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Figure S1. *H NMR Spectrum of 1PEA in CDsOD.
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Figure S2. 3C NMR Spectrum of 1PFA in CD30D.
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Figure S3. 1B NMR Spectrum of 1°FA in CD30D.
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'H NMR spectrum in D,O

H12/H16

19/20-CH,
H1%H15
CsHl HDO 4/8 57
17
10 9 |9
H 18 =
- J N
80 75 70 6.5 6.0 5.6 50 45 40 as a0 25 20 16 10 05 o




Multiplicity edited gHSQCAD  #8 " 17 acetons 19/20-CH,

spectrum i0 N % |9b
B n M .JJJ:_

3

LB B B e R e e TTT
1R

T protons =
| /|
. i N

T

—— /—v—_’ e n——
= . eF

4 . - ' ;-1270

_— . 3 E
— » - 50 : 'y E 1275
E £ 1280
E 100 = 1285
E = 7790

— & 3 P e
= 1255

= 150 -
3 - 1300
~ T = T T £ 1305

o]
)
o]

LI m L R 1AL ) Rkl h n L s R LLEE LIRS R0 S RAL M) L1LEaRAR | maR 112
7085 7.080 7076 7070 7.068 7.050 7066 7.060 7046

qe s 8845 Y
o Q) o = o =



Long-range
HMBC correlations

(expanded regions)

055
0.60

Lo b

- 0.65

E-0.70

= 0.75
= 0.80

E 1.00

— & ——-

E1.05
E1.10

E 165
=170
E 175

$230
L1235
Z240
£

E-3.05

E3.10

= g—— 265

F370

E-7.00
E-7.05
E-7.10




Relative stereochemistry

H10 and H9a shares a syn relationship
12/16

J L 10
10
S
T T T T T T T T T T T T T T T T T T
70 65 6.0 55 50 45 40 35 30

-10-



DPFGSENOE

subspectrum

H9b in space is close to the ortho protons
of the Phenyl group

10

H12/H16/H13/H15 18 am 4 9b

7.0 6.5 6.0 55 5.0 45 4.0 35 3.0 25 20 15 1.0 05

-11-



L.

@151z
-
g
E @ wuse—
R - A—
o =
TZET P el
~
-
Q
Ny oo —J
i3 BRE-.L
8 °
O
ﬂgvat J
5
(&)

25

BISTI—
WLST—= F
YOET R —
1T —
SBIEBY— YT
20895 —
©
-
(&)
Q
-
Q
1649 (21—
10y BLLYBZT
n
o
@ L TOBE ¥ | — e
o [ 9959°00T-
i
- TOREOHT— r
o [g
©

< 9%900T— Fo
™ [~
o s

9865 98T — et

Fo

Figure S4. Full NMR characterization of 1PEA in CDsOD.
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Figure S5. *H NMR spectrum of DABO methyl boronate in CD3CN.
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Figure S6. Two-dimensional tH-*N CIGAR-HMBC NMR spectrum of DABO methyl boronate
in CD3CN. The B NMR chemical shift was observed at 3 11.2 ppm in CD3CN.
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Figure S7. *H NMR Spectrum of 1a in CDCls.
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Figure S8. 3C NMR Spectrum of 1a in CDCls.
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Figure S9. 1B NMR Spectrum of 1a in CDCls.
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Figure S10. 'H NMR Spectrum of 1b in CDCla.
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Figure S11. *C NMR Spectrum of 1b in CDCls.
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Figure S12. 1B NMR Spectrum of 1b in CDCls.
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Figure S13. 'H NMR Spectrum of 1c in CDCla.

-20-



B\0
< N INEd
o) <t o N < [ n M < 0
o S~ on @ o R
~ < ™ NN - © —“O NN
— — - ~ < < mMm NNN
(Y Y4 NN
|
|
|
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10 -10

f1lppm)

Figure S14. 3C NMR Spectrum of 1c in CDCls.
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Figure S15. 1B NMR Spectrum of 1c in CDCls.
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Figure S16. 'H NMR Spectrum of 1d in CDCls.
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Figure S17. 3C NMR Spectrum of 1d in CDCls.
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Figure S18. 1B NMR Spectrum of 1d in CDCls.

-25-

T
20



Br
/leo2
Xo)

H
OOo

1807
88°04
STTH
91T+
81T
61T
Sv'T
L'TA
8v'T+
05T
6T
08'T
18T
28T
€8T

T

98'T
W2~
vz

SL'e
9L°€
LL°e
8L°€
8y
621
ey
€€V
[4:0%
€87
€87
8
S8
S8

90°L
L0°L
L0°L
eT’L
V'L
V'L

= e SN

%mw.n
ﬁlmm.._

%Nm.._

T
49 48 47 44
f1ppm)

5.0

H/o._wo

180

980 |

H\Hw.o

F007¢C |

680

Fe6T

871

00¢
wm«._ﬂm

f1ppm)

Figure S19. 'H NMR Spectrum of 1c in CDCls.
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Figure S20. VT-'H NMR Spectrum of 1c in Toluene-ds.
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Figure S21. zZTOCSY 1D *H NMR Spectrum of 1c in toluene-ds.
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Figure S22. NOESY 1D 'H NMR Spectrum of 1c in toluene-ds.
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Figure S23. 1*°C NMR Spectrum of 1c in CDCls.
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Figure S25. 'H NMR Spectrum of 1f in CDCla.
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Figure S26. *C NMR Spectrum of 1f in CDCla.
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Figure S28. 'H NMR Spectrum of 1g in CDCls.
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Figure S31. 'H NMR Spectrum of 1h in CDCla.
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Figure S32. 1*C NMR Spectrum of 1h in CDCls.
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Figure S33. 1'B NMR Spectrum of 1h in CDCls.
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Figure S34. a) *H NMR Spectrum of 1i in CDCls.
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Figure S36. !B NMR Spectrum of 1i in CDCls.

-46-



O OI-L"_I

NH

[VVRV}

9807

G569~
16'97
10°2
€0°L
€0°L
v0'2]
502
902
ot'2
UL
AV
zr
eT
v
YT
9T
9T,
6T'L
02’2
1224
1224
2z L
2z L
vZ'L
€I0PAIYZL
sz'24
sz’
1z'L

LeL-

660

81

08T
Ty
€8T
voz |
Zore [
feet
187

11

f1ippm)

Figure S37. 'H NMR Spectrum of 1j in CDCls.
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Table S1. Crystal data and structure refinement for 1e (CCDC ID: 2225404).

Identification code
Empirical formula
Formula weight
Temperature/K

Crystal system

Space group

alA

b/A

c/A

o/°

pr°

v/°

Volume/A3

z

pcalcg/CITl3

pw/mm-?

F(000)

Crystal size/mm?
Radiation

20 range for data collection/®
Index ranges

Reflections collected
Independent reflections
Data/restraints/parameters
Goodness-of-fit on F?
Final R indexes [[>=2c (I)]
Final R indexes [all data]
Largest diff. peak/hole / e A3

le

C16H2:1BBrNOe
414.06

100.0
monoclinic
P2i/c
15.0011(5)
13.4984(5)
9.1329(3)

90

102.251(2)

90

1807.21(11)

4

1.522

2.306

848.0
0.3x0.2x0.1
MoKa (A =0.71073)
5.472 10 51.462

-18<h<18,-16<k<16,-11<1<11

55837

3448 [Rint = 0.0922, Rsigma = 0.0320]

3448/348/285
1.167

R1=10.0663, wR2 = 0.1408
R1=0.0814, wR2 =0.1472

0.75/-0.73

-50-





