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Table S1
Reaction conditions optimization for in situ imine generation from azide 1a and p-anisaldehyde
in presence of triphenylphosphine. Dibromomethane was used as internal standard for *H NMR
spectra.

OMe
PPh; Me  Time, solvent,
temperature 0
Ph3PO N _/N
2a
0
Entry Solvent Temperature, °C Time, h Yield, %
(NMR)

1 toluene 60 16 70
2 toluene 80 16 81
3 toluene 110 16 67
4 toluene 130 16 68
5 toluene 80 3 69
6 toluene 80 6 68
7 MeCN 80 16 77
8 DMSO 80 16 34
9 DCE 80 16 26
10 DMF 80 16 69
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Crystallographic data

Single crystal X-ray data were obtained using an Agilent Technologies SuperNova Atlas
diffractometer. Crystals were kept at 100(2) K during data collection. Using Olex2?, the structure
was solved with the SHELXT? structure solution program using Intrinsic Phasing and refined with
the SHELXL? refinement package using Least Squares minimisation. Deposition number 2261122
(6a) contains the supplementary crystallographic data for this paper. These data are provided free
of charge by the joint Cambridge Crystallographic Data Centre and Fachinformationszentrum
Karlsruhe Access Structures service www.ccdc.cam.ac.uk/structures.

Figure S1. ORTEP representation of compound 6a drawn at 50% probability level.

Table S2. Crystal data and structure refinement for 6a.

Identification code 1ver0-23431 PPS-376 auto
Empirical formula C26H20N206
Formula weight 456.458
Temperature/K 100.15
Crystal system monoclinic
Space group P21/n
a/A 8.3756(1)
b/A 10.9149(2)
c/A 23.5070(4)
a/° 90
p/° 95.279(2)
y/° 90
Volume/A3 2139.87(6)
Z 4
pealcg/cm?® 1.417
p/mm* 0.845
F(000) 955.4
Radiation CuKo (A=1.54184)
20 range for data collection/® 7.56 t0 152.48
Index ranges -10€h<9,-9<k<13,-29<1<27
Reflections collected 10915
Independent reflections 4377 [Rint = 0.0413, Rsigma = 0.0390]
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Data/restraints/parameters 4377/0/309

Goodness-of-fit on F? 1.058
Final R indexes [1>=2¢ (1)] R1=0.0434, wR, = 0.1147
Final R indexes [all data] R1 =0.0534, wR, =0.1225
Largest diff. peak/hole / e A3 0.41/-0.32
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Copies of 'H, *C and °F NMR spectra
'H and C NMR spectra of compound 1d

BRESIAR 58
NININN NN T <
- ¥

Br

NS
I

|

|
-
A W8S
N e~
[ AN

N4 2.00=x

10.0 9.5 9.0 8.5 8.0 5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 0.0
o T o™ 0
@ o N ~ o o
5] — o I < !
] 0 N ~ N o
— - — 0 ~
[ I [
: Br
|
|
_ )
T T T T T T T T T T T T T T T T T T T
150 145 140 135 130 125 120 115 110 105 100 95 90 85 80 75 70 65 60

f1 (ppm)

S5



'H, 13C and °F NMR spectra of compound 4a
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'H, 13C and °F NMR spectra of compound 4b
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'H, 13C and °F NMR spectra of compound 4c
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'H, 13C and °F NMR spectra of compound 4d
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'H and *C NMR spectra of compound 4e
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'H and *C NMR spectra of compound 4f

18t
S6'y /
%'t
66t
0b'S ~
€5

+8'9

8v—
S6'v
96’ V

66t 7
66'% \

ob's ~
€&'s—

0

5.7 5.6 55 54 53 52 51 50 49 48 4.7 46

F09°1¢

AW

7 90T
¥ 09,

M HS'vT

9'vT

[44°13
8'91

1 ¥'oT

9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

10.0

S0y —

8€'6S —

SEV9 —
09'89 —

POPIT —
b6'ECT
mm.mﬁ/
€g9Ct
ﬁo.mNﬁW
¥S'6CT 7
cLect
LGTTET
P8 IET

89'vET

§SC°091T z
00°T9T /
£8'99T —

* WWWMW

T T
140 130

T
150

T T T
190 180 170

T
200

515



1H, 13C and °F NMR spectra of compound 4g
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'H, 13C and °F NMR spectra of compound 4g’
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'H, 13C and °F NMR spectra of compound 4h
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'H, 13C and °F NMR spectra of compound 4h’
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'H, 13C and °F NMR spectra of compound 4i
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'H, 13C and °F NMR spectra of compound 4j
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'H, 13C and °F NMR spectra of compound 4k
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'H and *C NMR spectra of compound 5

L6V~
0y
2
98'S
£8°9
689
06'9 1
16'9
26'9
£0°L
£0°L
80°L
60°L
0T°L
TT°LA
ET°L
ST'L7
91°L 7
AVE
81
8T°Z]
61°L
61°L
0z

==

=

—

152
€521
892 1
69°L
orL
orL
18°2
18°21
28
€8' -

CHy

€9°9p —

Lb'SS —

€488 —

ETETT~
(a2 5d
vL'ETT
mm.mﬁ/
€8°/2T
20'82T
[4 14t
yT'62T \
80°0€T
60°0€T
€L°T€T
96'TET
L8'CET
LT°EET
TEPET

20°65T —
T£°09T
ereor”
$9°/9T —

CHy

S30



'H and *C NMR spectra of compound 6a
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'H and *C NMR spectra of compound 6b
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'H and *C NMR spectra of compound 6¢
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'H and *C NMR spectra of compound 6d

S9°€7
L0
L0'%
(Uad
(A
[A4N
£0°S
SS°G
85°S 1
YL9
L9
SL'97
9497
LL9 7
LL°9
989
489

889
689 1
689 1
6T,
0T,
0T,
1T

LA %
LA
L
€TLT
€T LT
v L
vl
ST/
9C'L
92'L 7
LT[
8C'L 1
8C°L 7
LE°L
8€°L 7
8€'L
6€°L
0b'Z
ov'L
LA
'L
LA
'L
€b7 LA
bb'L A
St/
SHLAE

160\
6L
mm.h\

v6'L

",

- CH

HO

00T

T T T T T

T

13.10 13.05 13.00 12.95 12.90 12.85

£€6°0
Foo't

TR

81
22
m\nm.m

0.5

1.0

1.5

.5

5.0

6.5

7.0

7.5

1€°05 7
os0s /.
00557
08'65 ~

Y6 ETT —
(/AT
[AWAa)
FTavAan
S6°LTT N\

9L TLT —

i,

O/ CH,

[e]

H

S34



'H and *C NMR spectra of compound 6e
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'H and *C NMR spectra of compound 6f
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'H and *C NMR spectra of compound 6g
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'H and *C NMR spectra of compound 6h
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'H and *C NMR spectra of compound 6i
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'H and *C NMR spectra of compound 7a
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'H and *C NMR spectra of compound 7b
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'H and *C NMR spectra of compound 7d
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'H and *C NMR spectra of compound 7f
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'H and *C NMR spectra of compound 7g
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'H and *C NMR spectra of compound 8a
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'H and *C NMR spectra of compound 8b
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'H and *C NMR spectra of compound 8c
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'H, 13C and °F NMR spectra of compound 9
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'H and *C NMR spectra of compound 10
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'H and *C NMR spectra of compound 11
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'H and *C NMR spectra of compound 12
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'H and *C NMR spectra of compound 13
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