Supplementary Materials for

Two-step synthesis of solasodine pivalate from diosgenin pivalate

Agnieszka Wojtkielewicz *, Urszula Kielczewska and Jacek W. Morzycki

Institute of Chemistry, University of Bialystok, K. Ciotkowskiego 1K, 15-245 Biatystok, Poland;
a.wojtkielewicz@uwb.edu.pl; ulakielczewska@interia.eu; morzycki@uwb.edu.pl
*Correspondence: a.wojtkielewicz@uwb.edu.pl; Tel.: +48-85-738-8043

Table of contents

Table S1. Comparison of prices and hazards of reagents used in three recent syntheses of solasodine.................... 2
Spectra of compound 2 ("H NMR, BCNMR)..... ..ot 3
Spectra of compound 3 ("HNMR, BCNMR) ..ot 6
Spectra of compound 2a ("H NMR, BCNMR) ... 9
Spectra of compound 3a ("H NMR, BCNMR) ..., 12
Spectra of compound 4 ("H NMR, BCNMR) ..o, 14

Spectra of compound 5 ("H NMR, BCNMR) ...t 17



Table S1. Comparison of prices and hazards of reagents used in three recent syntheses of solasodine.

Reference no. in | Number | Total yield

Reagents (equiv, price’, hazards)

(solasodine)

manuscript of steps | of product
TMSOT (2 equiv. 1.6 €/g, H226, H314)
45% CbzNH: (2.2. equiv. 0.9 €/g, According to SDS*: Not a hazardous substance or mixture according to Regulation
. . (EC) No. 1272/2008. Not a hazardous substance or mixture according to EC-directives 67/548/EEC or
This paper 2 (solasodine
oivalate) 1999/45/EC.) .
AcBr (4 — 22 equiv. 0.3 €/g, H314)
BuOH (58.60 €/1, H226, H315, H318, H335, H336)
TFAT (1.5 equiv. 42.6 €/g, H301, H314)
Ac0 (5 equiv. 0.016 €/g, H226, H302, H314, H330)
57% Pyridine (10 equiv. 0.17 €/g, H225, H302+H312+H332, H315, H319))
21 7 TsCl (2 equiv. 0.068 €/g, H290, H315, H317, H318)

NaNs (3 equiv. 0.195 €/g, H300+H310, H373, H410),
TMSCI (2 equiv. 1.06 €/g, H225, H301+H331, H312, H315, H318)
Nal (2 equiv. 2.36 €/g, H315, H319, H400)

50%

22 3
(solasodine)

BFsxOEt: (5 equiv. 0.22 €/g, H226, H302, H314, H330, H372)

LiBr (8 equiv. 0.4 €/g, H302, H315, H317, H319),

NaNs (2 equiv. 0.195 €/g, H300+H310, H373, H410),

DMF (146 €/, H226, H312+H332, H319, H360D),

TMSCI (2.2 equiv. 1.06 €/g, H225, H301+H331, H312, H315, H318)
Nal (2 equiv. 2.36 €/g, H315, H319, H400)

43%

23 3
(solasodine)

BF3xOEt:2 (4 equiv. 0.22 €/g, H226, H302, H314, H330, H372)

p-TsNH: (4 equiv. 0.065 €/g, Not a hazardous substance or mixture according to Regulation (EC) No.
1272/2008.),

Na (10 equiv. 1 €/g, H260, H314),

naphtalene (100 equiv., 0.05 €/g, H228, H302, H351, H410),

TMSCI (6.3 equiv. 1.06 €/g, H225, H301+H331, H312, H315, H318)

*Price from Sigma Aldrich catalogue (https://www.sigmaaldrich.com/catalog/search).
#SDS found on website: https://www.sigmaaldrich.com/catalog/product/aldrich/b18200?lang=en&region=GB
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