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Figure S1. Populations of 16 turn combinations from simulations of cyclo-(X,X,AAA) of the Sl
simulations. Results use cut-off turn analysis (see Materials and Methods for analysis details). Type I, T',

IT and IT' B-turns are shown in red, orange, green and blue, respectively. Tight turns vy, y', o, and o, are
shown in cyan, magenta, purple and brown, respectively.
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Figure S2. 'H NMR spectrum of cyclo-(GNSRV) in H,0:D,0 (90:10) at 288 K.
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Figure S3. Fingerprint region of the 2D spectra for cyclo-(GNSRV). TOCSY peaks are shown in blue
and ROESY peaks shown in red. 1D spectra correspond to the Hy region (top) and the H, region (left
side). The peptide was dissolved in H,0:D,0 (90:10) at a concentration of 3.5 mM at 288 K.
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Figure S4. Full 'H-'"H TOCSY spectrum of cyclo-(GNSRV) in H,0:D,0 (90:10) at 288 K.
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Figure S5. Full 'H-"H ROESY spectrum of cyclo-(GNSRV) in H,0:D,0 (90:10) at 288 K.
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Figure S6. Correlations between predicted structure and experimental data. Shown are a representative
structure and Ramachandran plots for the most populated cluster from simulations of cyclo-(GNSRV).
Type II' B-turns and o tight turns are shown in blue and purple, respectively. (left) Strong NOEs were
observed between Asn’*(Hy) and Ser’(Hy) and Arg*(Hy) and Val’(Hy). These are shown as black lines on
the structure of cyclo-(GNSRV). (right) ¢ angles were estimated from J-values for Ser’, Arg* and Val’.
These are shown as solid vertical lines on the Ramachandran plot and are in agreement with the
predicted structure.
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Figure S7. '"H NMR spectrum of cyclo-(GFDNV) in H,0:D,0 (90:10) at 288 K.
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Figure S8. Fingerprint region of the 2D spectra for cyclo-(GFDNV). TOCSY peaks are shown in blue
and ROESY peaks shown in red. 1D spectra correspond to the Hy region (top) and the H, region (left

side). The peptide was dissolved in H,0:D,0 (90:10) at a concentration of 3.5 mM at 288 K.
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Figure S9. Full 'H-'H TOCSY spectrum of cyclo-(GFDNV) in H20:D20 (90:10) at 288 K.
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Figure S10. Full 'H-"H ROESY spectrum of cyclo-(GFDNV) in H,0:D,0 (90:10) at 288 K.
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Figure S11. 'H NMR spectra of Hy region for cyclo-(GNSRV) (top) and cyclo-(GFDNV) (bottom) in
H,0:D,0 (90:10) at 288 K after NMR samples were incubated at room temperature for 6 weeks or
longer. The spectrum for cyclo-(GFDNV) exhibits additional Hy peaks, which are highlighted in red
boxes. These increased in volume over time before saturating at the peak volumes shown. The total
volume of the highlighted peaks represents roughly 33% of the total peak volume in the amide region.
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SUPPLEMENTARY TABLES

Table S1. Thermodynamics decomposition for cyclo-(GGGGG). Results use cut-off turn analysis (see
Materials and Methods for analysis details). Type I, I', Il and II' B-turns are shown in red, orange, green
and blue, respectively. Tight turns vy, y', oy, and o, are shown in cyan, magenta, purple and brown,
respectively. All thermodynamic terms are defined in the Materials and Methods. Populations and
standard error of mean were calculated from the five neutral replicas of the S1 simulation.

GGGGG
GGGGG
GGGGG

GGG
GGGGG
GGGGG

GGG
GGGGG
GGGCG
GGGGG
GGGC:G

GGG

GCG
GGGCG
GGGGG
GGGGG

GGGGG
GGGGG
GGGGG

GGG
GGGGG
GGGGG

GGG
GGGGG
GGGC:G
GGGGG
GGGCG

GGG

GC:G
GGGC:G
GGGGG
GGGGG

14.7 £ 0.6%
14.3 + 0.4%
6.4 £ 0.4%
6.2 £ 0.5%
5.4 £ 0.2%
4.9 + 0.3%
2.6 £ 0.2%
2.4 £ 0.2%
1.3 + 0.2%
1.3 £ 0.2%
1.1 £ 0.1%
1.0 = 0.1%
0.73 + 0.03%
0.65 = 0.1%
0.65 + 0.1%
0.56 = 0.1%
14.7 £ 0.6%
14.3 £ 0.4%
6.4 £ 0.4%
6.2 £ 0.5%
5.4 £ 0.2%
4.9 £ 0.3%
2.6 £ 0.2%
2.4 £ 0.2%
1.3 £ 0.2%
1.3 £ 0.2%
1.1 + 0.1%
1.0 = 0.1%
0.73 = 0.03%

0.65 = 0.1%
0.65 = 0.1%
0.56 + 0.1%

AG  AH -TAS AHP  AH.q —TASE™ —TASw
[ 0.00 0.00 000 |[ o000 000 |[ o000 0.00 "
10.0940.04 -0.26:0.53 0.35+0.53{ | -0.07+0.11 -0.204+0.62 { | 0.35+0.29 -0.00+0.73
12.1140.00 1.69+1.03 0.42+1.04] | 18.824£0.06 -17.13+1.071 | 15.35+1.13
12.2040.12 0.10+1.02 2.1040.92] | 19.01+0.28 -18.90:0.821 | 16.28+1.29 i
+2.51+0.07 2.94+4+1.71 -0.43+1.72{} 9.881+0.20 -6.94+1.66 { | 23.36:-0.76 ’
12.78140.06 5.71+0.76 -2.9310.80| | 9.8810.12 -4.17+0.75 { | 28.4141.31
14.3310.12 4.414225 -0.094224] | 4431027 -0.0242.38 | [ROBLTEN MR P AEE" ?
(4514014 204064 246+0681 f 5.03+033 -298+078 | [RUUETRTMRZREEEREY | | F)
16.0240.20 9.0843.24 -3.061+3.18] | 0.09+028 8.99+320 | [LEN IS ER BULEIESLRT
16.2040.21 9.6543.80 -3.461+3.66] | -0.11+052 0.7643.46 | [RARLEBU LBy X EBIR
16.5540.13 7.78+1.76 -1.23+182] | 1714043  6.07+1.90 | PLIKI EE R URLLE EE 4N
6704011 13.07:0446 63644411 | 1304050 11684411 | PLESTEUSIESRS | |
17.5310.00 20.5545.21-13.0245.13 | 1.2040.84 | 19.36:+5.72 | Pl in iR LAPL IR TR 1
7.85-40.23 18.07+1.98-10.22+1.98 | -4.2510.30 | 22.3242.03 | E R IS LRT IILRESSLRT
17.8310.18 9.53£3.94 -160+383] | 1.46+£0.46 8.07:3.88 | PLL L ABBR RN BTR
(8184019 13894258 5714263 | 4.05+050 17944242 | EURECRECTRCRCls [l

AHL AHEECRHIAAfbond A ppansle A pdin. Afime- AHLI A HEEGSR) EELR)
- 0.00 0.00 0.00 0.00 0.00 000 ][ o000 0.00 0.00 |
| 0054006 -0.01+0.06 0.00+0.06 0.08+0.09 -0.04+0.06 -0.05+0.01 | [0.36+1.08 -0.624+0.96 0.07-:0.06-
| 3654007 12604005 -0.09+008 2981007 7.1840.02 -0.2040.05 { [-0.46-1.21 -14.7741.95 -1.90--0.10]
| 3684007 12784017 0004010 29614013 7.1740.05 -0.23+0.04 | |-3.8241.17 -13.29+1.68 -1.80-:0.14]
- -0.82+0.10 6.76+0.13 -0.114+0.10 0.1310.09 4284006 -0.36+0.03 { [-2.3542.19 -2.86+3.53 -1.73+0.18
| 0.804£0.02 6.84+£0.19 0281008 0.04:0.06 4424008 -0.36+0.02 | [-3.1941.18 0.65:+1.58 -1.62+0.04]
| 0164007 -2.4040.16 023+0.14 24614016 3314009 0.67+0.08 | [1.2642.09 -0.604+2.78 -0.680.13]
| 0.16+0.12 2314018 048+0.10 2544023 3331009 0.8240.03 | [-2.9842.34 0531308 -0.53.0.08]
| 1264017 -8.814£058 0414013 0961037 7.0040.14 0.08+0.09 | [1.2643.17 10.2345.12 -2.50-:0.10]
| 1314014 -8.96+0.36 -0.09+027 0431025 7.0940.17 0.1140.05 | [3.334392 8.3347.11 -1.9040.20]
| 1154018 -10.094032 0494025 2694027 6.96+0.17 0.5240.07 | [-0.534+4.28 8.7044.01 -2.10+0.12]
| 1324016 -104540.28 0124023 2904037 6.9040.16 0.59+0.10 | [8.2741.82 5474555 -2.06--0.39]
- -0.62+0.11 -13.59+0.64 0.31+0.26 3.724+0.13 10.454+0.24 0.9310.09 - }16.20:&2.52- -1.4710.42
| 0.7740.14 |-17.994027 -0224020 1174020 11.7740.12 0.26:+-0.02 | [-0.4146.60 23.18+8.03 -0.45+0.27,
| 0.06+0.16 -14.014040 0044019 4114022 10.64+0.10 0.74-:0.06 | [-4.2345.02 13.68-7.28 -1.37-:0.18]
0864023 17964036 0041025 1131046 11614019 035:-004 | |227-6596 16.2747.86 -0.60+0.21]
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Table S2. Thermodynamics decomposition for cyclo-(AAAAA). Type I, I', I and II' B-turns are shown
in red, orange, green and blue, respectively and distorted B-turns are underlined. The tight turn oy is
shown in purple. All thermodynamic terms are defined in the Materials and Methods. Populations and
standard error of mean were calculated from the five neutral replicas of the S1 simulation.
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2.2
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AG AH —-TAS AHF  AHe —TASP™ _TASw
e 0w o om 0% 250 250 00 4"_0
.8%1.364+0.05 0.18+1.27 1.1941.28 | EELI RN RNEECH R R o Wy g -3.304+0.12 4.49+1.34 (2]05
.1%[ 7.96+0.09 -3.11+2.00 11.074+2.08 |  14.1940.24 147.641+5.27 -136.5713.88 :
2% F 9.51:‘|:0.21 -2.934+3.40 12.44?1:3.27 i 11'95:.':0'37 279.74+21.08 -267.30+-23.07 _;Z
AHE AHPFCOARRd  AHPE  AHEM  AHP™  AHY, AHZCYAHEM™
7% O.bO D.bO O.bO 0.60 U.bO 0.60 + O.IOO 0.60 04'00 1
. 8% -7.141+0.02 -1.094+0.07 -0.85+0.05 13.671+0.04 -0.5940.01 {| 0.481+0.70 -4.001-0.04 -
1% 2.38+0.10 1451+0.12 0.544+020 0.621+0.07 -3.81+0.04 -0.04+0.05 [ 0.73+0.74 -16.204+2.70 -1.84+0.12
.2%-0.13+0.22 13.1940.32 0.38+0.15 5874025 -1.9940.17 0.6310.08 || 7.841+2.34 - -0.8910.13
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Table S3. Population and turn combination for the top three most populated clusters of cyclo-
(X,AAAA) of the S1 simulations. Type I, I', Il and II' B-turns are shown in red, orange, green and blue,
respectively and distorted B-turns are underlined. The tight turn oy is shown in purple.

AAAAA CAAAA DAAAA EAAAA FAAAA
53% | AAAAA | 18% | CAAAA | 20% | DAAAA | 14% | EAAAA | 18% | FAAAA
31% | AAAAA | 13% | CAAAA | 11% | DAAAA | 11% | EAAAA | 15% | FAAAA
2% | AAAAA | 10% | CAAAA | 9% | DAAAA | 10% | EAAAA | 10% | FAAAA

GAAAA HAAAA IAAAA KAAAA LAAAA
30% | GAAAA | 23% | HAAAA | 30% | IAAAA | 13% | KAAAA | 12% | LAAAA
11% AAA 21% | HAAAA | 16% | IAAAA | 13% | KAAAA | 10% | LAAAA
5% | GAAAA | 16% | HAAAA | 10% | IAAAA | 10% | KAAAA | 9% | LAAAA

MAAAA NAAAA PAAAA QAAAA RAAAA
20% | MAAAA | 17% | NAAAA | 32% | PAAAA | 23% | QAAAA | 17% | RAAAA
15% | MAAAA | 13% | NAAAA | 18% | PAAAA | 15% | QAAAA | 10% [ RAAAA
11% | MAAAA | 8% | NAAAA | 9% | PAAAA | 7% | OQAAAA | 9% | RAAAA

SAAAA TAAAA VAAAA WAAAA YAAAA
19% | SAAAA | 12% | TAAAA | 36% | VAAAA | 19% | WAAAA | 23% [ YAAAA
13% | SAAAA | 10% | TAAAA | 11% | VAAAA | 10% | WAAAA | 10% [ YAAAA
12% | SAAAA | 10% | TAAAA | 8% | VAAAA | 9% | WAAAA | 10% [ YAAAA
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Table S4. Population and turn combination for the top three most populated clusters of cyclo-
(X, X,AAA) of the S1 simulations. Type I, I', I and II' B-turns are shown in red, orange, green and blue,
respectively and distorted B-turns are underlined. The tight turns y and o are shown in cyan and purple,

respectively.
GXAAA
GGAAA GAAAA GVAAA GFAAA GRAAA GDAAA GNAAA GSAAA
24% GAA 30% GAAAA 23% GVAAA 26% GFAAA 41% GRAAA 32% GDAAA 40% GNAAA 31% GSAAA
11% GGAAA 11% AAA 7% GVAAA 10% GFAAA 8% RAA 6% DAA 11% NAA 20% SAA
8% GGAAA 5% GAAAA 6% VAAA 6% GFAAA 6% GRAAA 6% GDAAA 2% NAAA 4% GSAAA
VXAAA
VGAAA VAAAA VVAAA VFAAA VRAAA VDAAA VNAAA VSAAA
58% VGAAA 36% VAAAA 21% VVAAA 18% VFAAA 18% VRAAA 49% VDAAA 38% VNAAA 53% VSAAA
4% | VGAA 11% | VAAAA | 13% | VVAAA | 18% | VFAAA | 13% | VRAAA | 21% | VDAAA | &% | VNAAA | 7% | VSAAA
3% VGAAA 8% VAAAA 9% VVAAA 14% VFAAA 8% VRAAA 2% VDAA 5% VNAAA 6% VSAAA
FXAAA
FGAAA FAAAA FVAAA FFAAA FRAAA FDAAA FNAAA FSAAA
37% FGAAA 18% FAAAA 20% FVAAA 23% FFAAA 17% FRAAA 31% FDAAA 24% FNAAA 31% FSAAA
10% AAA 15% FAAAA 11% FVAAA 14% FFAAA 9% FRAAA 20% FDAAA 17% FNAAA 12% FSAAA
6% FGAAA 10% FAAAA 9% FVAAA 12% FFAAA 9% FRAAA 7% FDAAA 7% FNAAA 11% FSAAA
RXAAA
RGAAA RAAAA RVAAA RFAAA RRAAA RDAAA RNAAA RSAAA
33% RGAAA 17% RAAAA 26% RVAAA 15% RFAAA 11% RRAAA 22% RDAAA 25% RNAAA 35% RSAAA
6% RGAAA 10% RAAAA 11% VAAA 11% RFAAA 10% RRAAA 21% RDAAA 12% RNAAA 14% RSAAA
5% AAA 9% RAAAA 7% RVAAA 11% RFAAA 9% RRAAA 6% RDAAA 7% RNAAA 7% RSAAA
DXAAA
DGAAA DAAAA DVAAA DFAAA DRAAA DDAAA DNAAA DSAAA
12% AAA 20% DAAAA 19% DVAAA 24% DFAAA 21% DRAAA 19% DDAAA 31% DNAAA 15% DSAAA
12% DGAAA 11% DAAAA 14% DVAAA 11% DFAAA 20% DRAAA 15% DDAAA €% DNAAA 13% DSAAA
11% | DGAAA | 9% | DAAAA | 11% | DVAAA | 9% | DFARA | 7% | DRAAA | 14% | DDAAA | 5% | DNAAA | 13% | DSAAA
NXAAA
NGAAA NAAAA NVAAA NFAAA NRAAA NDAAA NNAAA NSAAA
22% NGAAA 17% NAAAA 15% NVAAA 18% NFAAA 21% NRAAA 18% NDAAA 20% NNAAA 20% NSAAA
16% AAA 13% NAAAA 12% NVAAA 9% NFAAA 8% NRAAA 17% NDAAA 13% NNAAA 18% NSAAA
7% NGAAA 8% NAAAA 8% NVAAA 8% NFAAA 8% NRAAA 12% NDAAA 7% NNAAA 12% NSAAA
SXAAA
SGAAA SAAAA SVAAA SFAAA SRAAA SDAAA SNAAA SSAAA
29% SGAAA 19% SAAAA 15% SVAAA 21% SFAAA 28% SRAAA 20% SDAAA 31% SNAAA 22% SSAAA
10% SGAAA 13% SAAAA 15% SVAAA 13% SFAAA 10% SRAAA 13% SDAAA 10% SNAAA 20% SSAAA
7% SGAAA 12% SAAAA 10% SVAAA 8% SFAAA 7% SRAAA 11% SDAAA 8% SNAAA 14% SSAAA
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Table SS. Highest scoring sequences from neighbor analysis of simulations of cyclo-(X,X,AAA), where
XX, =G, V,F,R,D, N or S, for the B;,+0 turn combination.

Rank

CP

Score

Rank

CP

Score

1

© 00 N O o b~ 0N

—
o

GNSRV
GRSRV
GNSVV
GSSRV
GNRRV
GDSRV
GRSVV
GNSDV
GNNRV
GNSFV

1.287
1.265
1.235
1.226
1.220
1.215
1.213
1.213
1.211
1.210

11
12
13
14
15
16
17
18
19
20

GRSDV
GRSFV
SNSRV
GNRVV
GRRRV
GRNRV
GSSvV
GNFRV
GDSVV
GNGRV

B e e T . T N S N S N

191
.188
.184
178
A77
175
174
.165
163
162

Table S6. Thermodynamics decomposition for (A) cyclo-(GNSRV), (B) cyclo-(GNAAA), (C) cyclo-
(ANSAA), (D) cyclo-(AASRA), (E) cyclo-(AAARYV) and (F) cyclo-(GAAAV). Type I, I' and II' B-turns
are shown in red, orange and blue, respectively and distorted B-turns are underlined. The tight turns y
and oy are shown in cyan and purple, respectively. In B-F, arrows indicate the turn combination that is
at same location as in cyclo-(GNSRV). For A-B and E-F, boxes indicate factors that stabilize the most
populated conformation. In C-D, the factors that stabilize the most populated conformation over others
is undetermined as the error is larger than the average. All thermodynamic terms are defined in the
Materials and Methods. Populations and standard error of mean were calculated from the five neutral
replicas of the S1 simulations.

(A)
GNSRV
GNSRV

NSRV

(B)
— GNAAA
NAA
GNAAA
©
ANSAA
ANSAA

—» ANSAA

(D)

AASRA

— AASRA
AASRA

(E)

— AAARV
AAARV
AAARV

(F)

—> GAAAV
GAALV
GAAAV

67.4%
7.6%
4.9%

40.4%
11.0%
2.3%

19.9%
18.1%
12.1%

28.1%
10.3%
6.7%

25.8%
11.1%
6.9%

58.0%
4.1%
3.5%

AG AH  -TAS  AHE  AHu, —TASP™ _TASy — AHE AHRFOUMAphend  Afee Apdh AR AL AHEESY AEEED
0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00
5.43+0.08 ;-3;6;1;3.: pATEoWURY -29.34+0.65 © 32.70+1.26 51.15+158 -49.08+2.44 REXIELRL 0.98+0.08 3.59+0.10 |11.43+0.17  -0.0310.04 '-7:9:{-:2.;7 ;;i;ﬁ;
6.57+0.13 : 5.21+2.57 : 1.36+2.56 -6.71+2.87 PSR B TR N (Gl | 0.6640.19  -6.71+0.83 -0.2340.10 |_2;7;0.TOE 0.26+0.07 -39_71:-25_1 -1.69+3.96 7;‘:“:.’;“
AG AH  —TAS  AHFC AHw —TASP™ _TASy  AHE AHR"SUMAHRn AHPE AHES AHR™ AHE, AR AHEM
0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00
3.25+0.10 ;-3.;5;1;8.: -0.69+1.75 16.684+0.74 -17.3842.01 0074006 ~-7.014041 0.731007 56740.12 -1.1240.04 0.22+0.03 0.14+1.15 ;-2;8;2;9- ;25_i!;33-
7.11+0.09 ill.ﬁd:l.ﬁ:l 1 -4.25+1.66 131.0845.37 -135.33+4.82 fREX:ZEX big 0.67+0.13  1.07+0.14 = 8.98+0.27 0.63+0.07 X 25 X350 26.71+3.28 35.0440.65
AG AH  _TAS AHP  AHne —TASS™ _TASy  AHE AHRESTHOAgbond  Apele Apgne ApE® AHL AHEESY AREEMR
0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00
0.23+0.03 0864085 -0.6310.87 | -1.3740.29 0.74+0.73 -0.261+0.07 | -9 0.2840.07 0.62+0.14 -291+0.15 -0.1040.04 ||-3.3310.86 6.88+0.92 9.5610.75
1254006 0.34+1.28 0.91+1.27 | ERTPLEESVRIEES (UEES B:L) 7.791066  -6.88+1.52 1.22+0.08 BENZESKE 0.07+0.05 1.91+0.07 -3.75+0.06 0.04:0.03 0.05+£0.95 = 6.77+1.96 9.80:0.83
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Table S7. Observed NOE:s for cyclo-(GNSRV).

Coordinate 1 | Assignmentl | Coordinate 2 | Assignment 2 | Strength
9.05 1Gly-NH 3.63 1Gly-Haa strong
9.05 1Gly-NH 3.97 1Gly-Hab strong
891 2Asn-NH 4.70 2Asn-Ha strong
8.26 4Arg-NH 4.03 4Arg-Ha strong
7.84 3Ser-NH 4.61 3Ser-Ha strong
7.84 3Ser-NH 3.90 3Ser-Hb strong
7.76 5Val-NH 4.18 5Val-Ha strong
9.05 1Gly-NH 4.17 5Val-Ha strong
891 2Asn-NH 3.98 1Gly-Hab strong
8.26 4Arg-NH 391 3Ser-Hb weak
8.26 4Arg-NH 4.61 3Ser-Ha strong
7.28 4Arg-NHe 4.02 4Arg-Ha weak
7.27 4Arg-NHe 3.25 4Arg-Hd strong
8.90 2Asn-NH 2.88 2Asn-Hb strong
8.27 4Arg-NH 1.95 4Arg-Hba strong
8.27 4Arg-NH 1.71 4Arg-Hbb weak
8.27 4Arg-NH 1.64 4Arg-Hg weak
7.76 5Val-NH 1.96 5Val-Hb strong
7.76 5Val-NH 0.93 5Val-Hga strong
7.76 5Val-NH 0.86 5Val-Hgb strong
7.28 4Arg-NHe 1.96 4Arg-Hba weak
7.27 4Arg-NHe 1.73 4Arg-Hbb strong
7.27 4Arg-NHe 1.65 4Arg-Hg strong
8.90 2Asn-NH 7.83 3Ser-NH strong
8.27 4Arg-NH 7.75 5Val-NH strong
4.60 3Ser-Ha 391 3Ser-Hb strong
4.70 2Asn-Ha 2.86 2Asn-Hb strong
3.98 1Gly-Hab 3.63 1Gly-Haa strong
4.03 4Arg-Ha 3.25 4Arg-Hd strong
4.18 5Val-Ha 1.95 5Val-Hb strong
4.03 4Arg-Ha 1.95 4Arg-Hba strong
4.03 4Arg-Ha 1.17 4Arg-Hbb strong
4.03 4Arg-Ha 1.66 4Arg-Hg strong
4.18 5Val-Ha 0.92 5Val-Hga strong
4.18 5Val-Ha 0.88 5Val-Hgb strong
3.25 4Arg-Hd 1.95 4Arg-Hbb strong
3.25 4Arg-Hd 1.69 4Arg-Hg strong
1.95 4Arg-Hba 1.71 4Arg-Hbb strong
1.94 4Arg-Hba 1.65 4Arg-Hg strong
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1.97 5Val-Hb 0.93 5Val-Hga strong
1.97 5Val-Hb 0.88 5Val-Hgb strong
Table S8. J-coupling values and associated torsional restraints for cyclo-(GNSRV).
Residue | *Jyycn. (Hz) | ¢ restraints
G, 53 -
N, 7.7 -
S; 9.1 —120 £ 30°
R, 4.8 —60 + 30°
V; 93 —120 + 30°
Table S9. Observed NOE:s for cyclo-(GFDNYV).

Coordinatel | Assignmentl | Coordinate2 | Assignment?2 | Strength
8.70 1Gly-NH 7.90 5Val-NH weak
8.61 4Asn-NH 7.90 5Val-NH strong
8.64 2Phe-NH 7.99 3Asp-NH strong
8.61 4Asn-NH 7.99 3Asp-NH weak
8.61 4Asn-NH 2.75 3Asp-Hba strong
7.98 3Asp-NH 3.20 2Phe-Hbb weak
7.98 3Asp-NH 3.03 2Phe-Hba weak
7.90 5Val-NH 2.93 3Asp-Hbb strong
8.70 1Gly-NH 2.04 5Val-Hb weak
8.70 1Gly-NH 091 5Val-Hga strong
7.32 2Phe-Hd 0.92 5Val-Hgb weak
8.70 1Gly-NH 4.11 5Val-Ha strong
8.64 2Phe-NH 3.95 1Gly-Hab strong
7.90 5Val-NH 433 4Asn-Ha weak
7.98 3Asp-NH 451 2Phe-Ha strong
8.61 4Asn-NH 4.77 3Asp-Ha strong
8.65 2Phe-NH 3.19 2Phe-Hbb strong
8.64 2Phe-NH 3.03 2Phe-Hba strong
8.61 4Asn-NH 2.94 4Asn-Hba strong
7.98 3Asp-NH 293 3Asp-Hbb strong
7.98 3Asp-NH 2.74 3Asp-Hba strong
8.64 2Phe-NH 7.31 2Phe-Hd strong
7.31 2Phe-Hd 3.20 2Phe-Hbb strong
7.30 2Phe-Hd 3.03 2Phe-Hba strong
7.90 5Val-NH 091 5Val-Hga strong
7.90 5Val-NH 204 5Val-Hb strong
3.96 1Gly-Hab 3.54 1Gly-Haa strong
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4.50 2Phe-Ha 3.21 2Phe-Hbb strong
451 2Phe-Ha 3.03 2Phe-Hba strong
433 4Asn-Ha 2.95 4Asn-Hba strong
4.11 5Val-Ha 204 5Val-Hb strong
4.10 5Val-Ha 0.92 5Val-Hga strong
3.20 2Phe-Hbb 3.02 2Phe-Hba strong
2.04 5Val-Hb 091 5Val-Hga strong
2.94 3Asp-Hbb 2.75 3Asp-Hba strong

Table S10. J-coupling values and associated torsional restraints for cyclo-(GFDNV).

Residue | *Jyycn. (Hz) | ¢ restraints
G, 6.1 -
F, 70 -
D, 8.9 -120 = 30°
N, 65 _
V; 9.7 -120 = 30°
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