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1. Peptide Arylation HPLC Data

HPLC data for arylated peptides 4 and 6 are given in our preliminary communication on this
work.*

Arylated product of Ac-AlaTrpAla-OH 7, 8

HPLC-ESI-MS chromatogram (BPC) of the crude reaction material from Method A (arylated
tryptophan donated Trp’, diarylated tryptophans donated Trp~, dihydroxylated byproducts
donated Trp").
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Cmpd 3, 1.59 min
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HPLC-ESI-MS chromatogram (BPC) of the crude reaction material from Method B (arylated
tryptophan donated Trp’, starting material donated Trp).

Inten%: BPC 50.0-1000.0 +All MS, Masses excluded, Smoothed (0.31,1,GA)
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Cmpd 2, 2.8 min
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Cmpd 3, 3.4 min
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Arylated product of Ac-SerGlyTrpAla-OH 9, 10.

HPLC-ESI-MS chromatogram (BPC) of the crude reaction material from Method A (arylated
tryptophan donated Trp’, dihydroxylated byproducts donated Trp*).
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HPLC-ESI-MS chromatogram (BPC) of the crude reaction material from Method B (arylated
tryptophan donated Trp’, starting material donated Trp).

Intensg; BPC 50.0-1000.0 +All MS, Masses excluded, Smoothed (0.31,1,GA)
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Cmpd 2, 2.7 min
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Cmpd 3, 3.5 min

Intenss._ +MS, 3.3-3.5min #630-666, -Peak Bkgrnd
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2. UV-Visible Spectroscopic Data

UV-visible spectroscopic analysis of 12b (concentration range in legend, mol dm™)
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UV-visible spectroscopic analysis of 13 (concentration range in legend, mol dm™)
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UV-visible spectroscopic analysis of 14a (concentration range in legend, mol dm™)
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UV-visible spectroscopic analysis of 14b (concentration range in legend, mol dm™)
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UV-visible spectroscopic analysis of 15 (concentration range in legend, mol dm™)
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UV-visible spectroscopic analysis of 16a (concentration range in legend, mol dm™)
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UV-visible spectroscopic analysis of 16b (concentration range in legend, mol dm™)
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3. NMR spectroscopic data

NMR spectra for compounds 2b, 2e, 3, 4 and 2-Acetamidoacetic acid are given in our

preliminary communication on this work.*
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Methyl (2S)-2-amino-3-(1H-indol-3-yl)propanoate hydrochloride
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Methyl (2S)-2-acetamido-3-(1H-indol-3-yl)propanoate, 1a
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Methyl (2S)-2-{[(tert-butoxy)carbonyl]amino}-3-(1H-indol-3-yl)propanoate, 1b
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Methyl (2S)-3-(1H-indol-3-yl)-2-(trifluoroacetamido)propanoate, 1c
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Methyl (2S)-2-acetamido-3-(2-phenyl-1H-indol-3-yl)propanoate, 2a
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Methyl (2S)-2-acetamido-3-[2-(4-methoxyphenyl)-1H-indol-3-yl]propanoate, 2c

Reference: Alan Reay AJR-5-410

Filename: d0742ajr

0.5

1.0

98'ze—
[T

1.5

—r

25

512G~
6675
regz | orss

3.0

T

-

2
3.5

w0
= I
oM
_JLLL_—._._L._‘L__.L_._.‘L
p
~
o
~
2.0

]
@

T
4.0

€002 814~

4.5

— 550

[l
@
s

_L
©
Toeaoo
5.0

Z69q v b —E160

T
6.0

G689 0eL-0 Y60

6.5

S5 LN
PIELL,

08Bl
I
45581,
0562 b,

PIETINL

S V81
: : 560
R = 981
zu! zviy o
4 oy, 0 =60
vl i L R So |
Tmo 160

7.4
T
7.0

wn
7|1
5:5 2 .
'H NMR spectrum (400 MHz, CDCls).

7.5

BY'5E b~
obeEl”

7.6
T
8.0

8.5

—— =580

9.0

Y EG|—

9.5

2869 1—
o

10.5 10.0

Reference: Alan Reay AJR-5-410

Filename: d0742ajr

958

.0

S25

10

T
30

40

50

60

70

100 90 80

110

120

13C NMR spectrum (400 MHz, CDCly).

170 160 160 140 130

180




Methyl (2S)-3-[2-(4-fluorophenyl)-1H-indol-3-yl]-2-acetamidopropanoate, 2d
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Reference: Alan Reay AJR-5-417
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Methyl (2S)-2-acetamido-3-[2-(2,4,6-trimethylphenyl)-1H-indol-3-yl]propanoate, 2f
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Phenyl(2,4,6-trimethylphenyl)iodonium trifluoromethanesulfonate,11a
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'H NMR spectrum (400 MHz, CDCls).
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Phenyl(2,4,6-triisopropylphenyl)iodonium trifluoromethanesulfonate, 11b
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Methyl (2S)-3-(2-phenyl-1H-indol-3-yl)-2-(trifluoroacetamido) propanoate, 12a
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Methyl (2S)-3-(2-phenyl-1H-indol-3-yl)-2-(trifluoroacetamido) propanoate, 12b
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Filename: d0671ajr

Reference: Alan Reay AJR-5-427

Zh0Z~
[ T

0l —

B3°E5~
05'E5~"

€002 814 —

¥ 951
Z8'951

612617
254517

P804 —

||

10

170 160 160 140 130 120 110 100 90 80 70 60 50 40 30

180

13C NMR spectrum (400 MHz, CDCly).

S33



Filename: d0671ajr
Reference: Alan Reay AJR-5-427

7573

A e e B B B A B o e LA B s s e e S B
o 180

T T T T T
80 60 40 20 0 20 40 60 -80

F NMR spectrum (376 MHz, CDCls).

—T T T T L e A LM B m s s s s s e e LI
160 140 120 100 100 120 -140 -160 -180 -2

S34



2-(Trifluoroacetamido)acetic acid
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Methyl (2S)-3-(1H-indol-3-yl)-2-[2-(trifluoroacetamido)acetamido]propanoate, 13
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Methyl (2S)-3-(2-phenyl-1H-indol-3-yl)-2-[2-(trifluoroacetamido)acetamido]propanoate, 14a
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(2S)-2-[2-(trifluoroacetamido)acetamido]-3-[2-(2,4,6-trimethylphenyl)-1H-indol-3-

Methyl

yl]propanoate, 14b
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(2R)-4-Methyl-2-(trifluoroacetamido)pentanoic acid
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'H NMR spectrum (400 MHz, CD;OD).
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(2S)-3-(1H-indol-3-yl)-2-[(2R)-4-methyl-2-trifluoroacetamido)pentanamido]

Methyl

propanoate, 15
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(2S)-2-[(2R)-4-methyl-2-(trifluoroacetamido)pentanamido]-3-(2-phenyl-1H-indol-3-

Methyl

yl)propanoate, 16a
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13C NMR spectrum (400 MHz, CDCly).
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(2S)-2-[(2R)-4-methyl-2-(trifluoroacetamido)pentanamido]-3-[2-(2,4,6-

trimethylphenyl)-1H-indol-3-yl]propanoate, 16b

Methyl

Filename: m3656ajr

Reference: Alan Reay AJR-4-348-1

<]
=]
]
il
]

— O
L
< =T
Fil
T

iz ik

L

0

F3C\I//O o

N

HN,,

7 "ZT

J 060

660
2ol

o

m.ﬁﬂ:

860
g0
=680

10.5 10.0

85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 1.0 05
'H NMR spectrum (400 MHz, CDCls).

9.0

9.5

Filename: c6992ajr

Reference: Alan Reay AJR-4-354-1

SEZTr—

V-
SrZ5
BEG

L

U

.

I

€540~
80" H ke,
ZEPLLN
CTPITEN
PEBLL-S
E00Eb—
VETT b
08T b
PRzl
[CEAN
SEEz L
19FEVT
6£°5E 1
s e
62851
0E6E L

0555
az'os|

5995
£0°45 F%

Y2041~
SULAVT

L

I

b L L

70

13C NMR spectrum (400 MHz, CDCly).

T T T T
170 160 150 140

180

S49



Filename: m&656ajr
Reference: Alan Reay AJR-4-348-1

--75.76

T T T T T T T T T T T T

T T T T T T T T T
110 90 70 50 30 10 -0 30 50 70 80 110 -130

F NMR spectrum (376 MHz, CDCls).

T L e e e e L s s s e o e A S LA m s |
0 130 -150 470 -190 -210 230 -2

S50



