Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

Promoting Peptide a-Helix Formation with Dynamic Covalent
Oxime Side-Chain Cross-Links

Conor M. Haney, Matthew T. Loch, and W. Seth Horne*
Department of Chemistry, University of Pittsburgh, Pittsburgh, PA 15260

SUPPORTING INFORMATION

NMR SPECTRA

S1



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H (0]
N Bn

S3a

JL. LA_A.AA Mo A A o

8.5 8.0 75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 15 1.0 0.5
Chemical Shift (ppm)

S2



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H (0]
n
CbZ/N \)I\O’ B

S3a

Ll L R R L) Ll L) R A ) L ) LR R I R ) LR R I e L) LR AR I L L) Ly L) R A ) L L) R R ) LR L) R A LR LR LR LER RN R AR e nanas panny|
192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0

Chemical Shift (ppm)

S3



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H o]
N Bn
Chz~ \;)LO’

S3b

U 5|, S

R B e N R R E A n s R AR EERRE R T
75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 35 3.0 25 2.0 1.5 1.0 0.5

Chemical Shift (ppm)

S4

L B B B B B I L B B L B L B LR R



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H (@]
Bn
CbZ’N\:)J\O’

iOH
S3b
m
220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

Chemical Shift (ppm)

S5



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H 0]
N Bn

~Ms

S4a

L 1) M

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 35 3.0 2.5 2.0 1.5 1.0 05
Chemical Shift (ppm)

S6



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

9.5 9.0 8.5 8.0 7.5 7.0

6.5

6.0

55

5.0

4.5

Chemical Shift (ppm)

S7

S5a

i

4.0

3.5

3.0

25

20 1.5 1.0

0.5



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

E 0
~N
O
S5a
m
220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

Chemical Shift (ppm)

S8



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

.

9.5 9.0 8.5 8.0 7.5 7.0

6.5

6.0

55 5.0 4.5
Chemical Shift (ppm)

S9

4.0

3.5

3.0

2.5

2.0

N
Chz~

1.5

S5b

1.0

0.5



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H (o]
Cbz’N\_)LO’ Bn

W\O
|
o._N_o
S5b
m
220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

Chemical Shift (ppm)

S10



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H O
N Bn
Cbz~ \:)J\O’

“NH
2-CI-Trt

S6a

) Jl. } )

9.5 9.0 8.5 8.0 75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 2.0 1.5 1.0 0.5

Chemical Shift (ppm)

S11



Electronic Supplementary Material (ESI) for Chemical Communications

This journal is © The Royal Society of Chemistry 2011

220

210

200

190

180

170

160

150

140

130

120 110 100
Chemical Shift (ppm)

S12

90

80

70

60

50

40

H (@]
Bn
Cbz~ N \:)J\O’

“NH
2-CI-Trt

S6a

30 20 10



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H O
n
CbZ’N\:)J\O’B

~2-CI-Trt

Séb

AN A .

9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 2.0 1.5 1.0 0.5
Chemical Shift (ppm)

S13



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H (0]
bz \;)LO’Bn

1,

HN
~2-CI-Trt
S6b
B L b LRl R Rl R L Rl L Ll LA R R LA Rl LA LR R Rl R R R L LR IR A A R R L AR R AR R LN LR R RAR RS L RAA N ARl RERAN AR RARRS Rat ]
220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

Chemical Shift (ppm)

S14



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

S7a

_ . L 1 J L_J\/\_JJ_N_‘

13 12 11 10 9 8 7 6 5 4 3 2 1
Chemical Shift (ppm)

S15



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H @]
Fmoch\)J\OH

“NH
2-CITrt

S7a

T (Y S ST U O | TR | i‘”.“lw.-n |Hd‘l R TS N mlhlen Ll 0. l]'.lmln il I | |j. ]Iill P |lil||l|.li| L.U\ll l\l 4o ki Jl.l Iy

220 210 200 190 180 170 160 150

120 110 100 90 80 70 60 50
Chemical Shift (ppm)

S16

40

30 20 10 0



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H 0
FmOC’N\_)LOH

1,

{

HN“2-CI-TI't

S7b

o L | J{

13 12 1" 10 9 8 7 6 5 4 3 2 1
Chemical Shift (ppm)

S17



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H O
Fmoc- \_/U\OH

he

N2

S7b

[

bbb, Ll LU g .mLJ ..thJ‘.uI .h.Jsl 1 J“k“.n‘l “‘I xhl-‘ ”..1 Ll ihlJlHL | 4 ..I.I.J“ Al ol uhi “J.Ilh wll L‘L\J.h. A il l.n“ﬂ.l b la e “ |

220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
Chemical Shift (ppm)

S18



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

@]
H (@]
Boch\)L o’N

z o]
~OtBu

Boc-Ser(tBu)-NHS

U W . DU | G P '

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0
Chemical Shift (ppm)

S19



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

0
y O
BOC"N\VALO’N
= 0
~OtBu

Boc-Ser(tBu)-NHS

m
220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
Chemical Shift (ppm)

S20



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

H (@]
FmOC’N\:)LOH

“NH

o%-“‘\ouau

BOC"NH

S8

A

13 12 11 10 9 8 7 6 5 4 3
Chemical Shift (ppm)

S21



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2011

o

H
Fmoch\)LOH

“SNH

O}\“‘“‘OtBu

BOC’NH

S8

m
220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
Chemical Shift (ppm)

S22



