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Figure S1a. *H NMR (500 MHz, CDCls3) for compound 3 with resonances assighments.
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Figure S1b. 'H NMR (500 MHz, CDCls) for compound 3 (Expansion).
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Figure S1c 3C NMR (125 MHz, CDCl3) for compound 3.
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Figure S1d. ESI-MS for compound 3. Calc. m/z for C23H20N202 342.1732.
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Figure S2a. *H NMR (500 MHz, CDCl,) for compound anti-4 with resonances assighments. * Adventitious

water.
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Figure S2b. 3C NMR (125 MHz, CD,Cl;) for compound anti-4.
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Figure S2c. HSQC (CD.Cl,) for compound anti-4.
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Figure S2d. ESI-MS for compound anti-4. Calc. m/z for Cs;Hs2N4O2 764.4090.
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Figure S3a. *H NMR (500 MHz, CD,Cl,) for compound syn-4 with resonances assighments. (*) Impurities from
solvent; (§) water.
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Figure S3b. 13C NMR (125 MHz, CD,Cl;) for compound syn-4.
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Figure S3c. HSQC (CD,Cl) for compound syn-4.
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Figure S3d. ESI-MS for compound syn-4. Calc. m/z for CsyHs2N402 764.4090; (calc. for M+[HCOO']: 809.4066).
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Figure S4a. *H NMR (500 MHz, CDCl3/CD30D 6:1) for compound anti-5 with assighments.
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Figure S4b. 13C NMR (500 MHz, CDCl3/CD3s0D 6:1) for compound anti-5.
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Figure S4c. HSQC (CDCl3/CDs0D 6:1) for compound anti-5.
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Figure S4d. ESI-MS for compound anti-5. Calc. m/z for C3gHaoN4O2 584.3151.
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Figure S5a. *H NMR (500 MHz, CDCl3/CDs0D 6:1) for compound syn-5 with resonances assignments.

Page S14 ©AUTHOR(S)



Issue in honor of Professor Phil Hodge ARKIVOC 2021, vi, S1-S37

29,45
2847

— 15473
139,40
Limoa
AT A7
—128.25
114.18
— 1015
— 10221
43.82
— 3493
2806

<

T
180 160 140 120 100 a0 60 40 20 0
fi1 {ppm)

Figure S5b. 13C NMR (125 MHz, CDCl3/CDsOD 6:1) for compound syn-5.
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Figure S5c. ESI-MS for compound syn-5. Calc. m/z for CsgHaoN4O; 584.3151.
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Figure S6a *H NMR (500 MHz, CD,Cl) for compound 7. § Adventitious water; * solvent impurity.
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Figure S6b. APT 3C NMR (125 MHz, CD,Cl,) for compound 7.
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Figure S6¢c. HSQC (CDCl;) for compound 7.
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Figure S6d. ESI-MS for compound 7. Calc. m/z for CaoH44N4O: 596.3515.
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Figure S7a. *H NMR (500 MHz, CDCls,) for compound 8. *MeOH solvent.
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Figure S7b. 3C HNMR (125 MHz, CDCls3) for compound 8. * Methanol.
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Figure S7c. APT 3C NMR (125 MHz, CDCls) for compound 8. * Methanol; the two quaternary carbon atoms at
35.4 ppm are not resolved ad resonate a single signal.
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Figure S7d. HSQC (CDCls) for compound 8.
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Figure S7e. *H NMR (500MHz, DMSO-ds) for compound 8. * Ethyl acetate, § water.
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Figure S8a.'H NMR (500 MHz, DMSO-d¢) for compound 10 with assignments.
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Figure S8b.'H NMR (500 MHz, CD2Cl>) for compound 10.
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Figure S8c. COSY (500 MHz, CDCl;) Partial spectrum for compound 10 showing the correlation between the

pyrrole b-CH resonances and the NH resonances contained in the signals system at 7.00-7.35 ppm.

Page S27

©AUTHOR(S)



Issue in honor of Professor Phil Hodge ARKIVOC 2021, vi, S1-S37

B4R ¥ § ] 2 - 8 Lzl
CEL I B 8 & 8§ & ggg i
Vi T | 60 W e
o b oo mme
1l 3 moon no R 1
2 2 8 232k
e Il 4 8 8 285
L 40 | SV 1
L a0
20 ! ' i
r 13
L 20 . . £
Lo FO C
. . . - 1 . r . - . - . - 1 . T . r - . - . - T T T T T T T T T T T T T T T T
142 140 138 136 134 132 130 128 126 124 122 120 118 107 106 105 104 103 102 36 35 34 33 32 31 30 29 28 27
f1 (ppm) f1 (ppm)
f1 (ppm)
3
2
2
1
T T T T T T T T T T T T T T T T T T T T T
200 1s0 180 170 160 150 140 130 120 110 100 9 8 70 60 50 40 30 20 10 0

f1 (ppm)

Figure S8d. 3C NMR (500 MHz, CD,Clz) for compound 10.
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Figure S8e. HSQC (CD,Cl) for compound 10.
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Figure S9a. *H NMR (500 MHz, CD,Cl,) for compound anti-anti-anti-11. * Solvent impurity.
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Figure S9b. 'H NMR COSY (500 MHz, CD2Cly) Partial spectrum for compound anti-anti-anti-11 showing the
correlation between the pyrrole b-CH resonances and the resonance at 7.17 ppm for the NH units.
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Figure S9c. 3C NMR (125 MHz, CD,Cl,) for compound anti-anti-anti-11.
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Figure S9d. HSQC (CD,Cl,) for compound anti-anti-anti-11. The arrows are to evidence the correlated signals
(red dots) in the noisy background. The inset expansion shows that the strong resonance at 1.52 pp contains
the four symmetry-related CHs units under the water signal.
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Figure S9e. ESI-MS for compound anti-anti-anti-11. Calculated m/z for C132H120N1801s: 2244.9028 and for

C132H120N18018Cl: 2279.9028.
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Figure S10a. 'H NMR (500 MHz, DMSO-ds) for syn-syn-syn-11. The peak at 5.75 ppm overlapping one set of
the b-pyrrole resonances is DCM contaminant in the DMSO solvent; § water; * other solvent impurity (see ref.

R1).
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Figure S10b. *H NMR (500 MHz, DMSO-ds) for syn-syn-syn-11 in the presence of molar excess of TBACI. The
peak at 5.75 ppm overlapping one set of the b-pyrrole resonances is DCM contaminant in the DMSO solvent

(see ref. R1).
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Figure S10c. 13C NMR (125 MHz, DMSO-dg) for syn-syn-syn-11. The peak at 54.91 ppm is DCM.
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Figure S10d. ESI-MS for syn-syn-syn-11. Calc. m/z for Ci3,H120N1801s: 2244.9028 and for C132H120N18015Cl:

2279.9028.
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Figure S11a. 'H NMR (DMSO-dg) for 1,3-dichloro-4,6-dinitrobenzene 9.
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