Figure S1. HPAEC-PAD of end-point enzymatic digestions (@) stacked chromatogram of
MPV-1, MPV-2, and MPV-3 xylan A digested with T. viride endo-xylanase (b) stacked
chromatogram of MPV-1, MPV-2, and MPV-3 xylan A digested with Celluclast. Graphical
representation of SG xylan A digestion with (C) T. viride endo-xylanase and (d) Celluclast.
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Figure S2. Normalized C;s-LC-MS of enzymatically depolymerized MPV-2 xylan B (@)
Oligosaccharide products of T. viride endo-xylanase enzymatic end point treatment of
switchgrass xylan. (b) Oligosaccharide products of Celluclast end point treatment of
switchgrass xylan. EICs corresponding to: brown (Pent), PM (m/z 405); green (Pent); PM
(m/z 535); blue (Pent)s PM (m/z 725); gold (Pent)s PM (m/z 885); purple (Pent)s PM (m/z
1045); aqua (Pent); PM (m/z 1205); grey (Pent)s PM (m/z 1365).
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Figure S3. MS" fragmentation of permethylated oligosaccharide V (RT 19.8 min) (a) MS?
m/z 565. (b) MS’ fragmentation m/z 565—391.
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Figure S4. MS" fragmentation of permethylated oligosaccharide IX (RT 32.4 min) (a) MS?
m/iz 1045. (b) MS’ fragmentation m/z 1045—871. (c) MS® fragmentation m/z
1045—871—697.
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Figure S5. MS" fragmentation of permethylated oligosaccharide X (RT 33.6 min) (a) MS?

m/iz 1045. (b) MS’ fragmentation m
1045—871—697.
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Figure S6. MS" fragmentation of permethylated oligosaccharide XI (RT 35.5 min) (a) MS?
m/iz 1045. (b) MS’ fragmentation m/z 1045—871. (c) MS® fragmentation m/z
1045—871—697.

A
8715
MS?2 — 1045
Y2/Bs or Y4/By m/z 343
Bym/z 517
C, m/'z 535
. Yom/z 551
'; Y3/By m'z 663
3 Y1/Y5, m'z 697
£ Bym/z 837
Y, m'z 871
aogg 10271
B 300 350 400 450 500 550 600 650 00 750 800 850 900 950 10001050
6976 377 ) MS3 — 1045— 871
2
2 5514
£
6634
3773
4597481?_11
c 300 350 400 450 500 550 600 650 700 750 800 850 900 950 10001050
5373
075 y ’
070 MS* — 1045 — 871 — 697
065
060 4892
055
050
2045
5040
[
<035
030
025 3132
020 3435
0.15
010
005
0.00

200 250 300 350 400 450 500 550 GOU#&O 700 750 800 850 900 950 100010501100



Figure S7. MS" fragmentation of permethylated oligosaccharide XII (RT 37.5 min) (a)
MS® m/z 1205. (b) MS’® fragmentation m/z 1205—1031. (c) MS® fragmentation m/z
1205—1031—857. (d) MS® fragmentation m/z 1205—1031—857—697.
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Figure S8. MS" fragmentation of permethylated oligosaccharide XIII (RT 39.9 min) (a)
MS® m/z 1205. (b) MS’® fragmentation m/z 1205—1031. (c) MS* fragmentation m/z
1205—1031—857. (d) MS* fragmentation m/z 1205—1031—857—711.

A woss  Ya/BsorYyB, m'z343 MS2 — 1205
Y, m/z 391

Y /By m/z 503
B, m/z 517
C, m/z 535

Y 4/B; m/z 663
Yym/z711

Y /By m/z 823
133 m/z 837
C; m/z 855

Y N 4oy /= 857

By m/z 997

Y, m/z 1031

1 1%%$ 1 IIM-.O

ool N s s s s s

ON BRI A DDON ADHOM A DHON BDBO
SO CO0O000000DO000D000

f=l=lels)

MS? —1205— 1031

503 663
337 Lon le

110
105 7115

35 8235

15 3913 s
10 J 4 ?.25r'3 3E3- T0s4 -y
o 13352 4oz 1 5piea ik zea s Jo719 997

C 00350400450 5005506006507 U?naf 08509009501000050100 15

0250
5374 197 343. 450 0 1\/184 — 1205 —>1031 — 857
12, 3 7115 I 64
121 o P .
17, ) : e
}33 683 *337 139 Loz
104
95
85 343
80 1971 73 489, 649
275 " ;
ggg GB3p . 2 8 o
=60 537 L3971 Loy
80 683
50
45 537
49 6495
30 4756
28 3914 Losk
i . |
05
00 )
200 300 400 500 600 700, 80O Q00 1000 1100 1200

o
S

5035 MS>— 1205 —1031—857 — 711

3434 503
wamz%iﬂ;We
a7 537-391 231

11576
3912

200 300 400 T 500 TG00 T 7qG. 800 900 T 1000 1700 1200



Figure S9. MS" fragmentation of permethylated oligosaccharide XIV (RT 40.7 min) (a)
MS® m/z 1205. (b) MS’® fragmentation m/z 1205—1031. (c) MS® fragmentation m/z
1205—1031—857. (d) MS* fragmentation m/z 1205—1031—857—711. (
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Figure S10. MS" fragmentation of permethylated oligosaccharide XVIII (RT 32.8 min)
(@) MS* m/z 1045. (b) MS® fragmentation m/z 1045—871. (c) MS* fragmentation m/z
1045—871—697. (d) MS* fragmentation m/z 1045—871—697—537.
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Figure S11. MS" fragmentation of permethylated oligosaccharide XIX (RT 38.9min) (@)
MS* m/z 1045. (b) MS® fragmentation m/z 1045—871. (c) MS* fragmentation m/z
1045—871—697. (d) MS* fragmentation m/z 1045—871—697—537.
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Figure S12. MS" fragmentation of permethylated oligosaccharide XXI (RT 42.9min) (a)
MS® m/z 1205. (b) MS’® fragmentation m/z 1205—1031. (c) MS* fragmentation m/z
1205—1031—857. (d) MS* fragmentation m/z 1205—1031—857—697.
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