Supplementary Information
for
Synthesis of B-Analogues of C-Mannosyltryptophan, a Novel

C-Glycosylamino acid Found in Proteins

Toshio Nishikawa,*™ Yuya Koide," Akira Kanakubo,”Hiroshi Yoshimura," and Minoru

Isobe™”

“Laboratory of Organic Chemistryl Graduate School of Bioagricultural Sciences,

Nagoya University, Chikusa, Nagoya 464-8601, Japan

"PRESTO, Japan Science and Technology Agency



expl =atdlh

SANPLE
date Apxr 12 04
golvent copels
£ile axp

ACQUISITION

sfrq 299.567
ta H1
at 3.748
np 33728
BW 4499.5
fb 2250
bs 18
W 6.0
ail 0.252
tof 149.3
nt 16
et 16
alock n
gain not used

FLAGS
i1 n
in n
ap Y

DISPLAY
Bp ~601.2
R 4489.5
ve 5433
sc 0
we 400
hzmm 11.25
is 22885.60
rfl 601.2
rfp 0
th 2
ins 1.000

ai ecdc ph

DEC. & VT
dgxq 299,957
4n Hl
def -10000.0
dam nnn
dmm c
amf 200
PROCESSING
wtfila
PIOC £t
fn not used
wexrr react

wexp autolist{’ent~
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axpl ®tdl3c

SANPLE
data Aug 9 04
solvent cbell
file oxp
ACQUIBITION
sfrq 75.434
tn c13
at 1.697
np 64000
aw 18858.5
b 9500
bs 16
oW 8.2
a1 0
tof 320.2
nt 384
ct isd
alock na
galn not used
FLAGS
il o
in n
ap ¥
DISPLAY

ap -1535.4
wp 18858.5
ve €588
1] o
we 400
hzmn 47.15
is 500.00
x£l 7343.8
rfp 5808.4
th 13
ins 1.000
al no ph

DEC. & VT
dfxg 299.967
dn Hi
dof 0
ém vy
&mm w
amf 11229
PROCESSING
ib 2.00
wtfile
proc £t
fn not used
werr react

wexp autolist(/ent-

o7/, ‘cl3_process_~
J368")

wba

wnt

~138.487
138.311

138.235
138.144

o

—128.355
128.309

-128.217
128.134

/

~128.462

--128.080

128.034
127.737

127.699

127.592

-127.523

~83.355
-80.059
79.937

77.000%
76.573 %
75.833

— 77,4277
75.230

.635
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74.2%9
73.437
72.018
69.348
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Current Data Parameters
NAME koided0- 1
EXPNO 30
PROCNO !

F2 = Acquistiton Parame
Date, 70002

Time 10.35
INSTRUM ARXSON
PROBHD 5 non QNP

PULPROG gl
D 32768
SOLVENT cDCL3
N &

DS 2

SWrH 6410256 Hz
FIDRES 0.195623 F
AQ 2.5539540 sev
RG 2860

oW 78,000 usec
DE 97,50 usec
TE 300.0K

F2 — Processing paramet
<7 TA3IXRA

Mi

1.000
9.712

5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.5 ppm

1.572
0.998
0.301
2.108
0.871
2.287
0.104



Current Data Paramerers
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EE EEEEr E  PERERERR R EE RERRE MR R RS 23 0f :
—
~~2232ﬁ:2‘23~ﬁ2$ﬁﬁ2§2:~e\=o=ooc'\n\r\r‘i.\z\pﬂ”@§% ~ o ~ EXPNO 37
S S R N N L N I B 0 0 S W O S R Y ‘/,J 1 | PROCNO I
= NN RNSN\\VP
\\\i\\*\\\\ \%é/// g NN | o 4 irion P ‘
= IS | I ‘ | " cqmslt;z?wtzrameters
ale,
Time 20.06

INSTRUM ~ ARX400
PROBHD S mm QNP 1H
PULPROG zgbdc

D 65536
SOLVENT CDCL3
NS 1600

DS 2

SWH 22727.273 Hz
FIDRES 0.346791 H:,

AQ 14418420 sec
RG 22800
DW 22.000 usec
DE 27.50 usec
TE 300.0 K
F2 ~ Processing parameters
Ry 32768
SF 100.6138759 MH;
WDW EM
SSB [

‘_ LB 3.00 H

; GB 0

i PC 1.00
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expl gtdlh
SAMPLE DEC. & VT
date Dec 15 04 dfrq 299.957
solvent ¢ocl3  da H1
file exp dof -10000.¢
ACQUISITION am nnn
sfrq 299,967 Amm ]
tn H1 dmf 200
at 3.748 PROCESSING
np 33728 wtfile
aw £4499.5 proec £fe
£h 2250 fn oot used
bs 16
L 6.0 werr react
a1 0.252 wexp autolist(’ent~
tof 145.3 erd’, ‘hl_process_J~
nt 32 396')
ct 32 wha
alock n wnt
gain not used
FLAGS
i1 n
in n
dp Y
DISPLAY
8p -600.5
wDp 4499.5
vs 4709
8¢ 0
we 400
hzmm 11.25
is 12852.75
rfl 600.5
rfp 0
th 8
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75.4264075 MHz

cpel3
“varisn"
Pulss 35.0 degrees
DECOUPLE H1, 299.9672195 MHz

Acqg. time 1.657 sac

384 repetitions
WALTZ-16 modulated
DATA PROCRASING

Width 18658.5 Hz
continuously on

Ambient temperature

GEMINY~300
Power 30 4B

Solvent:

FULSE SEQUENCE

OBSERVE (13,
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Line broadening 2.0 ux

FT size 65536

Total tims 10 minutes
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Current Data Paramerers

NAME hoided (30— 1
EXPNO 2
PROCNO !
P2~ Aequisttion Parane
Date_. 701621
Time 247
INSTRUM ARN4O0
PROBHD 5 i QNP
PULPROG gl
70 32768
SOLVENT CDCL3
NS &

DS 2

SWH 6410.256 H=
FIDRES 0.195625 h
AQ 25550540 ser
RG 1430

DW 78.000 yyee
DE 97.50 usec
TE 3000 K

F2 = Processing parame
S 16384

SF 409.1343969 M1

29.666

m

1.085

5.961

1.523.

4.895

w

2.529

3.

0

2.5

0.350

3.405

1.251

0.189
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Solvent: CDC13

Ambient temperatura

“varian*

GEMINI-300

PULSE SEQUENCE

Pulse 35.0 degrees

Acq, time 1.697 smec

Width 18858.5 Hz

384 repatitions

75.4264086 MHz
299.9672195 Muz

€13,

OBSERVE
DECOUPLE H1,

Powar 30 4B

£re s
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SS6 YL
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Line broadening 2.0 Rz
Total time 10 minutes

FT size 65536

WALTZ-16 modulated
DATA PROCKSSING

continuously on
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Sm 8 mes 2 Current Data Parameters
£ T HE8T 32 2gES: ¢ B 28 NAME koi
] NI ! & 2 o ) 2 oide
$4Y 8 gdg ¥o R DT B & EXPNO 27
SR Aan o= SRS g ¥ & & PROCND )
b : [ i o [
| AYERYE RV !
i T I IR | i F2 - Acquisition Parameters
‘ Date _ 720119
Time 1419

INSTRUM AMX2600
PROBHD 5 mm Dual 19
PULPROG zglde

mw 65536
SOLVENT water
NS 40000

DS 2

SWH 41666.668 H;
FIDRES 0.635783 Hx

AQ 0.7864820 sec
RG 32768
DWW 12,000 usec
DE 15.00 usec
TE 300.0 K
F2 — Processing parameters
ST 65536
‘ SF 150.9043853 MH;

WDW EM
SSB 4
LB 3.00 H;
GB 0

35 PC 1.00
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