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1. General Information

3-Methyl indoles 1a, 1o, 1p and 4a’ were obtained from comerial soures. Other

indoles®® and vinly aziridines®” were prepared according to known procedures.
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2. Details for Condition Optimization

Table S1. Conditions optimization for furoindoline synthsis®

@\_/(Me o £BuOK, BEt, a=
+
N | I~ LCLTHF, 60 °C N o
1a 4a 5aa
la:da i .
entry _ T/°C solvent additive t/h yield/%"
(x1y)
1 2.5:1 25 THF none 24 n.r.
2 1:1 25 THF none 24 n.r.
3 1:2.5 25 THF none 24 n.r.
5 1:2.5 60 THF none 24 trace
6 1:2.5 80 THF none 24 >5
7 1:2.5 80 Toluene none 24 trace



8 1:2.5 80 1,4-dioxane none 24 trace

1:25 25 THF n-BusNBr (1 eq.) 24 trace
10 1:25 25 THF n-BugNI (1 eq.) 24 trace
11 1:25 25 THF LiBF4 (1 eq.) 24 >10
12 1:25 25 THF LiCl (1 eq.) 24 28
13 1:4 r.t. THF LiCl (1 eq.) 24 37
14 1:4 60 THF LiCl (1 eq.) 12 90

#Reaction conditions: 1a (x mmol.), 4a (y mmol), BEtz (1.1x equiv.), t-BuOK (1.1x equiv.),
solvent (2.0 ml). ® Isolated yields based on 2.




3. Copies of *H NMR and **C NMR Spectra of Products

'H NMR spectrum (400 MHz, CDCIs5) of product 3aa
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'H NMR spectrum (400 MHz, CDClIs) of product 3ba
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'H NMR spectrum (400 MHz, CDClIs) of product 3ca
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'H NMR spectrum (400 MHz, CDClIs) of product 3da
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'H NMR spectrum (400 MHz, CDCls) of product 3ea
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'H NMR spectrum (400 MHz, CDCls) of product 3fa
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'H NMR spectrum (400 MHz, CDCls) of product 3ga
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'H NMR spectrum (400 MHz, CDClIs) of product 3ha
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'H NMR spectrum (400 MHz, CDCIs) of product 3ia
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'H NMR spectrum (400 MHz, CDCIs) of product 3ja
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'H NMR spectrum (400 MHz, CDCI5) of product 3ka
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'H NMR spectrum (400 MHz, CDCIs) of product 3la
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'H NMR spectrum (400 MHz, CDClIs) of product 3ma
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'H NMR spectrum (400 MHz, CDClIs) of product 3na
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'H NMR spectrum (400 MHz, CDCIs) of product 3oa
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'H NMR spectrum (400 MHz, CDCls) of product 3pa
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'H NMR spectrum (400 MHz, CDCIs) of product 3ab
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'"H NMR spectrum (400 MHz, CDCIs) of product 3ac
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'H NMR spectrum (400 MHz, CDClIs) of product 3ae
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'H NMR spectrum (400 MHz, CDCI5) of product 5aa
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'H NMR spectrum (400 MHz, CDClIs) of product 5ba
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'H NMR spectrum (400 MHz, CDCls) of product 5fa
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'H NMR spectrum (400 MHz, CDCI5) of product 5ma
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'H NMR spectrum (400 MHz, CDClIs) of product 3qga
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'H NMR spectrum (400 MHz, CDCIs) of product 6
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a)11B NMR of 1a + -BuOK + E#3B

b)11B NMR of EtB
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Figure S1. a) B NMR of 1a, t-BuOK and Et;B. b) !B NMR of Et;B.

4. Copies of HPLC Spectra

T
-90

my
=
200 g Ts
3
1754 » N
150 w
1254
100
753 Pealc?e | Ret. Timee Areao Area%e TPlate# Tailing Fo | Resolutions |*
504 10 11.916¢ 7370076+ 49.950¢ 2866+ 1.207# - *
25 20 14.1280 73938374 | 50.0500 30080 1.3220 23040 |
K L
BD‘ ‘2‘5 5‘0‘ " ‘7‘5‘ o ‘160 o 12‘5 ‘15‘10‘ 1"/5 r‘mn
b stnxomani T
350 NS
300 f z
2509 ity /
2004
1504 Peak# | Ret Times Arear Area%s T Plates+ Tailing F< | Resolution<
100§ 14 11.891+# 13150971#| 00831« 28424 1.297# -
! i 20 14.159¢ 22305« 0.169¢ 40710 —o 2.549¢
g,4f\,—,v AN Sy
00 2‘5 S‘D 7‘5 100 12‘5 15;0 17‘5 min
o Me
g =
|
M N N
I HHyTs
© i\ 3aa
e |
‘ \ Peak RetTime Type Width
’ [ t  [min] [min]
[ ;
I\ H
. A ) . /\ .

29



| H $#  [min]

Figure S2. The thermal ellipsoid was drawn at the 50% probability level.

Crystals of the compound 3aa were obtained by diffusing petroleum ether to the
ethyl acetate solution containing 3aa. The data were collected at 100 K with a
diffractometer using graphite-monochromatized Mo-Ka (A=0.71073A) radiation. SAMRT
(v6.45, Bruker 2003) was used for data collection and SAINT (v7.68A, Bruker 2009) was
used for data processing. No absorption correction was applied to the intensities due to its
weak absorption nature. The structure was solved by Direct method with SHELXS' and
refined by full-matrix least-squares methods using the OLEX2,2 which utilizes the
SHELXL-2013 module.® The vinyl group was observed disordered over two parts with the
fixed ratio of 0.8:0.2. The bond distances for the two parts were restrained to be the same
by “SADI” command with the default deviation, and the anisotropic displacement
parameters fot he minor part were strictly restrained by “ISOR 0.01 0.02” command. All
non-hydrogen atoms in the structure were refined with anisotropic thermal parameters.

All the hydrogen atoms except the H bound to N were introduced to their ideal positions
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using riding modes with Uey(H) of 1.5Ucq(parent) for terminal methyl groups, and 1.2
Ueq(parent) for others. The hydrogen bound to N2 was located from the difference Fourier
map, whose coordinates and the isotropic vibration parameter were refined freely. The
information concerning crystal data, data collection and refinement results have been
documented in the following.

Crystal data 3aa: 0.12>0.15>0.20 mm, CyH2,N20,S, M = 354.45, monoclinic, space
group P2:/n, a = 13.764 (3) A, b = 8.3813(18) A, ¢ = 15.703 (3) A, , # = 95.075(4)° V =
1804.4(7) A%, Z = 4, p = 1.305 g cm %, 1 = 0.195 mm %, F(000) = 752, 8869 reflections
(Omax = 25.259 measured (3136 unique, Rinx = 0.1029 completeness = 96.3%), Final R
indices (I > 204(l)): Ry= 0.0811, wR, = 0.1757, R indices (all data): R;= 0.1292, wR, =
0.1911. GOF = 1.121 for 250 parameters and 14 restraints, largest diff. peak and hole
0.506/-0.227 eA™.
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