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Crystal structures of 2c, 2b acid & P3:

Figure2: ORTEDP structure of 2c.

Figure3: ORTEP structure of 2b acid.
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Figure 4: ORTEP structure of Dipeptide P3 (Boc-yV(B-CH,NO,)-YL(B-CH,NO,)-COOE:t.

Crystal structure analysis of Boc-yL(p-CH,;NO,)-COOELt (2 c): Crystals were grown by slow
evaporation from a solution of EtOAc. A single crystal (0.19x 0.15 x 0.12 mm) was mounted on
loop with a small amount of the paraffin oil. The X-ray data were collected at 100 K temperature
on a Bruker APEX(II) DUO CCD diffractometer using Mo K, radiation (4 = 0.71073 A), -
scans (26 = 56.56 ), for a total of 4625 independent reflections. Space group P2(1), 2(1), 2(1), a
= 11.306(6), b = 31.857(16), ¢ = 5.353(3), V = 1928.2(17) A®, Orthorhombic P, Z=4 for
chemical formula C,sH3,N2Os, with one molecule in asymmetric unit; p caled = 1.193 gem™, u =
0.091 mm™, F(000) = 752, Riy= 0.0616. The structure was obtained by direct methods using
SHELXS-97.The final R value was 0.0927 (wR2 = 0.2645) 2600 observed reflections (£ > 4o (
I[Fol )) and 224 variables, S = 1.161. The largest difference peak and hole were 0.920 and -0.470

eA’ , respectively.
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Crystal structure analysis of Boc-yI(B-CH:NO)-COOH (2b acid): Crystals were grown by
slow evaporation from a solution of EtOAc and Hexane. A single crystal (0.35x 0.24 x 0.20 mm)
was mounted on loop with a small amount of the paraffin oil. The X-ray data were collected at
100 K temperature on a Bruker APEX(II) DUO CCD diffractometer using Mo K, radiation (1 =
0.71073 A), w-scans (260 = 56.56 ), for a total of 4252 independent reflections. Space group
P2(1), a=11.226(8), b =7.133(5), ¢ = 12.018(9), p = 110.948(15) V=898.7(11) A3, Monoclinic
P, Z=2 for chemical formula C,4H»cN,O¢, with one molecule in asymmetric unit; p calcd = 1.176
gcm'3 , 1 =0.092 mm'l, F(000) = 344, Riy= 0.0345. The structure was obtained by direct methods
using SHELXS-97.The final R value was 0.0441 (wR2 =0.1012) 3359 observed reflections (Fy >
4o ( IFol )) and 205 variables, S = 1.036. The largest difference peak and hole were 0.173 and -

0.239 eA’ , respectively.

Crystal structure analysis of Boc-yV(p-CH,NO,)-yL(B-CH,NO,)-COOEt (P3):Crystals of
peptide were grown by slow evaporation from a solution of EtOAc. A single crystal (0.34x 0.20
x 0.18 mm) was mounted on glass fiber with a small amount of the paraffin oil. The X-ray data
were collected at 100K temperature on a Bruker APEX(II) DUO CCD diffractometer using Mo
K, radiation (A = 0.71073 A), w-scans (20 = 58.56 ), for a total of 5572 independent reflections.
Space group P3(2) , a = 13.503(9), b = 13.503 (9), ¢ = 14.005(10), a = 90.00, B = 90.00, y =
120.00, V =2211.44 A3, Trigonal, Z = 3, Z’ = 0 for chemical formula C,4H44N4O9, with one
molecule in asymmetric unit; pcaled = 1.186 gcm’3, 1« =0.091 mm'l, F(000) = 864, Ri, = 0.1857.
The structure was obtained by direct methods using SHELXS-97. The final R value was 0.0865
(wR2 = 0.2072)1917 observed reflections (Fy > 4o (IFyl)) and 343 variables, S = 0.878. The
largest difference peak and hole were 0.879 and -0.438eA’ , respectively. During the crystal

analysis, it was observed that leucine side chain methyl carbons C;7 and C;g are showing disorder
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due to a large difference in the vibrating behavior and therefore H-atoms attached with them are

showing short intramolecular contacts due to lack of sufficient van der waals space.

Conformational analysis of vinylogous amino acid residues in monomer and peptide single

crystals

Table 2: Torsion angle of 0; and the eclipsed conformations of a, B-unsaturated y-amino acid

residues

SL Monomer/Peptide Torsion | Conformation | Ref.
N Angle liosed
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15 |d 129 H-C,-Cp=Cyq,
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Diastereomeric ratio analysis for the compound (2a+3a):
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Auto-Scaled Chromatogram
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Diastereomeric ratio analysis for the compound (2b+3b):

Auto-Scaled Chromatogram
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Diastereomeric ratio analysis for the compound (2d+3d):

Auto-Scaled Chromatogram
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Diastereomeric ratio analysis for the compound (2f+3f):

Auto-Scaled Chromatogram
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Peak Results
Name | RT Area | Height | Amount | Units

1 25379 | 1705314 | 51787
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Diastereomeric ratio analysis for the compound (2g+3g):

Auto-Scaled Chromatogram
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Mnutes
Peak Results
Name | RT Area | Height | Amount | Units
1 26,734 | 1511638 | 24532
2 30.065 | 6206696 | 69712

Diastereomeric ratio analysis for the compound (2h+3h):

BOC-ALA NM_MIX.999.001.1R.ESP
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Diastereomeric ratio analysis for the compound (2i+3i):

Auto-Scaled Chromatogram
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000 500 1000 1500 2000 2500 000 3500 4000 4500 5000 5500 6000
Mnutes
Peak Results
Name | RT Area | Height | Amount | Unts
1 47.976 | 3964415 | 26652
2 52232 | 6187444 | 37512
Diastereomeric ratio analysis for the compound (2j+3;j):
Auto-Scaled Chromatogram
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Peak Results
Name | RT Area | Height [ Amount | Units
1 26433 | 2038853| 40781
2 28.956 | 12890729 | 234460

47



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2012

Diastereomeric ratio analysis for the compound (2k+3Kk):

270112-14-MGK- 1E4-Mix
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Diastereomeric ratio analysis for the compound (21+3l):

Auto-Scaled Chromatogram
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