t t L } E } T } S
75%1
b8-H20-H20+2H
50%1
Adetdn
p y6
25% y3 y%
5 Y
b2 23 |b4 l | l 6 b7
0% yl I' ¥I | — l l el — l | . | y7
0 200 400 600 800
m/z

B Blons  B+2H B-NH3  B-H20 AA  Ylons  Y+2H  Y-NH3  Y-H20 Y
1 88.0 70.0 S 960.6 480.8 9435 9426 8
2 1891 1711 T 8735 4373 8565 8555 7
3 sasan 300.1 E 7725 386.8  755.5 7545 6
4 4312 4132 L 6435 3222 6264 5
5 5443 526.3 L 5304 2657 5133 4
6 (65747 329.2 639.4 1 417.3 209.1 4003 3
7 [81455N 4077 7974 796.5 R+1 3042 152.6 287.2 2
8 960.6 480.8 9435 9426 K 147.1 130.1 1




Relative Intensity

parent+2H-NH3
100% 480.79 m/z, 2+, 959.57 Da, (Parent Error: 0.63 ppm)
T } E t L t L } | t R+1 t K
K t R+1 t I t t L t E t T t S
75%1
b8-H20-H20+2H
50%1
454.47,
25%" y6
y3 Y4b5 y
i f 3 i l\ | [ | b? 7
0% . . ; | Ll i L . L | v | A
0 200 400 600 800
mj/z

B Blons B+2H B-NH3 B-H20 AA  Ylons Y+2H Y-NH3  Y-H20 Y

1 88.0 70.0 S 960.6 480.8 943.5 9426 8

2 [asoan 1711 T 873.5 4373 856.5 8555 7

3 sasar 300.1 E 772.5 386.8 755.5 7545 6

4 4312 413.2 L 643.5 322.2 626.4 5

5 5443 526.3 L 5304  265.7 5133 4

6 6574 329.2 6394 | 417.3 209.1 400.3 3

7 8145 4om7 7974 7965 R+1 3042 152.6 287.2 2

8 9606 480.8 943.5 942.6 K 147.1 130.1 1




Relative Intensi

parent+2H-H20
100%

480.79 m/z, 2+, 959.57 Da, (Parent Error: -0.26 ppm)
S } T t E } L t L t 1 } R+1 t K
K t R+1 t I i t L t E t T i s
75%"
b8-H20-H20+2H
50%1
25%1
y6
Y
i 23 lqb I5 yl%f I b7
0% —l 'I 1 1 " ad " ' [ v PR
0 200 600 800

m/z

B Blons  B+2H B-NH3  B-H20 AA  Ylons  Y+2H  Y-NH3  Y-H20 Y
1 88.0 70.0 s 960.6 480.8 9435 9426 8
2 1891 1711 T 873.5 437.3 856.5 8555 7
3 318 300.1 E 7725 3868 7555 7545 6
4 4312 413.2 L 643.5 3222 6264 5
5 54430 526.3 L 5304 2657 5133 4
6 165741 329.2 639.4 1 4173 209.1 4003 3
7 81451 40770 7974 7965 R+1 (3042 1526 2872 2
8 9606 480.8 943.5 942.6 K 147.1 130.1 1




Relative Intensity

494.07
100% S15.31m/z, 2+, 1,028.61 Da, (Parent Error. ~0.41 ppm)
L N F : Q : R+1 : L ——V——fp R
R —V—tp L } R+1 } Q } F —P— L
75%1
y7+2H
50%-
parent+2H-NH3
25%1
y6
3
0% yl b2 y2 b3 '} | ‘ b4 v b5 ¥ b6 b7 y7
0 200 400 600 800 1000

mj/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 10296 5153 10126 8
2 2111 P 916.5 458.8 8995 7
3 3582 F 8195 4102 8025 6
4 4863 469.2 Q 6724 3367 6554 5
5 164347 3222 6263 R+1 (5444 2727 5273 4
6 (75647 378.7 7394 L 3873 370.2 3
7 8555 (4283 8385 v 2742 257.2 2
8 10296 5153 10126 R 175.1 158.1 1




Relative Intensi

494.07
100% S15.31m/z, 2+, 1,028.61 Da, (Parent Error. —0.41 ppm)
- F - Q - R+1 - L p——V—t R
L ! L ! L = D ! L mn. ! L ! L ! L 1
R { { L { R+1 { Q { F { F { L
75%1
y7+2H
50%1
parenft+2H-NH3
25%1
4 5 ve
0% L b2 ¥ b3 | el % b5 "] b6, | b7 v7 .
0 200 400 600 800 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 10296 5153 10126 8
2 2111 P 9165 (4588  899.5 7
3 3582 F 8195 4102 8025 6
4 4863 469.2 Q 672.4 336.7 655.4 5
5 16434 (3222 6263 R+1 (5444 272.7 527.3 4
6 I75641 378.7 7394 L 3873 3702 3
7 185551 [42837 8385 v 12742 257.2 2
8 10296 5153 10126 R 11751 158.1 1




Relative Intensi

494.07
100% S15.31m/z, 2+, 1,028.61 Da, (Parent Error. —0.17 ppm)
L 1 F : Q : R+1 : L f——N—t} R
R { V { L { R+1 { Q { F { P { L
75%1
y7+2H
50%1
parenf+2H-NH3
25%1
5 ye
o5 yL b2 2 b3 Y8 1 (LB Y es P b | b7 W7
0 200 400 600 800 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 10296 5153 10126 8
2 2111 P 916.5 458.8 899.5 7
3 3582 F 819.5 410.2 802.5 6
4 14B63N 469.2 Q 6724 3367 6554 5
5 §6434 3222 6263 R+1 15444 [272.7° 527.3 4
6 7564 378.7 7394 L 387.3 370.2 3
7 185557 142837 8385 v 12742 257.2 2
8 10296 5153 10126 R 11751 158.1 1



Relative Intensi

494.07

100% ST5.31m/z, 2+, 1,025.61 Da, (Parent Error. -0.76 ppm)
- F - Q - R+1 - L p——V—t R
T L] L L] L) L] L)
R i t L i R+1 i Q i I i I i L
75%1
y7+2H
50%1
parent+2H-NH3
25%1
5 ye
o 1wl y
o5 yL b2 2 b3 P 1 1] vyl Y b5 | be | b7 _ 7 .
0 200 400 600 800 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 10296 5153 10126 8
2 m2imm P 9165 4588 8995 7
3 3582 F 8195 (4102 8025 6
4 486.3 469.2 Q 6724  336.7 6554 5
S W643@N 3222 6263 R+1 5444 (2727 5273 4
6 w7564 378.7 7394 L 3873 3702 3
7 185551 142837 8385 v 2742 257.2 2
8 10296 5153 10126 R 1751 158.1 1




Relative Intensi

746.67

100% 52135 m/z, 3+, 1,861.02 Da, (Parent Error. 3.0 ppm)
1—L —FP } F } Q —+—RrR+1—+—Lr-—+—V——R+1—4—E—"— f—A —1 Q } D } F } K
——K ——+——F——F+—D— Q +—A— I } E } R+1——v—+ L f R+1 f Q f F f—pP — L

75%1] 607.27
5
50%1
b9+2H y7
p 3+2H H7
25% va y6 6
3 og [iadesy [ e
. |yl2 ¥ ..bﬂ m IJbLﬂL. .hl 4] l 438 | bll
0% A A A v L T T L
0 250 500 750 1000 1250 1500 1750
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 575 L 18620 9315 18450 1844.0 15
2 2111 106.1 P 17489 8750 17319 17309 14
3 3582 179.6 F 16519 (8264 16349 16339 13
4 148631 2436  469.2 Q 1504.8 (7529 1487.8 1486.8 12
5 16434 (32221 6263 R+1 1,376.8 6889 1359.7 1,358.7 11
6 17564 3787 7394 L 12197 (6103 12026 12017 10
7 8555 (4283 8385 V 11066 /5538 10896 10886 9
8 10126 (5068 995.6 R+1 10075 5043 990.5 9895 8
O WI4L6 IS7I3N 11246 11236 E (8504 (4257 8334 8324 7
10 1.254.7 062790 1.237.7 12367 | (7214 (3612 7044 7034 6
11 L3258 166347 13087 13077 A [6083 (3047 5913 5903 5
12 1.453.8 072747 14368 14358 Q (5373 (2691 5202 5193 4
13 1,568.8 178497 1,551.8 1550.8 D (4092  205.1 3922 3912 3
14 17159 UB58/50 16989 16979 F (2942 1476 2772 2
15 1.862.0 9315 18450 18440 K 1471 741  130.1 1




Relative Intensi

al5-NH3+2H+1
100% 93151 m/z, 2+, 1,861.01 Da, (Parent Error: 0.84 ppm)
1+—1L —Pp } F } Q@ —+—R+1——L—"—V—4+—R+1 } E } I —=A—+4+—Q—+—D F—F—K—
——K——+——F——+—D } Q —A— I } E { R+1 —V L } R+1 } Q— F f—P — L
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3 3582 F 16519 182647 16349 16339 13
4 4863 469.2 Q L5048 (7529° 1487.8 1486.8 12
S W64347 3222 6263 R+1 13768 6889 1359.7 13587 11
6 W75641 378.7 7394 L 12197 6103 12026 120L7 10
7 UB5557 4283 8385 V 11066 553.8 10896 10886 O
8 WOIZ6 5068 995.6 R+1 L0075 5043 9905 9895 8
9 11416 (5713 11246 11236 E 850.4 425.7 8334 8324 7
10 m2547 627.9 12377 12367 | (7214 3612 7044 7034 6
11 L3258 F66347 13087 13077 A [6083 5913 5903 5
12 14538 7274 14368 14358 Q 537.3 520.2 5193 4
13 L5688 (78497 15518 1550.8 D 4092 3922 3912 3
14 17159 FB5857 16989 1697.9 F 2942 2772 2
15 1.8620 9315 18450 18440 K  147.1 130.1 1



Relative Intensity

589.07

100% 51034 m/z, 2+, 1,218.66 Da, (Parent Error. 1.1 ppm)

L B+1 1 E 1 I 1 A L 'a) L D L F 'l K

T n L L T T L L) L} L]
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1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 5538 10896 10886 9
3 137020 1856 353.2 R+1 10075 [5043" 990.5 9895 8
4 149931 250.1 4823 4813 E 8504 [4257° 8334 8324 7
5 6124 30670 5953 5944 | 7214 [3612° 7044 7034 6
6 168347 34227 6664 6654 A 6083 5913 15903 5
7 PBILSN 4062 7944 7935 Q 15373 5202 5193 4
8 FO26:50 1463181 9095 9085 D 4092 3922 3912 3
9 WO736 5373 10565 10556 F 12942 277.2 2
10 12197 6103 12026 12017 K  147.1 130.1 1



Relative Intensity

589.07

100% 1034 m/z, 2+, 1,215.66 Da, (Parent Error. 1.2 ppm)
L I v t R+1 t E 4 I —A —+ Q } D } F t K:
K : F ——D————Q———+—A-———|————F : R+1 —V————L
75%1
50%- y8+2H Y7
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0 200 400 600 800 1000 1200
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1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 (5538 1,089.6 10886 9
3 [370.2 1856  353.2 R+1 1.007.5 5043 990.5 9895 8
4 49937 250.1 4823 4813 E 8504 [425.7 8334 8324 7
5 6124 30677 5953 594.4 1 7214 3612 704.4 7034 6
6 [68B347 (34227 6664 6654 A 608.3 591.3 5903 5
7 IBILS 406.2 794.4 793.5 Q 537.3 520.2 5193 4
8 92657 463:8" 9095 908.5 D 409.2 392.2 3912 3
9 0736 5373 10565 10556 F 294.2 277.2 2
10 1,219.7 6103 12026 12017 K 147.1 130.1 1



Relative Intensi

589.17
100% 510,34 m/z, 2+, 1,215.66 Da, (Parent Error: 0.099 ppm)
L l v t R+1 + E 1 I —A —+ Q } D } F t K
K f F } D } Q —A-— I } E } R+1 { V } L
75%1
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2 2132 V 11066 5538 1,089.6 10886 9
3 [370.2 1856  353.2 R+1 10075 5043 9905 9895 8
4 14993 [250.1 4823 4813 E 8504 [425.7 8334 8324 7
5 6124 306.7 5953 594.4 1 7214 3612 7044 7034 6
6 [6B34" 3422° 6664 6654 A 608.3 591.3 5903 5
7 [BILST 406.2 7944 7935 Q 5373 520.2 5193 4
8 9265 [463:8° 9095 9085 D 409.2 392.2 3912 3
9 0736 5373 10565 10556 F 294.2 277.2 2
10 1,219.7 6103 12026 12017 K 147.1 130.1 1



Relative Intensity

589.0?
100% 610.34 m/z, 2+, 1,215.66 Da, (Parent Error. 0.80 ppm)
L D+1 L E ' I 1 A L N L D L F L K
T n ] L= 1 T T L L) L} ]
K F } D } Q +—A f | } E { R+1 t % f L
75%
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50%1
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| b3 | ] ws_| b7 .
0% | r | |.| Ll l..' N MY M " i |..| e ..'l . L | r | r
0 200 400 600 800 1000 1200
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 [55387 1,089.6 10886 9
3 137027 118567 3532 R+1 10075 [5043° 990.5 9895 8
4 149937 125017 4823 4813 E 8504 (4257 8334 8324 7
5 6124 3067 5953 5944 | (7214 3612 7044 7034 6
6 N6B3@N 3422 6664 6654 A 6083 5913 5903 5
7 EBILSN 4062 7944 7935 Q 15373 5202 5193 4
8 192650 146387 9095 9085 D 4092 3922 3912 3
9 MO736 F53737 10565 10556 F 12942 277.2 2
10 1.219.7 6103 12026 12017 K  147.1 130.1 1



Relative Intensity

589.07

100% 610.34 m/z, 2+, 1,215.66 Da, (Parent Error. 0.099 ppm)
L I v } R+1 t E } [ F—a—+ Q t D t F t K
K : F f——D————Q——+ A —E : R+1 V1
75%
355.07
50% y8+2H
7
Yyl
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Y y3 va y6 y8
A I - N bs T R
L ol [ | I wldit ol TR T Al
0% T T ’ g T T
0 200 400 600 800 1000 1200
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B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 (5538 10896 10886 9
3 137020 11856 3532 R+1 10075 5043 9905 9895 8
4 1499131 1250/ 4823 4813 E (8504 4257 8334 8324 7
5 6124 3067 5953 5944 | (7214 3612 7044 7034 6
6 WGB3MN 3422 6664 6654 A 6083 5913 5903 5
7 UBLLSY 40620 7944 7935 Q (5373 5202 5193 4
8 §926/50 1463181 9095 9085 D 14092 3922 3912 3
9 WO736 NS3730 10565 10556 F 12942 2772 2
10 12197 6103 12026 12017 K  147.1 130.1 1



Relative Intensity

589.07

100% 510,34 m/z, 2+, 1,Z18.66 Da, (Parent Error. ~0.20 ppm)
L f v } R+1 t E t I A t Q t D t F t K
K : F f——D————Q——+ A [+ ——F : R+1 f—V————L
75%1
50%- y8+2H
y7
2594 355.17 y10-H20-H20+2H
y6 y8
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0% l'l. L il |I.' L 1..1 11. ; u'l 1 | " T | V9 .
0 200 400 600 800 1000 1200
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B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 120L7 10
2 2132 V 11066 5538 10896 10886 9
3 137027 V18567 3532 R+1 L0075 (50431 9905 9895 8
4 149931 250.1 4823 4813 E 8504 [4257° 8334 8324 7
5 6124 3067 5953 5944 | (7214 3612 (7044 7034 6
6 §6B3@N 3422 6664 6654 A 6083 5913 5903 5
7 EBILSN 4062 7944 7935 Q (5373 5202 5193 4
8 FO26:50 1463181 9095 9085 D 4092 3922 13912 3
9 WO736 5373 10565 10556 F 12942 277.2 2
10 12197 6103 12026 12017 K  147.1 130.1 1




Relative Intensity

589.07

100% 61034 m/z, 2+, 1,215.66 Da, (Parent Error. 0.80 ppm)
i R L E 1 1 L N L n ' E. ' |74
T R+1 T c 1 | T A T 2 T v T I T K
K F } D } Q +—A t 1 } E { R+1 ' v t L
75%7
355.07
50%1 y8+2H
y7
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| L b6 | |
0% L'll | . L,' (W1 Y b N 'l N P — . A .
0 200 400 600 800 1000 1200
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B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 120L7 10
2 2132 V 11066 [553.81 1,089.6 10886 9
3 3702 (1856  353.2 R+1 10075 504:3" 9905 9895 8
4 1499137 125010 4823 4813 E 8504 4257 8334 8324 7
5 6124 3067 5953 5944 | 7214 3612 7044 7034 6
6 W6834N 3422 6664 6654 A 6083 5913 5903 5
7 UBILSY 4062 7944 7935 Q 5373 5202 5193 4
8 MO26I50 463.8 9095 9085 D (4092 3922 3912 3
9 MO736 5373 10565 1.0556 F (2942 277.2 2
10 1.219.7 6103 12026 12017 K  147.1 130.1 1



Relative Intensity

589.07

100% 61034 m/z, 2+, 1,215.66 Da, (Parent Error. 0.30 ppm)
i R L E 1 1 L N L n L E. L K.
T R+1 T c 1 T A T 2 T v T I T K
K F } D } Q +—A 1 } E t R+1 t v t L
75%
50%1 355.17
25%4 y8+2H Y7
y2 y6 y8
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2 2132 V 11066 I553:87 1,089.6 10886 9
3 13702 (1856 3532 R+1 L0075 (504371 9905 9895 8
4 149931 W250:W 4823 4813 E 18504 (42571 8334 8324 7
S 6124 3067 5953 5944 | (7214 (3612 (7044 7034 6
6 NGB34N 134220 6664 6654 A  608.3 5913 5903 5
7 FBILSY 4062 7944 7935 Q 5373 5202 5193 4
8 NO26550 146381 9095 9085 D 4092 3922 3912 3
9 mO736 5373 10565 10556 F (2942 2772 2
10 1219.7 6103 12026 120L7 K  147.1 130.1 1



Relative Intensi

589.0?
100% P 510,34 m/z, 2+, 1,215.66 Da, (Parent Error: 1,00 ppm)
L } % } R+1 33,13 E { I +—A— Q $ D + F: + K
K i F } 0 } Q +—A f | } E } R+1 { v f L
75%1
50%- y8+2H
y7
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0 200 400 600 800 1000 1200
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B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 155387 1.089.6 10886 9
3 137020 118567 3532 R+1 10075 [504:3" 9905 9895 8
4 14993 [250.1 4823 481.3 E 850.4 425.7 8334 8324 7
5 6124 3067 5953 5944 | (7214 [3612° 7044 7034 6
6 W6B3@N 3422 6664 6654 A 6083 5913 5903 5
7 8115 (4062 7944 793.5 Q 537.3 520.2 5193 4
8 92650 146381 9095 9085 D 14092 3922 13912 3
9 mMO736 5373 10565 10556 F 12942 277.2 2
10 12197 6103 12026 12017 K 147.1 130.1 1



Relative Intensity

589.0?
100% 510.34 m/z, 2+, 1,218.66 Da, (Parent Error. ~0.00082 ppm)
R+ 1 —s550——E——— A ———Q———t——D——— F : K
K F p——Q——F——Q———+ A |+ ——F : R+1 —V————L
75%
50%1 8+2H
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2 2132 V 11066 /5538 10896 10886 9
3 137020 1856 353.2 R+1 L0075 (50431 9905 <9895 8
4 149937 '2500% 4823 4813 E (8504 4257 8334 8324 7
S 6124 3067 5953 5944 | (7214 3612 (7044 7034 6
6 N6B34N 3422 6664 6654 A  608.3 5913 5903 5
7 UBILSY 140627 7944 7935 Q 5373 5202 5193 4
8 NO26550 146381 9095 9085 D 4092 3922 3912 3
9 mO736 5373 10565 10556 F (2942 2772 2
10 1219.7 6103 12026 120L7 K  147.1 130.1 1



Relative Intensity

35512 al0-NH3+2H
100% 51034 m/z, 2+, 1,215.66 Da, (Parent Error 0.20 ppm)
L R 1 E 1 l L 'a) L n L E. 'l K
T R+1 T c 1 | T A T 19 T v T I T K
F t O t Q +—A t E t R+1 t v f L
75%1
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50%7 pa¥e5|{ti?2?{-H20
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5 6124 3067 5953 5944 | (7214 13612 7044 7034 6
6 W6B3@N 3422 6664 6654 A 6083 5913 5903 5
7 WBILSN 4062 7944 7935 Q (5373 5202 5193 4
8 192650 146381 9095 9085 D (4092 3922 3912 3
9 mO73® 5373 10565 1.0556 F (2942 277.2 2
10 1.219.7 6103 12026 1.20L.7 K  147.1 130.1 1



Relative Intensi

589.17
100% 510,34 m/z, 2+, 1,218.66 Da, (Parent Error. ~0.10 ppm)
L l v t R+1 + E 1 I f—A —+ Q } D } F t K
K i F } D } Q +—A f | } E } R+1 { v f L
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50% 355.17
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2 T ve v
b2 Y b3 T Y | b8 |
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2 2132 V 11066 [553:8° 1,089.6 10886 9O
3 [3702° 1856 3532 R+1 10075 5043 990.5 9895 8
4 49937 250.1 4823 4813 E (8504 (4257 8334 8324 7
5 6124 3067 5953 5944 | [7214 3612 7044 7034 6
6 I6B34N 3422 6664 6654 A 6083 5913 5903 5
7 UBILSY 4062 7944 (7935 Q [5373 5202 5193 4
8 1926557 46387 9095 9085 D (4092 3922 3912 3
9 MO736 5373 10565 10556 F (2942 2772 2
10 1.219.7 6103 12026 12017 K 1471 130.1 1




Relative Intensity

1 554.97
00% S68.98 m/z, 3+, 1,703.02 Da, (Parent Error 0,12 ppm)
v —+—R+1——E—f —A——Q——4—D——F—— KT — D —f—L—F—R
—L—+—D———T——K————F———D———Q——+—A U VA
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2 21820 107.1 V 15918 (796471 15748 1573.8 13
3 13702° "18567 3532 R+1 1492.8 (74697 14757 1474.8 12
4 149937 250.1 4823 4813 E 13357 (6683 13187 1317.7 11
S 61247 F30670 5953 5944 | 12066 6038  1189.6 11886 10
6 N6B34N 134220 6664 6654 A 1093.6 547371 1076.5 10756 9
7 BBILSN 4062 7944 7935 Q (L0225 ISIL8Y 10055 10045 8
8 §O2657 '463B1 9095 9085 D (8945 (4477 8774 8765 7
9 mO736 5373 10565 10556 F [7794" 3902" 7624 7614 6
10 12017 F60OE3Y 11846 11836 K (6324 (3167 6153 6144 5
11 1,302.7 F65LOY 12857 12847 T [5043 2526 4873 4863 4
12 14177 F70947 14007 13997 D (40321 202.1 3862 3852 3
13 1.530.8 76507 1513.8 15128 L (2882 1446 2712 2
14 17049 853.0 16879 16869 R (1751 881  158.1 1



Relative Intensity

al4-NH3+2H+1

100% 852.97 m/z, 2+, 1,703.92 Da, (Parent Error. 0.78 ppm)
R+1 t E } I —A Q———++—D t F } K —T f D—+—L t R
R L } D —T——K } F + } Q—+—A I { E { R+1 —V } L—
75%
50%1
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0 250 500 750 1000 1250 1500
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B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
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2 2132 V 15918 179647 15748 1573.8 13
3 137020 1856 3532 R+1 14928 (7469 14757 1474.8 12
4 1499331 250.1 4823 4813 E 13357 (6683 13187 13177 11
5 6124 3067 (5953 5944 | 12066 (6038 1.189.6 1.188.6 10
6 168341 3422 6664 6654 A 10936 5473 10765 10756 O
7 BBILSN 4062 7944 7935 Q 10225 5118 10055 10045 8
8 WO26/50 463.8 9095 (9085 D (8945 (44771 8774 8765 7
9 WO736 5373 10565 10556 F (7794 (3902 7624 7614 6
10 W20L7 6013 11846 11836 K 163247 3167 6153 6144 5
11 13027 165197 12857 12847 T 15043 4873 4863 4
12 14177 70947 1.400.7 13997 D 403.2 386.2 3852 3
13 W5308 N76597 1513.8 15128 L 12882 2712 2
14 17049 8530 16879 16869 R  175.1 158.1 1



Relative Intensity

al4-NH3+2H+1

100% §53.47 m/z, 2+, 1,704.02 Da, (Parent Error. 0,68 ppm)

L v — R+1 } E t I —A —+ Q——++D } F 1 K —T —F+—D———1L f R
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4 49937 250.1 482.3 481.3 1.335.7 /6683 13187 13177 11
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11 13027 16519 1.285.7 12847 T 504.3 4873 4863 4
12 4177 7094 14007 13997 D 403.2 386.2 385.2 3
13 1,530.8 [7659" 1.513.8 15128 L 288.2 271.2 2
14 1,7049 853.0 16879 16869 R 175.1 158.1 1




Relative Intensity

al4-NH3+2H+1

100% 852 57 mjz, 2+, 1,703.92 Da, (Parent Error: 2.1 ppm)
L v — R+1 f E I —A—t Q—++D } D——L
R } L t D —T——K } F + } Q—|—A—|—|—|—E—|—R+ l_i—V —i—L—
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3 3702 1856 3532 R+1 149258 (74697 14757 14748 12
4 149937 250.1 4823 4813 E (13357 (6683 13187 13177 11
S §GI24Y 3067 (5953 5944 | 12066 [603:8° 1189.6 11886 10
6 F6B34Y 3422 6664 6654 A 10936 (54731 1076.5 10756 9
7 WBIESN 4062 7944 7935 Q (L0225 5118 10055 10045 8
8 NO2650 463.8 (9095 9085 D (8945 447.7 8774 8765 7
9 mO736 5373 10565 10556 F 17794 3902 7624 7614 6
10 W20L7 6013 11846 11836 K (63241 3167 6153 6144 5
11 W3027 6519 12857 12847 T [5043 487.3 4863 4
12 14177 7094 14007 13997 D (4032 3862 3852 3
13 15308 7659 1,513.8 15128 L 288.2 271.2 2
14 17049 853.0 16879 16869 R  175.1 158.1 1



Relative Intensity

L
100% 7233 Tz 27, L142.640 Parent Error —0.92 ppm)
D } | } Q 1 L +—A R+1 t R+1 t | R+
——R+1 ———t R+1 : R+ f————A———L———+ Q : ——
75%
551.0
b4 b8-H2O} 1
50%1 y3
b8 1
8+2H
25%1 yl b3 Y7 N + 6 b7
y2
2, ] J |
0% '| Lol L Ll bl L l L .
0 200 400 600 800 1000
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11436 5723 11266 11256 9
2 2201 2111 | 10286 5148 10116 8
3 3572 3402 3392 Q (9155 (4583 8985 7
4 14703 4532 4523 L 7875 13942 7705 6
5 5413 5243 5233 A (6744 3377 6574 5
6 F6984N 349.7 6814 6804 R+1 6034 3022 5863 4
7 UBSS55% 42820 8384 8375 R+1 (4463 2236 4292 3
8 §O686Y 484181 9515 9505 | 2892 2722 2
9 11436 5723 11266 11256 R+l (1761 159.1 1



Relative Intensity

550.5?
100% S$71.84 m/z, 2+, 1,141.66 Da, (Parent Error. ~0.49 ppm)
D } | } Q t L +—A t R+1 1 R+1 } I } R
R } | + R+1 { R+1+—+—A + L { Q } | } D
75%
b5
y9-NHB|-NH3+2H
50%1
y7-NH3 2 5 b8
25% b3 y ba yé Y y6 b8-H20}+ 1
yl y2
b2 | L | | \ P \ o7 7
0% ’ v bl n ’ . i v I .
0 200 400 600 800 1000
mj/z
Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
116.0 980 D 11427 571.8 11256 11247 9
2291 2111 | 10276 I5143" 1.010.6 8
- 357.2 340.2 339.2 Q 9146 4578 897.5 7
4703 4532 4523 L 7865 3938 7695 6
5413 5243 5233 A (6734 (3372 6564 5
§69841 349.7 6814 6804 R+1 '6024° 3017 5853 4
UB55:51 (42827 838.4 8375 R+1 (4453 223.1 4283 3
9686" 4848" 9515 950.5 1 288.2 271.2 2
11427 5718 11256 11247 R (1751 158.1 1



Relative Intensity

550.47
100% S71.84 m/z, 2+, 1,141.66 Da, (Parent Error. ~0.49 ppm)
| } Q } L +—A t R+1 t R+1 } | } R
R } | + R+1 } R+1-+—4+—A + L } Q { | } D
75%1
y9-NH&-NH3+2H
50%- 63
-NH3-H20
y7-
§a3% " v5 _
25%- b3 y3b P a v6
yl y2
b2 | l b6 b7 y7
0% 'l l L '| ]Ll b g { L N ‘ N 'l |. | Ll L v
0 200 400 600 800 1000
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11427 571.8 11256 11247 9
2 2201 2111 | 10276 I5143" 1.010.6 8
3 3572 340.2 339.2 Q 9146 4578 897.5 7
4 4703 4532 4523 L (7865  393.8  769.5 6
5 5413 5243 5233 A 16734 3372 6564 5
6 N6984N 349.7 6814 6804 R+1 '6024" 3017 5853 4
7 FBS5:50 142827 8384 8375 R+1 (4453 223.1 4283 3
8 19686" '4848° 9515 9505 | 2882 2712 2
9 11427 5718 11256 11247 R (1751 158.1 1




Relative Intensity

y7
100% parent+2H-NH3 451.76 m/z, 24, 901.50 Da, (Parent Error: -0.29 ppm)
s—+——T——+—G—+—G—+ K —H—A—t P t R+1 t K
K t R+1 t P —A—t K +—G—+—=G T : s
75%1
b5
50%1 y71
y7+2H
b9{NH3+2H
y9-NH3}FNH3+2H
25%1 yl b6
b2 \ v3 vé l ‘ b8
0% L | l b3 " W: L lllJJ Il l L | b.7 y.6 L l
L T L A
0 200 400 600 800
m/z
B Blons B+2H B-NH3 B-H20 AA  Ylons Y+2H Y-NH3  Y-H20 Y
1 88.0 70.0 S 902.5 451.8 8855 8845 9
2 isear 171.1 T 815.5 408.2 798.4 7975 8
3 2461 228.1 G 7144  357.7 6974 7
4 3031 285.1 G 6574 329.2 6404 6
5 43127 216.1 414.2 413.2 K 600.4 300.7 583.4 5
6 5023 (2516 4852 484.3 A 4723 236.6 4553 4
7 15993 (3002 5823 5813 P 4013 201.1 384.2 3
8 7564 3787 7394 7384 R+1 (3042 152.6 287.2 2
9 9025 451.8 885.5 884.5 K 147.1 130.1 1




Relative Intensity

parent+2H-NH3
100%

451.76 mfz, 2+, 901.50 Da, (Parent Error: -0.29 ppm)
s : T—+—G—+—G—t K —A—rt P t R+1— t K
K t R+1 t P —A— K —G——G-2342 1 : s
75%"1
YW
7+2H
25%1 1 /
Y b6
b2 \ 4 b8
3 M b7 6
0% i | . b3 b2 . 'lx|l[ | 1 A b\ m | .
0 200 400 600 800
mj/z
B Blons B+2H B-NH3 B-H20 AA  Ylons Y+2H Y-NH3  Y-H20 Y
1 88.0 70.0 s 902.5 4518 8855 8845 9
2 isear 171.1 T 815.5 408.2 798.4 7975 8
3 2461 228.1 G 7144  357.7 6974 7
4 3031 285.1 G 6574 329.2 6404 6
5 43127 216.1 414.2 413.2 K 600.4 300.7 5834 5
6 IS023" 2516 4852 4843 A 4723 2366 4553 4
7 15993 (3002 5823 5813 P 4013 2011  384.2 3
8 7564 3787 7394 7384 R+1 (3042 152.6 287.2 2
9 9025 451.8 8855 8845 K 147.1 130.1 1




Relative Intensi

parent+2H-NH3

100% 751,76 m/z, 2+, 901,50 Da, (Parent Error. 0,36 ppm)
s T —G——G—t K f—A—if P : R+1 : K
. L D L D L A L ¥ L r L r 1
K T R+1 T ¥ T A T K T G T G 5 T 1 S
713.47
75%1
50%1 b5
v
25%1 y7+2H
vl b6
b2 \ y3 | y4 l b8
, 2 ) b7 6
0% . L b3 b2 1| 'lx|.“.| 1 l y yo., ) .
0 200 400 600 800
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 880 700 S 9025 451.8 8855 8845 9
2 1891 1711 T 8155 [4082 7984 7975 8
3 2461 2281 G (7144 3577 697.4 7
4 r303a0 2851 G 6574 3292 6404 6
S 43120 W2I6A 4142 4132 K 6004 3007 5834 5
6 WS023W 2516 4852 (4843 A 47237 2366 4553 4
7 15993 [300.2 5823 581.3 P 401.3 201.1 384.2 3
8 75647 [3787% 739.4 7384 R+1 [3042° 1526  287.2 2
9 9025 451.8 8855 8845 K 1471 130.1 1



Relative Intensity

parent+2H-NH3
100%

451.76 m/zﬂ:m?Ol.SO Da, (Parent Error: -0.36 ppm)
S f T—t+—GC——GC—+ K t A t P t R+ t K
K t R+1 t P t A t K +—G +—G T t S
75%1
b5
50% W
y7+2H b94H30+2H
25%1 1
Y ya b6
b8
0% I |:)IZ. b3 ban. \ L y'lslll‘ l ) l l b.7 Y.G A i l .
0 200 400 600 800
mj/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 88.0 70.0 S 902.5 451.8 8855 8845 9
2 189.1 1711 T 815.5 (4082 7984 7975 8
3 2461 228.1 G 7144  357.7 6974 7
4 3031 285.1 G 6574 3292 6404 6
5 43120 21610 4142 4132 K 6004 [300.7 5834 5
6 5023 (2516 4852 4843 A 4723 2366 4553 4
7 59937 30027 5823 581.3 P 4013 2011 3842 3
8 7564 37870 7394 7384 R+1 3042 1526 2872 2
9 9025 4518 8855 884.5 K 147.1 130.1 1




Relative Intensity

485.97

100% 50731 m/z, 2+, 1,012.60 Da, (Parent Error —1.7 ppmm)
t P } R+1 t K t Q + L + A } } K:
K } T } A } L } Q } K } R+1 { P } A —]
75%
parent+2H-NH3
50%-
y6
25%1
ylb2  y2 | 83 | vab4 l \ Y2 bs 6 b7 y7 b8
0% T Y T v T
0 200 400 600 800 1000
mj/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 720 A 10136 5073 9966 9956 9
2 169.1 P 9426 I47L8" (9255 9246 8
3 132627 1636 3092 R+1 IB455° [4233° 8285 8275 7
4 145431 2276 4373 K 16884 (3447 6714 6704 6
S 158237 29L7" 565.3 Q 15603 5433 5423 5
6 6954 3482 6784 L 4323 415.3 4143 4
7 176650 138371 749.4 A 3192 3022 3012 3
8 IB675' 43437 8505 8495 T 2482 2311 2301 2
9 10136 5073 9966 9956 K [1471 130.1 1



Relative Intensity

parent+2H-NH3
100%

480.79 m/z, 2+, 959.56 Da, (Parent Error: -0.39 ppm)
S t T } E t L t L t 1 } R+1 t K
K t R+1 t I t t L t E t T t S
75%1
b8-H20-H20+2H
50%1
454.57
y6
25%1
5 y3 4 9|57 y4b5 v5
ok 2 % ¥ T o
yi . . . . . 7
0% . 11 [ ' L . L . | Yy
0 200 400 600 800
mj/z

B Blons B+2H B-NH3 B-H20 AA  Ylons Y+2H Y-NH3  Y-H20 Y

1 88.0 70.0 S 960.6 480.8 9435 9426 8

2 189.1 171.1 T 873.5 437.3 856.5 8555 7

3 [3asa 300.1 E 7725 386.8 755.5 7545 6

4 4312 413.2 L 643.5 322.2 6264 5

5 5443 526.3 L 5304  265.7 5133 4

6 165747 329.2 639.4 1 417.3 209.1 4003 3

7 81457 4077 7974 7965 R+1 (3042 1526  287.2 2

8 960.6 480.8 943.5 942.6 K 147.1 130.1 1




Relative Intensi

494.07
100% S15.31m/z, 2+, 1,028.61 Da, (Parent Error. 0,29 ppm)
L e F : Q : R+1 : L ——V——p R
R ——V————L———+ R+1 : Q : F —P————L
75%1
y7+2H
50%1
parent+2H-NH3
25%1
b 4 5 ve
Y, ‘ 4 Y,
o5 yL b2 v b3 P (LB Y bs Y s | b7 7 _
0 200 400 600 800 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 10296 5153 10126 8
2 2111 P 19165 (4588  899.5 7
3 3582 F 819.5 410.2 802.5 6
4 486.3 469.2 Q 672.4 336.7 655.4 5
S 64347 3222 6263 R+1 5444 2727 527.3 4
6 7564 (3787 7394 L 387.3 370.2 3
7 185557 142837 8385 v 12742 257.2 2
8 10296 5153 10126 R 1751 158.1 1



Relative Intensity

493.9?
100% ) STs31m/z, 2\; T,025.61 Da, (Parent Error. 0.78 ppmm)
L f P t F } Q t R+ } L t t R
R + V { L + R+1 t Q t F t P t L
75%
y7+2H
50%1
parenft+2H-NH3
b :
25%1 4375 PRIA3} oy
6
y3 b 4 y5 Y
0% yll. 'b.2 y.l.z 2 b43... l J'Ll Ll n[ '-lJL .nyl A |‘ : .th‘$,. IJ l Ll b.s - L bl7 y|7 T
0 200 400 600 800 1000

mj/z

Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20
114.1 L 10296 5153 10126

B Y
1 8
2 [2irw P 916.5 4588 8995 7
3 3582 F 8195 4102 8025 6
4 4863 469.2 Q 6724 336.7 6554 5
5 6434 (3222 626.3 R+1 5444 (2727 5273 4
6 (7564 (3787 7394 L 3873 370.2 3
7 8555 (4283 8385 v 2742 257.2 2
8 1

1,029.6 5153 10126 R 175.1 158.1




Relative Intensi

493.97
100% STS.31m/z, 2+, 1,025.61 Da, (Parent Error. ~1.1 ppm)
L e F : Q : R+1 : L —V—— R
R —V—t L—t R+1 : Q : F ——P——t L
75%"
y7+2H
50%1
parent+2H-NH3
250 285.0?
3 y4 5 ve
0% i b2 y2 b3 %, L] b5 )] b6 . | b7 v7 :
0 200 400 600 800 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 10296 5153 10126 8
2 z2ana P 916.5 458.8 8995 7
3 [p3ss2n F 819.5 4102 8025 6
4 148631 469.2 Q 6724 3367 6554 5
5 16434 132227 6263 R+1 5444 (2727 5273 4
6 (7564 (3787 7394 L 387.3 370.2 3
7 18555 142831 8385 v 12742 257.2 2
8 10206 5153 10126 R 1751 158.1 1



Relative Intensi

al5-NH3+2H+1

100% 93151 m/z, 2+, 1,861.01 Da, (Parent Error. 0.71 ppm)
o+ +—re1 —+—1—+—V—+—t+1 —+——+——+-A—+—Q———D——p——F————K
——K ——+——F——F+—D— Q +—A— I } E—F+—R+1—F—V—F—L—F—R+1 f Q f F f—pP — L

75%1

50%1
888.87
259%- 90157
o5 y2 y3 y4 Y5 y6h6 Y8 _y9b9 y1810 b1l __ b12__ b13 b14
Al Ll L) L T T L
0 250 500 750 1000 1250 1500 1750
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 18620 9315 18450 1.844.0 15
2 2111 P 17489 187507 17319 1,730.9 14
3 3582 F 16519 8264 16349 16339 13
4 4863 469.2 Q 15048 7529 1487.8 1486.8 12
5 6434 3222 6263 R+1 1376.8 68897 1,359.7 13587 11
6 W75641 378.7 7394 L 12197 6103 12026 12017 10
7 UBS551 4283 8385 V 11066 553.8 1.089.6 10886 O
8 10126 506.8 9956 R+1 10075 5043 9905 9895 8
9 W46 5713 11246 11236 E 8504 4257 8334 8324 7
10 m2547 6279 12377 12367 | (7214 3612 7044 7034 6
11 13258 6634 13087 13077 A (6083 5913 5903 5
12 145318 W7274% 14368 14358 Q (5373 5202 5193 4
13 WS68:8 W784:9% 15518 15508 D 14092 3922 3912 3
14 L7150 FB5857 16989 16979 F (2942 277.2 2
15 1.862.0 9315 18450 18440 K  147.1 130.1 1




Relative Intensity

589.0?
100% 510.34 m/z, 2+, 1,215.66 Da, (Parent Error: 0.20 ppm)
L I v t R+1 t E 4 I —A —+ Q } D } F t K:
K : F ——D————Q———+—A-———|————F : R+1 —V————L
75%1
50%1 8+2H
y8+ V7
25%1
y6 8
y2 y3 y4 y
blz b3 | l* | b6 b7 b8 ¥ | b9
0% - ol 1 . [ 1 . l.ﬂlyS [ ) l'l N | . 1 V9 .
0 200 400 600 800 1000 1200
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 120L7 10
2 2132 V 11066 553.8 10896 10886 9
3 137020 1856 353.2 R+1 L0075 (50431 9905 <9895 8
4 149931 M250:10 4823 4813 E 8504 [4257° 8334 8324 7
5 6124 1306 5953 5944 | (7214 (3612 7044 7034 6
6 I6B34N 134227 6664 6654 A 6083 5913 5903 5
7 WBILSY 4062 7944 7935 Q 5373 5202 5193 4
8 9265 (4638 909.5 908.5 D 409.2 392.2 3912 3
9 WO736 5373 10565 10556 F 12942 277.2 2
10 12197 6103 12026 12017 K  147.1 130.1 1



Relative Intensity

589.0?
100% 51034 m/z, 2+, 1,Z18.66 Da, (Parent Error: 0.50 ppm)
L f v } R+1 t E 1 I —A —+ Q t D + F t K
K } F t D t Q +—A t | t E } R+1 1 v t L
75%
50%- y8+2H ‘/7
355.17
259 y8-H20+2H v6 v8
b2 e v3 W b8
b3 I b7 h b9
0% | 'I. Ll L 1 'I. —h l N _J ulhm lb‘6 ) l'l | N A l - il '
0 200 400 600 800 1000 1200
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 12197 6103 12026 12017 10
2 2132 V 11066 [55387 1,089.6 10886 9
3 137027 118567 3532 R+1 10075 [5043° 990.5 9895 8
4 149937 (250" 4823 4813 E 8504 (4257 8334 8324 7
5 6124 3067 5953 5944 | 7214 [3612° 7044 7034 6
6 N6B34N 134220 6664 6654 A 6083 5913 5903 5
7 EBIISN 4062 7944 7935 Q (5373 5202 5193 4
8 FO26:57 (46387 9009.5 9085 D 4092 3922 3912 3
9 mO736 5373 10565 10556 F 12942 277.2 2
10 1.219.7 6103 12026 12017 K 147.1 130.1 1



Relative Intensi

554.87

100% S68.98 m/z, 3+, 1,703.02 Da, (Parent Error. —0.1Z ppm)
+—L—+—Vv—+—R+1 t E } —A— Q——+—D } F { K —T f D } L f R
———R } L } D —T—F—K } F } D } Q t—A — I } E f R+1 v — L—

75%1

yl2+2H

yll+2H
50%1 y12-H2j0+2H
25% y2 b4 b12+2
b2 s s bos b | b
0% ya | b3y3 , W4l bS5 bo | vep7 _yzbs  y8 bO y1o _
0 250 500 750 1000 1250 1500
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 57.5 L 17049 853.0 16879 16869 14
2 21820 107.1 V 15918 (7964 15748 15738 13
3 [370.2 1856  353.2 R+1 14928 7469 14757 14748 12
4 14993 [250.1 4823 4813 E 13357 (6683 13187 13177 11
5 6124 [306.7 5953 594.4 1 12066 '603.8 1,189.6 11886 10
6 [6B347 3422 6664 6654 A 10936 5473 10765 10756 9
7 [BILS (4062 7944 793.5 Q 10225 5118 10055 10045 8
8 92657 463.8 9095 908.5 D 8945 4477 8774 8765 7
9 10736 /5373 10565 10556 F 7794  390.2 762.4 7614 6
10 1,201.7 603" 1.1846 11836 K 6324 (3167 6153 6144 5
11 13027 16519 12857 12847 T 504.3 2526 4873 4863 4
12 1417.7 7094" 1400.7 13997 D 403.2 202.1 386.2 3852 3
13 1,530.8 7659 1513.8 15128 L 288.2 1446 2712 2
14 1,7049 853.0 16879 16869 R 175.1 88.1 158.1 1



Relative Intensi

100% S68.98 m/z, 3+, 1,703.02 Da, (Parent Error. 0.63 ppm)
+—L—F+—Vv—F+—R+1 } E } —A— Q—+—D + F ' K } T } D } L } R
R t L } D —T——« f F f D f Q F—A —1 I i E f R+1 F—V f L—

75%1

50%1

25% y2

y1 b2 L b3y3 b8 b9 y10
0% T Ll L L
0 250 500 750 1000 1250 1500
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 575 L 17049 853.0 1687.9 1.686.9 14
2 @2m\2i 1071 V 15918 [7964" 15748 1573.8 13
3 137020 18567 3532 R+1 1492.8 (7469 14757 14748 12
4 149937 250.1 4823 4813 E 13357 (6683 13187 13177 11
5 6124 [306.7 5953 594.4 1 12066 603.8 11,1896 1,188.6 10
6 I6B3@N 3422 6664 6654 A 10936 (5473  1.076.5 10756 9
7 EBILSN 4062 7944 7935 Q 10225 (51L8 10055 10045 8
8 §O26:50 1463181 9095 9085 D 8945 [447.7° 8774 8765 7
9 WO736 53737 10565 10556 F (7794 [3902° 7624 7614 6
10 1.201.7 FGOLEY 1.184.6 11836 K 6324 (3167 6153 6144 5
11 1,302.7 65189 12857 12847 T (5043 (2526 4873 4863 4
12 1417.7 F7094% 1.400.7 13997 D (4032 202.1 3862 3852 3
13 1.530.8 76589 1513.8 15128 L (2882 1446 2712 2
14 17049 853.0 16879 16869 R (17510 88.1  158.1 1



Relative Intensi

554.97
100% S68.98 m/z, 3+, 1,703.02 Da, (Parent Error. 0,34 ppm)
-—L—!—v—f—R+ + —A— Q—+—D— F { K I ' f L l R
f L—I—D—I—T—l—-K t F { D i Q F—A —1 I f f L—
75%1
y1l2+2H
50% y11+4+2H
y12-H2/0+2H
] y2 551.37
25% b4
o2 b3y3 MI 135, z b3 b9 y10
0% T Ll L
0 250 500 750 1000 1500
m/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 575 L 17049 853.0 1687.9 16869 14
2 2120 1071 V 15918 (7964 15748 1573.8 13
3 (3702 1856  353.2 R+1 1492.8 (7469 14757 14748 12
4 149931 125010 4823 (4813 E 13357 /6683 13187 13177 11
5 6124 30677 595.3 594.4 1 12066 6038 1,189.6 1,1886 10
6 168341 34227 6664 6654 A 1093.6 (5473 10765 10756 9
7 USILSY 140627 7944 7935 Q 10225 [5IL8 10055 1.0045 8
8 1926551 46381 9095 9085 D 8945 (4477 8774 8765 7
9 WO736 053737 10565 10556 F (7794 (3902 7624 7614 6
10 1.201.7 W6OL3Y 1,184.6 11836 K 6324 3167 6153 6144 5
11 13027 W65IOY 12857 12847 T 15043 2526 4873 4863 4
12 1.417.7 070947 14007 1399.7 D [403:2° 202.1 3862 3852 3
13 1.530.8 076587 1513.8 1512.8 L (2882 1446 2712 2
14 17049 853.0 16879 16869 R 1751 881  158.1 1



Relative Intensity

554.97

100% S68.08 m/z, 3+, 1,703.92 Da, (Parent Error. -0.23 ppm)
F—+—v——R+1——E—f 4—A——Q——+—D———F—— KT —+ D — LR
- R————L—+—D——T——K——+——F———D—4—Q——+ A 1 ——+—R+1 —F—V———

75%1

50%- y11+2Hy12+2H

y12-H2j0+2H
25%1 y2 b4 b12+2
b2 bl

o5 yif b3ys _ MALL BSs bl veh7 y7b8  yg b9 y1o _

0 250 500 750 1000 1250 1500
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 575 L 17049 853.0 1687.9 16869 14
2 m1s20 1071 V 15918 (7964 15748 1573.8 13
3 13702 1856 3532 R+1 14928 (7469 1475.7 1474.8 12
4 149931 250.1 4823 (4813 E 13357 6683 13187 13177 11
5 N6124W 130670 5953 5944 | 12066 '603:8 11896 11886 10
6 (6834 (3422 6664 6654 A 10936 5473 10765 10756 9
7 EBINSN 4062 7944 7935 Q 10225 (SIL8 10055 10045 8
8 §O2651 V46381 909.5 9085 D 8945 |4477 8774 8765 7
9 WO736 I53730 10565 10556 F (7794 39021 7624 7614 6
10 12017 WGOL3Y 11846 11836 K (6324 (3167 6153 6144 5
11 13027 W6SH9Y 12857 12847 T [5043" (2526 4873 4863 4
12 1417.7 W7094% 1400.7 13997 D (4032 202.1 3862 3852 3
13 15308 W76597 15138 15128 L (2882 1446 2712 2
14 17049 853.0 1687.9 16869 R (1751 88.1  158.1 1



Relative Intensity

100% 554.87

568.98 m/z, 3+, 1,703.92 Da, (Parent Error: -0.66 ppm)
| |

+—L—+—Vv—+—R+1 t E t —A— Q——+—D t F { K —T f D t L f R
———R } L } D —T—F—K } F t D ' Q —A —1 I t E t R+1 E— t L—
75% y12+2H
50%1 0+2H
25%1 y2
y1 o2 b33 _Y6R7 _ y7h8 b9 y10
0% B | 1 Lo T | -y e . .
0 250 500 750 1000 1250 1500

mj/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 57.5 L 17049 853.0 16879 16869 14
2 21320 1071 V 15918 (7964 1574.8 15738 13
3 [370.2 1856  353.2 R+1 14928 (7469 1475.7 14748 12
4 49937 250.1 4823 4813 E 13357 (6683 1318.7 13177 11
5 [6124" 306.7 5953 594.4 1 12066 '603.8 11896 11886 10
6 16834 3422 6664 6654 A 10936 (5473 1.076.5 10756 9
7 [BI1L5 [406.2° 7944 793.5 Q 10225 (5118 10055 10045 8
8 92657 [463:8" 9095 908.5 D 8945 [447.7 8774 8765 7
9 0736 IS37.37 1,056.5 10556 F 7794  390.2 762.4 7614 6
10 1,201.7 603" 1,1846 11836 K 6324 (3167 6153 6144 5
11 1,302.7 6519 1.285.7 12847 T 5043 2526 4873 4863 4
12 1417.7 '7094" 1.400.7 13997 D 403.2 202.1 386.2 385.2 3
13 1,530.8 7659 1513.8 15128 L 288.2 1446 2712 2
14 1,7049 853.0 16879 16869 R 175.1 88.1 158.1 1



al4-NH3+2H+1

Relative Intensity

100% ki 97 m/z, 2+, 1,703.02 Da, (Parent Error: 0.71 ppm)
L } Y } R+1 } } | +—A—t Q——4+—D } —f—
R } L } D —T—+—K t F t t Q—'—A—i—l—'—E—i—Rﬁ-l—f—V—f—L—
75%
50%-
25%
v2 y6 g ) 11 b2
ox [ v v  bssbe . Thay YWbs P opol  #E0 ealT' (17 yizas
0 250 500 750 1000 1250 1500
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 17049 8530 1687.9 16869 14
2 2132 V 15918 (796471 15748 1573.8 13
3 3702 1856 3532 R+1 14928 (74697 14757 14748 12
4 149937 250.1 4823 4813 E 13357 6683 13187 13177 11
S pGI24" 3067 5953 5944 | 12066 6038  1189.6 11886 10
6 W6B34N 3422 (6664 6654 A 10936 (54731 10765 10756 9
7 UBILSY 4062 7944 7935 Q (L0225 5118 10055 10045 8
8 §92657 463.8 9095 9085 D (8945 447.7 8774 8765 7
9 mO736 5373 10565 10556 F 17794 3902 7624 7614 6
10 1207 F60L3Y 1.184.6 11836 K (6324 3167 6153 6144 5
11 W3027 6519 12857 12847 T [5043 487.3 4863 4
12 14177 W7094% 1.400.7 13997 D 4032 3862 3852 3
13 L5308 76507 1513.8 15128 L 2882 2712 2
14 17049 853.0 16879 16869 R  175.1 158.1 1




Relative Intensi

al4-NH3+2H+1

100% 857 7,27, 1,703.92 Da, (Parent Error. 0.49 ppm)
R+1 E —I —A— Q——+—+D { F } K: } } D—4—1L 4 R
R L—+—D——T— K } F { } Q A—t I R+1 v — L—

75%1

50%1

250 832.67

0% | y3 | h# by5 b6 . | b7l Vb8 VB bo| B30  bili ] b13

T L L} Ll L L
0 250 500 750 1000 1250 1500
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 17049 8530 16879 16869 14
2 2132 V 15918 179647 15748 1573.8 13
3 3702 1856 3532 R+1 14928 (74697 1475.7 14748 12
4 149931 250.1 4823 4813 E (13357 (6683 13187 13177 11
S pGI24" 3067 (5953 5944 | 12066 6038  1189.6 11886 10
6 U6B3AN 3422 6664 6654 A 10936 5473 10765 10756 9
7 EBILSN 4062 7944 7935 Q (L0225 5118 10055 10045 8
8 §92657 '463B 9095 9085 D (8945 447.7 8774 8765 7
9 mO736 5373 10565 10556 F (7794 3902 7624 7614 6
10 M20L7 6013 11846 11836 K (63241 3167 6153 6144 5
11 3027 F65LO0 12857 12847 T [5043 4873 4863 4
12 14177 7094 14007 13997 D (4032 3862 3852 3
13 W5308 7659 1513.8 15128 L (2882 2712 2
14 17049 853.0 16879 16869 R  175.1 158.1 1



Relative Intensity

al4-NH3+2H+1

100% 852.97 m/z, 2+, 1,703.92 Da, (Parent Error. 1.6 ppm)
R+1 } E } | —A — Q—+—D t F t K T f D —+—L } R
R L } —T——K + F + } Q—+—A— | { E t R+1 —V } L—
75%1
50%-
832.67
25%4
y2 y6 y7 y9 b12
y8 10 yll
b3y3 b4 bys o lbal Yes  YE ool Y 1L U b3
o% A L T Al Ll Ll
0 250 500 750 1000 1250 1500
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 17049 853.0 16879 16869 14
2 2132 V 15918 (79647 15748 1573.8 13
3 §3702% 1856  353.2 R+1 1492.8 (7469 14757 14748 12
4 149937 250.1 4823 4813 E (13357 (6683 13187 13177 11
S §GI24Y 3067 5953 5944 | 12066 60381 1189.6 11886 10
6 I6B34Y 3422 6664 6654 A 10936 (54731 10765 10756 9
7 WBIESN 4062 7944 7935 Q L0225 5118 10055 10045 8
8 §O2650 463.8 9095 9085 D (8945 447.7 8774 8765 7
9 WO736 §53737 10565 10556 F 7794  390.2 7624 7614 6
10 12017 F6OL3Y 11846 11836 K (63241 3167 6153 6144 5
11 13027 6519 12857 12847 T (5043 487.3 14863 4
12 14177 70947 1.400.7 13997 D (4032 3862 3852 3
13 15308 7659 1,513.8 15128 L 288.2 271.2 2
14 17049 853.0 16879 16869 R  175.1 158.1 1



Relative Intensity

al4-NH3+2H+1

100% 852.97 m/z, 2+, 1,703.92 Da, (Parent Error: 0.64 ppm)
R+1 f E f I A—+ Q——++—D——+——rF I K T—+—D—F—1L f R
R L—t—D ——+—T ———K———p——F——4 —Q——4—A——t————E———R+ 1— v L —]
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b14-NH3-H20+2H
25%1 826,67
y2 y6b y7 y8 Y2 y10 11 ?12
0% ’ I " u:ﬂ el ] .5... |.|P¢§|I I.II .hs...|u|...'un.luu. ,I..Ju el L blill. s | Y]..Z
0 250 500 750 1000 1250 1500
mj/z
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 17049 8530 16879 16869 14
2 2132 V 15918 179647 15748 1573.8 13
3 3702 1856 353.2 R+1 14928 (7469 14757 1.474.8 12
4 149931 250.1 4823 4813 E 13357 (66837 13187 13177 11
5 6124 3067 5953 /5944 | (120666 (60381 1.189.6 11886 10
6 W6B34N 3422 6664 6654 A 10936 (5473 10765 10756 9
7 EBIESN 4062 7944 7935 Q L0225 5118 10055 10045 8
8 WO26550 463.8 9095 (9085 D 8945 (44771 B877.4 8765 7
9 10736 5373 10565 10556 F (7794 (3902 7624 7614 6
10 12017 6013 11846 11836 K (6324 3167 6153 6144 5
11 W3027 6519 12857 12847 T 15043 4873 4863 4
12 WA177 7094 14007 13997 D  403.2 386.2 3852 3
13 1530.8 W765097 1513.8 15128 L 12882 2712 2
14 17049 853.0 16879 16869 R  175.1 158.1 1



Relative Intensi

al4-NH3+2H+1

100% 853.47 m/z, 2+, 1,704.93 Da, (Parent Error. 0.83 ppm)
L f—V f R+1 f E f |—+-A—4+—Q—F++—D—F——F f K f—T —4+—D——F—1L f R
R f L—+—D —T— K t F { D } Q——+—A— I } E { R+1 "l f L

75%1
50%1

832.67
25% al4-NH3-NH3+2H

y2 y6 y9
. 8 b12
0% . | Y . BIS b6 L LTI/ IO R S £ & 1
0 250 500 750 1000 1250 1500
m/z

B Blons B+2H B-NH3  B-H20 AA  Ylons  Y+2H Y-NH3  Y-H20 Y
1 1141 L 17049 853.0 16879 16869 14
2 2132 V 15918 (7964 15748 15738 13
3 3702 1856  353.2 R+1 14928 (7469 14757 14748 12
4 4993 250.1 482.3 481.3 1.335.7 6683 13187 13177 11
5 12066 603.8 11896 1.1886 10
6 10936 5473 10765 10756 9
7 10225 511.8 10055 1.004.5
8 8945 4477 8774 8765
7794 3902 7624 7614
6324 316.7 615.3 614.4

6124 3 y
68347 3422 6664 665.4
[8ILsT 406.2 794.4 793.5
[926.5 (4638 909.5 908.5
9 1,073.6 53737 1,056.5 10556
10 1,201.7 6013 11846 1.183.6

Ar0-4xm"00>»—-m

HNWAUNON®

11 13027 65197 12857 1.284.7 504.3 487.3 4863
12 14177 '70947 1,400.7 1.399.7 403.2 386.2 385.2
13 1,530.8 (76597 1513.8 15128 288.2 271.2
14 1,7049 853.0 16879 16869 175.1 158.1




Relative Intensity

al4-NH3+2H+1

100% 852.97 m/z, 2+, 1,703.92 Da, (Parent Error. 0.13 ppm)
L—+—V—+—R+1 —E—+—I—+-A—+—Q—++—D— F t—K—+—T—+—D—F+—L— R
R ———+— L ——D——T———K————F——— f—Q——4—A—————E—— R4l — VL]
75%
50%-
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y2 y6 y9 b12
b 7 8 y10
0% _ b3y3 _ Bf b3 JJM.L..M Wog,. Y8 bo| R L W1
0 250 500 750 1000 1250 1500
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1141 L 17049 853.0 16879 16869 14
2 2132 V 15918 (7964 15748 15738 13
3 (37027 1856 353.2 R+1 14928 7469 14757 14748 12
4 14993" 250.1 4823 4813 E 13357 (6683 1318.7 13177 11
5 e124" 306.7 5953 594.4 1 12066 '603.8 1,189.6 11886 10
6 [6B34" 3422 6664 6654 A 10936 5473 10765 10756 9
7 [BILST 406.2 794.4 793.5 Q 10225 511.8 11,0055 1.004.5
8 92657 463.8 9095 908.5 D 8945 4477 8774 8765 7
9 L0736 5373 10565 10556 F 7794  390.2 762.4 7614 6

10 1,201.7 6013 11846 11836 K 6324 3167 6153 6144 5

11 1,302.7 6519 12857 12847 T 504.3 487.3 4863 4

12 B4177 '7094" 1.400.7 13997 D 403.2 386.2 3852 3

13 5308 7659 1513.8 15128 L 288.2 2712 2

14 1,7049 853.0 16879 16869 R 175.1 158.1 1



Relative Intensity

100% v9-NBS NH3:2H

572.33 m/z, 2+, 1,142.64 Da, (Parent Error: -0.39 ppm)
D f I t Q } L +—A R+1 } R+1 } I } R+1
———R+1 t I t R+1 514 1 t t L t Q f : : D
75% pareht 2H-H20
b8
50%
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b8} 1
25%1
yl v2 b3 b7
02 1 ;
0% | [ I T Tl ||| LYI hl\
A A
0 200 400 600 800 1000
mj/z

B Blons B+2H B-NH3 B-H20 AA  Ylons Y+2H Y-NH3  Y-H20 Y

1 116.0 98.0 D 11436 5723 11266 11256 9

2 2291 2111 1 1,028.6 5148 10116 8

3 3572 340.2 339.2 Q 915.5 4583 8985 7

4 4703 453.2 4523 L 787.5 394.2 770.5 6

5 5413 524.3 523.3 A 6744  337.7 6574 5

6 6984" 349.7" 6814 6804 R+1 6034 3022 586.3 4

7 [BS55" 4282" 8384 837.5 R+1 4463 223.6 429.2 3

8 (9686 (4848 9515 950.5 1 289.2 2722 2

9 11436 5723 11266 11256 R+1 (1761 159.1 1




Relative Intensity

100% 57232 m/z, 2%, 1,142.63 Da, (Parent Error. —5.9 ppmm)
I } Q t L +—A—+—R+1 t R+1 } I } R+1
——R+1 } I } R+1 } R+1 +—A } L t Q { | } D
75%
b8
50%"
25% b8-H20} 1
b3 5b6 6
yl y2 Y Y b7 ,;
I | bl.z 4 I l Lo | " l I l lyl lal
0% ] ‘ . —— " .
0 200 800 1000
B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11436 5723 11266 11256 9
2 2201 2111 | 10286 (5148 10116 8
3 3572 340.2 339.2 Q 915.5 458.3 898.5 7
4 maz03n 4532 4523 L 7875 3942 7705 6
5 5413 5243 5233 A (6744 3377 6574 5
6 W69B4N 349.7 6814 6804 R+1 (6034 3022 5863 4
7 UBS557 142820 8384 8375 R+1 (4463° 2236 4292 3
8 §OGB6N 148481 9515 9505 | 2892 2722 2
9 11436 5723 11266 11256 R+l [176:1 159.1 1




Relative Intensity

550.5?
100% S$71.84 m/z, 2+, 1,141.66 Da, (Parent Error. 0,38 ppm)
p— 1 Q————L——+—A— R+1 : R+1 ——— R
R } | + R+1 { R+1+—+—A + L { Q } | } D
75%
y9-NRBL NH3 +2H
50%1
y7+2H
y7-NH3+2H .37 y> -+b8
25%" v2 b3-rep y3 3 a Y y6 v
1
e L o ow o
0% 'lll. Ll d .iu.;k...l Liaddh . —t Lol 'u‘ll llxl .
0 200 400 600 800 1000

mj/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 116.0 98.0 D 11427 5718 11256 11247 9
2 2291 2111 1 10276 15143 10106 8
3 3572 340.2 339.2 Q 9146 4578 8975 7
4 4703 453.2 4523 L 786.5 393.8 769.5 6
5 5413 524.3 523.3 A 6734 3372 6564 5
6 169841 349.7 6814 6804 R+1 (6024 (3017 5853 4
7 (8555 (4282 8384 8375 R+1 (4453 223.1 4283 3
8 (9686 (4848 9515 9505 1 288.2 271.2 2
9 11427 5718 11256 11247 R 175.1 158.1 1



Relative Intensi

y9-NH3-NH3+2H

100% S71.84 m/z, 2+, 1,141.66 Da, (Parent Error 0.15 ppm)
i Q————L——+—A— R+1 : R+1 — R
R f———— R+1 : R+1 —A———L——+——Q———+———I——F——D
75%1
50%1 554.17
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25%1 b
2 b3 b4
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0 200 400 600 800 1000
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B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11427 5718 11256 11247 9
2 2201 2111 | 10276 [5143" 1.010.6 8
3 3572 3402 3392 Q 9146 4578 8975 7
4 4703 453.2 452.3 L 786.5 3938 769.5 6
5 5413 5243 5233 A 6734 3372 6564 5
6 W69B4N 349.7 6814 (6804 R+1 [6024° 3017 5853 4
7 UBS557 142820 8384 8375 R+1 4453° 223.1 4283 3
8 9686 4848 9515 950.5 1 288.2 271.2 2
9 11427 5718 11256 11247 R (1751 158.1 1



Relative Intensity

y9-NH3-NH3+2H

100% S$71.84 m/z, 2+, 1,141.66 Da, (Parent Error. 0,38 ppm)
p— 1 Q————L——+—A— R+1 : R+1 i R
R ———t R+1 bR+ 1 ———A———L——— Q f——I——+——D
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[229.11 2111 1 10276 5143 10106
3572 340.2 339.2 Q 9146 4578 8975
4703 453.2 4523 L 786.5 3938 7695
5413 524.3 5233 A 6734 3372 6564
69847 349.7 6814 6804 R+1 (6024 3017 585.3
/8555 [428:2° 8384 8375 R+1 4453 223.1 4283
96867 484" 9515 9505 1 288.2 271.2
1,142.7 5718 11256 11247 R 175.1 158.1
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Relative Intensi

y9-NH3-NH3+2H

100% S71.84 m/z, 2+, 1,141.66 Da, (Parent Error 0.90 ppm)
D } | } Q 1 L +—A t R+1 } R+1 $ | $ R
R } | { R+1 t R+1 —A } L } Q f | f D
75%4 b8+2H
50%1
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0% yl " b|2 T |.Y-2. T l i 4 .quu'i ), [ .
0 200 400 600 800 1000
m/z

B Blons B+2H B-NH3 B-H20 AA Y lons Y+2H Y-NH3 Y-H20 Y
1 1160 980 D 11427 5718 11256 11247 9
2 2201 2111 | 10276 [5143" 1.010.6 8
3 3572 3402 3392 Q 9146 (4578 8975 7
4 4703 453.2 4523 L 786.5 3938 769.5 6
5 5413 5243 5233 A (6734 3372 6564 5
6 W69B4N 349.7 6814 6804 R+1 [6024° 3017 5853 4
7 18555 4282 8384 837.5 R+1 4453 223.1 428.3 3
8 9686 4848 9515 950.5 1 288.2 271.2 2
9 11427 5718 11256 11247 R (1751 158.1 1




LPS

Derived from human lysozyme
Uniprot ID: B2R4C5

Citrullinated peptides identified when
incubated with PPAD



b6

100% ) 508.82 m/z, 2+, 1,215.63 Da, (Parent Error: 0.36 ppm)
1+R I W —V A—t W R+1 i N } R
1 |\ 1 D L \AL 1 1 I. ] H 1
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¥ 25%7 y2 y3-NFAgN : y5_N,.§ b6-NH3
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0 250 750 1000
m/z
B Blons B+2H B-NH3 B-H20 AA Y Ions Y+2H Y-NH3 Y-H20 Y
1 1581 79.5 141.1 R+1 1,216.6 608.8 1,199.6 9
2 122947 1151 2121 A 1.059.5 5303 1.042.5 8
3 #1527 2081 398.2 w 988.5 494.8 971.5 7
4 2576 4973 \'J 8024 401.7 785.4 6
5 5853 [ 2932 5683 A 703.4 352.2 686.3 5
& 7714 [386.2 7544 w 632.3 316.7 615.3 4
7 19285 4647 911.5 R+1 | 446.2 223.6 429.2 3
8 10425 15218 10255 N 289.2 2721 2
8 1.216.6 608.8 1.199.6 R 1751 158.1 1




Relative Intensity

b8-NH3-NH3+2H

100% | {[‘ 530.28 m/z, 2+, 1,058.54 Da, (Parent Error: 3.8 ppm)
- w —V——A— v : R ——N—ro R+1
] R+1 } N f R } W —A— V i w T
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0 200 400 600 800 1000
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B Blons B+2H B-NH3 B-H20 AA Y Ions Y+2H Y-NH3 Y-H20 Y
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2 2581 w 988.5 494.8 971.5 7
3 357.2 \'} 8024 401.7 7854 6
4 14282 A 7034 352.2 686.3 5
5 6143 w 632.3 316.7 615.3 -
& 7704 [3857 7534 R 446.2 223.6 429.2 3
7 1 8845 | 4427 @ 8674 N 2901 2731 2
8 1,059.5 530.3 1,.042.5 R+1 176.1 159.1 1




Relative Intensity

b5

100% J 473.26 m/z, 2+, 944 .50 Da, (Parent Error: -0.29 ppm),
R —A N : V- —A W : R+1
_ R+1 i W —A—+—V— W +—Apg—R
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0 200 400 600 800
m/z
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2 2281 1146 2111 A 7894 395.2 7724 6
3 14142 207.6 397.2 w 718.4 701.3 5
4 5133 | 257.2 4963 \J 532.3 515.3 4
5 5843 (2927  567.3 A 433.2 416.2 3
& 7704 [3857 7534 w 362.2 345.2 2
7 9455 473.3 928.5 R+1 | 1761 159.1 1



