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NMR and MS spectra and HPLC chromatograms on selected compounds
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HPLC (reversed phase) of (3) hydrolyzed to the corresponding acid and MS (TOF ESI+) of (3)
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HPLC (reversed-phase) of (5) hydrolyzed to the corresponding acid and MS (TOF ESI+) of (5)
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A1383
O-tert-Butyl-G1-methyl ester dendron (6)
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HPLC (reversed-phase) of (7)
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MS (MALDI-TOF) m/= 965 [M+Na]".

Acquisition method name
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HPLC (reversed phase) and MS (MALDI-TOF) of (11)
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20110510-KJgroup [ 5E+08
(S)-1-((S)-1,4-dimethoxy-1,4-dioxobutan-2-yl) 4-methyl 2-(benzyloxy)succinate (19)
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HRMS (ESI+) [M+Na]" calculated for [C2oHsoNaO;3]” 619.2361, found 619.2361.
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A1695
O-tert-Butyl-G1-lithium carboxylate dendron (21) 6000
5500
5000
4500
OLi
4000
o]
o 3500
’4, OLi
o) i
o) @) 3000
o)
(e) 2500
0] .
(15) ﬂOLI 2000
Lo O
1500
1000
500
ro
r-500
LY F Y b z
17‘8.0 17‘7.5 17‘7.0 17‘6.5 17‘6.0 17‘5.5 17‘5.0 17‘4.5 17‘4.0 17‘3.5 17‘3.0 17‘2.5 17‘2.0 17‘1.5
f1 (ppm)
HPLC (reversed-phase, protonated compound) and MS of (15)
mAU 3
150§
100%
soé
0]
0.0. T .ZTS. T .510. T '7f5' T .1()'.(). T .12I.5. T .15I.0. T .l'II.S. T .ZOI,O. T .22I.5. T .25I.0. T .27I.5. T .30I.0;11in

25



Electronic supplementary material (ESI) for New Journal of Chemistry 2014

HRMS (ESI") (protonated with TFA) [M+Li]" calculated for [C1sH,,LiO;3]” 429.1215. found
429.1212.
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A0734
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HRMS (ESI+) (protonated with TFA) [M+Li]™ calcutated for C;,H;4LiO;3~ 373.0589. found
373.0586.
/ 2 9.
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Assigned HMBC-NMR for (S)-1-((S)-1,4-dimethoxy-1,4-dioxobutan-2-yl) 4-methyl 2-
(benzyloxy)succinate (13):

O

- nO\

d
(13) Om(|3
b

'H NMR (300 MHz, CDCl3, & in ppm) H; 7.54 — 7.02 (m, 5H), Hy5.52 (t, J = 6.1 Hz, 1H), H, 4.72 (d, U
= 11.3 Hz, 1H), Hy 4.46 (d," = 11.2 Hz, 1H), H, 4.43 (dd, J = 8.6, 4.3 Hz, 1H), H, 3.70 (s, 3H), Hq 3.63
(s, 3H), H;3.61 (s, 3H), H.2.86 (d, J = 6.1 Hz, 2H), H. 2.83 (dd, ¥/ = 16.3, 4.2 Hz, 1H), 2.73 (dd, ¥/ =
16.3, 8.7 Hz, 1H).

13C NMR (75 MHz, CDCls, & in ppm) HMBC
C;169.49 *J H-C, (3.61, 169.49), °J He-C, (2.73 & 2.83, 169.49), *J H,-C, (4.43, 169.49)

C, 169.30 *J H,-C, (2.86, 169.30), *J H,-C, (5.52, 169.30), °J H-C, (2.73 & 2.83, 169.30), *J H-C,
(2.86, 169.30)

C,168.32 3 Hy-C, (3.63, 168.32), 2J H-C,, (2.86, 168.32), 3J Hy-C, (5.52, 168.32)
Crn 167.76 > Hp-Cpy (3.70, 167.76), J Hy-Con (5.52, 167.76), °J H-Coy (2.86, 167.76)

C; 136.10, 127.35, 127.20, 126.96, >*) Hy-C; (4.72 & 4.46, 136.10 & ca. 126), **) H-C; (7.54 — 7.02,
136.10 & ca. 127)

Cy73.16 *J Hy-Cy (4.72 & 4.46, 73.16), Y Hy-C, (4.43, 73.16), 2 He-C, (2.83 & 2.73, 73.16)

Ch 71.95 J Hy-Cy (4.72 & 4.46, 71.95), *J Hy-Cp (4.43, 71.95), *J H-Cp (2.83 & 2.73, 71.95), >J H-C,
(7.54 - 7.02, 71.95)

Cy67.59 *J Hy-C4(3.70, 67.59), Y H,y-Cy (5.52, 67.59), % H-C,y (2.86, 67.59)

Cp 51.80 'J H,-Cy(3.70, 51.80)

Cy51.18 Y HsCy(3.63, 51.18)

Cr 50.95 J HpCs(3.61, 50.95)

Ce36.74 *JHpC.(3.61, 36.74), '/ Ho-C (2.73 & 2.86, 36.74), *J Hy-C, (4.43, 36.74)

C.34.72 “JHsC.(3.63,34.72), Y H-C. (2.86, 34.72), 2 Hy-Cc (5.52, 34.72)
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Assignment of diastereotopic protons in compound 6 and compound 13 by NMR to determine
the epimerization extent:

1300

A 2.90 (dd, J = 16.0 Hz, 5.0 Hz, 1H) |
B 2.83 (dd, J = 16.0 Hz, 7.5 Hz, 14H) 0,0 o~ o | 1200
C2.83 (d, J = 6.1 Hz, 2H) c
D 2.83 (dd, J = 16.0 Hz, 3.6 Hz, 1H) A oc o | 1100
E 2.68 (dd, J = 16.0 Hz, 9.2 Hz, 1H) B
o o O\ 1000
D o 900
E O
OtBu | 800
700
A (dd) C(d) E (dd)
2.90 2.83 2.68 600

500

400

300

200

100

C 2.86 (d, J =6.1 Hz, 2H) o
D 2.83 (dd, J = 16.3 Hz, 4.2 Hz, 1H) 0 ~
E 2.73 (dd, J =16.3 Hz, 8.7 Hz, 1H)

T T T T T T T T T T T T T T T T T T T T T T T T
3.10 3.08 3.06 3.04 3.02 3.00 298 29 294 292 290 288 286 284 282 280 278 276 274 272 270 2.68 266 264
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Degradation of G1-methyl ester dendron at pH 9 analyzed by NMR (HSQC and H,H-COSY).
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