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Conformational studies of peptides 4 and 5:

Like other peptides, the NMR studies of peptides 4 and 5 were undertaken in ~ SmM
CDCl; solution. The 3JNH_CBH > 9.0 Hz, imply anti-periplanar disposition of the NH and CpH
protons, which is consistent with the dihedral angle C(O)-N-CB-Ca (¢p) ~ 120°. Additionally
small values of 3JCQH_C[3H < 3.5 Hz, correspond to N-CB-Ca-C(O) (0p) ~ £ 60°. The side chain

conformations are is discussed in the following section along with other peptide.

Side chain conformations for the peptides:
a) B2’3-Caa-allyl group:

For monomer (1 and 2) and dimer (4 and 5), the two 3JCOLH_C3’H are ~ 8.5 Hz and ~ 6.5 Hz,
which along with one strong and other weak CBH/C3’H nOe correlation, support predominance
of dihedral angle CB-Ca-C3’-Cy (y1°) ~ 180° and allows prochiral assignment of C3’H protons.
Thus, the C3’proton with 3JCQH_c3aH ~ 8.5Hz and weak nOe correlation (W) with CBH proton was
assigned as a C3’H(pro-S), and the second C3’proton with 3JCQH_c3aH ~ 6.5Hz and strong intra-
residue nOe correlation (S) with CBH was then assigned as a C3’H(pro-R). The 3JC|3H_C4H ~ 738
Hz are not very distinctive and arise probably due to conformational averaging about CB-C4

bond.

Figure S1. Side chain conformation of C-allyl substituted p**-Caa. (A) with %1 ~ 60° and (B)
with x1 ~ 180°.



Though we have reported the side chain assignments and conformations for some of the
peptides in the main text, the details for all of them are not discussed. In this section the results
for all the peptides have been analyzed. For all the larger peptides, the first residue is L-Ala, thus
the B-residues occupy the positions as residue 2, 4 or 6. An interesting observation emerged from
the studies that the stereospecific assignments of the C3’ protons in the allyl groups in B*-
Caa(2) residues (peptides 6, 8, 11, 13a, 14, and 16) could not be achieved. However in these
residues with 3JCﬁH_C4H > 9 Hz, predominance of N-CB-C4-C3 (1) ~ 180° is implied (Figure
S1B). On the other hand for the allyl groups in $**-Caa(4) and p*’-Caa(6) (peptides 8, 13a, 14
and 16), it was possible to make stereospecific assignments of C3’ protons in addition with 3JC3H_
can < 6.5 Hz (for the terminal f**-Caa residues), the 1 appears to differ from a value of ~ 180°
with a propensity for ~ 60° (Figure S1A). Like 1 and 4, the C3’ proton in [32’3-Caa(4) and [32’3-
Caa(6) residues of peptides 8, 10, and 16 having 3Jcancrn < 7 Hz and showing strong nOe
correlation with CBH, were assigned as C3’H(pro-R). Similarly, the protons with *Jcgr.can > 9
Hz and showing weak nOe correlation with CH, were assigned as C3’H(pro-S) (like in Figure
S1A).

B2’3-Caa-propargyl group

For 2 and 5, C3’ protons display 3JC(,H_C3’H ~ 6.2 Hz and ~ 9.2 Hz, along with one
strong(S) and other weak(W) nOe correlation involving C3’ protons (CBH/C3°H, C3’H/C3H)
not only enable us to make prochiral-assignments but also fix the dihedral angle with y1° ~ 180°.
Thus, the C3’ protons with 3JCOLH_C3»H ~ 9.2 Hz and showing weak nOe correlation C3’H/CBH,
were assigned as C3’H(pro-S). Similarly, the protons with 3Jcan.cyn ~ 6.2 Hz and strong nOe
correlation C3’H/CBH were assigned as C3’H(pro-R). In addition 3JCBH—C4H < 6.8 Hz, along with
medium intensity (M) NH(i)/C1H(i) nOe correlations suggest structures with predominance of

1 ~ 60° (Figure S2A).



Figure S2. Side chain conformation of C-propargyl substituted f**-Caa. (A) with x1 ~ 60° and
(B) with x1 ~ 180°.

The propargyl group appears in peptides 7, 9, 12, 15 and 17. For these peptides, the *Jcan.
cy3mu are either in the range of 9.6-11.0 Hz or 4.8-7.6 Hz, implying constrained values of the
dihedral angle 1°. As discussed above, even for propargyl group, the C3” protons with *Jcar.c3n
> 9.6 Hz and weak nOe correlation with CBH and strong nOe with C3H, were assigned as
C3’H(pro-S). Similarly the C3’ proton with C3H/C3’H (W) and CBH/C3’H (S) nOe correlations
and 3JCQH_C3’HA 7.8 Hz were assigned C3’H(pro-R). The small values of 3JCBH_C4H < 6.4 Hz in
p**-Caa(4) and B**-Caa(6) residues in peptides 9 and 17, along with medium intensity intra-
residue NH/CIH support y1 ~ 60° (Figure S2A). However, the p**-Caa(2) residue in peptides 7,
9,12 and 15 and B**-Caa(4) residues in 12, 15 and 17show large 3JCBH_C4H > 9.0 Hz value, which
is distinctive and imply preponderance of x1 ~ 180° (Figure S2B).



Solvent Titration Studies:

Table S1: Variation of 6NH (in ppm) on addition of DMSO-ds to 600uL solution of 6 in CDCl,

Vol. of DMSO-d
added (uL) 6 | NH(1) NH(Q2) NH(3)

0 5.01 7.51 7.46

50 5.65 7.48 7.71

100 6.05 7.46 7.87

150 6.36 7.47 8.00

200 6.56 7.48 8.10

250 6.70 7.49 8.17

300 6.80 7.50 8.24

ASNH 1.79 -0.01 0.78

Chemical shift change in ppm
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Table S2: Variation of 6NH on addition of DMSO-ds to 600uL solution of 7 in CDCl;

Vol. of DMSO-d¢

added (uL) NH-1 NH-2 NH-3
0 5.00 7.40 7.46

50 5.57 7.37 7.72
100 6.01 7.37 7.93
150 6.30 7.37 8.07
200 6.49 7.39 8.17
300 6.70 7.42 8.31
ASNH 1.70 0.02 0.85

Chemical shift change in ppm
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Table S3: Variation of 6NH on addition of DMSO-ds to 600uL solution of 8 in CDCl;

Vol. of
DMSO-d; | NH(1) | NH(2) | NH@3) | NH(4) B
added (uL) o]
0 5.02 7.96 7.32 6.40 e
50 5.64 791 7.72 6.76 £
100 6.04 | 7.89 791 6.97 2 o
150 633 | 7.89 8.01 7.14 e -G
200 654 | 7.89 8.07 7.27 © 551 / )
i(s)g 232 ;gg ZLI‘. ;i? it 0 50 100 150 200 250 300
- : - : Viume of dmso-dg (uL) added
ASNH 176 | 007 0.82 1.01 i
Table S4: Variation of dNH on addition of DMSO-ds to 600uL solution of 9 in CDCls
Vol of DMSO-| iy 1 | Nm2 | NH3 | NHA4
dg added (uL) 80y //k’A,‘F"
0 504 | 7.83 7.37 6.37 W T
50 557 | 7177 7.76 6.75 g ] o
100 5.95 7.76 7.96 6.99 gs_s .
150 623 | 778 8.05 7.17 IR e
200 645 | 7.80 8.11 732 S o
250 6.61 | 781 8.15 7.43 N s
300 6.73 7.81 8.18 7.52 B
ASNH 1.69 | 0.02 0.81 1.15 Volume of Dmso - 1) aded




Table S5: Variation of 8NH on addition of DMSO-d, to 600uL solution of 10 in CDCl;

Vol. of
DMSO-d¢ | NH(1)| NH(2) | NH(3) | NH(4) 1
added (uL) g 7.0
0 505 [ 7.58 7.46 6.50 £l
50 564 | 7.62 7.65 6.71 .
100 6.00 | 7.65 7.74 6.96 5 o)
150 621 | 7.68 7.80 7.07 © 559 B
200 636 | 7.70 7.83 7.21 sl
250 6.44 | 7.0 7.84 7.32 oo s w0 S0 0 2000
300 652 | 771 7.86 7.42 Yolume efomserde (1) added
ASNH 147 | 0.13 0.40 0.92
Table S6: Variation of NH on addition of DMSO-ds to 600uL solution of 11 in CDCI;,
Vol. of
DMSO-ds [NH(1)| NH(2) | NH(3) | NH(4)
added (uL) 751 .
0 499 | 7.90 7.38 6.48 &0
50 549 | 7.90 7.61 6.98 S 6s /
100 589 | 7.94 7.75 7.31 5 60 )
150 6.19 | 797 7.83 7.52 . i
200 644 | 799 7.90 7.67
250 6.60 7.99 7.94 7.75 T 1 1t a0 e o
300 672 799 798 782 Volume of Dmso-d (uL) added
ASNH 1.73 [ 0.09 0.60 1.34




Table S7: Variation of 6NH on addition of DMSO-ds to 600uL solution of 12 in CDCl;

Vol of
DMSO-ds | NH-1 N?‘ N?‘ Nf’ N?" 80]
added(pL) 25]
0 494 1799 | 771 | 723 | 7.93 g
50 561 | 799 | 779 | 7.41 | 8.04 £ i
100 6.05 | 7.94 | 7.85 | 7.48 | 8.08 2" =
150 635 | 791 | 791 | 753 | 8.11 £ al
200 654 | 7.90 | 795 | 7.56 | 8.13 © 551 e
250 6.67 | 790 | 799 | 7.59 | 8.15 i
0 50 100 150 200 250 300
300 6.76 | 7.89 | 8.02 | 7.61 | 8.16 Vol of o (1) aced
ASNH 1.82 | -0.10 | 031 | 038 | 0.23
Table S8: Variation of 8NH on addition of DMSO-d4 to 600uL solution of 13 in CDClI;
Vol. of
DMSO-dg [NH(1)] NH(2) | NH(3) | NH(4) | NH(5) " P
added (uL) ool —
0 5.11| 7.87 | 7.56 | 740 | 7.60 Bpol e
50 561 769 | 789 | 733 | 8.10 =0l
100 [599] 7.73 | 802 | 732 | 843 P
150 630 | 7.77 | 8.11 | 731 | 8.63 geoy B
200 653 7.79 | 817 | 732 | 874 52 g e
§5g 26; 720 232 7-32 2-20 R e e e e
0 i 7.80 25 7. .85 Volume of DMSO-dg(uL) added
ASNH | 1.67] 007 | 069 | 0.16 | 1.25




Table S9: Variation of 8NH on addition of DMSO-d4 to 600

uL solution of 14 in CDCl,

Chemical shift in ppm

£

Vol. of
DMSO-d¢ | NH(1) | NH(2) | NH(3) | NH(4) | NH(5) | NH(6)
added (uL)
0 4.98 7.74 7.28 7.67 7.10 6.45
50 5.43 7.70 7.63 7.58 7.70 7.15
100 5.82 7.71 7.82 7.58 7.95 7.25
150 6.15 7.74 8.00 7.62 8.14 7.43
200 6.38 7.75 8.11 7.63 8.24 7.54
250 6.56 7.76 8.20 7.64 8.32 7.64
300 6.70 7.78 8.28 7.67 8.40 7.67
ASNH 1.72 0.04 1.00 0.00 1.30 1.22
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Table S10: Variation of 8NH on addition of DMSO-ds to 600uL solution of 15 in CDCl;

Chemical shift in ppm

Vol. of DMSO- |y | Ngo | NH3 | NH4 | NHS5 | NHS6
dg added

OuL 510 | 7.73 742 763 | 724 | 6.53
50pL 554 | 7.90 7.98 763 | 778 | 7.13
100uL 587 | 7.86 8.19 758 | 796 | 731
150uL 6.13 | 7.84 8.31 757 | 8.06 | 7.41
200uL 631 | 7.83 8.38 756 | 8.14 | 7.48
250uL 645 | 7.82 8.43 756 | 819 | 7.53
300uL 6.56 | 7.81 8.47 756 | 823 | 7.57
ASNH 146 | 0.08 1.05 | -0.07 | 099 | 1.05
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Table S11: Variation of 6NH on addition of DMSO-ds to 600uL solution of 16 in CDCl;

Vol of DMSO-1 \py | NH-2 | NH-3 | NH4 | NH-5 | NH-6
dg added
0pL 500 | 812 | 7.65 | 7.89 | 7.85 | 6.56
50 uL 550 | 801 | 774 | 792 | 782 | 672
100uL [ 599 [ 796 | 7.82 | 795 | 782 | 692
150uL [ 631 | 793 | 789 | 7.97 | 7.82 | 7.10
200uL [ 653 [ 793 | 793 [ 798 | 7.86 | 7.26
250uL [ 6.69 | 790 | 797 [ 797 | 7.86 | 7.39
300ul [ 678 | 7.88 | 797 | 797 | 7.86 | 7.46
ASNH 177 [ -024 | 032 | 008 | 00l | 090

Chemical shift in ppm
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Table S12: Variation of SNH on addition of DMSO-d¢ to 600uL solution of 17 in CDCl,

Vol of DMSO- | NH- | NH- | NH- NH-

deaddedul) | 1 | 2 | 3 |NH4| 5 |NH®
0 536 | 7.59 | 737 | 776 | 742 | 642

50 572 | 7.66 | 770 | 7.68 | 7.99 | 6.87

100 6.00 | 7.70 | 7.80 | 7.64 | 8.19 | 7.07

150 6.19 | 7.71 | 7.88 | 7.65 | 831 | 7.21

200 634 | 772 | 792 | 7.65 | 838 | 7.33

250 644 | 772 | 795 | 766 | 842 | 7.43

300 652 | 7.2 | 7.97 | 7.67 | 846 | 7.50
ASNH 121 | 0.13 | 06 | 0.09 | 1.04 | 1.08
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Table S13: Side chain *Jcgc3n and 3JCBH_C4H values in Hz for B2’3 -Caa and B3-Caa
residues in peptides 6-12, 13a and 14-17

Peptides Residue-2 Residue-4 Residue-6
%
Peptide 6(A
P (A) Jeprcan=10.5
*
Peptide 7(P
P P) Jeprcan=9.8
N 3 JCutCaH(pro-s) = 9.4
peptide 8(A) 3 B 3JCQH_C3’H(pro-R) =52 -
Jop-can=9.6 3
Jeph-can= 6.2
Jcarcrnpros) = 10.1 | *Jearcspro-s) = 9.9
Peptide 9(P) | “Jcam.canpror =62 | “Jcarcympror) = 5.1 -

3JC[3H-C4H =938

3JC[3H-C4H =6.2

Peptide 10(A)

3JCBH—C4H =94
(B’-Caa)

3

Jean-c3 Hepro-s) = 9.4

3Jcorc3tproR) = 5.7
3JCBH-C4H =6.2

*

3JC[3H-C4H =6.2

Peptide 11(A -
p ( ) 3~]CBH-C4H =028 (B3-Caa)
3Jcarcspro-s) = 10.1 | *Jcarr.camgpros) = 10.8
Peptide 12(P) 3\]CaH—C3’H(pro-R)= 5.9 3JCaH—C3’H(pro-R) =438
3JCBH—C4H =93 3JCBH-C4H =938
* 3 =9.6
Peptide 13a(A) cpn-cal -

3JCBH-C4H =10.2

(B*-Caa)

Peptide 14(A)

*

3JCBH—C4H =94

3
JcaH-c3°H(pro-s) = 9.4
3
Jean-c3°HEpro-R) = 5.7
3
Jepr-can=9.5

3JCBH-C4H =6.5
(B*-Caa)

Peptide 15(P)

3 JCutCaH(pro-s) = 9.6
3JCaH-C3’H(pro-R): 5.5
3JCBH—C4H =8.8

*Jcan.cyHpros) = 11.0
3JC0LH-C3’H(pro-R) =49
*Jcpi.can= 8.8

3JC[3H-C4H =6.1
(B*-Caa)

Peptide 16(A)

*

3JCBH-C4H =99

3\]CBH-C4H =10.1
(B’-Caa)

3JCaH-C3’H(pro-S) =9.4

3

Jean-c3 HEpro-R) = 5.2
3JC[3H-C4H =64

Peptide 17(P)

3JCBH—C4H =92
(B’-Caa)

*Jcatt-c3Hepro-s) = 11.0
3Jcan-cynproR) = 4.9
*Jepr.can= 9.8

3

JeaH-C3°Hpro-s) =9.6

3JCorc3 tproR) = 5.5
3JCBH-C4H =6.4

* Since the stereospecific assignment of C3’H could not be made, no 3 Jeon-c3u values

are reported; (A) and (P) are indicative of the p2-allyl or propargyl substitution in B>~-
Caas, in the corresponding peptides.
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Expansions of ROESY spectra

-
i

7.45  ppm 7.55 750 ppm

Figure S3: Expansion of ROESY spectrum representing characteristic nOes: (A) Peptide 6 and

(B) peptide 7
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Figure S4: Expansion of ROESY spectrum representing characteristic nOes of 8
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Figure S5: Expansion of ROESY spectrum representing characteristic nOes of 9
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Figure S6: Expansion of ROESY spectrum representing characteristic nOes of 10
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Figure S7: Expansion of ROESY spectrum representing characteristic nOes of 11
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Figure S8: Expansion of ROESY spectrum representing characteristic nOes of 12
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Figure S9: Expansion of ROESY spectrum representing characteristic nOes of 13a
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Figure S10: Expansion of ROESY spectrum representing characteristic nOes of 14

16



I
i

Ei MM
{ s
2: a B f.T

L b NH(A)“/NH(g)ﬂ
44 43 42 441 4.0 ppm 7.6 7.4 7.2 ppm

Figure S11: Expansion of ROESY spectrum representing characteristic nOes of 15
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Figure S12: Expansion of ROESY spectrum representing characteristic nOes of 16
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Figure S13: Expansion of ROESY spectrum representing characteristic nOes of 17
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Figure S14: "TH-NMR Spectrum of 1 (500 MHz, CDCls, 298 K).
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Figure S15: *C-NMR Spectrum of 1 (CDCls, 125 MHz, 298 K)
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Figure S16: "H-NMR Spectrum of 2 (500 MHz, CDCl3, 298 K).
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Figure S17: *C-NMR Spectrum of 2 (125 MHz, CDCls, 298 K)
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Figure S18: "H NMR Spectrum of 2¢ (CDCl;, 300 MHz, 298 K)

T T T T T T [T T[T T T I T[T T[T [T T T [T [T T T T T T T T T[T
160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

Figure $19: *C-NMR Spectrum of 2¢ (CDCls, 75 MHz, 298 K)
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Figure S20: 'H-NMR Spectrum of 4 (500 MHz, CDCls, 298 K).
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Figure S21: *C-NMR Spectrum of 4 (125 MHz, CDCls, 298 K).
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Figure $22: "H-NMR Spectrum of 5 (500 MHz, CDCls, 298 K).
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Figure S23: *C-NMR Spectrum of 5 (125 MHz, CDCls, 298 K).
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Figure S24: '"H-NMR Spectrum of 6 (600 MHz, CDCl;, 298 K).
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Figure S25: *C-NMR Spectrum of 6 (125 MHz, CDCls, 298 K).
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Figure S26: TOCSY Spectrum of 6 (600 MHz, CDCls, 298 K).
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Figure S27: ROESY Spectrum of 6 (600 MHz, CDCls, 298 K).
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Figure S28: '"H-NMR Spectrum of 7 (600 MHz, CDCl;, 298 K).
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Figure S29: *C-NMR Spectrum of 7 (150 MHz, CDCls, 298 K).
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Figure S30: TOCSY Spectrum of 7 (600 MHz, CDCl, 298 K).
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Figure S31: ROESY Spectrum of 7 (600 MHz, CDCls, 303 K).
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Figure S32: "H-NMR Spectrum of 8 (600 MHz, CDCls, 288 K).
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Figure $33: *C-NMR Spectrum of 8 (125 MHz, CDCls, 298 K).
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Figure S34: TOCSY Spectrum of 8 (600 MHz, CDCls, 288 K).

31



Ll

..4: -0

Ll

|

8 7 6 5 4 3 2 1 0 ppm
Figure $35: ROESY Spectrum of 8 (600 MHz, CDCls, 288 K).
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Figure S37: *C-NMR Spectrum of 9 (150 MHz, CDCls, 298 K).
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Figure S38: TOCSY Spectrum of 9 (600 MHz, CDCls, 298 K).
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Figure S39: ROESY Spectrum of 9 (600 MHz, CDCls, 298 K).
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Figure S41: "C-NMR Spectrum of 10 (150 MHz, CDCls, 298 K).
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Figure S42: TOCSY Spectrum of 10 (600 MHz, CDCls, 298 K).
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Figure S43: ROESY Spectrum of 10 (600 MHz, CDCls, 298 K).
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Figure S44: "H-NMR Spectrum of 11 (600 MHz, CDCls, 298 K).
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Figure S45: '*C-NMR Spectrum of 11 (150 MHz, CDCl, 298 K).
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Figure S46: TOCSY Spectrum of 11 (600 MHz, CDCls, 298 K).
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Figure S48: "H-NMR Spectrum of 12 (600 MHz, CDCls, 298 K).
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Figure S49: C-NMR Spectrum of 12 (150 MHz, CDCls, 298 K).
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Figure S50: TOCSY Spectrum of 12 (600 MHz, CDCls, 298 K).
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Figure S52: "H-NMR Spectrum of 13a (600 MHz, CDCls, 303 K).
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Figure S53: *C-NMR Spectrum of 13a (150 MHz, CDCl;, 303 K).
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Figure S54: TOCSY Spectrum of 13a (600 MHz, CDCls, 303 K).
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Figure S55: ROESY Spectrum of 13a (600 MHz, CDCls, 303 K).
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Figure S56: 'H-NMR Spectrum of 14 (600 MHz, CDCls, 298 K).
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Figure S57: *C-NMR Spectrum of 14 (600 MHz, CDCls, 298 K).
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Figure S58: TOCSY Spectrum of 14 (600 MHz, CDCl;, 298 K).
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Figure S59: ROESY Spectrum of 14 (600 MHz, CDCls, 298 K).
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Figure S60: "H-NMR Spectrum of 15 (600 MHz, CDCls, 298 K).
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Figure S61: *C-NMR Spectrum of 15 (600 MHz, CDCls, 298 K).
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Figure S62: TOCSY Spectrum of 15 (600 MHz, CDCls, 298 K)
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Figure S63: ROESY Spectrum of 15 (600 MHz, CDCls, 298 K).
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Figure S64: 'H-NMR Spectrum of 16 (600 MHz, CDCls, 298 K).
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Figure $65: *C-NMR Spectrum of 16 (150 MHz, CDCls, 298 K).
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Figure S66: TOCSY Spectrum of 16 (600 MHz, CDCls, 298 K).
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Figure S67: ROESY Spectrum of 16 (600 MHz, CDCls, 298 K).
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Figure S69: *C-NMR Spectrum of 17 (600 MHz, CDCls, 298 K).
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Figure S70: TOCSY Spectrum of 17 (600 MHz, CDCls, 298 K).
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Figure S71: ROESY Spectrum of 17 (600 MHz, CDCls, 298 K).
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Molecular Dynamics Studies

Table S14: List of constraints used in MD study for peptide 12

1| CaH | 2 NH 1.80-2.50 |3 | CH; | 4 NH 1.80-3.50
1| CH; |2 NH 1.80-3.50 | 3 | CoaH | 4 NH 1.80-2.50
2| CBH | 2| C3’H(pro-R) 1.80-2.50 | 3 | CaH | 5 NH 1.80-5.00
2| C3H | 2 C3’H(pro-S) 1.80-3.50 |4 | C3H | 4 C3’H(pro-S) 1.80-3.50
1| CaH | 3 NH 1.80-5.00 | 4 | CBH | 4 | C3’H(pro-R) 1.80-5.00
2| NH |2 CsH 1.80-3.50 | 4| CH | 4 NH 1.80-3.50
2| NH |3 NH 1.80-3.50 |4 | NH |5 NH 1.80-3.50
2| CBH | 3 NH 1.80-5.00 | 4 | CBH | 5 NH 1.80-5.00
2| NH |3 CH; 1.80-5.00 | 4| CoaH | 5 NH 1.80-2.50
2| CaH | 3 NH 1.80-250 |4 | NH |5 CH; 1.80-5.00
2| NH |4 CBH 1.80-5.00
Table S14A: Dihedral angle constraints used in MD calculation for peptide 12.
thedral angles 0 . y
o OF

Residues G P A * x

L-Ala*

B-Caa’ 120430° 60+30° -12030° 180+30° 180+30°

L-Ala® 120+30°

B-Caa* 120£30° 60+30° -120+£30° 180+30° 180+30°

L-Ala’
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Table S15: List of constraints used in MD study for peptide 13a

Res | Proton | Res | Proton Distance Res | proton | Res | Proton Distance
1 CoH 2 NH 1.80-2.50 2 NH 3 CH; 1.80-5.00
1 CH; 2 NH 1.80-3.50 3 CoH 4 NH 1.80-2.50
1 CoH 3 NH 1.80-3.50 3 CH3 4 NH 1.80-3.50
2 NH 2 CH 1.80-2.50 3 CoH 5 NH 1.80-3.50
2 NH 4 CoH 1.80-5.00 4 GH 4 CoH 1.80-2.50
2 C4H 4 CoH 1.80-5.00 4 NH 4 C4H 1.80-2.50
2 NH 3 NH 1.80-3.50 4 NH 5 NH 1.80-3.50
2 CoH 3 NH 1.80-2.50 4 CoH 5 NH 1.80-2.50
2 CBH 3 NH 1.80-5.00 4 CBH 5 NH 1.80-5.00
Table S15A: Dihedral angle constraints used in MD calculation for peptide 13a.
ihedral angles o 0 vl 1’
« OF
Residues g ’ Ve O W
L-Ala'
B-Caa’ 120+£30° 60+30° -120430° 180+30°
L-Ala’ 120+30°
B—Caa4 120+£30° 60+30° -1204£30° 180+30°
L-Ala’
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Figure S72: Stereoview of the superposition of 10 best structures for peptide 13a from MD
calculations (for the clarity, the protons are removed)

62



Table S16: List of constraints used in MD study for peptide 14

1| CaH | 2 NH 1.80-2.50 4 NH 5 NH 1.80-3.50
1 CH; 2 NH 1.80-3.50 3 CH; | 4 NH 1.80-3.50
1 | CaH | 3 CH; 1.80-5.00 3 NH 5 CH; 1.80-5.00
1| CaH | 2 NH 1.80-2.50 3| CaH | 5 NH 1.80-3.50
2 NH 2 CsH 1.80-2.50 3] CoH | 5 CH; 1.80-5.00
2 NH 3 NH 1.80-3.50 4 NH 4 C4H 1.80-2.50
2| CoH | 3 NH 1.80-2.50 4| CaH | 5 NH 1.80-2.50
2| CBH | 3 NH 1.80-5.00 4| CBH | 5 NH 1.80-5.00
2 NH 3 CH; 1.80-5.00 4 NH 6 CBH 1.80-5.00
2 NH 4 CBH 1.80-5.00 4| C3H | 6 CaH 1.80-5.00
2| C4H | 4 C3’aH 1.80-5.00 4|1 C4H | 6 CaH 1.80-5.00
2| C4H | 4 C3’bH 1.80-5.00 51 CoH | 6 NH 1.80-2.50
2| GH |5 NH 1.80-5.00 5 CH; 6 NH 1.80-3.50
2| CH |5 NH 1.80-5.00 6 | C3H | 6 CaH 1.80-2.50
3] CoH | 4 NH 1.80-2.50 6 | C4H | 6 CoH 1.80-2.50
Table S16A: Dihedral angle constraints used in MD calculation for peptide 14.
ihedral angles o o or x1 x1’

Residues ’ ’ VOt

L-Ala'

B-Caa’ 120+30° 60+30° -120£30° 180+30°

L-Ala’ 120£30°

B-Caa* 120430° 60+30° -120£30° 180+30°

L-Ala’ 120+30°

B-Caa®
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Table S17: List of constraints used in MD study for peptide 15

1 | CoaH | 2 NH 1.80-2.50 3] CH; | 4 NH 1.80-3.50
1 CH; |2 NH 1.80-3.50 3 NH 5 CH; 1.80-5.00
1 | CoH | 3 NH 1.80-5.00 3] CoH | 5 NH 1.80-5.00
2 NH 2 CsH 1.80-2.50 3] CoH | 5 CH; 1.80-5.00
2| CBH | 2 C3’Hpro-r) 1.80-3.50 4 NH 4 C4H 1.80-2.50
2| C3H |2 C3’Hro-s) 1.80-3.50 4| CBH | 4 C3’Hro-r) 1.80-3.50
2 NH 3 NH 1.80-3.50 4| C3H | 4 C3’Hro-s) 1.80-3.50
2| CoH | 3 NH 1.80-2.50 4 NH 5 NH 1.80-5.00
2| CBH |3 NH 1.80-5.00 4] CaH | 5 NH 1.80-2.50
2 NH 3 CH; 1.80-5.00 4| CBH | 5 NH 1.80-5.00
2 NH 4 CBH 1.80-5.00 4 NH 6 CBH 1.80-5.00
2 NH 4 CaH 1.80-5.00 4|1 CiH | 6 CaH 1.80-5.00
2| CH |5 NH 1.80-5.00 5] CoH | 6 NH 1.80-2.50
3] CoH | 4 NH 1.80-2.50 5] CHs | 6 NH 1.80-3.50
Table S17A: Dihedral angle constraints used in MD calculation for peptide 15.
ihedral angles 0 . 1’
o OF
Residues G P M x x
L-Ala’
B—Caa2 120£30° 60+30° -120+30° 180+£30° 180+30°
L-Ala® 120+30°
p-Caa* 120£30° 60+30° -120+30° 180+30° 180+30°
L-Ala’ 120+30°
B-Caa®
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Figure S73: Stereoview of the superposition of 10 best structures for peptide 15 from MD
calculations (for the clarity, the protons are removed)
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Table S18: List of constraints used in MD study for peptide 16

1 | CaH | 2 NH 1.80-2.50 3] CoH |5 NH 1.80-3.50
1 CH; | 2 NH 1.80-3.50 3| CaH | 5 CH; 1.80-5.00
1 | CaH | 3 NH 1.80-3.50 3] CoH | 6 NH 1.80-5.00
2 NH 2 CsH 1.80-2.50 4 NH 4 CsH 1.80-2.50
2 NH 3 NH 1.80-3.50 4| C3H | 4 CoH (pro-r) 1.80-3.50
2| CoH | 3 NH 1.80-2.50 4| C4H | 4 CoH (ro-r) 1.80-3.50
2| CBH | 3 NH 1.80-5.00 4| CoaH | 5 NH 1.80-2.50
2 NH 3 CH3 1.80-5.00 4| CBH | 5 NH 1.80-5.00
2 NH 4 CBH 1.80-5.00 4 NH 6 CBH 1.80-5.00
2 NH 4 CaHpro-s) 1.80-5.00 41 CH | 6 NH 1.80-5.00
2| C4H | 4 CaHpro-s) 1.80-3.50 5| CaH | 6 NH 1.80-2.50
2| CH |5 NH 1.80-3.50 51 CHs | 6 NH 1.80-3.50
3] CoH | 4 NH 1.80-2.50 4 NH 6 NH 1.80-5.00
4 NH 5 NH 1.80-3.50 5 NH 6 NH 1.80-5.00
3] CHs | 4 NH 1.80-3.50 6 | CBH | 6 C3 Hpro-r) 1.80-3.50
3 NH 5 CH3 1.80-5.00 6 | C3H | 6 C3’Hpro-s) 1.80-3.50
Table S18A: Dihedral angle constraints used in MD calculation for peptide 16.
thedral angles o o . r
o OF

Residues ’ P A * *

L-Ala’'

B-Caa’ 120+30° 60+30° -120430° 180+30°

L-Ala’ 120+30°

B-Caa* 120+£30° 60+30° -120430° 180+30°

L-Ala’ 120+30°

B-Caa® 180+30°
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Table S19: List of constraints used in MD study for peptide 17

1| CaH | 2 NH 1.80-2.50 3| CH; | 4 NH 1.80-3.50
1| CHs |2 NH 1.80-3.50 3 NH 5 CH; 1.80-5.00
1| CaH | 3 NH 1.80-5.00 31 CaH |5 NH 1.80-5.00
1| CaH | 3 CH3 1.80-5.00 3| CaH |5 CH3 1.80-5.00
2 NH 2 CH 1.80-2.50 4 | NH 4 CsH 1.80-2.50
2| C3H | 2 CoHro-r) 1.80-3.50 4| CBH | 4 C3’Hpro-r) 1.80-3.50
2| C4H | 2 CaHpro-r) 1.80-3.50 4| C3H | 4 C3’Hro-s) 1.80-3.50
2| GH |2 CoH 1.80-3.50 4 | NH 5 NH 1.80-3.50
2 | NH 3 NH 1.80-3.50 4| CaH | 5 NH 1.80-2.50
2| CoaH | 3 NH 1.80-2.50 41 CBH | 5 NH 1.80-5.00
2| CBH | 3 NH 1.80-5.00 4 | NH 6 CBH 1.80-5.00
2 NH 3 CH; 1.80-5.00 4| GH | 6 CaH 1.80-5.00
2 NH 4 CBH 1.80-5.00 51 CoH | 6 NH 1.80-2.50
2 NH 4 CaH 1.80-5.00 51 CHs | 6 NH 1.80-3.50
2| CGH |5 NH 1.80-5.00 6| CBH | 6 C3’Hpro-r) 1.80-3.50
2| GH |5 NH 1.80-5.00 6 | C3H | 6 C3’Hepro-s) 1.80-3.50
31 CoH | 4 NH 1.80-2.50
Table S19A: Dihedral angle constraints used in MD calculation for peptide 17.
thedral angles o 0 . o
o« Or

Residues g P Ve Or Vi x *

L-Ala’'

B-Caa’ 120+30° 60+30° -120+30°

L-Ala’ 120+30°

B—Caa4 120+£30° 60+30° -120+30° 180+30°

L-Ala® 120+30°

B-Caa’® 180+30°
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Figure S74: Stereoview of the superposition of 10 best structures for peptide 17 from MD
calculations (for the clarity, the protons are removed)
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