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1.NMR Spectra of 3aa-6ic

'H NMR (400 MHz, CS2/ds-acetone) of compound 3aa
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3aa
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Expanded “C{'H} NMR (100 MHz, CSz/ds-acetone) of compound 3aa

usec

o 0 © O OENANOTHO VIODNO IO

™ [ee) ~ O o WMOOLOMHO DM T OWYOM

< <« W ™M oWV IDMOMHONO oI~

0 o oo o BOEE NN SN S 6100100010

0 0 SRS BB S S S S SR S

— — o A A A A A A A A A

Vo S NN
— J\I = T T T T T T T

155 154 153 152 151 150 149 148 147 ppm
P R B MR NBOPONDANNEI IR BN AR SN DO ® P Qb Roea o
TOOANNOONDWOVWWOWOUILMNAHOONO-OVWOINNAHONNWES T O ~ 0 — O oo ©
DBV TFIILISLILLONOOMOOMOONNN NN o co coaan o
S I S U I ST I A S I S U S SIS S S U I R < <o B ] ™
A A A A A AAAAA A A A A A A A A A A A A A A A A A A A A A A — — o —
S N NN VAT

14I5.5 14I5.0 1411.5 1411.0 1423.5 1423.0 14I2.5 14‘2.0 14I1.5 1411.0 146.5 14;).0 plpm

S4



Expanded “C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3aa
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19F NMR (376 MHz, CS:2/ds-acetone) of compound 3ba
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ba
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ba
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'TH NMR (400 MHz, CS2/ds-acetone) of compound 3ca
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I3C{!H} NMR (100 MHz, CS2/ds-acetone) of compound 3ca
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ca
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3da
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3da
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3da
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TH NMR (400 MHz, CS2/ds-acetone) of compound 3ea
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ea
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'H NMR (400 MHz, CS:/ds-acetone) of compound 3fa
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3fa
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Expanded 3C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3fa
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'"H NMR (400 MHz, CS2/ds-acetone) of compound 3ga
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19F NMR (376 MHz, CS:/ds-acetone) of compound 3ga
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ga
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Expanded *C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3ga
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19F NMR (376 MHz, CS:2/ds-acetone) of compound 3ha
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ha
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ha
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'H NMR (400 MHz, CS2/ds-acetone) of compound 3ia
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19F NMR (376 MHz, CS:/ds-acetone) of compound 3ia
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I3C{'H} NMR (100 MHz, CS:2/ds-acetone) of compound 3ia
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ia
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3ab
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BC{'H} NMR (150 MHz, CS2/ds-acetone) of compound 3ab
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Expanded *C{'H} NMR (150 MHz, CS:z/ds-acetone) of compound 3ab
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'TH NMR (400 MHz, CS:/ds-acetone) of compound 3eb
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3C{IH} NMR (100 MHz, CS2/ds-acetone) of compound 3eb
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3eb
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1YF NMR (376 MHz, CS2/ds-acetone) of compound 3hb
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Expanded *C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3hb
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'"H NMR (400 MHz, CS2/ds-acetone) of compound 3j
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19F NMR (376 MHz, CS:/ds-acetone) of compound 3j
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3j
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Expanded *C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3j
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3jb
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19F NMR (376 MHz, CS:/ds-acetone) of compound 3kb
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Expanded *C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3kb
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'H NMR (400 MHz, CS2/ds-acetone) of compound 3ac
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I3C{IH} NMR (100 MHz, CS2/ds-acetone) of compound 3ac
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ac
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'H NMR (400 MHz, CS:/ds-acetone) of compound 3ec
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3ec
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ec
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'H NMR (400 MHz, CS:2/ds-acetone) of compound 3gc
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3gc
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I3C{!H} NMR (100 MHz, CS2/ds-acetone) of compound 3gc
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3gc
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3he
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3hc
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3hc
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'H NMR (400 MHz, CS2/ds-acetone) of compound 3ic
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19F NMR (376 MHz, CS2/ds-acetone) of compound 3ic
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z, CS2/ds-acetone) of compound 3ic
BC{'H} NMR (150 MHz, CS2/d, ) of d 3i

2708
2

1
8.06
spect

20220610
5 mm PADUL 13C

NAME
EXPNO
PROCNO
Date_
Time
INSTRUM
PROBHD

$9z°62
857" 62
0S9°6¢
178°6¢
S£0°0€
9zz"0¢€
6T70€
vZL TP
62€°ThTA
8EL T
9187 Zv 1
700" €71
9TT €71
XA RS
2957 €V
809" €T
L9L EVTH
T8 €7 T
728 EVT
cye evT
290" 7b1
760" b1
98T 7P

822671

2gpg30
65536
Acetone

PULPROG
D

SOLVENT

4

5202
24038.461 Hz

0.366798 Hz
1.3631988 sec
64
20.800 usec

6.50 usec
300.0 K
2.00000000 sec
0.03000000 sec
1

CHANNEL £1

13c
10.00 usec
-3.00 dB

68.16146088 W
100.6228298 MHz

NUC1
PL1

PL1W
SFOl

CHANNEL £2

80.00 usec
-3.00 dB
15.06 dB
120.00 dB
.94012833 W
0.26479921 W
0.00000000 W
400.1316005 MHz
32768
100.6132417 MHz

16

CPDPRG2

EM

0
1.00 Hz
0

1.40

0 ppm

180 160 140 120 100 80 60 40 20

200

Expanded 3C{'H} NMR (150 MHz, CS:/ds-acetone) of compound 3ic

0SE°LYT
867" LYT
6257 LYT
b6S°LYT
»Hp.thHUn
828" LYT~—
968" LbT—7
vﬁm.pvﬁk\\

wmo.m«ak\\
mmm.wwﬁ“\w

Y
TLE 0ST—

0T6 IS8T —

L9E"SST~
095 ST~
€95 561"

T98°LST—

ppm

157 156 155 154 153 152 151 150 149 148

158

£66°6ET~_
160" 0V T —
LLotovt-"

025" 0% T~
§29°0%T—
6GL°0FT—
918 0¥~

VoL TV T —

LET TP~
62€°2hT
ARSI
9187 2ZvT
¥00° €V T
9TT €71
z€T€vT
2967 €HT
809°€VT
LOLTEFT
TI8°€VT
bZ8 €V T
SP8 eV
290" prT~ T
vmo.«wﬂuvm
96T ¥y —
0LE 77T~
L8y v7T—
605 ¥vT
m»m.wwﬁk\x

7
wﬁﬁ.mwﬁ\\\
6€C SVT
0LE SPT
86€°GVT
CIG GPT
099°6¥T
mwo.owﬁw“ﬂ
HNN.@«HK\\
6LZ°9VT
LZTE"9VT

LL9 9VT
mmm.mwﬂ\\x

ppm

140

141

142

143

144

145

146

147

549



Expanded 3C{'H} NMR (150 MHz, CS:/ds-acetone) of compound 3ic
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19F NMR (376 MHz, CS:2/ds-acetone) of compound 3ad
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ad
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'H NMR (400 MHz, CS2/ds-acetone) of compound 3ed
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ed
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Expanded 3C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 3ed
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19F NMR (376 MHz, CS2/ds-DMSO) of compound 3ae

-132.357
-132.391

-132.416
-132.449

|

13

ocmtToNLCALTHOL W
ST OS ST T O DM
R ®QWRS GO BB RN
ANNNNGOG G 6 n 6 G
TETLTLTTSTTTTTTT T
o

-145.243

NUC2
PCPD2
PL2

200

180

140

T
120

T T T
80 60 40

556

20 0 ppm

CPDPRG2

= CHANNEL f£2 =

CHANNEL f1 =

1
10.00
-3.00
68.16146088
100.6228298

waltzlé
18

120.00
16.94012833
0.26479921
0.00000000
400.1316005

3276
100.6133365
EM

0
1.00

0
1.40

===0
@

MHz

MHZ

7 iy
” N =3
Y &
IR S
120 122 124 126 128 130 138 140 142 144 146 148 150 152 154 156 158 160
f1 (ppm)
BC{'H} NMR (100 MHz, CS2/ds-DMSO) of d3
{"H} ( z, CS2/de- ) of compound 3ae
i(“% O WwO N NAME z672
~ WOHNNHO EXENO 2
23 PROCNO
o O 0‘\ '\ ID ("7 H Date_ 20220513
< — Oy OY OV OY OV Time 7.53
— WO MmM®MON INSTRUM spect
PROBHD 5 mm PADUL 13C
PULPROG 2gpg30
65536
SOLVENT DMSO
NS 12363
Ds 4
SWH 24038.461 Hz
FIDRES 0.366798 Hz
AQ 1.3631988 sec
RG 114
bW 20.800 usec
DE 6.50 usec
TE 300.0 K
Dl 2.00000000 sec
D11 0.03000000 sec
TDO 1



Expanded 3C{'H} NMR (100 MHz, CS2/ds-DMSO) of compound 3ae
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'"H NMR (400 MHz, CS2/ds-DMSO) of compound 3je
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13C{'H} NMR (100 MHz, CS2/ds-DMSO) of compound 3je
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Expanded 3C{'H} NMR (100 MHz, CS2/ds-DMSO) of compound 3je
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YF NMR (376 MHz, CS2/ds-DMSO) of compound 3le
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Expanded *C{'H} NMR (100 MHz, CS2/ds-DMSO) of compound 3le
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'H NMR (400 MHz, CS:/ds-acetone) of compound 3af
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I3C{!H} NMR (100 MHz, CS2/ds-acetone) of compound 3af
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Expanded 3C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 3af
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19F NMR (376 MHz, CS:/ds-acetone) of compound 3ef
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BC{'H} NMR (150 MHz, CS2/ds-acetone) of compound 3ef
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Expanded *C{'H} NMR (150 MHz, CS2/ds-acetone) of compound 3ef
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'H NMR (400 MHz, CS:/ds-acetone) of compound 5aa
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19F NMR (376 MHz, CS2/ds-acetone) of compound 5aa
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BC{IH} NMR (100 MHz, CS2/ds-acetone) of compound 5aa
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Expanded *C{'H} NMR (100 MHz, CS:/ds-acetone) of compound Saa
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19F NMR (376 MHz, CS:2/ds-acetone) of compound 5ba
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sba
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TH NMR (400 MHz, CS2/ds-acetone) of compound Sca
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'F NMR (376 MHz, CS2/ds-acetone) of compound 5ca

TTEPST-
T8THST-
TPTHST-
0ETHST-
06T'$ST-
0ST'HST-

P8EPET-
GLEPET-
SPEPET-
0EPET-
S8T'PET-
WTHET-
80T'HET-
W0THET-

£58°88-
£18'88{
£LL°88
79.°88
TL'88
S0L'88"
669'88-
789'88-]
§99°88-
729'88-

795°88-]

=L6'Y

=96'T

=00t

i

875°88-
£zs8-

170

T
165

T
160

145 15

0

14

130

110

100

60

f1 (ppm)

S73



I3C{!H} NMR (100 MHz, CS2/ds-acetone) of compound Sca
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sca
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19F NMR (376 MHz, CS2/ds-acetone) of compound Sbe
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sbe

0761 —

TIL'6T

919°4T
omv.mN/
-wwiﬂ%

696°6T
660°0€
0€T0¢

Fiofi,

S0L'9TT
£0+°62T
TITSET
795°9¢T
LTO'8ET
96T°0FT
0€6°THT
PP THT
606°THT
TI0°EPT
0S0°€PT
8YT'EPT
ISEEPT
0€9°€FT
TILEPT
E€TI8'EPT
£T6°EPT
TLGEPT
SIT'HHT
LST'PPT
G8THHI |
OTF #¥T
09t $¥1
89S°H¥T
STOPHT
TLOFHT A
P8P
066°F¥]

]

S

£P0°SHT ]
980°S#1
ELT'SPT |
85€°SHT
89%'SHT ]
LT6SPT]
8T°94T ]
87€°9r1
$9£°04T
HELYT
SLY'LYT
8IS'LYT
S99°LbT
969°L¥T
L8L'LYT

|

EI8LHE

PO8'LYT
8+0'8FT
0TT'8+T

“TBTSFT
0€T'8FT
LIE6PT
6+9°6¥T

609°9ST

T
110
f1 (ppm)

T
130

T
140

T
15

T
160

T
17

T T T T
210 200 190 180

0

29

S76



Expanded C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sbc
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'H NMR (400 MHz, CS:/ds-acetone) of compound Sce
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19F NMR (376 MHz, CS2/ds-acetone) of compound Scc
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z, CS2/ds-acetone) of compound 5cc
BC{'H} NMR (100 MHz, CS2/d, ) of ds
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Scc
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'TH NMR (400 MHz, CS2/ds-acetone) of compound Sae

N ™M N
0~ M~ o 0 o0 L Bs02
™~ o~ 0 00 SRidhe H
i = m 0 Qoe Date_ 20220110
Time 9.31
e D €9 il o ey INSTRUM spect
PROBHD 5 rm PABBO BBE-
PULPROG 2930
65536
SOLVENT Acetone
ns 16
DS 0
SRS o SwH 8223.685 Hz
o~ @ FIDRES 0.125483 Hz
— ™0™ aQ 3.9846387 sec
o e . RG 362
@ o -~ DW 60.800 usec
DE 6.50 usec
TE 300.0 K
D1 1.00000000 sec
D0 1
=== CHANNEL fl === —

1H
13.50 usec
-2.00 dB
13.45602226 W
400.1324710 MHz

3276
400.1300075 MHz

0
0.30 Hz
0

T T T T T 1.00
8.2 ppm7.4 ppm

L

" 10 9 8 7 6 5 4 3 2 1 0 ppm

S80



19F NMR (376 MHz, CS:/ds-acetone) of compound Sae
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sae
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'H NMR (400 MHz, CS2/ds-acetone) of compound Sbe
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BC{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sbe
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sbe

-~ O N o [ee] N | el vl v AN P~ ~ o
< N S N [ee] — [Te] ol ~ S | n M < 0 00
[@Xe)WNe o)) jte) — < O ~ O un O T ™M N
Amor 1 1 o S mas © S INPNI
MMM (421 (o5 N N NN N — —
o — — — — — — —
T T T T T T T T T T T T T T T
138 136 134 132 130 128 126 124 122 120 118 116 114 112 ppm
HO " s
F F . o
~— n
O n

T T T T T T T T T T T T T
105 100 95 75 70 65 60 55 50 45

'H NMR (400 MHz, CS:/ds-acetone) of compound Sde

NAME
EXPNO
PROCNO
Date_

2.055
2.050
2.045

INSTRUM
PROBHD
PULPROG

_—10.368
~~10.274
—2.542

<

D
SOLVENT
NS

DS

SWH
FIDRES

7.943
7939
7./ 922
7.918
—7.:079
—7..058

.
N

ML

ppm 7.1 ppm

R

L

T

9

9

1.04 -

585

T
40 ppm

z514
1

1
20220104
9.10

spect

5 mm PABBO BB-

CHANNEL £1

2930
65536
Acetone
16

2
8223.685 Hz
0.125483 Hz

3.9846387
406
60.800 usec
6.50 usec

sec

300.0 K
1.00000000 sec
1

13.50 usec

-2.00 dB
13.45602226 W
400.1324710 MHz

400.1300075 MHz
EM

0
0.30 Hz
0

1.00



19F NMR (376 MHz, CS2/ds-acetone) of compound Sde
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Expanded *C{'H} NMR (100 MHz, CS:/ds-acetone) of compound Sde
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'H NMR (400 MHz, CS:/ds-acetone) of compound See
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z, CS2/ds-acetone) of compound See
BC{'H} NMR (100 MHz, CS2/d, ) of ds
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound See
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19F NMR (376 MHz, CS2/ds-acetone) of compound Saf
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Expanded C{'H} NMR (100 MHz, CS:/ds-acetone) of compound Saf
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'TH NMR (400 MHz, CS2/ds-acetone) of compound 5bf

8PeE'T
hwm.—v
S8E'T

6£0°T
SY0°T
0S0°T
$§0°T
190°C

806°C
876'C
LY6'T
§96'C

186°€~_
€0+

610°L
oL

0v6°L
9%6°L
196°L
L96°L

cmo.w\
950°8

P

=L0'€

=10'C

/80°€
~00¢

=T10'T

00T
701

8.5

9.0

5

9.

10.0

12.0 1.5 1.0 10.5

.5

f1 (ppm)

19F NMR (376 MHz, CS2/ds-acetone) of compound Sbf

LOO€EST-
£66°TST-
€L6°TST-
0+6°TST-
126°TST-
LO6°TST-

£69'8€T-
6L9'8ET-
099°8€T-
LT9'8ET-
LO9'8ET-
£65°8€T-
POE'LET-
S6T'LET-
L8T'LET-
€9T'LET-
SET'LET-
YOT'LET-
POT'LET-
69T°TET-
6ST'TET-
LTTTET-
00T°TET-
9L0°TET-
890°TET-

B\

Je U

=70'C

=90'C

=66'T

=00'C

166

170

168

158 160 162 164

156

154

146 148 150

144

128 130 2 134 136 138 140

126

124

f1 (ppm)

S93



BC{IH} NMR (100 MHz, CS2/ds-acetone) of compound Sbf
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Sbf
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19F NMR (376 MHz, CS:/ds-acetone) of compound Scf
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound Scf
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'H NMR (400 MHz, CS2/ds-acetone) of compound 5ff

6£0°T
SY0'T
0S0°T
4

Se.N\
018z

0S6'€~
€20t

0¥0'8—

=70'¢

80°€
16T

00T

f1 (ppm)

1YF NMR (376 MHz, CS2/ds-acetone) of compound 5ff

LLY'9ST-
£99°9ST-
9+9°96T-
T19°98T-
$65°9ST-
08§°9ST-

088'8€T-
998°8€T1-
6+8'8ET-
ST8'8ET-
86L'8ET-
£8L'8ET-
€0E°LET-
TLTLET
PYTLET-
EITLET-
6SE'TET-
8PETET-
LIETET-
68T TET-
POT'TET-
LSTTET-
8PT'TET-

=L0'C

A

=60'T
3

=70'C

==00'C

180

140 145 150 5 160 165
f1 (ppm)

135

130

12

115

110

598



I3C{IH} NMR (100 MHz, CS2/ds-acetone) of compound 5ff
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Expanded 3C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 5ff
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19F NMR (376 MHz, CS2/ds-DMSO) of compound 6aa
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Expanded *C{'H} NMR (100 MHz, CS2/ds-DMSO) of compound 6aa
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'F NMR (376 MHz, CS2/ds-acetone) of compound 6ea
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I3C{IH} NMR (150 MHz, CS2/ds-acetone) of compound 6ea
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Expanded *C{'H} NMR (150 MHz, CS2/ds-acetone) of compound 6ea
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TH NMR (400 MHz, CS2/ds-acetone) of compound 6ac
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19F NMR (376 MHz, CS:/ds-acetone) of compound 6ac
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Expanded *C{'H} NMR (150 MHz, CS2/ds-acetone) of compound 6ac
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19F NMR (376 MHz, CS2/ds-acetone) of compound 6ec
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Expanded *C{'H} NMR (100 MHz, CS2/ds-acetone) of compound 6ec
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19F NMR (376 MHz, CS2/ds-acetone) of compound 6ic
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Expanded 3C{'H} NMR (100 MHz, CS:/ds-acetone) of compound 6ic
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2. Single-Crystal X-Ray Crystallography of 3ca, 3af, and Sba

Figure S1 ORTEP diagrams of 3ca with 30% thermal ellipsoids.

Black block crystals of 3ca suitable for X-ray diffraction were obtained from iso-
propyl alcohol diffusion into its CS» solution. Single-crystal X-ray diffraction data were
collected on a diffractometer (DECTRIS PILATUS 300K, STOE & Cie GmbH)
equipped with a CCD area detector using graphite-monochromated Cu Ka radiation (A
= 1.54184 A) in the scan range 9.172° < 20 < 124.998. The structure was solved with
direct methods using SHELXS-97 and refined with full-matrix least-squares refinement
using the SHELXL-97 program within OLEX2. Crystallographic data have been
deposited in the Cambridge Crystallographic Data Centre as deposition number CCDC

2177898.

Table S1 Crystal data and structure refinement for 3ca

Identification code 3ca
Empirical formula C79H7FsN3
Formula weight 1149.88

Temperature/K 120
Crystal system monoclinic
Space group P2i/n
a/lA 10.156
b/A 30.702
c/A 14.665
a/° 90
p/e 90.66
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v/° 90
Volume/A® 4572.1
Z 4
Pealeg/cm’ 1.671
pw/mm’! 1.016
F(000) 2296.0
Crystal size/mm? 0.03 x 0.02 x 0.015
Radiation CuKa (A =1.54186)
20 range for data collection/° 9.172 to 124.998
Index ranges 9<h<11,-35<k<34,-12<1<16
Reflections collected 13186
Independent reflections  |6994 [Rine = 0.0299, Rsigma = 0.0263]
Data/restraints/parameters 6994/0/620
Goodness-of-fit on F? 1.158
Final R indexes [[>=2c ()] R;=0.1015, wR2 = 0.2380
Final R indexes [all data] R1=0.1186, wR2 =0.2650
Largest diff. peak/hole / e A 0.54/-0.46

Figure S2 ORTEP diagrams of 3af with 30% thermal ellipsoids.
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Black block crystals of 3af suitable for X-ray diffraction were obtained from
acetonitrile diffusion into its CS solution. Single-crystal X-ray diffraction data were
collected on a diffractometer (DECTRIS PILATUS 300K, STOE & Cie GmbH)
equipped with a CCD area detector using graphite-monochromated Cu Ka radiation (A
=1.54184 A) in the scan range 11.584° < 20 < 139.068. The structure was solved with
direct methods using SHELXS-97 and refined with full-matrix least-squares refinement
using the SHELXL-97 program within OLEX2. Crystallographic data have been
deposited in the Cambridge Crystallographic Data Centre as deposition number CCDC
2177886.

Table S2 Crystal data and structure refinement for 3af

Identification code 3af
Empirical formula CooH17FsNOsS2
Formula weight 1432.19
Temperature/K 293(2)
Crystal system triclinic
Space group P-1
a/A 10.7362(7)
b/A 17.4371(13)
c/A 17.4852(12)
a/° 118.369(5)
pB/° 93.833(6)
v/° 94.424(6)
Volume/A3 2851.6(4)
Z 2
Pealeg/cm’ 1.668
w/mm'! 1.676
F(000) 1440.0

Crystal size/mm?

0.17 x0.15 % 0.10

Radiation

CuKa (1 = 1.54186)

20 range for data collection/°

11.584 to 139.068

Index ranges

-12<h<11,-14<k<20,-20<1<12

Reflections collected 16586
Independent reflections [ 10089 [Rint = 0.0482, Rsigma = 0.0484]
Data/restraints/parameters 10089/0/969
Goodness-of-fit on F? 1.092

Final R indexes [[>=2c (I)]

R1=0.1001, wR> = 0.2474

Final R indexes [all data]

R1=0.1224, wR> = 0.2726

0.92/-0.48

Largest diff. peak/hole / e A
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Figure S3 ORTEP diagrams of Sba with 30% thermal ellipsoids.

Black block crystals of Sba suitable for X-ray diffraction were obtained from slow
evaporation of its solution in a mixture of CS», ds-acetone and iso-propyl alcohol at
room temperature. Single-crystal X-ray diffraction data were collected on a
diffractometer (DECTRIS PILATUS 300K, STOE & Cie GmbH) equipped with a CCD
area detector using graphite-monochromated Cu Ka radiation (A = 1.54184 A) in the
scan range 9.23° < 26 < 139.01. The structure was solved with direct methods using
SHELXS-97 and refined with full-matrix least-squares refinement using the SHELXL.-
97 program within OLEX2. Crystallographic data have been deposited in the
Cambridge Crystallographic Data Centre as deposition number CCDC 2177889.

Table S3 Crystal data and structure refinement for Sha
Identification code Sba
Empirical formula C7sHgFsN2O
Formula weight 1140.86
Temperature/K 293(2)
Crystal system monoclinic
Space group P2i/c
a/A 21.6590(9)
b/A 10.0799(4)
c/A 20.0636(8)
a/° 90
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/e 99.028(3)
v/° 90
Volume/A? 4326.0(3)
Z 4
Pealcg/cm’ 1.752
w/mm'! 1.077
F(000) 2280.0
Crystal size/mm? 0.3x0.2x0.1
Radiation CuKa (A =1.54186)
20 range for data collection/° 9.23 to 139.008
Index ranges -26<h<24,-12<k<10,-16<1<23
Reflections collected 15740
Independent reflections 7644 [Rint = 0.0539, Rsigma = 0.0496]
Data/restraints/parameters 7644/0/779
Goodness-of-fit on F? 1.021
Final R indexes [[>=2c (I)] R1=0.0932, wR> = 0.2302
Final R indexes [all data] R1 =0.1354, wR> =0.2747
Largest diff. peak/hole / e A~ 0.51/-0.46
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3. UV-vis absorption spectra of compounds 3aa-ia, 3ab-ef, Saa-ff, 6aa-ic
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Figure S4 UV-vis spectra of 3aa-ia (solvent: CHCI3)
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Figure S5 UV-vis spectra of 3ab-ef (solvent: CHCl3)
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Figure S6 UV-vis spectra of Saa-ff (solvent: CHCl3)
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Figure S7 UV-vis spectra of 6aa-ic (solvent: CHCI3)
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