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Table S1. Selected torsion angles (°) for PyrAc-(Deg),-O-(pNO,)BzI

C02-C01-C17-C0O 123.5(6)
C06-C01-C17-C0O -55.8(12)
C06'-C01'-C17'-CO -65(2)
C02'-C01'-C17'-CO 119.7(10)
C01-C17-C0-N1 146.7(6)
C01'-C17'-CO-N1 155.9(10)
C17-C0-N1-C1A 176.6(4)
C17'-C0-N1-C1A 176.4(6)
C0-N1-C1A-C1 -171.32(14)
N1-C1A-C1B1-C1G1 -53.3(2)
N1-C1A-C1B2-C1G2 63.65(18)
N1-C1A-C1-N2 -169.49(12)
C1A-C1-N2-C2A -174.55(12)
C1-N2-C2A-C2 -42.95(18)
N2-C2A-C2B1-C2G1 175.58(17)
N2-C2A-C2B2-C2G2 55.7(2)
N2-C2A-C2-0T1 -45.31(17)
C2A-C2-0T1-CT1 172.55(15)
C2-0OT1-CT1-CT2 -159.89(15)
OT1-CT1-CT2-CT7 90.6(2)
OT1-CT1-CT2-CT3 -89.24(19)
CT6-CT5-NT1-0T2 5.5(3)

CT4-CT5-NT1-0T3 4.9(3)
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Table S2. Selected torsion angles (°) for PyrAc-(Deg)s-O-(pNO,)BzI

C06-C01-C17-C0O 80.3(4)

C02-C01-C17-C0O -96.9(4)
C01-C17-C0-N1 -154.8(3)
C17-C0-N1-C1A -173.7(2)
C0-N1-C1A-C1 -53.8(3)
N1-C1A-C1B1-C1G1 177.8(3)
N1-C1A-C1B2-C1G2 58.4(4)

N1-C1A-C1-N2 -41.7(3)
C1A-C1-N2-C2A -174.6(3)
C1-N2-C2A-C2 -55.0(4)
N2-C2A-C2B1-C2G1 179.5(4)
N2-C2A-C2B2-C2G2 58.8(4)

N2-C2A-C2-N3 -31.5(3)
C2A-C2-N3-C3A -173.1(2)
C2-N3-C3A-C3 -53.4(3)
N3-C3A-C3B1-C3G1 -179.4(4)
N3-C3A-C3B2-C3G2 60.9(5)

N3-C3A-C3-N4 -34.8(3)
C3A-C3-N4-C4A -175.9(2)
C3-N4-C4A-C4 -59.2(3)
N4-C4A-C4B1-C4G1 -169.4(3)
N4-C4A-C4B2-C4G2 59.8(4)

N4-C4A-C4-N5 -31.5(3)
C4A-C4-N5-C5A 175.2(2)
C4-N5-C5A-C5 49.9(3)

N5-C5A-C5B1-C5G1 -69.9(3)
N5-C5A-C5B2-C5G2 -175.1(3)
N5-C5A-C5-0T1 54.8(3)

C5A-C5-0T1-CT1 159.6(3)
C5-0T1-CT1-CT2 140.9(3)
OT1-CT1-CT2-CT7 -14.9(6)
OT1-CT1-CT2-CT3 166.0(3)
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Table S3. Selected torsion angles (°) for PyrAc-(Aib)s-OtBu

C02-C01-C17-C0O -96.82(15)
C06-C01-C17-C0O 78.99(15)
C01-C17-C0-N1 107.95(13)
C17-C0-N1-C1A -176.03(12)
C0-N1-C1A-C1 55.39(16)
N1-C1A-C1-N2 31.35(16)
C1A-C1-N2-C2A 173.84(11)
C1-N2-C2A-C2 54.97(16)
N2-C2A-C2-N3 30.43(16)
C2A-C2-N3-C3A 178.43(12)
C2-N3-C3A-C3 52.05(19)
N3-C3A-C3-N4 35.79(19)
C3A-C3-N4-C4A 175.23(12)
C3-N4-C4A-C4 57.90(15)
N4-C4A-C4-N5 37.55(16)
C4A-C4-N5-C5A 170.16(12)
C4-N5-C5A-C5 -49.30(17)
N5-C5A-C5-0OT -43.22(15)
C5A-C5-0T-CT1 -174.68(12)
C5-0OT-CT1-CT2 -60.5(2)
C5-0OT-CT1-CT4 -178.6(2)

C5-0OT-CT1-CT3 62.1(2)
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Table S4. Hydrogen bonds for PyrAc-(Deg),-O-(pNO,)BzI [A and °].

D-H..A d(D-H) d(H...A) d(D...A) <(DHA)
N1-H1...01 0.86 2.13 2.5669(17) 110.8
N2-H2...00#1 0.86 2.25 3.0845(15) 165.3

Symmetry transformations used to generate equivalent atoms:
#1 -x+1/2,y-1/2,-z+3/2

Table S5. Hydrogen bonds for PyrAc-(Deg)s-O-(pNO,)BzI [A and °].

D-H..A d(D-H) d(H...A) d(D...A) <(DHA)
N3-H3...00 0.86 2.20 2.996(3) 154.7
N4-H4...01 0.86 2.40 3.218(3) 158.2
N5-H5...02 0.86 2.22 2.951(3) 143.2
N1-H1...04#1 0.86 2.00 2.862(3) 174.0

Symmetry transformations used to generate equivalent atoms:

#1 x,y,z+1

Table S6. Hydrogen bonds for PyrAc-(Aib)s-OtBu

D-H..A d(D-H) d(H...A) d(D...A) <(DHA)
N3-H3...00 0.86 2.32 3.1407(14) 159.2
N4-H4...01 0.86 2.19 2.9973(13) 156.4
N5-H5...02 0.86 2.26 3.0335(14) 149.8
N1-H1...04#1 0.86 2.09 2.9212(14) 161.9

Symmetry transformations used to generate equivalent atoms:

#1 x+1y,z
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Figure S1 — Packing mode of PyrAc-(Deg),-O-(pNO;)BzI as viewed down the b axis.

Figure S2 — Packing mode of PyrAc-(Deg)s-O-(pNO,)Bzl as viewed down the a axis. The
intermolecular H-bonds are indicated by dashed lines.
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Figure S3 — Packing mode of PyrAc-(Aib)s-OtBu as viewed down the ¢ axis. The intermolecular H-

bonds are indicated by dashed lines.
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PyrAc-Deg-OtBu (CDCI3, 200MHz)
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PyrAc-Deg-O-(pNO2)-Bzl (CDCI3, 400MHz)
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PyrAc-(Deg)2-OH (DMSO, 400MHz)
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PyrAc-(Deg)3-OtBu|(CDCI3, 200 MHz)
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PyrAc-(Aib)5-O-(pNO2)Bzl (CDCI3, 200 MHz)
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Ac-O-(pNO2)BzI (CDCI3, 200 MHz)
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Applied Biosystems Mariner System 5220
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