N-glycosylation of colorectal cancer tissues: a liquid chromatography and mass spectrometry-based investigation
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Supplementary Figure 1. MS/MS spectra of N-glycan structures detected in colorectal cancer tissues. The pooled AA-labeled
glycans released from the colorectal cancer tissues were fractionated by HILIC-HPLC, and subsequently all fractions were analyzed by
MALDI-ToF-MS. In addition, many HILIC-fractions were analyzed by ESI-ion trap-MS/MS (positive-ion mode) and MALDI-ToF-MS/MS
(negative-ion mode). The obtained fragmentation spectra, in combination with general knowledge of human glycobiology, were used for
structural assignments. Based on this interpretation, the presence of structural isomers can not be excluded. The MS/MS fragmentation
spectra were interpreted manually and using ProteinScape software. Glycan compositions as well as proposed schematic structures are
given where possible. The spectrum numbers refer to Supplementary Table 1. Glycan schemes were prepared using GlycoWorkbench
(Red triangle, dHex, fucose; yellow circle, Hex, galactose; green circle, Hex, mannose; blue square, HexNAc, N-acetylglucosamine;
white square, HexNAc, N-acetylhexosamine; purple diamond, NeuSAc, sialic acid; S, sulfate; Ac, acetyl group). Lift, MALDI-ToF/ToF-MS
experiment.
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. o_I__q F:;.--—‘4 570.27
=08 i
= | 512.23 >—.—.—AA
0.a —_ :).—I—O
__ O_I_>—.+AA
0.4 -
__ 880,25 :}7
D.Z—_ :>_° -
J ‘ 75854 83¢.25
a 614.26 o -
J 3 &0 1 1077.24 1228.45
00 II 'ggll'“ Uil | Ly I“II | |I lll I||i|\l|‘ L || I | IIII a1 I| 11 ETINN | .
400 500 300 1000 1200 mfz
Cmpd 121, +MSn(772.3), 14.8 min [Cmpd 121, +M5n(772.3), 14.8 min]
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Spectrum 28

BRORER
(>0

Glycan Search Report

Glycan: 9

° omm~

O
®

Project path:
MS data:

Parent m/z:

Composition:

Accession:

IN-glycans cancer/25141/comp_25141.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25141_01.d/
comp_25141.mgf

780.2900 2+ Score: 34.511
Hex5HexNAc3-AA Intensity coverage [%]: 0.23
36316 Fragment coverage [%]: 0.52

366.10 I}F._M bﬂ

620,16 :
370,29

x10% 7
m | Bt
40 ._.'5.—‘1
3.0 4
= ]
= ]
@ ]
g 2
= ]
2.0
1.0
] 528,13
0.0 ..l....|....l....|.........|....l'..'.'.l.'..l.l..."..',
200 300 400 500

600 700 800 200

1677.65
1343.36
145364
o 2075.78
| 1792.75 |

1000 1100 1200 1300 1400 1500 1600 1700 1300 1900 2000 mfz

Cmpd 157, +MSn(779.2), 16.4 min [Cmpd 157, +M5n(779.2), 16.4 min]
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Spectrum 29

ESI MS/MS of 792.8 [M+2H] #*
dHex1Hex3HexNAc4-AA
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Spectrum 30

<)
g -an Glycan Search Report
Glycan: 7
Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
.—‘>. 1582_fraction48/0_b13/1/1582.6000.lift/ 1sref/pdata/1/1r
AA
. ./ . Parent m/z: 1582.5899 -1 Score: 51.758
Composition: Hex3HexNAc4dHex1-AA Intensity coverage [%]: 0.68
Accession: 2620 Fragment coverage [%]: 0.39
x10? _f -
S.El—f
—E 1154.50 :}_._LM
40 ppo T N P
] I 1582.61
- F_I_ .F:? .;>—I—I—AA
] = Bs AR
?”a‘ 3.0 _: o5 -8 ._:>_Q :}4
E E =5 ._:}'_“ 137979
_: 457.33 ._>_° ._>—H :}—0
2.0—; N oo
] 590,45 ‘;.—.—I—AA
] o :::>._J 1217.69
1.0 — 951.45
] o - R 1436.80
= 119.03
0.0 ] |y iII ||L 1T || | P | ||I [T | I L |I |, 5|SE-II3'S FTT I:.._‘Sll_e 1 1 1 1':'1j-52 1 | |I ]
U DL R B L L B B B B L L L R I B L B B L I R I L LR B UL LN I I L TTTTTTrTTT
0 100 200 300 400 500 1000 1100 1200 1300 1400 1500 1600 m/fz

500 700 800 200
Lift of 1582_fraction48\0_B13\111582.6000.LIFT July 28, 2010 10:53 AM
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Spectrum 31

"
g -an Glycan Search Report
Glycan: 1
Project path: IN-glycans cancer/25139/comp_25139.mgf
MS data: G:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25139_01.d/

’ AA
. Parent m/z:

comp_25139.mgf

. ./ 792.8059 2+ Score: 81.871
Composition: Hex3HexNAc4dHex1-AA Intensity coverage [%]: 0.94
Accession: 36231 Fragment coverage [%]: 0.71
x10®
E 1381.43
4.0 —:
3.0—3
2.0—3 F_'_I_AA ._>—I—LAA
] s
4 ST : 3
1.0—: o F_'_I_AA M r-—;l - I s :?—I—I—AA
E F_I_AA ” :}_‘1 1219.49
] 366.11 529.13 569,18 546,33 69225 73127 73243 892,34 932.47 o 1]6'44 1057.45 1123.57 | |
001 . | . T . | ; s | . e . | - | . | . | . |
400 00 800 1000 1200 mfz
Cmpd 129, +MSn(792.8), 16.0 min [Cmpd 129, +M5n(792.8), 16.0 min]
ProteinScape 3.0 Printed: October 4, 2011 2/ 2




Spectrum 32

<)
g -an Glycan Search Report
Glycan: 2
Project path: /N-glycans cancer/25142/comp_25142_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25142_01.d/
AA comp_25142_01.mgf
Parent m/z: 800.8033 2+ Score: 72.508
Composition: Hex4HexNAc4-AA Intensity coverage [%]: 0.58
Accession: 36343 Fragment coverage [%]: 0.91
x10°
] o AR
5'0_: A = :_;.—.—.—AA F_:::>._._._
] Jeg. 10
B :>—I+AA 1235.52
7 on o oo
] 1032.40
E 1397.54
£ 5.0
_f 5o s oo m
e e oo
_E 370,34
E AR o_:::;-—-—.—AA
1.0—; oo " '—:;._._J 1073.44
] 528.19 'F :
. 590,24
E 407.16 562.25  g13.14 i ‘ ll 791.43
0.0 |""I""|""I""|""I""|'I"'I'"'Il""l"'l!|""I""|""I""|"'I""|""I""|""I""|""I""""I
300 400 500 00 1100 1200 1300 400 mfz
Cmpd 140, +I'v15n[SDD 8]r 14.7 min Cmpd 140 +MSn(800. S] 14.? min]
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Spectrum 33

Lift of 1621.4 [M-H]
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Spectrum 34

"
g -an Glycan Search Report
Glycan: 13
Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
AA 1639_fraction47/0_b12/1/1639.6000.lift/ 1sref/pdata/1/1r
- Parent m/z: 1639.6114 -1 Score: 28.883
Composition: Hex3HexNAcS5-AA Intensity coverage [%]: 0.37
Accession: 1032 Fragment coverage [%]: 0.23
x10° —:
1.6 —
_‘ 1639.61
1.4 -
1.2—_
1.0 __ }I—I—M
E D.S—_ b—.—.*ﬂﬂ*
B 1436.84
0.6 e }—I—I—AA
—_ 262,09 1565.25
04 _— "S- DX "2
N 341,16 RoE-mAA
0.2+ = e 536,31 1192,74 1357.58
u 119.00 144,14 —_— 1274.71
oo Lo D L ULl L |.|,|,.,,|.|.|_5,3?,*;,,,,f,?#l,,.jﬁﬁ,,l,,,,_,,,I,,.??E,?,,,l,,,,||,,,.,I,,,.,II,,|,,|,,,,I|,,|,,I,,,,_,,,I,l.,,l,l.,,l i
100 ZDD 300 400 500 500 1000 1100 1200 1300 1400 1500 1500 m/z
Lift of 1639 fract|0n4?\ﬂ 512\1\1539 6000. LIFT July 28, 2010 10:53 AM
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Spectrum 35

!
g -an Glycan Search Report
Glycan: 3
Project path: IN-glycans cancer/25139/comp_25139.mgf
MS data: G:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25139_01.d/
AA comp_25139.mgf
- Parent m/z: 821.3166 2+ Score: 61.071
Composition: Hex3HexNAcS5-AA Intensity coverage [%]: 0.88
Accession: 1032 Fragment coverage [%]: 0.43
x10%
1.2 4
T 1438.48
1.EI—_
D.S—_
- D.G—_ 5
__ B A 1235.47
|
0.4 - g
i B A4 }
0.2+
J 1073.45
_ AN
3R6.09 603.24 73126 893,32 | o
R R G L T T T e e
200 400 &00 800 1000 1200 1400 1500 1800 2000 2200 2400 2600 mfz
Cmpd 119, +MSn(821.3), 15.5 min [Cmpd 119, +M5n({821.3), 15.5 min]
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Spectrum 35
MS/MS 821.4 [M+2H]?*
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Spectrum 36

Lift of 1662.5 [M-H]-
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Spectrum 37

Glycan Search Report

Glycan: 5

v
.>...AA
@

Project path:
MS data:

IN-glycans cancer/25139/comp_25139.mgf

G:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25139_01.d/
comp_25139.mgf

i . _ Parent m/z: 832.7843 2+ Score: 35.356
Composition: Hex3HexNAc4S1dHex1-AA Intensity coverage [%]: 0.65
Accession: 17280 Fragment coverage [%]: 0.19
xlDS__
. F_._>—I—LAA
104 1381.51
T F._>—-—Iﬂi\ﬁ«
0.8 F_>—-—LAA
=4 a 1178.45
§ B8 H—:>._°
: e N T
0.4 — a_._:)ﬁ s }—I—Lﬂﬁ (EL.}H
7 B
. e E—-—>—° (EL-—>_'_I_AA : [ .. 1461.43
282.93 (E; » N1
0.2 . yy 1016.33
| 366, 10 >_._L D’—I—>_‘1 (EL.}_Q 1298.45
. 457.08 750.50 152344
_ 7.87 | TI5.47 893,32 943.43 107344
0.0 1l II [ | FEETET ST | Ll | il”lh Ll [ I 1  l A 1 1 I 1
e L B A B B B i B R B e I A I B B e
300 400 500 600 700 800 S00 1000 1100 1200 1300 1400 1500 m/z
Crmpd 239, +MSn(832.8), 22.3 min [Cmpd 239, +MSn(832.8), 22.3 min]
ProteinScape 3.0 Printed: October 4, 2011 6 /6




Spectrum 38

"
g -an Glycan Search Report
Glycan: 4
Project path: /N-glycans cancer/Lift spectra 01/CombinedUNKNOWN
MS data: c:/documents and settings/ciabalog/desktop/17-02-11/17-02-11/lift of
1662.54/0_d5/1/1662.5470.lift/ 1sref/pdata/1/1r
A Parent m/z: 1662.5895 -1 Score: 27.982
Composition: Hex6HexNAc2dHex1-AA Intensity coverage [%]: 0.53
Accession: 29018 Fragment coverage [%]: 0.15
)-(104 _:
7.0 ]
] 1662.65
5.0 —_
] %‘,D—.—LAA
5.0 —_
g 4.0—_
= ] 1174.58
20 b '_%—G
2.0 —_
] oo L. e T W
! m I " 972.05 130,02
o] e YN Soas
b o e 1564.89
] 262.95 oo 433,15 911 1436.92
4 37.61 202,83 | | 749.15 1046.00
e L L L L L L D R L L L L B R L R L RN AR R B R LR RN RN RRL R RERRIRARS T
o] 100 200 300 400 500 600 700 300 900 1000 1100 1200 1300 1400 1500 1600 m/z
Lift of 1662.54\0_D5\111662.5470.LIFT February 17, 2011 2:38 PM
ProteinScape 3.0 Printed: October 10, 2011 5175



Spectrum 39

"E"E%" Glycan Search Report
Glycan: 25
Project path: /N-glycans cancer/25143/comp_25143_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf
an Parent m/z: 832.8057 2+ Score: 30.433

Composition: Hex6HexNAc2dHex1-AA Intensity coverage [%]: 0.40
Accession: 29018 Fragment coverage [%]: 0.23

x10° _| r-—:
.ﬁ._.ﬂ 'L:>o—J 565,66

e 325.09 1641.73
L5 1014.34
i 426,61 £69,68
= 852,20 '_:>'>—H
o i
@
£ 10
. 750.69 1176.39
0.5
| | |t ‘|| | - || i o
LRARN LARRNARRRLARRY RARERARRN L R L L e L R B L L L R R S L LR LA LA LR LA LR LR RAARY LR s LERRS
200 300 400 500 800 700 800 500 1000 1100 1200 1300 1400 1500 1600 1700 1800 1300 2000 2100 2200 2300 mfz

Crmpd 142, +MSn(831.4), 13.5 min [Cmpd 142, +MSn(831.4), 13.5 min]

ProteinScape 3.0 Printed: October 4, 2011 26 |/ 26



Spectrum 40

<)
g -an Glycan Search Report
Glycan: 2
Project path: /N-glycans cancer/Lift spectra 01/CombinedUNKNOWN
MS data: c:/documents and settings/ciabalog/desktop/17-02-11/lift of 1678.69/0_e10/1/1678.6900.lift/
1sref/pdata/1/1r
ap Parent m/z: 1678.5844 -1 Score: 42.308
Composition: Hex7HexNAc2-AA Intensity coverage [%]: 0.61
Accession: 2255 Fragment coverage [%]: 0.29
)-(105 _-
1.4__
__ 1675.78
1.2—_
1.0 —_
£ 05 ] *9*“““
0.6 —_
n ;'—'—*M AR 1516.91
o 2_‘ i ; A
- o~ 3 527.26 1379.66
_ 99125 3z 14 103026 $195,12 1582.00
b 425.21 708,30 870,26
0.0 I""|""'I'I"'|"''I'I"'l""I""|""'I"''|'"'I"''|""I""|I""I""|""I"''|""I"''|'I'"I""|""I"I"|""""|""I""|IIIIIIII THrTTTTTTT
100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1800 m/z
Lift of 1678.69\0_E10%11678.6000.LIFT February 17, 2011 2:50 PM
ProteinScape 3.0 Printed: October 10, 2011 373



Spectrum 41

"
g -an Glycan Search Report
Glycan: 6
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
comp_25147.mgf
A Parent m/z: 840.8031 2+ Score: 53.720
Composition: Hex7HexNAc2-AA Intensity coverage [%]: 0.72
Accession: 9035 Fragment coverage [%]: 0.40
4 _|
0 B s o
>0 597.68 678,70
25 —_
] 750,60 F?'_FM
.20 _ P 9—.—.—%
% ] 34311 f—
1.5—: 103240
Lo 1194.41
: yu—u—m
0.5 —_
- 1663.58
] | | "l I | “I “ || | | | | | | 1333.70 226280
0.0 ] | I
T[T T T T T T T T T T T T T T irToT LN L L L L L R L R LN N RN N RN LR RN LN LR LN R
200 300 400 500 00 ] 800 Q00 1000 1100 1200 1300 1400 1500 1600 1700 1300 1900 2000 2100 2200 2300 mfz
Cmpd 155, +MSn(840.8), 13.6 min [Cmpd 155, +M5n({840.8), 13.6 min]
ProteinScape 3.0 Printed: October 4, 2011 717




Spectrum 42

!
g -an Glycan Search Report
Glycan: 4
Project path: IN-glycans cancer/25141/comp_25141.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25141_01.d/
A comp_25141.mgf
Parent m/z: 844.8113 2+ Score: 57.766
‘ U
Composition: Hex4HexNAc3NeuAc1-AA Intensity coverage [%]: 0.93
Accession: 13311 Fragment coverage [%]: 0.36
x10° |
2.5 r_:;.—I—J :>o—-+AA
h A A —0—m—
N 1032.35
T F—O—I—>_.+AA
20 657,19
7 :).—.—.—AA
= 1.5—_
B PR :>n
1.0—_ FmAR H—:>'_'_"
366 870,31
| bo—-—‘q
. AN
0.5 ._O_._:\/'—I—I—AA F_O_._>—I—I—AA
528,16 :> »
: * 0 70827 312,27 1397.40
B 274,03 . 763,85 e 1235.48 _
| 45420 H . R S H L , 10B30S 118341 | .13_’?'49
chllllI""|'"'I""|'"'I'"'|""I'"'|""I""|""I""|""I'"|'"'I""|'"'I""|'"'I""|'"'I""|""I""|""I
300 400 500 600 F00 300 900 1000 1100 1200 1300 1400 mfz
Crmpd 222, +MSn(844.8), 19.9 min [Cmpd 222, +MSn(844.8), 19.9 min]
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Spectrum 43

"
g -an Glycan Search Report
Glycan: 10
Project path: IN-glycans cancer/25145/comp_25145.mgf
\ 4 MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
o B B ~ : :
O .// Parent m/z: 845.3215 2+ Score: 64.962
Composition: Hex4HexNAc3dHex2-AA Intensity coverage [%]: 0.64
Accession: 36367 Fragment coverage [%]: 0.66
o
: oL oles g ommdee
i 1178.44
2.0 b’_-‘ r_:).—J F>—-—I—M
1 s ol
T 306,09
% o od
;o 1. o I Sentas
£ 4 512.14 1324.43
- ?—.—I—AA
1.0 —
— F‘>_._J 1016.35
| 657,18 ;'—'—L“A
0-5—_ 708, 27 O_I_>—J
T an 370,31
i 772,26
_ i I ‘ 938.47 1525.57
0.0 2"—:"-'? ' 1| 1 | ot b 4ol ad la 1 Jlil | || ' I 1 b 1 ) i
L L L B B L L I B B B L L L L L B B L L L LA B I LU LN BULIURE I
300 400 500 600 1100 1200 1300 1400 1500 m/z

700 800 900 1000
Crmpd 178, +MSn(845.3), 13.7 min [Cmpd 178, +MSn(845.3),

13.7 min]

ProteinScape 3.

0

Printed:

October 4, 2011
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Spectrum 44

!
g -an Glycan Search Report
Glycan: 24
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
n comp_25147.mgf
Parent m/z: 853.3190 2+ Score: 24.121
Composition: Hex5HexNAc3dHex1-AA Intensity coverage [%]: 0.46
Accession: 29095 Fragment coverage [%]: 0.13
5
x107 _|
1 I
i 366,08 O_I_>_H
08— Q_E}—H
0.6 — ;- i FP_H
= | 783.74 Q—Pﬂ 1432.51
E — 1201.45
0.4+ ._>—I—J .F:>_H PP_._FM
—_ O—I}.ﬁ 1320.47
_ opes o e
0.2 - " ::;.—H—AA
7 528.14 103%.33 )
i o021 1381.48 1547.28
| 314.09 #5111 l 1671.31
D'u'""|""I""|""I""|""I""|"""" IIIIII""|'I'l'll"l'l'l"l""'|I""I""|""I""|III
300 400 500 600 700 300 500 1000 1100 1200 1300 1400 1500 1600 m/z
Crmpd 251, +MSn(852.3), 17.7 min [Cmpd 251, +MSn(852.3), 17.7 min]
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Spectrum 45

"
g -an Glycan Search Report
Glycan: 17
Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
A4 Parent m/z: 853.3190 2+ Score: 42.735
Composition: Hex5HexNAc3dHex1-AA Intensity coverage [%]: 0.70
Accession: 8033 Fragment coverage [%]: 0.26
xi0® | A "
1.0
- Ful
| T >—ITAA %'_._I_AA 1340.43
) I—>_° o
0.8 —
i ._>—0 >>_O 1178.47
—_ 366,08 ._>_G ::I =
= 0.6 2
§ | iy E
0.4+ )—I—I—AA
0.2+ F_I_ 1016.34 b_q
| ._.'\,9—4 528.15 £50.20
7 S 1073.40
1 I 533.66 ] | 1502.52
0.0 IIIIII|IHlllIHlllllllllI-QIL;I:IHHll“IlllllllllllllllllllllllII I..|....,..'.|.|||.I.'.|I.||....|'E...'.|'....|....|....|..'. S F S ——.
300 400 500 600 700 300 200 1000 1100 1200 1300 1400 1500 m/z
Cmpd 167, +MSn(853.3), 13.3 min [Cmpd 167, +MSn(853.3}), 13.3 min]
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Spectrum 46

BRORER
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Glycan Search Report

Glycan: 3

Project path:
MS data:

/N-glycans cancer/Lift spectra 01/CombinedUNKNOWN

c:/documents and settings/ciabalog/desktop/17-02-11/17-02-11/lift of
1719.623/0_f8/1/1719.6230.lift/ 1sref/pdata/1/1r

.
/\. B B ~ Parent m/z: 1719.6110 -1 Score: 41.687
. ./ Composition: Hex6HexNAc3-AA Intensity coverage [%]: 0.38
Accession: 36317 Fragment coverage [%]: 0.46
xio* ]
8.0
] 1719.64
7.0
6.0 ]
S.D—_
2]
£ 40
] b’—.—.—m
3.0—_
] O_b—.—.—m
2.0
] b’—.—.—ﬁuﬂ\ 1540.33
] [ o b:;p—.—.—m
10+ o R 1394.63
b 425,19 -
] 113.75 179.91 342.14 4827 §73.25 1030.77 1132.70 | | | “
0.0 A1 PETET I M A | ' 1 L | 1 Ty || | |
e R s B i B LI w8 L S B R e REmma N L e ey S
100 200 300 400 500 &00 00 300 200 1000 1100 1200 1300 1400 1500 1600 1700 m/z
Lift of 1719.623\0_F8\141719.6230.LIFT February 17, 2011 3:05 PM
ProteinScape 3.0 Printed: October 10, 2011 4 | 4




Spectrum 47

!
g -an Glycan Search Report
Glycan: 5
Project path: /N-glycans cancer/25143/comp_25143_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf
;. B B ~ Parent m/z: 861.3164 2+ Score: 70.455
. ./ Composition: Hex6HexNAc3-AA Intensity coverage [%]: 0.87
Accession: 36317 Fragment coverage [%]: 0.57
)-(105 __
1.4—_
b 1356.47
. Ros
l.D—_ : o o UL
B AR
. 366,09
E 0.3—_ 1184.43
0.6 —
0.4—_ H_>—I+AA :P_‘q :b'_.ﬂ
. om-o— : an " :)'—'—'—M‘ 1032.36
0.2 — [ B atal
7] 528,15 0072 780.28 .
7 | 518,16 ] | 942.18 1103.98 1518.52
e L L B B L L L e L L B B B B B L B B I B LI I I IS IS B
300 400 500 a0l 700 300 500 1000 1100 1200 1300 1400 1500 m/z
Crmpd 170, +MSn(861.3), 14.9 min [Cmpd 170, +MSn(861.3), 14.9 min]
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Spectrum 48
ESI MS/MS of 865.8 [M+2H] 2*
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Spectrum 49

Glycan Search Report

Glycan: 9

Project path:
MS data:

Parent m/z:

Composition:

Accession:

/N-glycans cancer/Lift spectra/CombinedLIFT

c:/documents and settings/ciabalog/desktop/new folder/lift of
1744 _fraction54/0_b19/1/1744.6000.lift/ 1sref/pdata/1/1r

1744.6427 -1
Hex4HexNAc4dHex1-AA

36233

Score:

47.279

Intensity coverage [%]: 0.38

Fragment coverage [%]: 0.58
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Lift of 1744 _fraction54\0_B19\1\1744.6000.LIFT July 28, 2010 10:53 AM
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Spectrum 50

g -an Glycan Search Report
Glycan: 1
Project path: IN-glycans cancer/25141/comp_25141.mgf
\ 4 MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25141_01.d/
comp_25141.mgf
, B B ~
—~ - Parent m/z: 873.8323 2+ Score: 89.230
O . .
Composition: Hex4HexNAc4dHex1-AA Intensity coverage [%]: 0.95
Accession: 36233 Fragment coverage [%]: 0.84
xlDﬁ ]
2.0
] o
) O_:}_._L 1543.53
. At
1.5 e O_._>—I—LAA
] o adan
) 138151
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£ 104 o_._?—-—Lm
1 o E
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= o—— }'—.—I—AA
T »—I—I—A{-‘q
0.5 F"I_M o—-—o’\"_J o—::>._‘| ,L>_._LM
| 366,12 O—l—a—
s oy ]
§ F_I_AA o—:::>'_" 1173.45
i 1016.40 1235.48
s66.24 528,17 618.25 73138 79280 833.31
e e e e S R R
300 400 500 600 700 800 500 1000 1100 1200 1300 1400 1500 m/z
Crmpd 142, +MSn(873.8), 15.5 min [Cmpd 142, +MSn(873.8), 15.5 min]
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Spectrum 51

BRUKER
(>0

Glycan Search Report

Project path:

u .\/. B E ~ MS data:

IN-glycans cancer/25145/comp_25145.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf

Parent m/z: 873.8323 2+ Score: 35.090
Composition: Hex4HexNAc4dHex1-AA Intensity coverage [%]: 0.49
Accession: 29189 Fragment coverage [%]: 0.25
)-(105 __
N b—.—.—m O_E}—I—Q
T :>.—.—.—AA
L0 p—?_H -;..;._0 1340.49
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1 T FF;HH\A E
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o e 0 °r 0 Crmpd 181 lj+I'«1Sn(8]'3 2), 13 8 min [Cmpd 181 +MSn(8?3 8), 111308 min] 1200 =00 o 00 m/z
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Spectrum 52

>
g -an Glycan Search Report
Glycan: 2
Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
AA comp_25145.mgf
Parent m/z: 881.8297 2+ Score: 86.713
Composition: Hex5HexNAc4-AA Intensity coverage [%]: 0.96
Accession: 32132 Fragment coverage [%]: 0.79
XlDﬁ T O_.F:pp—.—.—AA
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E i O_'F::>o—4 1032.38
] o mman
1.0 —
] > T e n
] FEl-AR 5._._._,“ F_:)o—-—-—m\
05 oo oue
. Of::::;.-—,« 1235.46
- 528.17 870,33
N 690,22 | ‘
B0 "'|-"-'|""|'-"""|""I"-'|6'lg"?'3'I-"-||":'42"?S'-'3":"::[:;4"'l""'I|""|""|-"-|""'|'-"|"'"|"-'|""|-"' ""-|""'-"l""lslé?"sﬁ'|-'

300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 m/fz
Crmpd 197, +MSn(881.8), 14.3 min [Cmpd 197, +MSn(881.8), 14.3 min]
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Spectrum 53
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Spectrum 54

Glycan Search Report

Glycan: 11

Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
AA 1785_fraction51/0_b16/1/1785.7000.lift/ 1sref/pdata/1/1r
- Parent m/z: 1785.6693 -1 Score: 42.446
Composition: Hex3HexNAc5dHex1-AA Intensity coverage [%]: 0.55
Accession: 1040 Fragment coverage [%]: 0.33
)-(104 :
5.0
: 1785.71
5.0 —_
4.0 _
;] “>elo
E 3.0__
: DX Hele "Dl
] re-e han
20 - } 3
- e
] 262,12 r_;, I 1154,57 158293
10 F-I-AA 437.31 M }_Q
T — e
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1] 100 200 300 400 500 600 00 800 00 1000 1100 1200 1300 1400 1500 1600 1700 1800 m/z
Lift of 1785_fraction51\0_B16\1\1785.7000.LIFT July 27, 2010 7:09 PM
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Spectrum 55

>
g -an Glycan Search Report
Glycan: 7
Project path: /N-glycans cancer/25142/comp_25142_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25142_01.d/
AA comp_25142_01.mgf

- Parent m/z: 894.3456 2+ Score: 35.761
Composition: Hex3HexNAc5dHex1-AA Intensity coverage [%]: 0.47
Accession: 1040 Fragment coverage [%]: 0.27

x10° 7
2-0—_ 1584.60
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[T PR ErTEN N | 3

0.0 I 1 PRI 3 1 ' H
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400 So0 500 700 800 200 1000 1100 1200 1300 1400 1500 1600 mfz
Cmpd 188, +MSn(894.3), 16.6 min [Cmpd 188, +M5n({894.3), 16.6 min]
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Spectrum 56

902.3
902.8 ESI MS/MS of [902.2+2H]?*
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Spectrum 57
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Spectrum 58

<)
ga-an Glycan Search Report
Glycan: 18
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
comp_25147.mgf
AR Parent m/z: 0913.8321 2+ Score: 36.347
Composition: Hex7HexNAc2dHex1-AA Intensity coverage [%]: 0.74
Accession: 29019 Fragment coverage [%]: 0.18
4
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B.D—: :>' 3 ._._%—H
7] e—e— :
7.0 325,07 oo .+">:>—H ._._:>.;'—.—I o 1176.41 .+>:>._°
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Cmpd 172, +MSn(912.8), 14.3 min [Cmpd 172, +MSn(912.8), 14.3 min]
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Spectrum 59

>
g -an Glycan Search Report
Glycan: 2
Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
.>. r 1832.6_fraction58/0_b23/1/1832.6000.lift/ 1sref/pdata/1/1r
AA
— _ Parent m/z: 1832.6587 -1 Score: 67.269
¢ O R O
Composition: Hex4HexNAc3NeuAc1dHex1-AA Intensity coverage [%]: 0.81
Accession: 36111 Fragment coverage [%]: 0.56
)-(105 7
2.0 -
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] v 1. L. L S o mkan I vom St

] - —om om0
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115.96 314.95 424.16 487,24 57221 880,41 53542 910.49 1014,60 117670 1372.56 161175 yegc 35

e e B e e SYTH i N
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Lift of 1832.6_fraction58\0_B23\1\1832.6000.L1FT July 28, 2010 11:58 AM

ProteinScape 3.0 Printed: October 10, 2011 373



Spectrum 60

>
g -an Glycan Search Report
Glycan: 4
Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
. A Parent m/z 017.8403 2 Score 81.672
— P : . + H .
¢ O R O
Composition: Hex4HexNAc3NeuAc1dHex1-AA Intensity coverage [%]: 0.91
Accession: 36111 Fragment coverage [%]: 0.73
st : FO—I—?_._I_
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Cmpd 325, +MSn(917.8), 19.6 min [Cmpd 325, +M5n{917.8), 19.6 min]
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Spectrum 61

<)
g -an Glycan Search Report
Glycan: 1
Project path: /N-glycans cancer/25143/comp_25143_01.mgf

MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/

>. " B ~ comp_25143_01.mgf
¢ O B @ Parent m/z: 9258377 2+ Score: 91.782

Composition: Hex5HexNAc3NeuAc1-AA Intensity coverage [%]: 0.95
Accession: 36337 Fragment coverage [%]: 0.89
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Crmpd 245, +MSn(925.8), 19.0 min [Cmpd 245, +MSn(925.8), 19.0 min]
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Spectrum 62

<)
g -an Glycan Search Report
Glycan: 8
Project path: IN-glycans cancer/25147/comp_25147.mgf
A 4 MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
. comp_25147.mgf
o mE ~
. ./ Parent m/z: 034.3454 2+ Score: 49.528
Composition: Hex6HexNAc3dHex1-AA Intensity coverage [%]: 0.66
Accession: 36119 Fragment coverage [%]: 0.37
)-(104 :
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Crmpd 142, +MSn[934 3], 13.1 min [Cmpd 142, +MSn(934.3), 13.1 min]
ProteinScape 3.0 Printed: October 4, 2011 9/ 9




Spectrum 63

C><)
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Glycan Search Report

Glycan: 1

e
o H H ~

Project path:

MS data:

IN-glycans cancer/25145/comp_25145.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf

’ <,> . . Parent m/z: 0946.3510 2+ Score: 90.886
Composition: Hex4HexNAc4NeuAc1-AA Intensity coverage [%]: 0.93
Accession: 36345 Fragment coverage [%]: 0.88
xlDE' __ na
; ~o—E—— A
4 ::>' Em-AA F_O_:::)o—.—.—m
1.0 — 0
| 657,20 1052.38 123547 0—0—:::: m
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Crmpd 324, +MSn(946.3), 19.6 min [Cmpd 324, +MSn(946.3), 19.6 min]
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Spectrum 64

>
g -an Glycan Search Report
Glycan: 4
Project path: /N-glycans cancer/25143/comp_25143_01.mgf
M MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
B~ comp_25143_01.mgf
I Parent m/z: 046.8612 2+ Score: 78.128
Composition: Hex4HexNAc4dHex2-AA Intensity coverage [%]: 0.76
Accession: 36232 Fragment coverage [%]: 0.81
x10°
3.0 —_
4 O_I}_._LM 1689.59
A ke
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Crmpd 169, +MSn(946.8), 14.8 min [Cmpd 169, +MSn(946.8), 14.8 min]
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Spectrum 65

Glycan Search Report

Project path:
\ 4 MS data:

/N-glycans cancer/Lift spectra/CombinedLIFT

c:/documents and settings/ciabalog/desktop/new folder/lift of
1906.7_fraction59/0_b24/1/1906.7000.lift/ 1sref/pdata/1/1r

—~ - Parent m/z: 1906.6955 -1 Score: 48.617
OE B
Composition: Hex5HexNAc4dHex1-AA Intensity coverage [%]: 0.38
Accession: 36269 Fragment coverage [%]: 0.63
)-(104 4
| E e a. T ealu
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] oE el
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Lift of 1906.7_fraction59\0_B24\1\1906.7000.LIFT July 28, 2010 12:15 PM
ProteinScape 3.0 Printed: October 10, 2011 91/ 9
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Spectrum 66

Glycan Search Report

Project path:
MS data:

/N-glycans cancer/25143/comp_25143_01.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf

—~ _ Parent m/z: 054.8587 2+ Score: 86.071
N - .
Composition: Hex5HexNAc4dHex1-AA Intensity coverage [%]: 0.96
Accession: 36269 Fragment coverage [%]: 0.77
xlDE'—
B 1543.55
4.0 |
| O_._>—I—J
E B }—.—I—AA
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oo s e w b
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Crmpd 179, +MSn(954.8), 15.3 min [Cmpd 179, +MSn(954.8), 15.3 min]
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Spectrum 67

>
g -an Glycan Search Report
Glycan 13
_ Project path: IN-glycans cancer/25147/comp_25147.mgf
e \/. B E ~ MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
@ comp_25147.mgf
Parent m/z: 054.8587 2+ Score: 41.604
Composition: Hex5HexNAc4dHex1-AA Intensity coverage [%]: 0.73
Accession: 10190 Fragment coverage [%]: 0.24
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14 o—f—>’_" E
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Cmpd 163, +I'v15n[954 a), 14 0 min [Cmpd 163, +MSn(954.8), 14.0 min]
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Spectrum 68

<)
g -an Glycan Search Report
Glycan: 18
Project path: /N-glycans cancer/25143/comp_25143_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf
O A4 parent miz: 062.8561 2+ Score: 34.897
Composition: Hex6HexNAc4-AA Intensity coverage [%]: 0.28
Accession: 36353 Fragment coverage [%]: 0.44
xlD4
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Crmpd 427, +MSn(963.4), 28.5 min [Cmpd 427, +MSn(963.4), 28.5 min]
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Spectrum 69

>
g -an Glycan Search Report
Glycan: 8
Project path: /N-glycans cancer/25142/comp_25142_01.mgf

MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25142_01.d/

Ac >. B B ~ comp_25142_01.mgf
‘ \_/ . . Parent m/z: 067.3563 2+ Score: 34.490

Composition: Ac1Hex4HexNAc4NeuAc1-AA Intensity coverage [%]: 0.56
Accession: 7875 Fragment coverage [%]: 0.21
ot ]
B QG

20 oo™
4 >—I—I—AA 1032.3%

. o m e
15— A0°—o—.—>_°
| Bas .;.')Q—J
- |
= |
] ¢ c A
£ | ey LO_:::)E F_:)o—.—-—
10 366.10 699,23
e 595.30 1194.42
._:D'—J A‘c_o_::..)D—I—I—M
8 FE-E-AA F—o—::>._.+AA
05 537,14 1730.65
] % one
: 1387.56
1 599,27 732,35 S
L e N M 1 SR MMM RN -
300 400 500 &00 700 1300 1400 1500 1600 1700 m/z

800 300 1000 1100 1200
Crmpd 291, +MSn(967.4), 20.7 min [Cmpd 291, +MSn(967.4), 20.7 min]

ProteinScape 3.0 Printed: October 4, 2011 9/ 9



Spectrum 70

<)
g -an Glycan Search Report
Glycan: 12
Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
AA Parent m/z: 067.3745 2+ Score: 58.743
Composition: Hex3HexNAc5dHex2-AA Intensity coverage [%]: 0.64
Accession: 36714 Fragment coverage [%]: 0.54
)-(105 _:
3.0 1730.64
25 —_
= 2.0 —_
g i}rl,%
15 _' :::>'_H
T IF )—.—I—AA
J o > - I AR
. A
1.0+
_ ST Y e 2o e
1L L o > [
0'5—: e 138151
1 a50.qg 90710 55518 — 1173.44 144362
i 450,15 632.85 694.09 @ 763.32 |.l | 989|'3|9 1'3'3'|3-31 1091.44 | 1253.68 1663.60
0.0 ||||||'||||||||||||||||||||||'|||||||'|'|'I|||||||I||||'|”||I||||'||'||I|||.!|'|'|h|'||'|'|||I||||'||'|||'I||'|I||||||||||||'||'|'|I|I|||||||'|'|||'||||||'||||I|'|||||||||l|||||||||||||||| e
300 400 500 600 00 800 900 1000 1100 1200 1300 1400 1500 1600 1700 m/z
Crmpd 213, +MSn(967.3), 15.2 min [Cmpd 213, +MSn(967.3), 15.2 min]
ProteinScape 3.0 Printed: October 4, 2011 13 / 13




Spectrum 71

>
g -an Glycan Search Report
Glycan: 10
Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
M MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
- 1947.7_fraction55/0_b20/1/1947.7000.lift/ 1sref/pdata/1/1r
» Parent m/z: 1947.7221 -1 Score: 46.581
Composition: Hex4HexNAc5dHex1-AA Intensity coverage [%]: 0.40
Accession: 36228 Fragment coverage [%]: 0.54
xio* ]
2.5—_
: 1947.71
Z.D—_ : E) -
%‘ 1.5
£ ] H} -t
4 o——a—
i 1519,58 :}—I—I—M
1.0 — F—I—AA
: ol
7 F_I_M 487.1 IM 174483
0.5 — 314.92
: o = 672,31 131655 1.3.31 04 1873.33
7 178.98
| “I i | | ||I I | Lt g ll 1 58':‘Ills 5 25143 LSS 'l 1
0.0 —rrrprrrrrhrr i R T ""--"I"""|""'|-'--'|""|""'|-"'|""|""|-"'|""|"'-|--"|'"'|""'|'--"|""|'"'|""I""|"--|""|"'I"--|-"'|""|"'-|" -|""|""|'--
o] 100 ZDD 3DD 400 500 200 00 300 500 1000 1100 1200 1300 1400 1500 1600 1700 1800 1800 m/z

Lift of 1947.7_fraction55\0_B20\111947.7000.LIFT July 28, 2010 12:24 PM

ProteinScape 3.0

Printed:

October 10, 2011

17 11



Spectrum 72

>
g -an Glycan Search Report
Glycan: 5
Project path: IN-glycans cancer/25145/comp_25145.mgf
M MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
B~ comp_25145.mgf
. Parent m/z: 975.3720 2+ Score: 80.202
Composition: Hex4HexNAcS5dHex1-AA Intensity coverage [%]: 0.86
Accession: 36228 Fragment coverage [%]: 0.75
xlDE' __
I CF:;HLM
1.0+
T 1584.57
0.5 —
Sl Sl
0.4 - [ 1746.63
- FE S S St
| 36€.09
— e 5] S 5! 5.l
0.2 - ol A
- e I AR 1381.51
B oo ) 1175.44
| 51215 ggg 15 756,25 837.87 o8e% D 1236.5% 130004 13851
e L T I R I L o L R L B L R R R RN BN LSRR RS N
300 400 500 600 700 300 900 1000 1100 1200 1300 1400 1500 1600 1700 m/z
Crmpd 225, +MSn(975.3), 15.6 min [Cmpd 225, +MSn(975.3), 15.6 min]
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Spectrum 73

>
g -an Glycan Search Report
Glycan: 8
Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
A Parent m/z: 083.3694 2+ Score: 71.951
Composition: Hex5HexNAcS5-AA Intensity coverage [%]: 0.86
Accession: 36348 Fragment coverage [%]: 0.61
x10° ]
i 1600.54
6.0 —_ :}—I—I—AA
5.0 ]
] 1235.45
é 40 o=
] 368.08 }—I—FM ; s
3.0 i
1 e celpen
. AU
2.0 i
1.0 ]
: A
] Qi 1004.50 4573 307 2606
] 546.08 73217 788.63 s . L e | 1304.57 139754 | yamses 176261
e L L B I I L B L L L L L I L L L L B L LA B L B I I
300 400 500 200 Fo0 800 00 1000 1100 1200 1300 1400 1500 1600 1700 m/z
Crmpd 205, +MSn(983.3), 14.9 min [Cmpd 205, +MSn(983.3), 14.9 min]
ProteinScape 3.0 Printed: October 4, 2011 9/ 9




Spectrum 74

ESI MS/MS of [986.8+2H]**

986.8

S1dHex2Hex4HexNAc4-AA

S
—AA
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— A —S 1 B — 1381.5
LS - — O — B — A — O —
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Spectrum 75

<)
g -an Glycan Search Report
Glycan: 19
v Project path: /N-glycans cancer/25143/comp_25143_01.mgf
ata: :/Cancer- -glycans raw data_| - of the discriminators, _01.
0. MS d K:/C CCRI/N-gl d MS/LC-MS of the discrimi /25143_01.d/
~—o me o nnm~ comp_25143_01.mgf
' Parent m/z: 990.8692 2+ Score: 34.184
A Composition: Hex4HexNAc3NeuAc1dHex2-AA Intensity coverage [%]: 0.68
Accession: 29052 Fragment coverage [%]: 0.17
)-(104 —: ,_O_I_J
7.0 ‘_O_I_>—I—I—AA
B F—O—I—H 1173.45
] FO_I_>—-—I—m
6.0 FO_I_>—-—I—M
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5.0 ] :';.—.—I—AA
z oo "
é 4,0__ pI}ﬂ FI_>’—-—I—
i | r-—: 803.27 1324.48
2.0 - 657.19
] N T S
7 A8, AA,
SERpe L >t
b : 1016.37
i 366,10
1.0+ F—I—I—M
] 40 : 708.23 917.82 1683.62
B 29203 4pg (512.12 ~ 1381.51 1543.53 N
0.0 1 i § .45- ° ¥ Y " | o dle 10 lll y Il 1 || 1 123;“'_*5 N | N 1 I 16"‘:“'85
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300 400 500 600 00 800 300 1000 1100 1200 1300 1400 1500 1600 1700 mfz
Crmpd 276, +MSn(990.8), 20.5 min [Cmpd 276, +MSn(990.8), 20.5 min]
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Spectrum 76

Lift of 1986.7 [M-H]
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Spectrum 77

<)
g -an Glycan Search Report
Glycan: 34
Project path: /N-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
—AA comp_25148.mgf
Parent m/z: 094.8585 2+ Score: 35.550
Composition: Hex8HexNAc2dHex1-AA Intensity coverage [%]: 0.69
Accession: 29021 Fragment coverage [%]: 0.18
x10* 7]
] o—o—o—o— w
5.0 H_>>_._I H—o—bn 1333.39
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00 "l""|'-"l'"'|""l'-'-|'"'I'l""-'|'-'-|'|"'|"" || ' 'I""l'"-I-'I"|""'I'-lt'g-3|5-3""'l"'"'|'-'-|-"'|""' I'-'-|-'-'|""|'-'-|"-'|""1?D'3'D'g-|-"
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Cmpd 139, +MSn(993.8], 13.7 min [Cmpd 139, +M5n(993.8), 13.7 min]
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Spectrum 78

>
g -an Glycan Search Report
Glycan: 22
Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
AR Parent m/z: 095.8853 2+ Score: 26.863
Composition: Hex3HexNAc6dHex1-AA Intensity coverage [%]: 0.48
Accession: 1488 Fragment coverage [%]: 0.15
)-(105 :
= | e
2.0 — I'-—I—AA = >_._l 3
B J6e6.09 A 381,50 1543.54
. A YN
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] B —
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1.0 H e D_:>._0
] LSS W
7 e |:|—:>_" ;.ﬁ 1175.45 1623.50
0.5 2
AU
7 o 1461.47
: a0 1235.46
446.09 o 690,21 954,32 | | 1705.61
B 608,04 760,56
0.0 X I |I|I -Bulguu X |||||l 1 ||I|Il ||| | | wi | ¥ I 1 | 1‘95:
'-|'"-I'"-|"'-I"'-|"'-|"'-|""I""|""|""|""|'"'|""|'-"| ||||||| L R R R L UL RS R LIS IR
300 400 500 200 700 00 100 1200 1300 1400 1500 1600 1700 1800 m/fz
Crmpd 345 +I'v15n[994 8], 2D 9 min [Cmpd 345, +MSn(994.8), 20.9 min]
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Spectrum 79

<)
g -an Glycan Search Report
Glycan: 10
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/

.—.>. comp_25147.mgf
AA
~ ) . Parent m/z: 098.8667 2+ Score: 46.613

Composition: Hex5HexNAc3NeuAc1dHex1-AA Intensity coverage [%]: 0.89
Accession: 36628 Fragment coverage [%]: 0.24
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. 08,25 '_O_::,D—I—LAA F_O_:}—.—LAA
7 F—-—I—AA ° : : 812,27 1543.54
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L o I e L B I L L B L
300 400 500 600 700 300 900 1000 1100 1200 1300 1400 1500 1600 1700 mfz
Crmpd 274, +MSn(998.8), 19.3 min [Cmpd 274, +MSn(998.8), 19.3 min]

B 292,06
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Spectrum 80

<)
ga-an Glycan Search Report
Glycan: 1
Project path: /N-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
comp_25148.mgf
. . asn  Parent m/z: 1002.8559 2+ Score: 93.455
Composition: Hex9HexNAc2-AA Intensity coverage [%]: 0.75
Accession: 36321 Fragment coverage [%]: 1.16
)-(105 -
4.0_: ._._:)_J H_:;.—I—I—M
] :;o—u—-—m :
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§ ] £79.13
o e s
] FE-E—AA 567,71 7e0.12 oy
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] 80 1518.51 59"”
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B e L e A ) RN L Al R
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Cmpd 138, +MSn(1002.8), 13.7 min [Cmpd 138, +MSn(1002.8), 13.7 min]
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Spectrum 81

Glycan Search Report

Glycan: 11

e

~

Project path:
MS data:

IN-glycans cancer/25147/comp_25147.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
comp_25147.mgf

) B B ~
‘ Parent m/z: 1006.8641 2+ Score: 45.360
¢ O H @ - _
Composition: Hex6HexNAc3NeuAc1-AA Intensity coverage [%]: 0.50
Accession: 36319 Fragment coverage [%]: 0.41
)-(104 _Z
5.0 o
_: B5Wr1E
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. H_f;o—-—-—AA
Z 3.0 :
g7 -
] o—o—b_HM
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0.0 Jrrr et e e e b qurl-LLrJl..l..'.'.,..'..l..l..il....'I..'..l...l.l...'.||.|...'|....|'....I'..|.'.,....'I..'.'i.l....l
300 400 500 600 Fo0 300 200 1000 1100 1200 1300 1400 1500 1600 1700 mfz
Crnpd 300, +MSn(1005.8), 21.1 min [Cmpd 300, +MSn(1005.8), 21.1 min]
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Spectrum 82

Lift of 2027.7 [M-H]
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Spectrum 83

Glycan Search Report

Glycan: 7

Project path: IN-glycans cancer/25145/comp_25145.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
comp_25145.mgf
u M P t m/ 1019.3800 2 S 72.761
— _ arent m/z: ) + core: .
¢ O R O
Composition: Hex4HexNAc4NeuAc1dHex1-AA Intensity coverage [%]: 0.94
Accession: 36235 Fragment coverage [%]: 0.57
)-(105 E
3.0 7]
7 'LO_:>—.—I—AA
?.u_: r—:::>_" 1381.52
] 1543.55
6.0—: F:}_._LM FO_::’—I—LAA
: o
5.0 -
. N 1834.65
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wi o pLM .: IM
I ] 16608 F—O—:}_._LAA 1178.47
1.0 __ ._b_“ 0o I'—O—:}_J
] — §73.83
] 292,04 . 328, 16 i 772.29 _|_ 108805 |124?.45 1470,55 1672.61 174368
0.0 e e e e e e e e e e e e e e e e e e e e e e
300 400 500 a0 700 300 200 1000 1100 1200 1300 1400 1500 1600 1700 1800 m/z
Crnpd 334, +MSn(1019.4), 20.3 min [Cmpd 334, +MSn(1019.4), 20.3 min]
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Spectrum 84
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Glycan Search Report

Glycan: 23
- Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
A e~ comp_25147.mgf
u Parent m/z: 1019.8902 2+ Score: 32.418
A A Composition: Hex4HexNAc4dHex3-AA Intensity coverage [%]: 0.57
Accession: 29221 Fragment coverage [%]: 0.18
x10° ]
] T_I}—-—.—AA
40 ﬂ}_._FM 153067
_: I_bo—.—.q s
: - i_I_>—.—.—
. A I :
3.0 T_P—'—F ;__>_._._AA T_P_H E_IP_:;Q—-—.—AA
g . > EE-AA 1381.51 i_?‘""m‘
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2.0 ]
] I"—“ A
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E I_-‘ 512,14 "y
NE BN K vl
. 368,10 = et T e 117,45
_: 1324.50
] - £93,33 946.86 1039.42 1235.50
0.0 423,24 . 265,12 N s O T ITEEY P I Ly . N I .
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300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 m/z
Crnpd 187, +MSn(1019.9), 14.8 min [Cmpd 187, +MSn(1019.9), 14.8 min]
ProteinScape 3.0 Printed: October 4, 2011 24 | 24




o) Spectrum 85

g -an Glycan Search Report
Glycan: 1
Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
<)—.—‘ MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
>. . . AA 2051.7_fraction67/0_d8/1/2051.7000.lift/ 1sref/pdata/1/1r
’ \_/ . . Parent m/z: 2051.7330 -1 Score: 68.847
Composition: Hex5HexNAc4NeuAc1-AA Intensity coverage [%]: 0.56
Accession: 36355 Fragment coverage [%]: 0.84
X1DS : O—O—I—>_.+AA
6.0 —_
d ._O_:>—I—I—A»'-‘q
: 1760.87
5.0 —_
4.0 —_
E ., Mo
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: o [ AR O_._:-;._H_
T [ 1395.67 -
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0.0 III|""I""|"''I""'|'"'I""I'l"''I""|""I"''|''I"I'"'|""I""'l""I""|""I"''|'"'I""|""I'"'|'"'I""|"'I'I""'|""I""|"''I""|""I"I"|'I"'I""'|""'I
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Lift of 2051.7 _fraction6740_D8\1,2051.7000.LIFT July 28, 2010 12:33 PM
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Spectrum 86

>
g -an Glycan Search Report
Glycan: 1
Project path: IN-glycans cancer/25147/comp_25147.mgf
<)—.—‘ MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/

>. B B ~ comp_25147.mgf
‘ \_/ . . Parent m/z: 685.2540 3+ Score: 96.069

Composition: Hex5HexNAc4NeuAc1-AA Intensity coverage [%]: 0.92
Accession: 36355 Fragment coverage [%]: 1.00
x10%
] — e —on et TEA
>0 F_g}—H—AA
: - oo st
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Crmpd 260, +MSn(685.2), 18.1 min [Cmpd 260, +MSn(685.2), 18.1 min]
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sRGiEn Spectrum 86

Glycan Search Report

Glycan: 6
Project path:

(\) H MS data:

o H H ~

/N-glycans cancer/25143/comp_25143_01.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf

‘ \_/ . . Parent m/z: 1027.3774 2+ Score: 67.794
Composition: Hex5HexNAc4NeuAc1-AA Intensity coverage [%]: 0.77
Accession: 36355 Fragment coverage [%]: 0.60
5
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12 ] O n e oo O
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Cmpd 257, +MSn(1027.4), 19.6 min [Cmpd 257, +MSn(1027.4), 19.6 min]

ProteinScape 3.0 Printed:
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Spectrum 87

Glycan Search Report

Glycan: 12
Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
Y MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of
- 2052.7_fraction64/0_c5/1/2052.7000.lift/ 1sref/pdata/1/1r
I Parent m/z: 2052.7534 -1 Score: 35.486
Composition: Hex5HexNAc4dHex2-AA Intensity coverage [%]: 0.41
Accession: 36267 Fragment coverage [%]: 0.31
)-(103 — |
_ Tl
3.0+
| 1760.71
N 205270
6.0 —
T a0
o
] F b
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2.0 —
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_ o
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Lift of 2052.7_fraction64\0_C5\112052.7000.LIFT July 29, 2010 2:54 PM
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Spectrum 88

C><)
BRUKER
[ )

Glycan Search Report

Glycan: 9
Project path: /N-glycans cancer/25142/comp_25142_01.mgf
= M MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25142_01.d/
AA comp_25142_01.mgf
. Parent m/z: 685.5942 3+ Score: 34.192
Composition: Hex5HexNAc4dHex2-AA Intensity coverage [%]: 0.74
Accession: 8659 Fragment coverage [%]: 0.16
xiot ]
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Cmpd 169, +MSn(686.2), 15.8 min [Cmpd 169, +MSn(686.2), 15.8 min]
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Spectrum 89

>
g -an Glycan Search Report
Glycan: 5
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
O_ comp_25147.mgf
A Parent m/z: 1035.8851 2+ Score: 56.983
Composition: Hex6HexNAc4dHex1-AA Intensity coverage [%]: 0.71
Accession: 36271 Fragment coverage [%]: 0.46
x10®
| 170760
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T Be-t-np
1 o e Y e T
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] y e m b
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e e B L D R L AN R LA RN AR AR AR AR
300 400 500 600 700 300 500 1000 1100 1200 1300 1400 1500 1600 1700 1800 m/z
Crnpd 201, +MSn(1035.9), 15.5 min [Cmpd 201, +MSn(1035.9), 15.5 min]
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Spectrum 90

<)
g -an Glycan Search Report
Glycan: 3
Project path: /N-glycans cancer/25143/comp_25143_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf
A Parent m/z: 1047.8907 2+ Score: 86.017
Composition: Hex4HexNAcS5NeuAc1-AA Intensity coverage [%]: 0.89
Accession: 36342 Fragment coverage [%]: 0.83
)-(105 7
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Crnpd 256, +MSn(1047.9), 19.4 min [Cmpd 256, +MSn(1047.9), 19.4 min]
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Spectrum 91

<)
g -an Glycan Search Report
Glycan: 9
Project path: IN-glycans cancer/25147/comp_25147.mgf
= M MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
AA comp_25147.mgf
. Parent m/z: 1048.4009 2+ Score: 48.304
Composition: Hex4HexNAcS5dHex2-AA Intensity coverage [%]: 0.89
Accession: 5779 Fragment coverage [%]: 0.26
)-(105 :
3.0
i 0_9—6 1892.67
2.5 - > 155\, 56
2.0 —_
- gad - T
oy ] r._I_ FZ}—I—I—AA 1730.67
e ] - ek
£.1 T
] = T D Tl
] an
1.0 - 366,10 512,16 I O_z}—H iy FZ}ﬂ 138153
: T el
— 0_9_._17% 1527.56
0.5+
] "
N 1178.45
i 569.12 71528 782,70 89235 97382 105644 | e
0.0 drrrrrrt e ""I"-I'w"" ||92'|||||'|' 'L"'II""I""'II'"""lll'"'I"I"I"' SRR AR AR R LRl LR LR LR L LN AR
300 400 500 600 00 300 200 1000 1100 1200 1300 1400 1500 1600 1700 1800 1200 m/fz
Crnpd 196, +MSn(1048.4), 15.2 min [Cmpd 196, +MSn(1048.4), 15.2 min]
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Spectrum 92

>
g -an Glycan Search Report
Glycan: 10
Project path: /N-glycans cancer/25143/comp_25143_01.mgf
\ 4 MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
comp_25143_01.mgf
= AA
O Parent m/z: 1056.3984 2+ Score: 54.093
O Composition: Hex5HexNAcS5dHex1-AA Intensity coverage [%]: 0.97
Accession: 1043 Fragment coverage [%]: 0.30
)-(105 _:
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Crmpd 184, +MSn(1056.4), 15.8 min [Cmpd 184, +MSn(1056.4), 15.8 min]
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Spectrum 93

"E"EE%}" Glycan Search Report
Glycan: 4
Project path: IN-glycans cancer/25147/comp_25147.mgf
v MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
B~ comp_25147.mgf
Parent m/z: 1056.3984 2+ Score: 70.399
- Composition: Hex5HexNAcS5dHex1-AA Intensity coverage [%]: 0.82
Accession: 36372 Fragment coverage [%]: 0.60
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Cmpd 192, +MSn(1056.4), 15.1 min [Cmpd 192, +MSn(1056.4), 15.1 min]
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Spectrum 95

<)
g -an Glycan Search Report
Glycan: 20
- Project path: IN-glycans cancer/25145/comp_25145.mgf
B A\ MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
u HEE ~ comp_25145.mgf
L Parent m/z: 1076.9117 2+ Score: 31.327
u Composition: Hex4HexNAc6dHex1-AA Intensity coverage [%]: 0.57
Accession: 566 Fragment coverage [%]: 0.17
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Crnpd 234, +M5n(1076.9), 16.0 min [Cmpd 234, +M5n(1076.3), 16.0 min]
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Spectrum 96

>
g -an Glycan Search Report
Glycan: 22
m Project path: IN-glycans cancer/25147/comp_25147.mgf
] e . MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
n / -a comp_25147.mgf
m Parent m/z: 1076.9117 2+ Score: 34.428
A Composition: Hex4HexNAc6dHex1-AA Intensity coverage [%]: 0.79
Accession: 30044 Fragment coverage [%]: 0.15
)-(104 7]
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Crnpd 154, +MSn(1076.9), 13.5 min [Cmpd 154, +MSn(1076.9), 13.5 min]
ProteinScape 3.0 Printed: October 4, 2011 23 | 23




Spectrum 97 b' bt

921.8
[M*2H]

1002.3
.‘.\:: [1+2H]
%M Hex10HexNAc2-AA
E:}.}» s ESI MS/MS of 1084.1 [M+2H]?*

841.2
AA
IAA

1+ 2H]
1356.5

78.7
[1+2H] *

AA

et 1 3

\ §16.7 -
B\ e2n

10323

T T 1 ¥ T
200 600 800 1000 1200 1400 1500 1800 2000 m/z



Spectrum 98
Lift of 2173.8 [M-HJ
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Spectrum 99

>
g -an Glycan Search Report
Glycan: 22
v Project path: /N-glycans cancer/25143/comp_25143_01.mgf
H o MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25143_01.d/
PP, o nnm~ comp_25143_01.mgf
' Parent m/z: 1092.4089 2+ Score: 32.026
A Composition: Hex4HexNAc4NeuAc1dHex2-AA Intensity coverage [%]: 0.61
Accession: 29191 Fragment coverage [%]: 0.17
.
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Crnpd 306, +MSn(1091.4), 22.3 min [Cmpd 306, +MSn(1091.4), 22.3 min]
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Lift of 2189.8 [M-HJ
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Spectrum 101

<)
g -an Glycan Search Report
Glycan: 15
n Project path: IN-glycans cancer/25145/comp_25145.mgf
A MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25145_02.d/
u u " E - comp_25145.mgf
u - Parent m/z: 1097.4250 2+ Score: 47.190
= Composition: Hex3HexNAc7dHex1-AA Intensity coverage [%]: 0.74
Accession: 3033 Fragment coverage [%]: 0.30
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Cmpd 221, +MSn(1097.4), 15.5 min [Cmpd 221, +MSn(1097.4), 15.5 min]
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g -an Glycan Search Report
Glycan: 18
Project path: /N-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
comp_25148.mgf
AA
Parent m/z: 1100.4064 2+ Score: 57.543
Composition: Hex5HexNAc4NeuAc1dHex1-AA  Intensity coverage [%]: 0.75
Accession: Fragment coverage [%]: 0.44
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Crmpd 257, +MSn(1100.4), 1.8 min [Cmpd 257, +MSn(1100.4), 19.8 min]
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Spectrum 103

Glycan Search Report

Glycan: 3

Project path:
MS data:

Qﬂ%)
) . A Parent m/z:

/N-glycans cancer/Lift spectra/CombinedLIFT

c:/documents and settings/ciabalog/desktop/new folder/lift of
2197.7_fraction64/0_c5/1/2197.6000.lift/ 1sref/pdata/1/1r

2197.7909 -1 Score: 63.053

Composition: Hex5HexNAc4NeuAc1dHex1-AA Intensity coverage [%]: 0.78
Accession: 36273 Fragment coverage [%]: 0.51
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ProteinScape 3.0 Printed: October 10, 2011 4 | 4



Spectrum 104

>
g -an Glycan Search Report
Glycan: 2
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/

Qﬂ—.) comp_25147.mgf
~ ) . A Parent m/z: 1100.4064 2+ Score: 76.225

Composition: Hex5HexNAc4NeuAc1dHex1-AA Intensity coverage [%]: 0.96
Accession: 36273 Fragment coverage [%]: 0.61
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Crnpd 278, +MSn(1100.4), 19.4 min [Cmpd 278, +MSn(1100.4), 19.4 min]
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Spectrum 105

>
g -an Glycan Search Report
Glycan: 5

v Project path: /N-glycans cancer/Lift spectra/CombinedLIFT
MS data: c:/documents and settings/ciabalog/desktop/new folder/lift of

u Y 2198.7_fraction68/0_c9/1/2198.7000.lift/ 1sref/pdata/1/1r

v " e~ Parent m/z: 2198.8113 -1 Score: 60.225

u Composition: Hex5HexNAc4dHex3-AA Intensity coverage [%]: 0.63
Accession: 36245 Fragment coverage [%]: 0.58
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Lift: of 2198.7_fraction68\0_C9\1\2198.7000.LIFT July 28, 2010 12:50 PM
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Spectrum 106

>
g -an Glycan Search Report
Glycan: 12
v Project path: IN-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
u Y comp_25148.mgf
v e Parent m/z: 1100.9166 2+ Score: 69.786
u Composition: Hex5HexNAc4dHex3-AA Intensity coverage [%]: 0.68
Accession: 36245 Fragment coverage [%]: 0.71
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Crmpd 153, +MSn(1100.9), 14.4 min [Cmpd 153, +MSn(1100.9), 14.4 min]
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Spectrum 107

g -an Glycan Search Report
Glycan: 3
Project path: IN-glycans cancer/25147/comp_25147.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25147_02.d/
comp_25147.mgf
- AA
Parent m/z: 1120.9197 2+ Score: 71.202
Composition: Hex4HexNAc5NeuAc1dHex1-AA Intensity coverage [%]: 0.74
Accession: 36229 Fragment coverage [%]: 0.68
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Crnpd 270, +MSn(1120.9), 19.1 min [Cmpd 270, +MSn(1120.9), 19.1 min]
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Spectrum 108

"
g -an Glycan Search Report
Glycan: 39
Project path: /N-glycans cancer/25148/comp_25148.mgf
{ MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
| ¢ —AA comp_25148.mgf
Parent m/z: 1121.4299 2+ Score: 33.906
\
Composition: Hex4HexNAc5dHex3-AA Intensity coverage [%]: 0.57
Accession: 35814 Fragment coverage [%]: 0.20
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Cmpd 121, +MSn(1121.9), 12.4 min [Cmpd 121, +MSn(1121. 9], 12 4 min]
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Spectrum 109

>
g -an Glycan Search Report
Glycan: 25
v Project path: IN-glycans cancer/25148/comp_25148.mgf
e MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
o :) BB ~ comp_25148.mgf
b 2 Parent m/z: 758.6189 3+ Score: 52.446
|
Composition: Hex6HexNAc5dHex1-AA Intensity coverage [%]: 0.76
Accession: 36108 Fragment coverage [%]: 0.36
)-(104 E
7.0+
E o——
o __ 306.08
] i E >_._I_AA
5.0 —_
%‘ 20 1543,53
3.0 OF—?—.LM F_:.)'—.—I*AA
] ;t;ﬂlm
20 ?E;—I—I—AA
7 cue o lm
| el el T eale
l-U—_ o 955,23 m
1351.50
] . 692,44 .
y 285,05 32806 745.59 874,43 1055.35 1178.41 1708.60
0.0 |||||||'|||||||'||"||||||||||||||'|||||||'|'|||I||||'|'||I|I'|I|'.|.|‘|||||||||'||”||'||I||'|'|||"|I||'|'||'||||||||I|||||||||||||||||'|||||||||||| R ABARREREEEEES IIIIIIIIIIIIIIIIIIIIIII
300 400 500 200 700 1100 1200 1300 1400 1500 16800 1700 m/z

300 900 1000
Crmpd 125, +MSn(758.6), 12.6 min [Cmpd 125, +MSn(758.6), 12.6 min]
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Spectrum 110

Lift of 2335.6 [M-H]-
SdHex2Hex5HexNAc5-AA
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Spectrum 111

<)
g -an Glycan Search Report
Glycan: 2
Project path: IN-glycans cancer/25148/comp_25148.mgf
H)—H MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/

>. B B ~ comp_25148.mgf
‘ \_/ . . Parent m/z: 782.2858 3+ Score: 79.524

Composition: Hex5HexNAc4NeuAc2-AA Intensity coverage [%]: 0.80
Accession: 32146 Fragment coverage [%]: 0.79

x10° 50—-—.—%

20—

1.5+

Intensity
L
£
z

oo
0.5 —

] -— 870,30 . 1685.60

| 374,02 o—o—-—:;'_H

) 528.15 123545
i 764,12 ! 157651
425,25 | l 1104.36 1346.48
1 1 1 M 1 i 1y
A

0.0 A e e e e e e e e e e e e e e e

200 300 400 500 600 Foo

300 900 1000 1100 1200 1300 1400 1500 1600 1700 mfz
Crmpd 329, +MSn(782.3), 24.5 min [Cmpd 329, +MSn(782.3), 24.5 min]
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Spectrum 112

>
g -an Glycan Search Report
Glycan: 5
Project path: /N-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
comp_25148.mgf
-AA P ?
Parent m/z: 782.6260 3+ Score: 75.526
Composition: Hex5HexNAc4NeuAc1dHex2-AA  Intensity coverage [%]: 0.78
Accession: Fragment coverage [%]: 0.73
x10° 1
o odo .
o “ ror et
366.10 ‘_OF_.I}—I—I—AA ._O_:>—I—I—AA
4.0 o—o—::;'_'_LM
0—065}_'_14\}\ ::;. - I O_I_>—-—I—AA
A
F—I—AA Lan®an ol
3.0 1. e2 O_I_>—I—LAA O_I;>—I—I—AA

1178.45

20 512.71

: 1543.55
A

1324.50 1683.57

1.0

Intensity
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z

274.04 734.30
303.30
| 1834.62 205473
0.0 1 2 b 1 X byl 1l I llll 1 ||| 1 | M | |  y |. 1962.52
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Cmpd 239, +MSn(782.6), 19.0 min [Cmpd 239, +M5n(782.8), 19.0 min]
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Spectrum 113

>
g -an Glycan Search Report
Glycan: 27
Project path: IN-glycans cancer/25148/comp_25148.mgf
- - MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
L)—(;ﬂ—.) = comp_25148.mgf
AA
— _ Parent m/z: 1181.4328 2+ Score: 49.693
¢ O R O
Composition: Hex6HexNAc4NeuAc1dHex1-AA Intensity coverage [%]: 0.56
Accession: 36289 Fragment coverage [%]: 0.44
)-(104 E
] ’_O_._>—I—I—AA
1.4 — oo ﬁ:}—.—lﬂi\%\ 1705.61
__ Lan®an o
1'2_: B5715 * m_;'—I—LM 1996.67
1.0 __ 'LO_.;>—I—I*AA
= >—I—LAA
2 i o
= 0-3—_ oo m._LAA 1543.52
05 oome, Ll
= 1016.44
T o—o—
04 ] e come,
] 528.13 —omo 100,23 1535.65
] . 1331.55 e
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300 400 500 600 700 300 900 IDDD 1100 1400 1500 1600 1700 1300 1500 2000 mfz

Cmpd 233, +MSn(1181.9), 18.7 min [Cmpd 233 +MSn(1181 a), 18.7 min]
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Spectrum 114

LIFT of 2360.9
dHex3Hex6HexNAc4-AA
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Spectrum 115

LIFT of 2392.95
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Spectrum 116

>
g -an Glycan Search Report
Glycan: 31
Project path: IN-glycans cancer/25148/comp_25148.mgf
[ | .\\ M MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
m /. B B ~ comp_25148.mgf
" = ) y & Parent m/z: 801.6331 3+ Score: 40.173
Composition: Hex5HexNAc5NeuAc1dHex1-AA Intensity coverage [%]: 0.49
Accession: 36415 Fragment coverage [%]: 0.33
ot ]
E o ‘_O_;p—.lm
2.0
1 -
366,11

Fét.:}'_'_l’%
] L c:;}rlm o
i P

1.5
_ ’_i?—.—I—AA
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5 i
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= 10 o
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] o ykhﬂ
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] 1184.34 _
246.05 1330.45 {300,43 P
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Cmpd 220, +MSn[801 3), 18 D min [Cmpd 220, +MSn(801.3), 18.0 min]
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Spectrum 117

<)
g -an Glycan Search Report
Glycan: 7
Project path: /N-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
[ = AA comp_25148.mgf
Parent m/z: 1202.4563 2+ Score: 74.572
Composition: Hex5HexNAc5dHex3-AA Intensity coverage [%]: 0.79
Accession: 36239 Fragment coverage [%]: 0.70
xot 3
S.El—f
_: 1832.68
4-0—3 I'-—I—I—AA % ? - ;
E L : : i?
_Jt_.iﬂ‘ 3.0—3 O—I—.—J 2038.70
E O—I—_I an 1746.63
2.0 512.16 I - IF E> = I j:?—I—LM
1 e F}*L jj
_: 306,09 : § i? E? - I AR 1381.52
m 1527.53
1.0 121345 .
1 2200.80
- £58.17
7 731.23 833.29 1G55.34 1129,53 l | |
0.0 L | 1 | i 1 1 l | » il I i I 1l I| 1 | || II 1 1
rrrrprrer e e et e e e e et e b Rt e e e e e e
300 400 500 200 00 300 200 1000 1100 1200 1300 1400 1500 1600 1700 1300 2000 2100 2200 m/z
Crnpd 163, +MSn(1202.4), 14.8 min [Cmpd 163, +MSn(1202.4), 14.8 min]
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Spectrum 118

<)
g -an Glycan Search Report
Glycan: 10
/ Project path: IN-glycans cancer/25148/comp_25148.mgf
e S MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
1\' o H B~ comp_25148.mgf
‘ P Parent m/z: 1209.9435 2+ Score: 72.998
¢ O N
Composition: Hex6HexNAcS5NeuAc1-AA Intensity coverage [%]: 0.79
Accession: 36350 Fragment coverage [%]: 0.67
)-(104 ]
et o ey
] c:b'_" ._O_?HM 2053.65
3.0 O_'_bo—J ._g::;>ﬁ
: . T
2.5 e ._;.ZP—J 1762.64
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= ] o A8
3 2.0 ,_i;)_._r 1397.51
€ E o el
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| s e
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Cmpd 231, +MSn(1209.9), 18.6 min [Cmpd 231, +MSn(1209.9), 18.6 min]
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Spectrum 119

>
g -an Glycan Search Report
Glycan: 24
- v Project path: IN-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
e~ comp_25148.mgf
v Parent m/z: 1210.4537 2+ Score: 53.280
Composition: Hex6HexNAcS5dHex2-AA Intensity coverage [%]: 0.63
Accession: 36260 Fragment coverage [%]: 0.45
xaot ] ?
1.2—_
__ D_;._._L 2054.69
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i D_y._L C:;’_._L 1908.65
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E
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| 1543.59
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b o—.—: an 221475
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635.25 1017:33 7.02
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- | | 35 .40 l | 125395 11324-3 611,11
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300 400 500 600 300 900 lDDD 1 IDD 1200 1300 1400 1500 1600 1700 1800 1800 2000 2100 2200 m/z
Cmpd 166, +M5n(1210.5), 15.1 min [Cmpd 166, +M5n(1210.5), 15.1 min]
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Spectrum 120

"E"E%" Glycan Search Report
Glycan: 41

- v Project path: IN-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/

A B e~ comp_25148.mgf

u Parent m/z: 1222.9696 2+ Score: 30.005

A Composition: Hex4HexNAc6dHex3-AA Intensity coverage [%]: 0.66
Accession: 29530 Fragment coverage [%]: 0.14

) RPS2 2" ;}*Lm

1.5+

Intensity
=
|

. D—I—J E> - I " A
i 1592.76
512,09
0.5 —
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i 36E.00 37725
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300 400 500 600 700 800 S00 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000 2100 2200 m fz
Cmpd 154, +MSn(1223.0), 14.5 min [Cmpd 154, +MSn(1223.0), 14.5 min]

710.24
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Spectrum 121

<)
g -an Glycan Search Report
Glycan: 20
Project path: /N-glycans cancer/25148/comp_25148.mgf
( MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
comp_25148.mgf
- AA . :
Parent m/z: 820.9804 3+ Score: 56.989
l Composition: Hex5HexNAc6dHex2-AA Intensity coverage [%]: 0.61
Accession: 36376 Fragment coverage [%]: 0.53
xot ]
. o
1L ek
3'5_: 366.11 -Oo—m-o—
. R
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151 F—I—AA
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99 M | N |I|,|||I|, | S N | Y S | — B
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Crmpd 148, +MSn(821.0), 14.3 min [Cmpd 148, +MSn(821.0), 14.3 min]
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Spectrum 122

Glycan Search Report

Glycan: 3

Project path: IN-glycans cancer/25148/comp_25148.mgf
. MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
L comp_25148.mgf
AA
(/ . () . ‘ Parent m/z: 826.3121 3+ Score: 78.983
Composition: Hex6HexNAc6dHex1-AA Intensity coverage [%]: 0.88
Accession: 36298 Fragment coverage [%]: 0.71
xi0”
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B O:j:::»il4w 1746.63
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Crmpd 160, +MSn(826.3), 14.8 min [Cmpd 160, +MSn(826.3), 14.8 min]
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Spectrum 123
Lift of 2488.8 [M-H]-
dHex1Hex5HexNAc4Neu5Ac2-AA
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Spectrum 124

g -an Glycan Search Report
Glycan: 13
Project path: IN-glycans cancer/25148/comp_25148.mgf
. MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148 02.d/
¢ O comp_25148.mgf
L
AA
— _ Parent m/z: 1245.9541 2+ Score: 68.289
¢ O R O
Composition: Hex5HexNAc4NeuAc2dHex1-AA  Intensity coverage [%]: 0.77
Accession: 36307 Fragment coverage [%]: 0.61
)-(105 :
) 1834.67
1.5

657,17

e
e ek
el
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oo T W
1 oy olw Tl

e oo, ol
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Cmpd 421, +M5n(1245.9), 28.4 min [Cmpd 421, +M5n(1245.9), 28.4 min]
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Spectrum 125

!
g -an Glycan Search Report
Glycan: 15
- Project path: /N-glycans cancer/25142/comp_25142_01.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25142_01.d/
A . comp_25142_01.mgf
¢ u Parent m/z: 831.3119 3+ Score: 26.917
A Composition: Hex5HexNAc4NeuAc1dHex3-AA Intensity coverage [%]: 0.58
Accession: 14007 Fragment coverage [%]: 0.13
xao? __
1.2 - ;
7 O_I 762.24
10— O‘I‘:\,.—-—o
] !
0.8
. 366,15
T 811.91 O_I_:\"_'*
7 1158.36
0.4 -
b O_F 144048
B - 95146
| 540,35 shess
1065.04
0.7 ‘ 1001.44 1210.64
4 213,07 512.14 ‘ “ || ‘ ‘
AL 1 [N N 1 Y |
500 00 300 1100 1300 m/z
Crmpd 292, +MSn(830.4), 20.8 min [Cmpd 292, +MSn(830.4), 20.8 min]
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Spectrum 126

Lift of 2538.6[M-H]
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Spectrum 127

g -an Glycan Search Report
Glycan: 26
Project path: /N-glycans cancer/25148/comp_25148.mgf
{ MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
} comp_25148.mgf
| A Parent m/z: 850.3191 3+ Score: 52.119
| Composition: Hex5HexNAc5NeuAc1dHex2-AA  Intensity coverage [%]: 0.66
Accession: Fragment coverage [%]: 0.41
xlD4 7 o
L e < & S
60| 366.10
] - el
i 657,19
5.0 —_ Ay
] toret SC
= 4.0 —_ PR
2] 3 :; an
30 1381.53 FO_:}—-—LAA
] 1 m}dm Fi}*im
2.0 —_
i . 1526.52 2037.70
: — 5121 ‘_iE:}—Iﬂ ; "
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] ' Y 17
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200 300 400 500 &0 00 300 500 1000 1100 1200 1300 1400 1500 1600 1700 1800 1500 2000 m/z
Crmpd 238, +MSn(850.6), 19.0 min [Cmpd 238, +MSn(850.68), 19.0 min]
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Spectrum 128

g -an Glycan Search Report
Glycan: 14
Project path: IN-glycans cancer/25148/comp_25148.mgf
@ I MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
m ) B comp_25148.mgf
./ Parent m/z: 1282.9725 2+ Score: 66.069
L 4 m
Composition: Hex6HexNAc5NeuAc1dHex1-AA  Intensity coverage [%]: 0.82
Accession: 36262 Fragment coverage [%]: 0.53
x1e® ]
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Crpd 247, +M5n(1282.9), 1.2 min [Cmpd 247, +MSn(1282.8), 18.2 min]
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Spectrum 129

864.3
ESI MS/MS of [864.0 +3H]3*
dHex2Hex4HexNAc6Neu5Ac1-AA
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Spectrum 130

2516.3

Lift of 2596.0 [M-HJ
S1dHex1Hex5HexNAc7-AA
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Spectrum 131

Glycan Search Report

Glycan: 21

E

Project path:
MS data:

Parent m/z:

/N-glycans cancer/25148/comp_25148.mgf

K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
comp_25148.mgf

869.3263 3+ Score: 55.577

Composition: Hex5HexNAc6NeuAc1dHex1-AA Intensity coverage [%]: 0.68
Accession: 36128 Fragment coverage [%]: 0.45
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Spectrum 132

g -an Glycan Search Report
Glycan: 23
Project path: /N-glycans cancer/25148/comp_25148.mgf
MS data: K:/Cancer-CCR/N-glycans raw data_MS/LC-MS of the discriminators/25148_02.d/
comp_25148.mgf
2x| '— P g
AN Parent m/z: 1303.9960 2+ Score: 54.112
Composition: Hex5HexNAc6dHex3-AA Intensity coverage [%]: 0.59
Accession: 36219 Fragment coverage [%]: 0.50
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Spectrum 133

ESI MS/MS of [888.7 +3H]3*
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Spectrum 134

904.3

ESI MS/MS of [904.0 +3H]3*
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Spectrum 135

ESI MS/MS of [904.3 +3H]3*
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Spectrum 136

918.3
918.0
918.7 ESI MS/MS of [918.0 '|'3H]3+
dHex2Hex5HexNAc6Neu5Ac1-AA
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Spectrum 137

ESI MS/MS of [972.3+3H]**
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Spectrum 138

Lift of 3059.1 [M-H]-
dHex5Hex6HexNAc6-AA
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Spectrum 139

ESI MS/MS of [1021.0 +3H]**
dHex5Hex6HexNAc6-AA
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Spectrum 140
ESI MS/MS of [1026.1 +3H]3*
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Lift of 3221.2 [M-H]
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Spectrum 142
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Spectrum 143
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Spectrum 144

Lift of 3512.2 [M-H]
dHex5Hex7HexNAc6Neu5Ac1-AA
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Spectrum 145

Lift of 3715.6 [M-H]
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