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1. H NMR monitoring of the disassembly of G3(E) in a 9:1 CDCI;:TFA mixture

The monitoring measurements were carried out on Bruker AVANCE-400 spectrometer, with
residual CHCI; (7.26 ppm), as calibration standard, and with benzene (7.36 ppm), as internal
standard.

Signals at 0.1-0.5 ppm and 2.20 ppm — regular impurities observed in the cleavage solutions.
Minor signal at 5.31 — unidentified impurity.
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2. H NMR monitoring of the disassembly of G3des; 3(E) in a 1:1 CDCI5:TFA mixture

The monitoring measurements were carried out on Bruker AVANCE-400 spectrometer, with
residual CHCI; (7.26 ppm), as calibration standard, and with 1,1,2,2-tetrachloroethane (5.95
ppm), as internal standard.

Signals at 0.15-0.55 ppm and 2.31 ppm — regular impurities observed in the cleavage
solutions. Signals at 7.94, 7.11, 5.45, 5.44, 5.19, 5.18 at various stages of the monitoring are
due to the impurity of G2des,(E) and its decomposition products.'



'H-NMR of G3des; 5(E) in 1:1 CDCl;:TFA solution after 45 min.
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'H-NMR of G3des; 5(E) in 1:1 CDCl;5:TFA solution after 2 days.
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'H-NMR of G3des; 5(E) in 1:1 CDCl;5:TFA solution after 7 days.
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'H-NMR of G3des; 5(E) in 1:1 CDCl;:TFA solution after 14 days.
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3. ES-MS of the disassembly mixture of G3(E), quenched after ca. 45 minutes.

Positive ion detection mode
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Negative ion detection mode
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ES-MS of the disassembly mixture of G3(E), quenched after 27 hours.

Positive ion detection mode
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Negative ion detection mode
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4. ES-MS of the disassembly mixture of G3des, ;(E), quenched after ca. 45 minutes.

Positive ion detection mode

AF-89
Portnoy143c 55 (2.437) Cm (51:82) 1: TOF MS ES*+
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Negative ion detection mode

AF-89
Portnoy143 111 (4.243) Cm (77:111-155) 1: TOF MS ES-
100, 1130 1775
155.0
7689
<
362.9
2490
open 770.9
|~
3789
205.0 osag | |4029
4049
289 5 7858
308.9 406.9 1379.4
's
5.0 0448 800.8 1980414755
H\ il e e 5 alis | s [
3 | (92280673 1380.4
ol 1‘1 l ‘M ) \ Al L \u‘\m?‘mlu ab 7z, “h FJ s : TR " !r‘ ‘ (\11437'? iz
100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500
AF-89
Portnoy143 111 (4.243) Cm (77:111-1:55) 1: TOF MS ES-
0 1379.4 1.80e4
1380.4
14755
14765
8008
<
1283.4
904.8
9208 1381.4
1284.4
4
14775
1485.5
12514
8563 1311.5 i
801.8 922.8 178 1486.5
12154 [12524 13125 1389.4 o
867.3 967.3
> 936.8 1era P14 13904
8273 | gass 68.3 1063.3 1253.4 13084 | 13854 1487.5
/8283 ’ os78 |, 10373 | 10843 1155.4 1217.4 14245 [
828, 7 10913 \ ( ‘ ‘ L ‘ ‘ . 1548.5
i 1147.4. 7% 1531 6 1548.
OMNALL.‘[ - \L‘ l n L ‘h L 1 ‘{L /‘9953‘ oy L’; | ‘M‘L‘ o Y ‘ b de LA A L “\ } ‘hh ‘\ N Y
800 850 900 950 1000 1050 1100 1150 1200 1250 1300 1350 1400 1450 1500 1550



ES-MS of the disassembly mixture of G3des; 3(E), quenched after ca. 24 hour.

Positive ion detection mode

AF-89 24h
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Negative ion detection mode

AF-89 24h
Portnoy149b 33 (1.276) Cm (31:37) 1: TOF MS ES-
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ES-MS of the disassembly mixture of G3des; 3(E), quenched after one week.

Positive ion detection mode
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Negative ion detection mode

AF-89 144h
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5. Synthesis of G3des; 3(E)

G2des;(CH,0OH):

LiBHy4 (4.71 mL, 9.43 mmol, 40 eq, 2M solution in THF) and B(OMe); (0.05 ml, 0.47 mmol,
2 eq) were added to a suspension of the resin G2des;(E) (0.93 g, 0.24 mmol, 0.24 mmol/g, 1
eq) in THF (8 mL).! The mixture was heated to 60 °C for 2 days. The resin was washed with
aqueous ammonium chloride/THF, ethanolamine/THF, DMF/water, DMF, THF/water, THF,
CHCI; and dried under vacuum. Yield 81%, loading 0.20 mmol/g.

Following TFA-induced cleavage: '"H-NMR (400 MHz, CDCIy/TFA 1:1): & 7.34 (s, 2H); 7.15
(s, 3H); 5.49 (s, 8H); 5.00 (s, 4H); 2.78 (t, J = 8.0 Hz, 8H); 1.69-1.61 (m, 8H); 1.03 (t, J =7.4
Hz, 12H).

G2des;(CH,C):

Hexachloroethane (0.70 g, 2.96 mmol, 20 eq) and triphenylphosphine (0.78 g, 2.96 mmol, 20
eq) were added to a suspension of the resin G2des;(CH,OH) (0.74 g, 0.15 mmol, 0.20
mmol/g, 1 eq) in THF (10 mL). The suspension was mixed at room temperature for 2 days.
The resin was washed with THF, CHCl; and dried under vacuum. Yield 77%, loading 0.15
mmol/g.

Following TFA-induced cleavage: '"H-NMR (400 MHz, CDCIy/TFA 1:1): & 7.31 (s, 2H); 7.15
(s, 3H); 4.98 (s, 4H); 4.66 (s, 8H); 2.79-2.72 (m, 8H); 1.69-1.61 (m, 8H); 1.03 (t, J = 7.4 Hz,
12H).

G3des; 3(E):

K,COs; (0.10 g, 0.76 mmol, 8 eq), dimethyl-5-hydroxyisophthalate (0.28 g, 1.33 mmol, 14
eq), TBAI (0.16 g, 0.43 mmol, 4.5 eq) and 18-crown-6 ether (0.02 g, 0.08 mmol, 0.85 eq)
were added to a suspension of G2des;(CH,Cl) resin (0.63 g, 0.10 mmol, 0.15 mmol/g, 1 eq)
in DMF (7 mL). The suspension was heated to 60 °C for 3 days. The resin was washed with
DMF/water, DMF, THF/water, THF, CHCl; and dried under vacuum.

Following TFA-induced cleavage: 'H-NMR (400 MHz, CDCI3/TFA 1:1): & 8.36 (s, 4H); 7.95
(s, 8H); 7.46 (s, 2H); 7.39 (s, 1H); 7.17 (s, 2H); 5.23 (s, 8H); 5.04 (s, 4H); 4.03 (s, 24H); 2.81
(t,J =7.8 Hz, 8H); 1.71-1.68 (m, 8H); 1.00 (t, J = 7.3 Hz, 12H).
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