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General information

Unlessstatedotherwisereactionswerecarriedoutintechnicalgradesolventsundernormalatmosphere.
Technical grade solvents were purchased from BioSolve. Dry solvents were non-stabilized, purchased
from Carlo Erba and dried using a MB-SPS-800 (MBraun) or PureSolv-MD-5 (Inert®). All reagents were
purchased from SigmaAldrich or ACROS Organics™ and used as received without further purification.
Column chromatography was carried out using silica gel (SigmaAldrich; 40-63um 230-400mesh 60A4).
Analytical thin-layer chromatography was performed with Merck 60 F254 silica gel (precoated sheets,
0.2 mm thick). Reactions were monitored by thin-layer chromatography, RP-HPLC-MS and no-lock *'P-
NMR.

Synthetic procedure + NMR spectra
Gold(l)-amino-phosphine, BODIPY derivatives 1and 2, were synthesized thanks toreported procedures.’
3

NMR spectra: (*H, °C, 1B, *°F) were recorded at 300K on Bruker 300 Avance Ill or 500 Avance |
spectrometers. Chemical shifts are given relative to TMS (*H, 3C), BFs*Et,0 (*'B), CFCls (**F) and HsPO4
(°'P) and were referenced tothe residual solvent signal. High resolution mass spectra were recorded on a
Thermo LTQ Orbitrap XL ESI-MS spectrometer. NMR and Mass-analyses were performed at the
“Plateformed’Analyse Chimique etde Synthese Moléculairedel'Université de Bourgogne” (PACSMUB).



Triphenylphosphonium-ethylammonium dibromide

29(7.63mmol, 1eq) PPhsand 1.5629g(7.63mmol, 1eq) bromoethylamine hydrobromide weredissolvedin
150 mL acetonitrile and refluxed for 72h. The reaction was stopped upon total consumption of PPhs.
Acetonitrile was evaporated and the crude productredissolved in 10 mLof MeOH. The product was
crushedoutwithice-cold Et,0 (300 mL). The solid was collected and the washing repeated twiceto obtain
1.771g(3.82 mmol, yield = 50%) of the target compound as a white powder.

'HNMR (500MHz,DMSO-ds) 6 (ppm)=3.13-3.07(m, 2H),4.05-3.97 (m, 2H),7.80(td,J=7.8,3.7Hz,
6H), 7.86 (ddd, J = 13.0, 8.5, 1.4 Hz, 6H), 7.94 (td, J = 7.3, 1.8 Hz, 3H), 8.36 (s, 3H).

31P NMR (202 MHz, DMSO-ds) & (ppm) = 21.39 (s).
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FigureS1: H NMR of 2-(Diphenylphosphino)ethylamine-aurichloride (CDClz, 126 MHZ, 300K)



31P{1H}

21.39

H4E+05

Bro +4E+05
H3%\/5PPh3 +4E+05
Triphenylphosphonium- [3E+05
ethylamonium dibromide — [-3e+05
+3E+05
F3E+05
+3E+05
H2E+05
H2E+05
H2E+05
+2E+05
12E+05
H1E+05
F1E+05
HE+05
80000
60000
40000

20000

0

+-20000

r T T T T T T T T T T T T T T T T T T T T

0 45 40 35 30 25 20 15 10 0
f1 (ppm)

FigureS2: 31pNMR of 2-(Diphenylphosphino)ethylamine-aurichloride (CDCl3, 202 MHZ, 300K)



BODIPY 3

0.59 (1.27 mmol) of BODIPY 2 were placed into a 100 mL round-bottom flask and dissolved in THF (20
mL).20mLof 3AMHCI wereadded and the mixture refluxed for60h. Upon completion ofthereaction
the solvents were removed under reduced pressure, and the crude product was purified by column
chromatography onsilicagel column (eluent: DCM - DCM/MeOH 95: 5). Theresulting product was
dissolvedinaminimalamountof DCM and crushed outwith Pentanetoobtain0.2603 g ofthetarget
compound as a dark red solid (0.686 mmol, yield = 54%).

IHNMR (500 MHz, DMSO-D6) & (ppm)= 6.80 (d, >3 = 4.6 Hz, 2H, H)), 7.08 (d, *J = 4.4 Hz, 2H, Hy), 7.76 (dt,
3) = 8.5Hz, *J =3.5 Hz, 2H, Hq), 8.12 (dt, 3J = 8.5Hz, %1 =3.5 Hz, 2H, H.).

13C NMR(126 MHz, DMS0-D6) & (ppm) = 119.7 (Ci), 129.2 (deprotonated form, Cq), 129.4 (Cg), 130.5
(deprotonated form, Cc), 131.0 (Cc), 132.8 (Ch), 133.0(Cq), 133.1(Cs), 135.4 (Cp), 143.1(Ce), 143.9(Cy), 166.7
(Ca), 167,1 (C,, deprotonated form).

1B NMR (160 MHz, DMS0-D6) 6 (ppm)= 0.30 (t, Jsr = 28.1 Hz).

19F NMR (470 MHz, DMSO-D6) 6 (ppm)= -145.75 (dd, Jr.r = 56.3, Jr.s = 28.0 Hz).

HR-MS (ESI): m/z = calculated for C16HoB1CloF2N20,Na [M+Na]* 402.99944; found 403.00080.
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Figure S 3: 1H NMR of BODIPY 3 (DMSO, 500 MHZ, 300K)

13C DEPT90

—39.52 DMSO-d6

55000

50000

BODIPY 3 45000

35000
~30000
25000
-20000
~15000
~10000
5000

» ) | 1y aulllin ' N ¥

~-5000

r T T T T T T T T T T T T T T T T T T T T T 1
00 190 180 170 160 150 140 130 120 110 1(}? . s;o 8 70 60 S0 40 30 20 10 0 -10
ppm

Figure S 4: 13C NMR (DEPT90) of BODIPY 3 (DMSO, 126 MHZ, 300K)
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Figure S 5: 13C NMR (APT jmod) of BODIPY 3 (DMSO, 126 MHZ, 300K)
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Figure S 6: !B NMR of BODIPY 3 (DMSO, 160 MHZ, 300K)
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BODIPY 3-acid chloride

51mg (0.13mmol, 1eq) of BODIPY 3and 73mg (50.3mmol, 4eq) of K,CO3z were placed into a 50 mLround
bottom flask and dissolved in 30 mL DCM under argon. 23 uL (0.26mmol, 2eq) of oxalyl chloride were
added, followed by a droplet of DMF. The reaction was stirred at room temperature for 45min. The
solvents were evaporated underreduced pressure toyield the target compound quantitatively as a pink

solid. Thecrudeproductwasdirectlyengagedinthenextreactionwithoutanyfurtherpurification.

IHNMR (300 MHz, CDCl3) 6 (ppm)=6.47 (d,>J=4.4Hz,2H,H)),6.77 (d,?J =4.1Hz, 2H, Hn), 7.66 (d,’] = 8.6

Hz, 2H, Hq), 8.28 (d, 3J = 8.6 Hz, 2H, H.).

1B NMR (96 MHz, CDCl3) 6 (ppm)= 0.45 (t, Js.r = 27.6 Hz).

19F NMR (282 MHz, CDCl3) & (ppm)= -148.14 (dd, Jr.r = 55.2 Hz, Jr.s = 27.7 Hz).
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BODIPY 4

100mg of B-thioglucose-tetraacetate (0.274mmol, 0.95eq) were dissolved in acetone (2mL). 27.4 uL of
1M NaOH were added and the resulting solution stirred for 15min at room temperature. In a separate
flask97.5mg(0.289mmol, 1eq) BODIPY 1and 48mgNaHCO3(0.578mmol, 2eq) weredissolvedinacetone
(10 mL). Thethioglucose-tetraacetate solution was added overthe course of Lh30 atroomtemperature,
followed by stirring for another 90min at room temperature. The solvents were then evaporated and the
crude product was purified by column chromatography onsilica gel, using CH,Clto CH,Cl,/MeOH99:1 as
eluent. Product fractions were evaporated to dryness. The resulting product was dissolved in a minimal
amountof DCMand crushed outwith Pentanetoobtain80.9mg(0.121 mmol, yield =44%) of pure BODIPY
4 as a bright pink powder.

IHNMR (500 MHz, DMSO-D6) 6 (ppm)= 1.
1H,Ht),4.17(dd,J=12.4,5.9Hz,1H,Ht) 4.
5.15(t,J=9.7 Hz, 1H, H,), 5.47 (t, 1= 9.4
Hun), 683(d J=41Hz, 1H, He), 6.94 (d. J=4.6 Hz, 1H, Hi), 7.16 (d, J = 4.5 Hz.
Ho, H), 7.66 (m, 1H, Ha).

BCNMR (126 MHz, DMS0-D6) 6 (ppm) = 20.2(C,), 20.2(C,), 20.3(C,),20.5(Cy), 61.8(Ct), 67.8(C;), 69.2
(Cq), 72.6 (Cp), 74.8 (Cs), 80.8 (Co), 117.3 (Cr), 120.6 (Cm), 128.7 (Cg), 129.2 (Cy), 130.5 (C,), 130.8 (Cp), 132.1
(Cn),132.5(C)),133.2(C¢), 135.7(Ci), 138.7 (Cy), 141.1(Ce), 157.0(Cy), 169.1 (Cu), 169.3(Cy), 169.6 (Cu),
170.0 (Cu).

99,2.01,2.02,2.05(4xs,4x3H,H,),4.08(dd,J=12.3,2.0Hz,
30(ddd,J=10.0,5.8,2.2Hz,1H,Hs),5 07(t,J=9.8Hz,1H,H,),
Hz,1H, Hq), 5.83(d,J=10.1Hz, 1H, Ho),663(d,J=42Hz lH

1H,Hq),7.63-7.57 (m, 4H,

(
5

11B NMR (160 MHz, DMSO-D6) 6 (ppm)= 0.37 (t, J = 30.3 Hz).
19F NMR (470 MHz, DMSO-D6) 6 (ppm)= -145.54 (dddd, J = 95.4, 91.6, 60.5, 30.2 Hz).
HR-MS(ESI):m/z=caIcuIatedforC29H2881CI1F2N20951Na1[M+Na]+687.11574;found687.11699.
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BODIPY 5

100mg (0.262mmol, 1eq) of BODIPY 3 were dissolved in 15 mL CH,Cl,. 45 uL (0.525mmol, 2eq) oxalyl
chloride and a droplet of DMF were added (vigorous development of gas) and the solution stirred for 1h
at room temperature. Solvents were then evaporated and the solid redissolved in 20 mL acetonitrile.
110mg (1.31mmol, 5eq) of NaHCOsand 122.6mg (0.262mmol, 1eq) of triphenylphosphonium-
ethylammonium dibromide were added and the resulting mixture was refluxed for 1h. Upon completion
of the reaction, the crude product was purified by column chromatography on silica gel, using
CHCl,/MeOH (95:5) as eluent. The resulting product was dissolved in a minimal amount of DCM and
crushed out with Pentane to yield pure BODIPY 5 (110mg, 0.147mmol, yield = 56%) as a pink powder.

IHNMR (500 MHz, DMSO-D6) 6 (ppm)=3.70-3.60 (m, 2H, Hy), 3.95-3.86 (M, 2H, Hm), 6.83 (d,J=4.4
Hz, 2H, Hp), 7.03 (d, J = 4.4 Hz, 2H, Hy), 7.81 - 7.73 (m, 8H, Hg, Hp), 7.95 - 7.86 (M, 11H, Hy, Hq, Hr), 9.12 (s

1H, Hy).

13C NMR (126 MHz, DMSO-D6) 6 (ppm) = 20.8 (d, J = 49.6 Hz, Cr), 33.4 (d, J = 12.6 Hz, Cy), 118.3(dd, J =

86.1,7.9Hz,Co),119.7(s,Cs),127.4(s,C), 130.2(dd, I =12.6,3.2Hz,C,), 130.8(s, Cr), 132.7(s,C,), 133.1

(s,Ci),133.7(d,J=10.4 Hz, Cy), 134.3 (s, C4), 135.0 (t, J = 3.8 Hz, C;), 135.6 (s, Ce), 143.2 (s, Cr), 143.8 (s,

C.), 165.5 (s, Cj).

118 NMR (160 MHz, DMSO0-D6) & (ppm)= 0.30 (t, J = 28.0 Hz).

19F NMR (470 MHz, DMS0-D6) 6 (ppm)= -145.77 (dd, J = 56.1, 28.0 Hz).

31p NMR (202 MHz, DMSO-D6) 6 (ppm) = 21.33 (s).

HR-MS (ES|)Z m/z = calculated for C36H2881C|2F2N301P1 [M]+ 668.14027; found 668.13955.
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BODIPY 6

23.1mg(0.0634mmol, 0.95eq) of B-thioglucose-tetraacetate were dissolved in 4 mLof acetone. 63.4 uL
of 1M NaOH were added, and the resulting mixture was stirred for 15min at room temperature. 50mg
(0.066mmol, 1eq) BODIPY 5and 17mg (0.2mmol, 3eq) NaHCOs were placed in a roundbottom flask and
dissolved in 50 mL acetone. The thioglucose solution was added over the course of 1h30 and stirred for
anotherhouratroomtemperature. The crude product was purified by column chromatography onsilica
gel,using CH,Cl,: MeOH (98:2 > 95:5+1%formicacid) aseluent. Theresulting product was dissolvedina
minimal amount of DCM and crushed out with Pentane to obtain 50mg (44.38 umol, yield = 70%) of the
pure BODIPY 6 as a bright pink powder.

'HNMR (500 MHz, DMS0-D6) 6 (ppm)=1.98 (s, 3H, Ha), 2.01 (d, J = 4.3 Hz, 6H, Ha), 2.04 (s, 3H, Ha), 3.66
(t,J=15.3Hz, 2H, Hy), 3.93 (dt,J =10.4,4.8 Hz, 2H,H.),4.07 (dd, J = 12.3, 2.0 Hz, 1H, H(), 4.16 (dd, J =
12.4,5.8Hz,1H,Hc),4.30(ddd,J=10.0,5.7,2.3Hz,1H,Hq),5.06 (t,J=9.8 Hz, 1H, Hg),5.15(t,J=9.7 Hz,
1H,He),5.46(t,J=9.4Hz, 1H, H¢),5.83(d,J=10.1Hz, 1H, Hy),6.66 (d,J=4.3Hz, 1H)),6.81 (d,J = 4.2 Hz,
1H,Hy),6.97(d,J=4.7Hz,1H,H,),7.13(d,J=4.6 Hz, 1H,H,),7.70(d,J=8.5Hz, 2H,H), 7.77 (td, J = 8.0,
3.5Hz,6H, Hab), 7.90 (ddd, J=8.4,7.9,4.0 HZ, 9H, Hac, Haq), 7.96 (d, = 8.3 Hz, 2H, Hy),9.28 (t, ) = 5.5 Hz,
1H, Hy)

13CNMR (126 MHz, DMS0-D6) 6 (ppm)=20.2 (s, Ca), 20.3 (s, Ca), 20.4 (s, Ca), 20.5 (s, Ca), 20.9(d,J = 48.9
Hz,C,),33.4(d,J=7.4Hz,C,),61.8(s,C.),67.8(s,Ce),69.2(s,Cr),72.6(s,Cq), 74.8(s,Cq),80.7(s,Ch),117.5
(s,Cq),118.3(dd,J=86.0,5.9Hz,Csa),121.0(s,C;),127.0(s,Cp), 127.4(s,Cy),130.2 (d,J =12.6 Hz, Caq),
130.6 (s, Cy),132.3(s,Cy),133.7(d,J=10.4 Hz,Cy),134.7 (s,C) 135.0(d, J = 2.9 Hz, Cap), 135.2 (s, Cn),
135.6(s,Co),139.0(s,Cr),139.8(s,Cs),157.6(s,Ci),165.6(s,Cw), 169.1(s,Cp), 169.3(s,Cp), 169.6 (s, Cp),
170.0 (s, Cp).

11B NMR (160 MHz, DMSO-D6) & (ppm)= 0.36 (t, J = 30.2 Hz).

19F NMR (470 MHz, DMSO-D6) 6 (ppm)= -145.51 (dddd, J = 125.5, 93.1, 78.3, 30.2 Hz).

31p NMR (202 MHz, DMSO0-D6) 6 (ppm)= 21.33 (s).

HR-MS (ESI): m/z = calculated for CsoH47B1CI1F2N3010P1S1 [M]+ 996.24639; found 996.24908.
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BODIPY 7

50mg (0.13mmol, 1eq) of BODIPY 3 and 22 mg (0.26mmol, 2 eq) NaHCOswere placed in a round bottom
flask and dissolved in acetone. In a separate vessel, 43 mg (0.124mmol, 0.9eq) of B-thioglucose-
tetraacetate were dissolved in 2 mL acetone, 124 uL 1M NaOH were added and the mixture stirred at
roomtemperature. After 10 min, the thioglucose-solution wasdrawninto a syringe and added slowly (30
min) to the solution of BODIPY 3. The resulting solution was stirred atroom temperature foranother hour
andthenevaporatedtodryness. The crude productwas purified by column-chromatography onsilica gel
using CH,Cly/formic acid (99:1) as eluent. The product fractions were collected, evaporated to dryness,
dissolved in a minimal amount of DCM and crushed out with Pentane to yield 80mg (123.5 umol, yield =
95%) of the targeted compound as a pink powder.

'HNMR (500 MHz, DMS0-D6) 6 (ppm)=1.98 (s, 3H, Hu), 2.00 (s, 3H, Ha), 2.01 (s, 3H, Hu), 2.04 (s, 3H, Hu),
4.06(dd,J=12.4,2.4Hz,1H,H,),4.15(dd,J=12.4,5.8Hz,1H,Hu),4.29(ddd,J=10.1,5.8,2.3Hz,1H, Hy),
5.06(t,J=9.8Hz,1H,Hy),5.14(t,J=9.7Hz,1H,Hs),5.45(t,J=9.5Hz,1H,H,),5.82(d,J=10.1Hz,1H, Hp),
6.64(d,J=4.2Hz,1H,H,),6.85(d,J=4.2 Hz,1H, Hn),6.94 (d,J=4.7Hz, 1H,H,), 7.19(d,J = 4.7 Hz, 1H,
Hn), 7.73(d, J = 8.2 Hz, 2H, Hg), 8.11 (d, J = 8.3 Hz, 2H, H.).

13C NMR (126 MHz, DMS0-D6) 6 (ppm) = 20.2(Cy), 20.2(Cy), 20.3(Cu), 20.5(Cy), 61.78(C.), 67.8 (Cs), 69.2
(C), 72.6 (Cq), 74.8 (Cy), 80.7 (C,), 117.5 (Cg), 120.9 (Cy), 129.2 (Ch), 129.4 (Cm), 130.8 (Ca), 132.2 (Cy), 132.6
(Cr), 133.2(Co), 135.6(C)), 136.1(C;), 139.0(Cy), 139.7(Ce), 157.7(Co), 166.7 (C2), 169.1 (Cy), 169.2 (C),
169.5 (Cu), 169.9 (Cy).

118 NMR (160 MHz, DMSO0-D6) & (ppm)= 0.37 (t, J = 30.2 Hz).

19F NMR (470 MHz, DMSO-D6) & (ppm)= -145.50 (dddd, J = 125.7, 90.1, 60.3, 29.9 Hz).

HR-MS (ESI): m/z = calculated for C3oH2sB1CliF2N,01151Na1 [M+Na]* 731.10557; found 731.10681,
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BODIPY 8

ac

150.4mg (0.21 mmol, 1eq) of BODIPY 7 were placed in a roundbottom flask and dissolved in acetonitrile.
Triphenylphosphonium-ethylamonium dibromide (148 mg, 0.32 mmol, 1.5eq) and NaHCO3 (89mg,
1.06mmol, 5eq) were added and the resulting mixture was refluxed for 70 min. The solvent was then
evaporated and the crude product purified by column chromatography on silica gel, using as eluent
CH,Clx/MeOH/formic acid (99:1:1 to 90:10:1). The product fractions were evaporated, dissolved in a
minimalamount of MeOH and precipitated with Et,0. The procedureis repeated with CH.Cl,and pentane
toobtain135mg (126 umol,yield =60%)ofthetargetcompoundasapink-orangepowder.

'H NMR (500 MHz, DMS0-D6) & (ppm)=1.95 (s, 3H, Ha), 2.00 (ps-d, 9H, Ha), 3.76 (d, J = 6.0 Hz, 2H, H,),
4.09-3.95(m, 3H, Hc, Hx), 4.23-4.13(m, 2H, H¢,, Hq), 4.96 (ps-td,J=9.7,2.9 Hz, 2H, Hg, He), 5.36 (d, J =
10.1Hz,1H,Hn),5.41(t,J=9.4Hz,1H,Hy),6.34(d,J=3.8Hz,1H,H,),6.41(d,J=5.0Hz, 1H,Ht), 6.44(d,J
=3.8Hz,1H,H;),6.97(d,J=5.0Hz,1H,H«),7.52(d,J=7.8 Hz,2H,H,), 7.77 (ddd,J=14.9,7.4,2.9Hz, 6H,
Haa), 7.85(dd,J=12.9,7.5Hz,6H,Hab), 7.92 (t,J =7.3Hz, 3H, Hac), 8.05 (d, J=7.8 Hz, 2H, Hq), 8.24 (s, 1H,
Huw).

13C NMR (126 MHz, DMSO-D6) & (ppm)=20.4 (s, C.), 20.4 (s, Ca), 20.4 (s, Ca), 20.5 (s, C2), 22.1(d, I = 48.4
Hz,Cx),38.6 (s, Cy),61.9 (s, Cc), 68.0 (s, Ce), 69.3 (5, Cr), 72.9 (s, Cg), 74.3 (s, Ca), 83.0 (5, Cn), 113.0 (s, Cu),
114.9(s,C;), 118.0(d, J = 86.3Hz, C;), 119.1 (s, Cr), 128.5 (s, Cn), 129.3 (s, Ci), 130.1(d, I = 12.9Hz, Cy), 130.3
(d,J=12.7Hz, Cac), 132.4(s, Cm, Cn), 133.0 (s, C, C.), 133.2(d, I = 10.7 Hz, Cp), 133.7 (d, J = 10.5 Hz, Cap),
134.6(s, C,), 135.1(d,J=1.6Hz, Cz), 161.0(s, Cs), 169.0 (s, Cv), 169.3 (s, Cb), 169.5 (s, Cs), 170.0 (s, Cp)
118 NMR (160 MHz, DMS0-D6) & (ppm)= 0.70 (t, J = 32.7 Hz)

19F NMR (470 MHz, DMSO-D6) & (ppm) = -143.45. (vbr)

31p NMR (202 MHz, DMSO-D6) & (ppm) = 21.46

HR-MS (ESI): m/z = calculated for CsoHasB1F2N3011P1S1[M]* 978.28028; found 978.28403.



1H DMSO-d6

A A

ohY

L A

)

H Hig
o nm-—
o0

-

/2,00

@
BODIPY 8

o
c
T
v

.

2P

- o

850U

8000

7500

7000

6500

12500

2000

1500

1000

--500

)0 95

Figure S 31: 'H NMR of BODIPY 8 (DMSO, 500 MHZ,

13C APT jmod

—1762
169.96
{1693)

169.32
169.04
~—160.96

>

O NS

GS F F HN
AV,
©

BODIPY 8

0

[N 8
o o
o

70 6.

3 —
T T T

ooy
T T

45 40
f1 (ppm)

—83.04

~429
~R%K
—69.2
~-68.03
—61.94

o 12.07

w
=]
| 3ot
w
~
o

14000

-12000

10000

8000

6000

2000

0

I-2000

I--6000

--8000

I-10000

I--12000

00 190 180

170

160 150

140 130 120 110

T T T
100 90 80
f1 (ppm)

70 60 50

40 30

20 10 0 -10

Figure S 32: 13C NMR (APT jmod) of BODIPY 8 (DMSO, 126 MHZ, 300K)

29



13C DEPT90

40000

2052 DMSC-cé-

8279
27266
—69.06
N\67.78
20.26
20.13
20.12
20.03

/74.04

t

35000
30000
25000

[©]
@ 20000
BODIPY 8

15000

~10000

5000

0

5000

r T T T T T T T T T T T T T T T T T T T T 1
00 190 180 170 160 150 140 130 120 110 l?O( 9)0 80 70 60 50 40 30 20 10 0 -10
1 (ppm

Figure S 33: 13C NMR (DEPT90) of BODIPY 8 (DMSO, 126 MHZ, 300K)

11B none decoupled
1050

—0.70
N\-0.49

_0.88

-1000

950

& ®
Br @ 750
BODIPY 8

r T T T T T T T T T T T T T T T T T T T T T 1

0
f1 (ppm)

Figure S 34: 11B NMR of BODIPY 8 (DMSO, 160 MHZ, 300K)



19F none decoupled

-143.45

J
BODIPY 8 X

120

110

100

50

40

I-30

20

10

0

20

I--30

LI B B S e e B B B B e s B B B B B B B S B e B B B S B S S B
-141.8 -142.1 -142.4 -142.7 -143.0 -143.3 -143.6 -143.9 -144.2 -144.5 -144.8 -145.1
pm

Figure S 35: 1°F NMR of BODIPY 8 (DMSO, 470 MHZ, 300K)

31P none decoupled

E)
BODIPY 8

4500

4000

3500

-3000

2500

2000

1500

1000

500

0

--500

T T T T T T T T T T T T T T T T T T T T T T

0 45 40 3 30 25 20 15 10 0
f1 (ppm)

Figure S 36:3'P NMR of BODIPY 8 (DMSO, 202 MHZ, 300K)

31



BODI-Au-7

173mg (0.376mmol,1.2eq) of 2-(diphenylphosphino)-ethylamine-aurichloride, 106mg (0.314mmol, leq)
of BODIPY 1and 203mg (1.47mmol, 5eq) K2COs were placed ina 50 mLround bottom flask and putunder
argon. 15 mLdry THF were added and the reaction was refluxed for 70 minutes. The solvents were
evaporated and the crude product was purified by column chromatography on silica gel using
hexane/EtOAC/NEt3 (90/10/3 to 70/30/3) as eluent. After evaporation of the solvents under reduced
pressurethe crude product wasdissolved in CH,Cl,and crushed out with pentanetoyield218mg (285.74
mmol, yield = 91%) of BODI-Au-7 as an orange solid.

IHNMR (500 MHz, DMSO-D6) 6 (ppm)=3.17 (ddd, J=11.7,7.8,5.1 Hz, 2H, Hy), 3.71 (s, 2H, H,), 6.19 (d, J
=3.8Hz, 1H,Hm), 6.24(d,J = 3.8 Hz, 1H,H), 6.57(d, J=5.1Hz, 1H, Hy), 6.96 (d,J = 5.1 Hz, 1H, Hy), 7.47 -

7.43(m, 2H, Hc), 7.54 -7.50 (m, 3H, Hp, Ha), 7.63 - 7.55 (M, 6H, Hat, Hu), 7.84 -7.78 (m, 4H, H), 8.58 (t, J
= 5.9 Hz, 1H, Ho).

13C NMR (126 MHz, DMS0-D6) 6 (ppm)=27.4(d,J=36.1Hz,C,),41.2(d,J=9.7Hz,C,), 111.8(s,Cy), 114.4
(s,Cm),117.5(s,Cn),126.0(s,C;,C;}), 128.4 (s, Ce), 128.5(s,Cx), 128.9(d,J=60.7Hz,C,), 129.2 (s, C.), 129.4
(d,J=11.6Hz,Cu),130.1(s, Cv), 131.1(s, Cq), 132.1(d, J=2.3 Hz,C), 133.2(d, J=13.5 Hz, Cs), 133.3 (s,
Cr), 133.7 (s, Cn), 135.8 (s, Co).

118 NMR (160 MHz, DMSO-D6) & (ppm)= 0.64 (t, J = 32.7 Hz).

19F NMR (470 MHz, DMS0-D6) 6 (ppm)= -144.48 (dd, J = 64.1, 31.5 Hz).

31p NMR (202 MHz, DMSO-D6) & (ppm)= 24.32 (s).

HR-MS (ESI): m/z = calculated for CasH24Au1B1CloF>N3P:Na; [M+Na]* 784.07037; found 784.07020.
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BODI-Au-8

19.1mg(52.4umol) of B-Thioglucose tetraacetate was dissolved inacetone (1 mL).52.4ulof IMNaOH (1
eq) was added and the resulting solution stirred for 15 min. 40mg (52.4umol) of BODI-Au-7 was placed in
a separate roundbottom flask and dissolved in acetone (5 mL). The thioglucose solution was added at
once andthereaction stirred for 30 min at room temperature. The solvents were evaporated, CH2Cl, (10
mL) was added, and the supernatant separated and evaporated. The resulting crude product was
dissolved in a minimal amount of CH,Cl, and precipitated with pentane to obtain the pure target
compound as a flaky orange powder. Yield: 56mg (96%).

IHNMR (500 MHz, DMSO-D6) & (ppm) = 1.85 (s, 6H, Hac), 2.00-1.94 (m, 6H, Hac), 3.19-3.07 (m, 2H, Hy),
3.74(ddd, J = 15.3,12.5, 7.5 Hz, 2H, Hy), 4.03 - 3.96 (M, 2H, Haa, Hy), 4.08 (dd, J = 12.7, 5.8 Hz, 1H, Haa),
4.90 (ps-dt,J =13.2,9.6 Hz, 2H, Hw, H,), 5.18 (t, J= 9.5 Hz, 1H, H,),5.33(d,J = 9.4 Hz, 1H, H.), 6.20 (d, J =
3.8Hz, 1H, H), 6.24 (d, J = 3.8 Hz, 1H, Hy), 6.59 (d, J = 5.1 Hz, 1H, Hy), 6.96 (d, J = 5.1 Hz, 1H, Hy), 7.47 -
7.44(m, 2H, Ho), 7.54 - 7.48 (M, 3H, Hy, Ha), 7.62 - 7.55 (M, 6H, Hat, Hy), 7.92 - 7.80 (m, 4H, Hs), 8.58 (t, J
= 6.2 Hz, 1H, Ho).

13C NMR (126 MHz, DMS0-D6) 6 (ppm)= 20.3 (s, Cac), 20.3 (s, Cac), 20.4 (s, Cac), 20.8 (s, Cac), 27.5 (d, I =
32.6Hz,Cy),41.3(d,J=12.1Hz,Cq), 62.4(s, Caa), 68.6 (s, C,), 73.2(s, Cx), 74.3 (s, Cu), 77.5 (s, C.), 81.8 (s,
C.),111.8(s,C),114.1(s,Crm), 117.5(s,Cq), 126.0(s, Cn, C;), 128.4 (s, Ci), 128.4 (s, Ci), 129.2 (s, C2), 129.3
(d,J=11.3Hz,Cy),129.8(dd, ) =55.0,26.9 Hz, C;), 130.1(s, Cs)131.1(s, Ca), 131.9(dd,| = 9.4,0.9 Hz, Cy)
133.2(dd,J=23.9,13.7Hz,Cy),133.3(s,Ce), 133.6(s, Cy), 135.8(s,Cc), 169.2 (s, Cab), 169.3 (5, Cab), 169.4
(S, Cab), 170.0 (s, Cap).

11B NMR (160 MHz, DMSO-D6) 6 (ppm)= 0.63 (t, J = 32.6 Hz).

19F NMR (470 MHz, DMSO-D6) 6 (ppm)= -144.52 (dd, J = 65.1, 30.2 Hz).

31p NMR (202 MHz, DMSO-D6) & (ppm) = 29.67.

HR-MS (ES|)Z m/z = calculated fOl'C43H43AU181C|1F2N309P151Na1 [M+Na]+ 1112.1765; found1112.17971.
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BODI-Au-9

20mg (0.03mmol, 1eq) of BODIPY 4 were placed in a roundbottom flask and suspended in 10 mL of dry
THF. 2-(Diphenylphosphino) ethylamine-aurichloride (15.3m, 0.033mmol, 1.1eq) and NaHCOs (10.1mg,
0.12mmol, 4eq) wereadded, andthereaction wasrefluxedfor 1h. Upontotal consumption ofthe starting
BODIPYthesolvents were evaporated andthe crude product was purified by column chromatography on
silica gel, using CH,Cl, as eluent. The product fractions were evaporated to dryness, dissolved in CH,Cl,
and precipitated by addition of pentane twice to obtain BODI-Au-9 (31mg, 28.5umol 95% yield) as an
orange-pink powder.

'H NMR (500 MHz, DMS0-D6) 6 (ppm)=1.94 (s, 3H, H,), 1.99 (s, 3H, H,), 2.01 (s, 6H, H,), 3.15 (ddd, J =
11.0,8.4,5.2Hz,2H, Hy), 3.68 (dt,J=21.4, 7.8 Hz, 2H, Hx), 4.05 (dd, J=14.8,5.2 Hz, 1H, Hs), 4.16 (q,J =
5.3Hz,2H, Hy), 4.94 (ps-tt,J=9.6, 2.0 Hz, 2H, H,, Hp), 5.32 (d,J =10.1 Hz, 1H, Ho), 5.40 (t,J = 9.4 Hz, 1H,
Hq),6.28(d,J=3.8Hz,1H, Hs),6.42 (d,J=3.8 Hz, 1H, H,), 6.48 (d,J =5.1Hz, 1H, Hmn), 6.90 (d,J =5.1 Hz,
1H,Hy),7.46-7.43(m,2H,Hc), 7.54-7.50(m, 3H,Ha,Hp), 7.62-7.55(m, 6H, Hab, Hac), 7.84-7.78 (m,
4H, Haa), 8.40 (s, 1H, Hu).

BCNMR (126 MHz, DMS0-D6) 6 (ppm)=20.3(s,Cv),20.4 (s, C.),20.4(s,C.),20.5(s,C,),27.4(d,J=35.6
Hz, Cx),41.2(d,J=10.8 Hz,Cy),61.9(s,Ct),68.1(s, C), 69.3 (s, Cq), 73.0 (s, Cp), 74.3 (s, Cs), 83.3 (s, Co),
113.0(s,Cr) 115.2(s,Cm), 118.7 (s, Cy), 128.5 (s, Ca), 128.7 (s, Ch), 129.0(d, J=60.6 Hz, C;), 129.2 (s, Cy),
129.2(s,Ci),129.4(d,J=11.7Hz,C;(),130.1(s,Cs),132.1(d,J=2.2Hz,Ca), 132.8(s, (), 133.2(d,J=13.6
Hz, Caa), 133.6 (s, Cq), 133.8 (s, Ce), 135.2 (s, Cc), 161.0 (s,Cn), 169.1 (s, Cu), 169.3 (s, Cy), 169.5 (s, Cy), 170.0
(Sr CU)

1B NMR (160 MHz, DMSO-D6) 6 (ppm)= 0.72 (t, J = 33.7 Hz).

19F NMR (470 MHz, DMSO-D6) 6 (ppm)= -143.29 (dd, J = 194.7, 81.2 Hz).

31p NMR (202 MHz, DMS0-D6) 6 (ppm) = 24.40.

HR-MS (ESI): m/z = calculated for Ca3HasAu1B1CliFoN30sP1S1Na: [M+Na]*1112.17650;found 1112.17964.
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Figure S 50: 13C NMR (DEPT90) of BODI-Au-9 (DMSO, 126 MHZ, 300K)
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BODI-Au-10

51mg (0.13mmol, 1eq) of BODIPY 3 and 73 mg (50.3mmol, 4eq) of K,COs were placed ina 50 mL round
bottom flask and dissolved in 30 mLdry DCM underargon. 23 uL (0.26mmol, 2eq) of oxalyl chloride were
added, followed by a droplet of DMF. The resulting mixture was stirred at room temperature for 45min
and then evaporated to dryness. The crude acid chloride was redissolved in 10 mL CH,Cl; and 60.4 mg
(0.131 mmol, 1eq) of 2-(diphenylphosphino)ethylamine-aurichloride was added. The resulting solution
was stirred for 100 min atroom temperature, the solvents were evaporated and the crude product
purified by column chromatography on silica gel, using CH,Cl,/MeOH (100:0 t0 99.2:0.8) as eluent. The
solventswereremoved underreduced pressureandthe productdissolvedinaminimalamountof CH,Cl,,
followed by precipitation with pentane to yield pure BODI-Au-10 (60.1mg, 71.5umol, yield = 55%) as a
pink-orange solid.

IHNMR (500 MHz, CDCl3) 6 (ppm)= 2.96 (dt, > = 10.6, *J = 6.5 Hz, 2H,H,), 3.81 (dg, *J = 17.2, %) = 6.4 Hz,
2H,Hm), 6.45(d, ) =4.4Hz,2H, Hy),6.80(d,>J=4.3Hz, 2H, Hc), 6.96 (t, 21 =5.8 Hz, 1H, Hy), 7.55 - 7.46 (m,
8H, Hg, Hq, Hr), 7.71 (ddd, J = 13.2, 8.0, 1.5 Hz, 4H, H,), 7.90 (d, 3J = 8.3 Hz, 2H, Hn).

13C NMR (126 MHz, CDCl3) 6 (ppm)= 28.48 (d, J = 38.5 Hz, Cm), 36.60 (d, J = 3.5 Hz, Cy), 119.44 (s, (Cb),
127.47(s,Cc),128.59(d,J=61.4Hz,C,),129.67 (d,J=11.8Hz,C,),130.66 (s, C), 130.81(s,Cy), 131.63 (s,
Ch), 132.48(d,J=2.6 Hz, Cg), 133.36 (d, J=13.3Hz,C,), 133.69 (s, Cd, Ce), 135.70 (s, Ci), 142.44 (s, C1),
145.75 (s, Ca), 166.72 (s, C)).

1B NMR (160 MHz, CDCl3) & (ppm)= 0.46 (t, Je.r = 27.7 Hz).

19F NMR (470 MHz, CDCls) 6 (ppm)= -148.10 (dd, J = 55.6, 27.8 Hz).

31p NMR (202 MHz, CDCls) 6 (ppm) = 23.47.

HR-MS (ESI): m/z = calculated for C3oH23Au1B1Cl3F2N30:P1Na: [M+Nal* 848.02337; found 828.02495.
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BODI-Au-11

100mg(0.262mmol, 1 eq) of BODIPY 3 were placed inaround bottom flask and dissolved in 10 mL DCM.
45uL(0.524mmol, 2 eq)oxalylchloride were added, followed by adroplet of DMF. The reaction was
stirred at room temperature for 1h before evaporation to dryness. The solid was redissolved in 10 mL
THF. 181mg (1.31mmol, 5eq) of K;COs and 254mg (0.551mmol, 2.leq) of 2-
(diphenylphosphino)ethylamine-aurichloride were added and the reaction refluxed for 80 min. Upon total
consumption ofthe BODIPY starting material the solvents were evaporated and the product was purified
by columnchromatography onsilicagel, using as eluent CH,Cl,/MeOH (99:1). The product fractions were
collected, and evaporated to dryness. The product was dissolved in a minimal amount of CH,Cl; and
crushed out with pentane twice to yield BODI-Au-11 (305mg, 243.66 umol, yield = 93%) as an orange
powder.

'HNMR (500 MHz, DMS0-D6) 6 (ppm)=3.09(dt,J=11.0, 7.0 Hz, 2H, H,), 3.17 (dd, J =15.9, 11.4 Hz, 2H,
He),3.58(dt,J=20.3,6.7Hz,2H, Hx),3.80-3.65(m, 2H, H¢),6.20(d,J=3.9Hz, 1H, Hu), 6.26 (d,J = 3.8 Hz,
1H,Hi),6.65-6.59 (m, 1H, Hy),6.96 (t,J=5.6 Hz, 1H,H,), 7.50 (d, J = 8.3 Hz, 2H, Hy), 7.63-7.53 (m, 12H,
Hab), 7.85-7.77(m,8H,Hc), 7.89(d,J=8.3Hz, 2H,H)),8.70-8.62 (m, 1H, H4), 8.86 (t,J=5.6 Hz, 1H, Hy).

B3CNMR (126 MHz, DMSO-D6) 6 (ppm)=26.4 (d, J = 37.7 Hz, C), 27.4(d, J = 39.3Hz, C,), 35.8 (d, ) = 6.2
Hz,Ce),41.3(d,J=10.6Hz,Cy),111.9(s,C,),114.8(s,Cu),117.3(s,Cq),126.1(s,C;, Cs),127.4(s,C), 128.9
(d,J=60.8Hz,Cqy),129.0(s, Cn),129.7 (s, Ct), 129.4 (dd,J =11.7,3.5Hz, C;), 130.0 (s, Cy), 130.8 (s, Ci),

132.1(dd,J=15.5,2.1Hz,Cp),133.2(dd,J=13.4,3.5Hz,C.),133.8(s,Cm), 134.4 (s, Co), 136.1 (s, C,), 161.7
(S, Ch).

118 NMR (160 MHz, DMS0-D6) & (ppm)= 0.66 (t, J = 32.5 Hz).

19F NMR (470 MHz, DMS0-D6) 6 (ppm)= -144.40 (dd, J = 64.4, 31.2 Hz).

31p NMR (202 MHz, DMS0-D6) 6 (ppm)= 24.52 - 24.13 (m), 25.35 - 24.84 (m).
31p {*H} NMR (1H decoupled) (202 MHz, DMSO-D6) & (ppm) = 24.33, 25.09.

HR-MS (ESI): m/z = calculated for CasH3sAu2B1ClsFaN4O1P,Na1 [M+Na] " 1273.08413; found 1273.08874.
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BODI-Au-12

AcO
ab

26,2mg (72umol) B-thioglucose-tetraacetate (1 eq) was dissolved in acetone (1 mL). 72uL 1M NaOH 1M
NaOH (1 eq) was added and the resulting solution stirred for 15 min. 45mg (36umol) of BODI-Au-11 was
placed in a separate roundbottom flask and dissolved in acetone (5 mL). The thioglucose solution was
added at once and the reaction stirred for 30 min at room temperature. The solvents were evaporated,
CH,Cl; (10 mL) was added, and the supernatant separated and evaporated. The resulting crude product
was dissolved in a minimal amount of CH,Cl; and precipitated with pentane to obtain the pure target
compound as an orange powder (62mg, 32.4 umol, yield = 90%).

'HNMR (500 MHz, DMSO-D6) 6 (ppm)=1.84 (s, 6H, Ha), 1.88 (s, 6H, Ha), 1.96 (s, 6H, Ha), 1.97 (s, 6H, Ha),
3.20-2.99(m, 4H, Hag, Hn), 3.60(dt,J=12.7,6.9Hz,2H, H,), 3.76 (s, 2H, H), 3.99(dt, J=5.6, 2.6 Hz, 4H,
Hc, Ha),4.08(dd,J=12.7,5.7Hz, 2H, H(), 4.90 (dt,J =18.8,9.6 Hz, 4H, Hg, He), 5.19 (t,J = 9.5 Hz, 2H, Hy),
5.33(d,J=9.4Hz,2H, Hy),6.21(d,J=3.8 Hz, 1H, Hac), 6.26 (d, = 3.8 Hz, 1H, Hab), 6.63 (d, J = 5.1 Hz, 1H,
Hw),6.97(d,J=5.1Hz,1H,Hy), 7.50(d,) =8.3Hz, 2H, Hs), 7.61 - 7.54 (m, 12H, Hkm), 7.92-7.81 (m, 10H,
Hj, Hs), 8.65 (t,J = 6.4 Hz, 1H, Hae), 8.81 (t, J = 5.5 Hz, 1H, Hp).

B3CNMR (126 MHz, DMS0-D6) & (ppm)=20.3(s, Ca), 20.3(sCa), 20.4 (s Ca),20.8(s Ca), 26.5(d, J=34.1Hz,
Co)27.4(s,Cq),35.8(d,J=8.0Hz,Cn),41.3(d,J=10.2Hz,Cy),62.4(s,Cc),68.6(s,Ce), 73.2(s,Cs), 74.3 (s,
Cq),77.4(s,Cq),81.8(s,Ch),111.9(s,Cuw), 114.5(s,Cac), 117.3(s,Cx) 126.1 (s, Cy,Caa), 127.3(s, Can), 127 .4
(s,C¢),129.3(d,J=11.1Hz,Cn),129.9(d,] =56.6 Hz,C;),130.0(s,Cs), 130.8 (s, C;), 132.0-131.5(m, Cy),
133.3-133.0(m, (), 133.4(s,Ct) 133.7(s,Cu), 134.4(s,Cy),136.1(s,Caq), 161.6 (s, Cq), 165.6 (s, CHCO3-),
169.1 (s, Cb), 169.3 (s, Cb), 169.5 (s, Cp), 170.0 (s, Cp).

1B NMR (160 MHz, DMS0-D6) 6 (ppm)= 0.62 (t, J = 32.4 Hz).

9F NMR (470 MHz, DMSO-D6) 6 (ppm)= -144.45 (dd, J = 64.6, 30.5 Hz).

3P NMR (202 MHz, DMSO-D6) & (ppm) = 29.66.

HR-MS (ESI): m/z = calculated for C72H76AU;B1Cl1F2N4O15P2S,Na: [M+Na]* 1927.30049; found 1927.30492.
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Figure S 69: 1°F NMR of BODI-Au-12 (DMSO, 470 MHZ, 300K)
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BODI-Au-13

2-(Diphenylphosphino) ethylamine-aurichloride (145mg, 0.315mmol,1,2eq), BODIPY 3 (100mg,
0.26mmol, 1eq) and K2CO3(181mg, 1.96mmol, 5eq) were placed ina 20 mLround bottom flask and put
under argon. 15 mL dry THF were added and the reaction refluxed overnight. The solvents were
evaporated andthe crude product was purified by column chromatography using CH.Cl,/MeOH (100:0to
80:20) as eluent. After evaporation of solvents under reduced pressure the product was dissolved in a
minimalamount of CH,Cl, and precipitated by addition of pentane to obtain 202.2mg (208 umol; yield =
80%) of BODI-Au-13 as a red-orange solid.

IHNMR (500 MHz, DMSO-D6) 6 (ppm)=3.21-3.13 (m, 2H, He), 3.78 - 3.65 (m, 2H, Hy), 6.21 (d, J = 3.8 Hz,
1H, H)),6.25 (d,J= 3.8 Hz, 1H, H;), 6.61 (d, J = 5.1 Hz, 1H, H,), 7.01 (d, J = 5.2 Hz, 1H, Ho), 7.63 - 7.53 (m,
8H, Hap, Hs), 7.81 (ddd, J=13.2, 7.8, 1.5Hz, 4H, H), 8.06 (d,J = 8.3 Hz, 2H, Hy), 8.67 (s, 1H, Hy).

13C NMR (126 MHz, DMSO-D6) & (ppm)=27.4 (d, J = 35.6 Hz, C), 41.3 (d, J = 11.0 Hz, Ce), 111.9 (s, Cp),
114.9(s,Ci),117.3(s,C,), 126.1(s,Cn, Cy), 127.1(s, Crn), 128.9(d, = 60.7 Hz, Ca), 129.3 (s, C)), 129.4(d, J
=11.5Hz,C.),130.4 (s, Cs),130.7 (s, Cu), 131.3(s, Cr), 132.1(d, I = 2.3Hz, Cy), 133.2 (d, J = 13.5 Hz, Co),
133.8 (s, Cq), 135.8 (s, Ct), 137.6 (s, Cr), 161.7 (s, C.).

118 NMR (160 MHz, DMSO-D6) & (ppm)= 0.64 (t, J = 32.4 Hz).

19F NMR (470 MHz, DMSO0-D6) & (ppm)= -144.38 (dd, Jrs = 64.5, Jrs = 31.3 Hz).

31p NMR (202 MHz, DMSO-D6) & (ppm) = 24.33.

HR-MS (ES|)Z m/z = calculated for C3pH24AU1B1Cl,F2N30,P1Na; [M+Na]+ 828.06020; found 828.06136.
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Figure S 73: 1B NMR of BODI-Au-13 (DMSO, 160 MHZ, 300K)
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31P none decoupled
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BODI-Au-14

18 mg (49.6umol) B-thioglucose-tetraacetate (1 eq) was dissolved inacetone (1 mL). 49.6ul IMNaOH (1
eq) was added and the resulting solution stirred for 15 min. 40mg (49.6umol) BODI-Au-13was placed ina
separateroundbottom flaskand dissolvedinacetone (5 mL). Thethioglucose solution wasadded atonce
and the reaction stirred for 30 min at room temperature. The solvents were evaporated, CH,Cl, (10 mL)
wasadded,andthesupernatantseparatedand evaporated. Theresulting crude product wasdissolvedin
aminimalamount of CH,Cl, and precipitated with pentane to obtain the pure target compound as a flaky
orange powder 51mg (45.14 umol, 91%).

'HNMR (500 MHz, CDCl3) 6 (ppm)=1.94 (s, 3H, Haa), 1.96 (s, 3H, Had), 2.02 (s, 3H, Haa), 2.11 (s, 3H, Haq),
2.91(tdd,J=10.2,6.6,3.3Hz,2H,H,),3.77(ddd,J=9.4,4.9,2.4Hz,1H,Hab), 3.83(dt,J=16.1,7.7Hz, 2H,
Hq),4.13(dd,J=12.2,2.2Hz, 1H, Hav), 4.24 (dd,J=12.2,5.0 Hz, 1H, H;), 5.17 - 5.05 (m, 3H, Hx,Hy, Haa),
5.22(d,J=8.7Hz,1Hw),6.19(d,J=3.8Hz,1H,Hx),6.26 (d,J=4.9Hz,1H,Hm),6.31(d,J=3.7Hz, 1H, H),
6.83(d,J=4.8Hz,1H,H:),6.90(s,1H,Hy),7.62-7.37 (m, 8H, Hyy, Ha), 7.84-7.67 (m, 4H, Hy), 8.18 (d,J =
8.0 Hz, 2H, H.).

13CNMR (126 MHz, CDCl3) 6 (ppm)=20.8 (s, Caa), 20.8 (s, Caq), 20.9 (s, Caa), 21.3 (s, Caq), 29.9(d, J=31.7
Hz,Cq),41.3(d,J=12.3Hz,C,),63.0(s,Cab),69.1(s,C;),74.3(s,Cy), 76.0(s,Cx), 78.3(s, Caa), 83.6 (S, Cu),
111.4(s,Ch),113.3(s,Cy),120.7(s5,Ci),129.0(dd,J=55.4,8.0Hz,C;),129.8(dd,J=11.4,6.5Hz,C,),130.2
(s,Cm), 130.3(s,Ck, Cj),130.6(s,Cq),130.9(s,Cr),131.5(s,Ce),132.4(dd,J=8.3,2.2Hz,Cy), 133.4(t, ) =
13.9Hz,(y),135.8(s,Cc),139.2(s,Cq,Co), 161.6(s,Ca),169.9(s,Cac), 170.5(s,Cac), 170.6(s,Cac), 171.0(s,
Cac)-

11B NMR (160 MHz, CDCl3) 6 (ppm)= 0.83 (t, J = 32.7 Hz).

19F NMR (470 MHz, CDCls) 6 (ppm)= -147.78 (s, br).

31p NMR (202 MHz, CDCls) 6 (ppm) = 29.39. (s, br).

HR-MS (ES|)Z m/z = calculated for C44Hs3AU1B1Cl1F,N3011P1S1Na; [M+Na]+ 1156.16633; found 1156.16962.
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Figure S 78: 1*C NMR (DEPT90) of BODI-Au-14 (CDCls, 126 MHZ, 300K)
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BODI-Au-15

Cl-Au—P

ac

BODIPY 8 (50mg, 0.047mmol, 1eq) was placed in a dried round bottom flask and dissolved in 5 mL dry
DMF. 0.1 mLof DIPEAand 27mg (0.071mmol, 1.5eq) of HBTU were added and the reaction stirred for 40
min at 30°C. 2-(Diphenylphosphino)-ethylamine-aurichloride (32.7mg, 0.071mmol, 1.5eq) was dissolved
in1 mLdry DMF and added to the solution. The reaction was stirred for 4h at 30°C. The solvent was then
evaporated and the crude product purified by column chromatography on silica gel using
CH2Cl,/MeOH/Formic acid (99:1:1t097:3:1) as eluent, was dissolved in a minimal amount of CH,Cl, and
precipitated by addition of pentane to obtain BODI-Au-15 ata purity of = 85% (69.9mg of a mixture
containing = 60 mg of BODI-Au-15, 38.3 umol, equivalentto 81% yield) as an orange-pink solid. The
impurities are salts coming from coupling agents. Additional column chromatography or preparative HPLC
did not succeeded in improving the purity of the compound.

'HNMR (500 MHz, DMSO) 6 [ppm]=2.09-1.84 (m, 12H, Ha), 3.15-3.01 (m, 2H, Har), 3.58 (qd, J = 13.9,
7.3Hz,2H, Hae), 3.82-3.68 (m, 2H, Hy),4.04-3.94 (m 2H, 2 Hx), 4.06 (d,J=10.2Hz, 1H,H.),4.17 (m, 2H,
Hc, Ha),4.96 (m, 2H, Hg, He), 5.36 (d,J=10.1Hz, 1H,Hs),5.41 (t,J=9.4Hz, 1H, Hs), 6.33 (d, J= 3.8 Hz, 1H,
Hu),6.42(d,J=5.1Hz,1H,H;),6.45(d,J=3.8Hz,1H,H:),6.93(d,J=5.0Hz,1H,H),7.49(d,J=8.2Hz, 2H,
Hp), 7.68-7.52 (m, 10H, Han, Haa), 8.01 -7.68 (M, 17H, Hai, aj, ab, ac, Hq), 8.50 (s, 1H, Hw), 8.87 (t,J = 5.3 Hz,
1H, Haq).

13CNMR (126 MHz, DMSO-D6)6 (ppm)=20.28 (s, Ca), 20.38 (s, Ca), 20.41 (s, Ca), 20.52 s, Ca), 26.71 (d, =
36.7 Hz, Cac), 35.63 (d, ; = 3.9 Hz, Cy), 38.62 (s, Car), 40.57 (d, J = 10.0Hz, C,), 61.97 (s, Cc), 68.05 (s, Ce),
69.32 (s, C), 72.91 (s, Cg), 74.31 (s, Cq), 82.99 (s, C1), 113.16 (s, Cu), 115.12 (s, C;), 118.02 (d, J = 86.2 Hz, C),
118.93 (s, Ct), 127.45 (s, i), 128.49 (s, Ca), 128.78 (d, J = 60.7 Hz, Cag), 129.03 (s, Ci), 129.41 (d, 3 = 11.5 Hz,
Cy),129.56(d,J=11.6 Hz, Cs;), 129.90 (s, Cq), 130.26 (d, J = 12.7 Hz, Cac), 132.34 (s, C;), 132.48 (s, Cn),
132.97 (s, C,), 133.15 (dd, J = 13.4, 2.4 Hz, Can), 133.74 (d, J = 10.6 Hz, Cap), 134.37 (s, C), 135.07 (d, J = 2.7
Hz, Ca), 136.38 (s, Ci), 165.61 (s, Cs), 169.04 (s, Cy), 169.32 (s, Cb), 169.50 (s, Cb), 169.94 (s, Co).

118 NMR (160 MHz, DMSO-D6) & (ppm)= 0.69 (t, J = 33.3 Hz).
19F NMR (470 MHz, DMSO-D6) & (ppm)= -143.49 (s, 2F), -70.15 (d, Jrp = 711.2¢Hz, 6F, PF ).

3IPNMR (202 MHz, DMS0-D6) & (ppm)=-144.19 (hept, Jp.r= 711.3 Hz, 1P, PFy), 21.43 (s, 1P), 25.68 (s, br,
1P).

HR-MS (ESI): m/z = calculated for CesHg2AU1B1Cl1F2aN4O10P2S1 [M]* 1421.30716; found 1421.31370.



Chromatogram and Results
Injection Details
Injection Name: BODI-Au-15 Run Time (min):  8.51
Vial Number: GA2 Injection Volume: 10.00
Injection Type: Unknown Channel: UV_VIS_1
Calibration Level: Wavelength: 220.0
Instrument Method: Standard-Kinetex Bandwidth: 4
Processing Method: no integration Dilution Factor: 1.0000
Injection Date/Time: 02/Aug/17 18:05 Sample Weight: 1.0000
Chromatogram
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Figure S 82: HPLC chromatogram of BODI-Au-15 (UV-detectionat220 nm + MS analysis)
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Figure S 85: 13C NMR (APT jmod) of BODI-Au-15 (DMSO, 126 MHZ, 300K)
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Figure S 86: 1'B NMR of BODI-Au-15 (DMSO, 160 MHZ, 300K)



19F none decoupled

BT.3Y
=7050
—73.41

—-14351

BODI-Au-15

2600

[-2400

2200

[~2000

1800

1600

1400

1200

1000

800

600

400

200

.

200

0

--200

T T T T T T T T T
0 -75 -80 -85 -90 -95 -100 -105 -110 -115
f1 (ppm)

Figure S 87: 1°F NMR of BODI-Au-15 (DMSO, 470 MHZ, 300K)
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BODI-Au-16

A

o}
r N ac
a ab ad
y
aa
P
C

Z
Ve
u

32.2mg (0.045mmol, 1eq) of BODIPY 7 were dissolved in 8 mL dry THF. 25.2mg (0.054mmol, 1.2eq) of
2-(diphenylphosphino)-ethylamine-aurichloride and 31.4mg (0.227mmol, 5eq) of K,COs were added, and
thereaction wasrefluxed for 60min. The solvent was evaporated, and the crude product was purified by
column chromatography on silica gel, using CH,Cl,/MeOH (100:0 to 90:10) as eluent. Product fractions
were collected and evaporated to dryness. After dissolution in a minimalamount of CH,Cl, the productis
crushed out by addition of pentane (twice) to yield pure BODI-Au-16 (42mg, 36.9 umol, 82% yield) as a
red-pink powder.

H
A
s
|

'HNMR (500 MHz, DMS0O-D6) & (ppm)=1.94,1.99,2.00(3s,12H, Ha), 3.22-3.07 (m, 2H, H,), 3.68 (s, 2H
Hy),4.05(dd,J=14.7,5.2Hz,1H,Hq4),4.16(q,J=5.3Hz,2H,H.),4.95(t,J=9.7Hz, 2H,Hq, He), 5.32(d,J

10.1Hz, 1H,Hp),5.39(t,J=9.4Hz,1H, Hf),6.30(d,J=3.8 Hz, 1H, H,), 6.43 (d, J = 3.8 Hz, 1H, H,), 6.51 (d,
J=5.1Hz,1H,H)),6.94 (d,J=5.1Hz, 1H, Hy), 7.53 (d,] = 8.1Hz, Hat), 7.60 - 7.55 (m, 6H, Hac, Haa), 7.86 -
7.76 (m, 4H, Hap), 8.06 (d, J = 7.9 Hz, 2H, Hy), 8.46 (s, 1H, Hy).

’

13CNMR (126 MHz, DMS0-D6) 6 (ppm)=20.3 (s, Ca), 20.4 (s, Ca), 20.4 (s, C4),20.5 (s, Ca), 27.5(d, J=35.5
Hz,Cy),41.2(d,J=10.5Hz,C,),61.9(s,Cc), 68.1(s,Ce),69.3(s,Cs),73.0(s, Cy), 74.3 (s, Cq), 83.3 (s, Cn),
113.3(s,Cq),115.0(s,C)),118.6(s,Cp),127.5(s,Cr), 128.7 (ps-d,J=3.5Hz,Cas,Co,Cn), 129.2 (ps-d,J=3.5
Hz, Cn, Cv),129.3(s,Ck), 129.4(d,J=11.7Hz, Caq), 130.1 (s, Ct), 132.1(d, J=1.8Hz, Cac), 132.5 (s, C;, Cn),
133.2(d,J=12.6Hz,Cab), 133.7 (s, br, Ci, Cs), 135.2 (s, Cu), 161.2 (s, Cu), 169.1(s, Cp), 169.3 (s, Cb), 169.5
(s, Cp), 170.0 (s, Cp).

1B NMR (160 MHz, DMS0-D6) 6 (ppm)= 0.69 (t, J = 34.0 Hz).
%F NMR (470 MHz, DMSO-D6) & (ppm)= -142.81 - -143.79 (m).
3P NMR (202 MHz, DMSO-D6) 6 (ppm) = 24.40 (s, br).

HR-MS (ESI): m/z = calculated for CssHa3Au1B1Cl1F2N3011P1S1Na: [M+Na]* 1156.16633; found 1156.17033.
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BODI-Au-17

50mg(0.071mmol, 1eq) of BODIPY 7 were dissolved in 5 mLCH>Cl>. 30 uL (0.35mmol, 5eq) of (COCl),and
adroplet of DMF were added and the reaction was stirred atroom temperature. After 45min the solvents
were evaporated and the resulting solid was redissolved in 15 mL CHsCN. 2-(Diphenylphosphino)
ethylamine-aurichloride (78mg, 0.169mmol, 2.4eq) and NaHCO3(30mg, 0.35mmol, 5eq) were added and
the reaction was refluxed for60min. The solventwas evaporated and the crude product purified by
columnchromatographyonsilicagel,usingCH,Cl,/MeOH(100:0t090:10)aseluent. Thedifferentproduct
fractions were collected and evaporated to dryness. The product was dissolved in a minimal amount of
CH,Cl; and crushed out by addition of pentane (twice) to obtain 102mg (65.32 umol, yield = 92%) of the
target compound as a red-pink powder.

'HNMR (500 MHz, DMS0-D6) 6 (ppm)=1.91,1.94,2.00,2.01 (4s,12H, Ha), 3.10 (dt,J=11.0,6.9 Hz, 2H,
Hz),3.18-3.13(m, 2H, Hag), 3.58 (dt, J =20.6, 6.7 Hz, 2H, Hy), 3.69 (dt, J = 15.3, 7.8 Hz, 2H, Hx), 4.06 (q, J
=5.1Hz,1H,Hq),4.17(q,3=5.1Hz,2H,Hc),4.95(t,J=9.7Hz,2H,Hg, He),5.32(d,J=10.1Hz,1H, Hn), 5.40
(t,J=9.4Hz,1H,H¢),6.28(d,J=3.8 Hz, 1H,H,),6.44(d,J=3.8 Hz,1H,H,),6.52(d,J=5.1Hz,1H,H)),6.91
(d,J=5.1Hz,1H,Hy),7.49(d,J=8.3Hz,2H,Ht),7.63-7.53(m, 12H,Hac, Haa), 7.84-7.77 (m, 8H, Hap),
7.89(d,J=8.3Hz, 2H, Hu), 8.47 (s, 1H, Hae), 8.86 (t, J = 5.4 Hz, 1H, Hy).

13C NMR (126 MHz, DMS0-D6) 6 (ppm)=20.23 (s, Ca), 20.3(s, C), 20.4(s, C2),20.5(s, C.), 26.4(d,J=37.8
Hz,C,),27.4(d,J=35.7Hz, Ca1),35.8(d,J=5.4Hz,C,),41.2(d,J=9.4Hz, Cay),61.9(s, Cc), 68.1(s, Ce), 69.3
(s,Cr), 73.0(s,Cq), 74.3 (s, Cq), 83.2 (s, Cr), 113.4 (s, Cq), 115.3 (s, C;), 118.5 (s, Cp), 127.3 (s, Ci), 127.7 (s,
Co),128.9(dd,J=60.7,3.2 Hz, Cas), 129.0 (s, Crn), 129.4 (dd, J = 11.6, 2.6 Hz, Caa), 129.5 (s, Cy), 129.9 (s,
Cu), 132.0(d, J = 16.9Hz, Cac), 132.5 (s, Cn), 133.1(dd, J = 13.4, 1.6 Hz, Cap), 133.2 (s, Cs), 134.3 (s, C1), 135.0
(s, Ct), 136.5 (s, Ci), 161.2 (s, Cu), 169.0 (s, Ca), 169.3 (s, Ca), 169.4 (s, Ca), 169.9 (s, Ca).

118 NMR (160 MHz, DMSO-D6) & (ppm)= 1.04 - 0.40 (m).

19F NMR (470 MHz, DMS0-D6) & (ppm)= -142.79 - -143.80 (m).

31p NMR (202 MHz, DMSO-D6) 6 (ppm)= 24.62 - 24.15 (m, 1P), 25.32 - 24.77 (m, 1P).
31p {1H} NMR (202 MHz, DMSO-D6) & (ppm) = 24.42, 25.05.

HR-MS (ES|)Z m/z = calculated for C58H57Au281CI2F2N4010P251Na1 [M+Na]+ 1599.19321; found 1599.19617.
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Figure S 96: 13C NMR (DEPT90) of BODI-Au-17 (DMSO, 126 MHZ, 300K)
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Photophysical data

UV-Visible absorption spectra were recorded on a JASCO V630BIO spectrometer. The steady-state
fluorescence emission spectra were obtained by using a JASCO TI (A A )dA
FP8560 spectrofluorometer instrument. All fluorescence spectra @ _n* o " = """ 110"
were corrected for instrument response. The fluorescence ¢, M TIFR(AE:AF)dAF 1-107
quantumyields (®f) were calculated fromequation: 0

®Orand Orr are fluorescence quantum yields of the compound and the reference respectively. A(Le) and
Ar(Le) aretheabsorbance atthe excitation wavelength, and nistherefractiveindex ofthe medium.lrand
Irr are fluorescentintensities of the compound and the reference respectively. Rhodamine 6G (¢ = 0.94
in EtOH, Aex = 488 nm) was used as the standard.” In all ®¢ determinations, correction for the solvent
refractive index (n) was applied.

Table S 1: Photophysical data and spectra of the different BODIPY derivatives in DMSO at 293K.

Compound  Structure Asbs (NM) Aem (NM)? € (ML.cm™) ¢ (%)°

1 e 514 530 76,000 13
2 L 518 538 69,000 5
3 A 517 537 66,000 6
4 A 538 553 73,000 39
5 P 516 531 125,000 8
6 A 541 559 48,000 23
7 L 540 555 75,000 26
8 B 525 567 29,000 21
BODI-Au-7 I 476 538 33,000 24
BODI-Au-8 I 476 538 35,000 23
BODI-Au-9 1 508 565 31,000 28
BODI-Au-10 _ 1" 516 533 81,000 8
BoDI-Au-11 2" 479 544 31,000 21
BODI-Au-12 .10 479 543 34,000 24
BODI-Au-13 17" 480 546 30,000 15
BODI-Au-14 12" 480 546 26,000 18
BODI-Au-15 1% 523 569 16,000 21
BODI-Au-16 T 513 570 24,000 15
BODI-Au-17 _T0 o 511 569 31,000 24

3: hex =488 nm: *: Rhodamine 6G (® =0.94in EtOH, Aex = 488 nm) was used
as the standard.*
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Theoretical calculation

Computational details

All DFT calculations were carried out Gaussian 09 (Gaussian 09, Revision D.01, M. J. Frisch, G. W. Trucks,
B. Schlegel, G. E. Scuseria, M. A. Robb, J. R. Cheeseman, G. Scalmani, V. Barone, G. A. Petersson, H. Nakatsuiji,
Li, M. Caricato, A. Marenich, J. Bloino, B. G. Janesko, R. Gomperts, B. Mennucci, H. P. Hratchian, J. V. Ortiz,
A.F.lzmaylov, J. L. Sonnenberg, D. Williams-Young, F. Ding, F. Lipparini, F. Egidi, J. Goings, B. Peng, A. Petrone,
T.Henderson, D. Ranasinghe, V. G. Zakrzewski, J. Gao, N. Rega, G. Zheng, W. Liang, M. Hada, M. Ehara, K.
Toyota,R.Fukuda,J.Hasegawa, M. Ishida, T.Nakajima, Y.Honda, O.Kitao,H.Nakai, T. Vreven,K. Throssell, J.
A.Montgomery, Jr., J. E. Peralta, F. Ogliaro, M. Bearpark, J. J. Heyd, E. Brothers, K. N.Kudin, V. N. Staroverov,
T. Keith, R. Kobayashi, J. Normand, K. Raghavachari, A. Rendell, J. C. Burant, S. S. lyengar, J. Tomasi, M. Cossi,
J. M. Millam, M. Klene, C. Adamo, R. Cammi, J. W. Ochterski, R. L. Martin, K. Morokuma, O. Farkas, J. B.
Foresman, and D. J. Fox, Gaussian, Inc., Wallingford CT, 2016.), tightening self-consistent field
convergencethresholds(10-1%a.u.). A6-31G(d) basissetandthe hybrid functional M06-2Xéwere
employed given the good performance of such scheme in other studies.”.8 The DMSO solvent
effects were included according to the Polarizable Continuum Model.®19The LUMO isosurfaces

havebeen plotted withthe Chemcraftcode!! consideringacontourthresholdof0.05a.u.

- h o9 & \‘ v.w

RsRes=C TS Reosen
-2.46 eV -2.29eV -2.31eV
ELUMO
] I ! Ty
R1==Cl Ri==Cl R1=—Cl
R2==NHPh Ro==NHCH;3 Ro=—NHNH,
-1.98 eV -1.81eV -1.77 eV

Figure S 102: LUMO energies (eV) for some model systems

Results and Discussion

We conducted DFT calculations at the M06-2X/6-31G(d) level to determine the lowest
unoccupied molecular orbital energy (ELumo) for some model systems containing amino- and thio-
groups, bearing in mind that this value can be associated to the electrophilicity of the
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molecule.>*3 Then, the higher Evumo, the lower the probability of the molecule to experience a
nucleophilic attack.

InFigure S 102 we can observe the graphical representation of the LUMO, which is mainly
distributed over the dipyrromethene core in all systems. Remarkably, the small contribution of
the phenyl ring at the meso position evidences the poor conjugation between this fragment and
theboron-dipyrromethenemoiety giventhebroaddihedralanglebetweenthem.

The replacement of a chlorine atom by an amino-/thio- substituent leads to an ELumo increase
with respect to the dichloro- starting compound. This effect is more pronounced for the amino-
substituted BODYPYs (AELumo ~ 0.61 eV) than for their thio-substituted counterparts (AELymo ~
0.16eV). These calculated values are in good agreement with experimental data related to the
greatdifficulty toincorporate a second group to the amino-substituted BODIPYs.

In summary, our results evidence how the higher electron-donor behavior of the amino-
substituents increases the LUMO energy in a larger extent than the thio- groups, resulting in a
minor reactivity of the BODIPY toward a nucleophilic substitution.

Additionally, we have estimated the reaction energies for (a) the incorporation of an
aminomethyl group in the thio-substituted BODIPY and (b) the incorporation of a thiomethyl in
the amino-substituted BODIPY, both process leading to the same products. We found that
reaction (a) isthe more exothermic process releasing more than three times the energy of (b).

E.yn = -18.07 kcal mol!

E,n = -5.25 kcal mol™

Hoe-NH F F S—ch,
Scheme S 1: Some hypothetical reactions involving the model systems.

Theenergyreleaseassociatedtothesubstituentsincorporationiscalculated, resultinginamore
exothermic process when the thiomethyl is first added to the BODIPY, followed by the
aminomethyl.



Determination of cytotoxic properties

5 mM stock solutions were prepared by dissolving the compounds in DMSO. 10° cells were seeded in 96-
well flat-bottomed microplates (final volume 100 uL perwell) and incubated for 24h to allow for cell
adherence. The medium was then replenished with 100 uL fresh medium containing the compounds to
betestedatincreasing concentrations(rangingfrom0.5to150uM)at37°Cfor48h.Thecytotoxicactivity
of compoundsanddrugreferenceswasdetermined usingthe MTS assay (Promega®). Theassay isbased
onthereductionofatetrazoliumcompoundtoacoloredformazaninthe presenceofanelectron coupling
reagent (phenazine ethosulfate; PES) and NADH/NADPH produced by metabolically active cells.
Thereafter, 10 uL of MTS (3-(4,5-dimethylthiazol-2-yl)-5-(3-carboxymethoxyphenyl)-2-(4-sulfophenyl)-2H-
tetrazolium,Promega, Charbonnieres, France)wasaddedin 200 uLofmediumandabsorbanceat490nm
was measured after 3h incubation at 37°C. The resulting ICso values were calculated using GraphPad Prism
5.0 software. Each treatment was performed in three independent experiments.

Table S 2: Determination of the ICsg values (uUM) of the different BODIPY derivatives on MDA-MB-231, EMT6,and B16F10cell
linesby MTS assay (Promega®) at48 hand comparisonto auranofin (Results are the mean SD of 3independent experiments).

Compound MDA-MB-231 EMT6 B16-F10
1 75.05  +0,2212 50.21 +0,4385 74.87 +0,16
3 74.83  +0,3037 49.76  +0,3957 50.12 +0,123
4 19.76  £0,2150 19.75  £0,1521 19.89 +0,1193
5 25.19  +0,0897 2494  +0,1404 25.02  +0,0907
6 7492  +0,2841 50.2 +0,2056 100 +0,1109
7 7496  +0,1629 49.61 +0,2509 74.9 +0,1949

BODI-Au-7 25.24  +0,1194 10.58 £0,0947 49.97 +0,13

BODI-Au-8 29.79  +0,1279 19.73  +0,1815 20.16  *0,3106
BODI-Au-9 75 +0,1866  49.88 +0,1834 74.94 +0,168
BODI-Au-10 75.23  %0,2125 7493  +0,3894 75.05 +0,1981
BODI-Au-11 49.97  %0,1875 7478  +0,3134 74.93 +0,18

BODI-Au-12 50.03 *0,1793 4991 +£0,1913 49.8 +0,1672
BODI-Au-13 25.17  %0,1532 19.96  £0,1204 49.9 +0,14

BODI-Au-14 10.07  *0,1932 9.908 +0,0980 10.32 *0,2128
BODI-Au-15 75 +0,1935 40.4 +0,2409 100.2 +0,1390
BODI-Au-16 50.1 *+0,1516 50.13  +0,1378 24.88 £0,2729
BODI-Au-17 100.2  %0,1991 49.92  +0,1705 100.1 +0,1343
Auranofin 5.225 £0,0942 4805 +0,1154 4.683 =*0,1573
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Figure S 103: Determination ofthe ICsovalues (UM) of the different BODIPY derivatives on MDA-MB-231, EMT6,and B16F 10 celllines by MTS assay (Promega®) at 48 hand comparisontoauranofin (Resultsare
the mean SD of 3 independent experiments).
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In vitro confocal microscopy experiments

MDA-MB-231 cellswereseeded onchambered coverglasses (24 well-plate) and allowedtorecover. Cells
were incubated with 10 uM of each compound at 37°C. After 1, 4 and 24 hours the cells were fixed and
permeabilized with iced methanol for 10 minat room temperature. Cells were then washed 3 times with
PBS (5 min each), counterstained with 5 uM DRAQ5 (or 1ug.mL™* DAPI) during 5-10 min, washed with PBS
and mounted with Fluoromount-G® (Southern Biotech). Confocal imaging was performed using a confocal
laser-scanning microscope (Leica TCSSP8) witha x 63 HCX PLAPO oilimmersion (ON 1.4) objective lens
that allowed to simultaneously obtain DIC (Differential Interference Contrast) and fluorescent images
(1024 pixels x 1024 pixels), and LASX software (Leica Microsystems, Ltd). The samples were excited using
internal microscopelasersandemissionintensity wasrecorded attheappropriate emission wavelength.
Fluorescenceimages were sequentially acquired. For co-localization experiments, BODIPY compounds
(green)wereexcitedat488 nmandtheiremissionwasrecordedfrom493to600 nm (BODIPY-Fl), whereas
thenuclearprobe, the DRAQ5 (red), was excited at 638 nmand its emission was recorded from 661nmto
778 nm (DRAQ5). Image processing and analyses were carried out using Fiji/Image).

BODIPY-FI

Untreated
cells

Figure S 104: Confocal immunofluorescent analysis of MDA-MB-231 labelled only with DRAQS5 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°Cthen fixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds|localization
(ingreen) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 105: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 1 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C thenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNAdye). Compoundslocalization
(ingreen) and ICsq (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 106: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 3 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQ5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C thenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds|localization
(ingreen) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 107: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 4 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQS5 canal). Cellsareincubated with 10 uMBODIPY derivatives (green) for 4hat 37°C thenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds|localization
(ingreen) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 108: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 5 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQS5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C thenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNAdye). Compoundslocalization
(ingreen) and ICsq (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 109: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 6 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C thenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNAdye). Compoundslocalization
(ingreen) and ICsq (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 110: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 7 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQ5 canal). Cells are incubated with 10 uM BODIPY denvatwes (green)for4hat 37°Cthenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNA dye). Compoundslocalization
(ingreen) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 111: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODIPY 8 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°Cthenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNAdye). Compoundslocalization
(ingreen) and ICsq (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 112: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-7 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQ5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C thenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds|localization
(ingreen) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 113: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-8 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°Cthenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNAdye). Compoundslocalization
(in green) and ICsq (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 114: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-9 (DIC: bright field, BODIPY-FI: BODIPY
fluorescence canal, DRAQ5: DRAQ5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°Cthenfixed,
permeabilizedwithiced methanol. The nucleiare counterstained with DRAQ5 (red, fluorescent DNAdye). Compoundslocalization
(in green) and ICsq (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 115: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-10 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then

fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 116: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-11 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS canal). Cells are incubated with 10 uM BODIPY denvatwes (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICs (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 117: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-12 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQ5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 118: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-13 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 119: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-14 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQS5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICs (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 120: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-15 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICs (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 121: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-16 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS5 canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQS5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICs (in red) have been indicated to facilitate the comparison between the compounds.
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Figure S 122: Confocal immunofluorescent analysis of MDA-MB-231 labelled with BODI-Au-17 (DIC: bright field, BODIPY-FI:
BODIPY fluorescence canal, DRAQ5: DRAQS canal). Cells are incubated with 10 uM BODIPY derivatives (green) for 4h at 37°C then
fixed, permeabilized with iced methanol. The nuclei are counterstained with DRAQ5 (red, fluorescent DNA dye). Compounds
localization (in green) and ICso (in red) have been indicated to facilitate the comparison between the compounds.
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Crystal Data and Experimental

Experimental. Single clear light orange plate-shaped
crystals of (Compound 2) were recrystallised from DCM
by  slow evaporation. A suitable crystal
(0.46x0.40x0.21) mm? was selected and mounted on a
MITIGEN holder oil on a Bruker D8 VENTURE
diffractometer. The crystal was kept at T = 100(1) K
during data collection. Using Olex2 (Dolomanov et al.,
2009), the structure was solved with the ShelXT
(Sheldrick, 2015) structure solution program, using the
Intrinsic Phasing solution method. The model was
refined with version 2018/1 of ShelXL (Sheldrick, 2015)
using Least Squares minimisation.

Crystal Data. C17H11BCl2F2N202, My = 394.99, triclinic,
P-1 (No. 2), a = 7.8312(3) A, b = 10.3013(5) A, ¢ =
10.4618(4) A, a= 96.577(2)", f= 101.739(2)°, y=
97.026(2)",V =811.63(6) A3, T=100(1)K,Z2=2,2'=1,
#(MoK,) = 0.437, 28837 reflections measured, 3731
unique (Rine= 0.0303) which were used in all
calculations. The final wR2 was 0.0902 (all data) and R
was 0.0361 (1 > 2(1)).

Report created with ReportPlus

Table S 3: X-ray structure dataof BODIPY 2.

Compound
CCDC
Formula

Decac/ 9 cm?-3
Hmm-t
Formula Weight
Colour

Shape
Size/mm?

TIK

Crystal System
Space Group
a/A

b/A

c/A

ol

g

"
VIA3

Z

7

Wavelength/A
Radiation type
@min/c

Ohmaxl~

Measured Refl.
Independent Refl.
Reflections Used
Rint

Parameters
Restraints
Largest Peak
Deepest Hole
GooF

WR: (all data)
WRz

R, (all data)
R1

Compound 2
1825949

C17H11BCI2F2N202

1.616

0.437

394.99

clear light orange

plate

0.46x0.40x0.21

100(2)

triclinic

P-1

7.8312(3)

10.3013(5)

10.4618(4)

96.577(2)

101.739(2)

97.026(2)

811.63(6)

2

1

0.71073
MoK,

2.979

27.560

28837

3731

3256

0.0303

236

0

0.485

-0.284

1.046

0.0902

0.0831

0.0439

0.0361
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Table S 4: BODIPY 2 structure Quality Indicators.

Reflections: Rint 3.039%f°mpPlete  100%
Refinement: shit 0,000 GooF 1.046

A clear light orange plate-shaped crystal with dimensions 0.46x0.40x0.21 mm? was mounted on a
MITIGEN holder oil. X-ray diffraction data were collected using a Bruker D8 VENTURE diffractometer
equipped with a Oxford Cryosystems low-temperature device, operating at T = 100(1) K. Data were
measured using ¢ and @ scans of 2~ per frame for 10s using MoK, radiation (X-ray tube, 50 kV, 32

mA). The total number of runs and images was based on the strategy calculation from the program
APEX3 (Bruker, 2015).The maximum resolution achieved was @ = 27.560 . Cell parameters were
retrieved using the SAINT (Bruker, V8.34A, after 2013) software and refined using SAINT (Bruker,
V8.34A, after 2013) on 9970 reflections, 35 % of the observed reflections. Data reduction was
performed using the SAINT (Bruker, V8.34A, after 2013) software which corrects for Lorentz
polarisation. The final completeness is 99.90 % out to 27.560 " in @. A multi-scan absorption correction

was performed using SADABS-2014/5 (Bruker,2014) was used for absorption correction. wRz(int) was
0.0603 before and 0.0502 after correction. The Ratio of minimum to maximum transmission is 0.9179.
The A/2 correction factor is 0.00150. The absorption coefficient x of this material is 0.437 mm- at this
wavelength (1 = 0.71073A) and the minimum and maximum transmissions are 0.6844 and 0.7456.
The structure was solved in the space group P-1 (# 2) by Intrinsic Phasing using the ShelXT
(Sheldrick, 2015) structure solution program and refined by Least Squares using version 2018/1 of
ShelXL (Sheldrick, 2015). All non-hydrogen atoms were refined anisotropically. Hydrogen atom
positions were calculated geometrically and refined using the riding model. SADABS-2014/5 (Bruker,
2014) was used for absorption correction. wRx(int) was 0.0603 before and 0.0502 after correction. The
Ratio of minimum to maximum transmission is 0.9179. The A/2 correction factor is 0.00150. There is
a single molecule in the asymmetric unit, which is represented by the reported sum formula. In other
words: Zis 2 and Z'is 1.

Wilson Plot Cumulative Intensity Distribution

18 <[E~21f]> = 1.005
6 %)E| > 2 = 5.035%

Completeness Plot I/sigma vs. Resolution

O O O 000 OO [ ] min 1UCr res

Figure S 123: Data Plots: Diffraction Data of BODIPY 2 structure.
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Fobs vs Fcalc Normal Probability Plot

Figure S 124: Data Plots: refinement and Data of BODIPY 2 structure.

Table S5:reflectionstatisticsof BODIPY 2structure.

Total reflections (after 28837 Unique reflections 3731
filtering)
Completeness 0.998 Mean /o 37.48
hklmax collected (10, 13, 13) hklmin collected (-10, -13, -13)
hkImax used (9, 13, 13) hKkImin used (-10, -13, 0)
Lim dmax collected 100.0 Lim dmin collected 0.36
dmax used 6.84 dmin used 0.77
Friedel pairs 3682 Friedel pairs merged 1
Inconsistent equivalents 0 Rint 0.0303
Rsigma 0.0165 Intensity transformed 0
Omitted reflections 0 Omitted by user (OMIT hkl) 0
Multiplicity (348, 290, 1401, 3353, 1832, Maximum multiplicity 12

189)
Removed systematic 0 Filtered off (Shel/OMIT) 0
absences

Table S 6: Fractional Atomic Coordinates (x10%) and Equivalent Isotropic Displacement Parameters (A%x10%) for BODIPY 2. Ueg is
defined as 1/3 of the trace of the orthogonalised U;.

Atom X y z Ueq
cl1 14603.7(6) 2109.6(5) 4125.4(4) 25.14(12)
cl2 11604.2(6) -2049.7(4) 7066.5(5) 26.37(12)
F1 12251.3(14) -158.1(10) 5016.4(10)  23.4(2)
F2 14239.5(13) 745.1(10) 6920.7(10)  21.1(2)
01 6802.8(16) 7422.6(12) 9542.5(12)  21.3(3)
02 4326.4(16) 5956.4(13) 8781.9(14)  27.1(3)
N1 12418.8(18) 2178.9(14) 5778.4(13)  15.9(3)
N2 11155.1(18) 468.1(14) 6963.9(14)  16.1(3)
c1 13229(2) 2821.1(17) 4963.9(16)  18.2(3)
C2 12813(2) 4105.1(18) 4938.6(17)  19.5(3)
C3 11685(2) 4252.9(17) 5780.0(16)  17.7(3)
ca 11425(2) 3057.4(16) 6302.6(16)  15.3(3)
C5 10314(2) 2663.9(16) 7125.8(15)  14.8(3)
C6 10190(2) 1384.8(16) 7456.1(16)  15.5(3)

c7 9158(2) 761.1(17) 8237.6(17)  19.4(3)



Atom X y z Ueq

Cc8 9473(2) -529.1(18) 8204.3(18)  22.3(4)
c9 10700(2) -662.5(17) 7416.0(18)  19.5(3)
C10 9206(2) 3598.8(16) 7608.3(15)  14.6(3)
c11 9957(2) 4871.2(16) 8239.0(16)  15.7(3)
C12 8905(2) 5730.4(16) 8686.1(16)  15.9(3)
c13 7089(2) 5335.4(16) 8507.4(16)  15.5(3)
C14 6341(2) 4067.6(16) 7879.6(16)  17.0(3)
C15 7382(2) 3199.4(16) 7429.8(16)  16.9(3)
C16 5905(2) 6239.3(17) 8948.8(16)  17.7(3)
c17 5743(3) 8397.4(19) 9916(2) 27.0(4)
B 12581(2) 752.9(18) 6135.9(19)  16.6(4)

Table S 7: Anisotropic Displacement Parameters (x104) BODIPY 2. The anisotropic displacement factor exponent takes the form:
-272[h%a*?x Un1+ ... +2hka* x b* x U12]

Atom Ut Uz Uss Uz Uss U
cil 22.6(2) 32.4(2) 24.3(2) 3.29(17) 12.74(17) 7.03(17)
cl2 22.6(2) 16.3(2) 42.3(3) 6.26(18) 10.08(19) 4.10(16)
F1 25.9(5) 21.0(5) 21.9(5) -2.8(4) 5.1(4) 4.2(4)
F2 14.3(5) 23.6(5) 25.0(5) 5.0(4) 2.3(4) 3.1(4)
o1 17.2(6) 20.0(6) 25.9(6) -3.0(5) 6.1(5) 3.3(5)
02 14.8(6) 28.0(7) 38.4(8) -1.4(6) 9.0(5) 3.5(5)
N1 13.5(6) 19.3(7) 15.4(6) 1.7(5) 4.1(5) 2.7(5)
N2 12.9(6) 15.2(6) 19.1(7) 2.2(5) 1.4(5) 1.1(5)
c1 14.0(7) 24.2(8) 16.3(7) 2.4(6) 4.1(6) 1.7(6)
c2 16.6(8) 23.4(8) 19.0(8) 6.8(6) 3.8(6) 1.9(6)
c3 16.3(7) 18.8(8) 18.0(8) 4.5(6) 2.4(6) 3.0(6)
ca 13.5(7) 16.7(7) 15.4(7) 1.5(6) 2.3(6) 3.1(6)
c5 12.2(7) 16.7(7) 13.9(7) 0.7(6) 0.6(6) 0.5(6)
Cc6 12.7(7) 16.2(7) 16.7(7) 0.9(6) 2.4(6) 0.7(6)
c7 18.3(8) 20.2(8) 20.6(8) 5.6(6) 6.3(6) 0.5(6)
cs 20.3(8) 19.9(8) 26.9(9) 5.8(7) 6.1(7) 0.5(7)
c9 15.2(7) 16.4(8) 25.0(9) 3.4(6) 0.9(6) 0.7(6)
C10 13.5(7) 17.0(7) 14.4(7) 4.9(6) 3.7(6) 2.6(6)
ci1 12.0(7) 17.9(8) 17.2(7) 4.0(6) 2.9(6) 1.0(6)
c12 14.5(7) 16.1(7) 16.7(7) 2.7(6) 3.1(6) 0.6(6)

c13 13.9(7) 18.5(8) 15.3(7) 3.5(6) 4.8(6) 3.1(6)



Atom U U2 Uss Uazs Uiz U2
cia 11.3(7) 20.6(8) 19.1(8) 2.0(6) 3.4(6) 0.7(6)
C15 15.1(7) 16.4(8) 18.5(8) 3.4(6) 3.4(6) -0.6(6)
C16 16.8(8) 20.9(8) 15.9(7) 2.9(6) 4.6(6) 2.9(6)
c17 24.4(9) 25.6(9) 29.9(10) -6.2(7) 7.1(8) 7.6(7)

B 14.6(8) 16.4(8) 18.1(9) 0.7(7) 3.1(7) 1.8(7)
Table S 8: Bond Lengths in A for BODIPY 2.

Atom Atom Length/A Atom Atom Length/A

cin C1 1.7019(17) C3 C4 1.413(2)

Cl2 C9 1.7062(18) C4 C5 1.401(2)

F1 B 1.373(2) c5 Cc6 1.397(2)

F2 B 1.390(2) C5 C10 1.485(2)

o1 C16 1.344(2) Cé c7 1.413(2)

o1 C17 1.448(2) C7 C8 1.379(2)

02 C1l6 1.207(2) C8 C9 1.397(2)

N1 C1 1.346(2) C10 Cl1 1.398(2)

N1 c4 1.399(2) C10 c15 1.405(2)

N1 B 1.570(2) c11 C12 1.386(2)

N2 C6 1.396(2) C12 C13 1.399(2)

N2 Cco 1.342(2) C13 C14 1.393(2)

N2 B 1.567(2) C13 C16 1.492(2)

c1 C2 1.402(2) Cl4 Cc15 1.387(2)

c2 c3 1.378(2)

Table S 9: Bond Angles in ° for BODIPY 2.

Atom Atom Atom Angle/” Atom Atom Atom Angle/”
C16 o1 c17 115.70(14) C2 C1 CiL 126.57(13)
C1 N1 c4 106.29(14) C3 Cc2 C1 106.09(15)
C1 N1 B 128.09(14) Cc2 C3 Cc4 107.77(15)
C4 N1 B 125.59(13) N1 Ca C3 108.31(14)
C6 N2 B 126.08(14) N1 ca Cc5 121.02(15)
co N2 c6 106.29(14) c5 c4 c3 130.52(15)
C9 N2 B 127.49(14) c4 C5 C10 119.62(14)
N1 c1 ci1 121.88(13) C6 C5 ca 120.57(15)
N1 C1 Cc2 111.54(15) C6 C5 C10 119.77(14)



Atom Atom Atom Angle/”

N2 C6 C5 120.85(14)
N2 C6 c7 108.28(14)
Cc5 C6 c7 130.84(16)
cs c7 c6 107.59(15)
c7 o:} c9 106.00(15)
N2 c9 cl2 121.94(14)
N2 c9 cs 111.83(15)
cs c9 cl2 126.21(14)
c11 C10 c5 120.80(14)
c11 C10 c15 119.60(15)
C15 C10 c5 119.60(14)
C12 c11 C10 120.06(15)
c11 C12 C13 120.42(15)
C12 c13 C16 122.11(15)
C14 c13 C12 119.53(15)
C14 c13 C16 118.35(14)
C15 Cl14 C13 120.50(15)
C14 c15 C10 119.88(15)
o1 C16 c13 111.92(14)
02 C16 o1 123.60(16)
02 C16 c13 124.48(16)
F1 B F2 111.55(14)
F1 B N1 110.90(14)
F1 B N2 110.55(14)
F2 B N1 109.71(13)
F2 B N2 108.90(14)
N2 B N1 105.02(13)



Table S 10: Torsion Angles in ° for BODIPY 2.

Atom Atom Atom Atom Angle/”
cin C1 Cc2 C3 -178.93(13)
N1 c1 c2 c3 -0.2(2)
N1 ca cs Cc6 0.8(2)
N1 ca cs C10 -176.80(14)
N2 C6 Cc7 C8 -0.87(19)
c1 N1 ca c3 -0.55(18)
Ci N1 C4 C5 175.51(15)
c1 N1 B F1 -53.0(2)
c1 N1 B F2 70.6(2)
Ci1 N1 B N2 -172.47(15)
C1 Cc2 C3 C4 -0.17(19)
Cc2 C3 C4 N1 0.45(19)
Cc2 C3 C4 C5 -175.11(17)
C3 C4 C5 C6 175.88(17)
c3 c4 c5 C10 -1.7(3)
C4 N1 Ci1 Cl1 179.27(12)
C4 N1 Ci1 Cc2 0.46(19)
C4 N1 B F1 129.52(16)
C4 N1 B F2 -106.80(17)
c4 N1 B N2 10.1(2)
ca C5 C6 N2 -0.7(2)
ca C5 C6 c7 -178.81(17)
ca C5 C10 c11 52.7(2)
c4 c5 C10 C15 127.37(17)
C5 C6 Cc7 Cc8 177.47(17)
C5 C10 Cl1 C12 -179.84(15)
C5 C10 C15 Ci4 179.93(15)
C6 N2 C9 cl2 -178.98(12)
C6 N2 C9 Cc8 -0.53(19)
C6 N2 B F1 -129.66(16)
C6 N2 B F2 107.45(17)
C6 N2 B N1 -10.0(2)
C6 C5 C10 Cl1 129.68(17)
C6 c5 c10 c15 -50.3(2)



Atom Atom Atom Atom Angle/”
C6 C7 C8 (o) 0.5(2)
c7 c8 c9 cl2 178.36(13)
c7 cs c9 N2 0.0(2)
C9 N2 C6 C5 -177.69(15)
C9 N2 C6 C7 0.85(18)
c9 N2 B F1 55.2(2)
co N2 B F2 67.7(2)
C9 N2 B N1 174.85(15)
C10 C5 C6 N2 176.96(14)
C10 C5 C6 c7 -1.2(3)
C10 c11 C12 c13 -0.2(2)
c11 C10 c15 c14 0.0(2)
c11 c12 c13 c14 0.2(2)
Cl1 Ci12 C13 C16 -178.70(15)
C12 C13 Ci4 C15 -0.1(2)
C12 C13 C16 o1 -1.4(2)
C12 C13 C16 02 177.73(17)
C13 Cil4 C15 C10 0.0(2)
C14 c13 C16 o1 179.69(14)
C14 c13 C16 02 -1.2(3)
c15 C10 c11 C12 0.1(2)
C16 c13 c14 c15 178.82(15)
c17 o1 C16 02 -3.5(2)
C17 o1 C16 C13 175.59(14)
B N1 c1 cl1 1.4(2)
B N1 c1 c2 -177.38(15)
B N1 c4 c3 177.35(14)
B N1 c4 c5 -6.6(2)
B N2 Cc6 c5 6.3(2)
B N2 Cc6 c7 -175.14(14)
B N2 co cl2 -3.1(2)
B N2 c9 cs 175.40(15)



TableS11:HydrogenFractional Atomic Coordinates (x104) and EquivalentIsotropic Displacement Parameters (A2x103) for
BODIPY 2. Ugq is defined as 1/3 of the trace of the orthogonalised Uj;.

Atom X y z Ueq
H2 13226.21 4743.83 4441.68 23
H3 11173.17 5021.46 5974.06 21
H7 8386.56 1158.54 8701.77 23
H8 8960.02 -1192.17 8630.74 27
H11l 11189.14 5147.15 8361.14 19
H12 9421.5 6593.19 9116.74 19
H14 5108.37 3795.39 7758.47 20
H15 6863.3 2336.26 7001.97 20
H17A 4981.76 8604.71 9122.65 40
H17B 6517.65 9202.44 10387.36 40

H17C 5012.35 8044.87 10491.02 40
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Experimental. Single clear light pink needle-shaped
crystals of (Compound 3) were recrystallised from a
mixture of DCM and methanol by slow evaporation. A
suitable crystal (0.60x0.41x0.27) mm3was selected and
mounted on a MITIGEN holder oil on a Nonius Kappa
APEX-II diffractometer. The crystal was kept at T =
115(1) K during data collection. Using Olex2
(Dolomanov et al., 2009), the structure was solved with
the ShelXT (Sheldrick, 2015) structure solution program,
using the Direct Methods solution method. The model
was refined with version 2018/1 of ShelXL (Sheldrick,
2015) using Least Squares minimisation.

Crystal Data. C16H9BCI2F2N202, M, = 380.96, triclinic, P-
1 (No. 2), a= 10.9208(5) A, b= 11.1413(5) A, c=
14.0873(6) A, a= 69.876(3)", B= 75.945(3)°, y=
75.941(3)7,V =1537.13(12) A3, T=115(1) K, Z=4,Z' =
2, (MoK,) = 0.458, 37815 reflections measured, 7063
unique (Rinx = 0.0455) which were used in all
calculations. The final wR2 was 0.0950 (all data) and R;
was 0.0368 (I > 2(1)).
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TableS12:X-raystructuredataofBODIPY 3.

Compound
CCcDC
Formula

Decac/ 9 cm?-3
p/mm-t
Formula Weight
Colour

Shape
Size/mm?

TIK

Crystal System
Space Group
a/A

b/A

c/A

al”

A

A

VIA3

A

7
Wavelength/A
Radiation type
@min/c

Ormaxl~
Measured Refl.

Independent Refl.

Reflections Used
Rint
Parameters
Restraints
Largest Peak
Deepest Hole
GooF

WR: (all data)
WRz

R: (all data)
R1

Compound 3
1825950

C16H9BCI2F2N202

1.646

0.458

380.96

clear light pink

needle

0.60x0.41x0.27

115(1)

triclinic

P-1

10.9208(5)

11.1413(5)

14.0873(6)

69.876(3)

75.945(3)

75.941(3)

1537.13(12)

4

2

0.71073
MoK

1.564

27.499

37815

7063

5037

0.0455

453

0

0.365

-0.348

1.017

0.0950

0.0820

0.0653

0.0368
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Table S 13: BODIPY 3 structure Quality Indicators.

Reflections: lo 18.9 complete 1000
Refinement: shit 0,001 GooF 1.017

A clear light pink needle-shaped crystal with dimensions 0.60x0.41x0.27 mm?3 was mounted on a
MITIGEN holder oil. X-ray diffraction data were collected using a Nonius Kappa APEX-II diffractometer
equipped with a Oxford Cryosystems low-temperature device, operating at T = 115(1) K. Data were
measured using ¢ and @ scans of 2~ per frame for 10s using MoK, radiation (X-ray tube, 50 kV, 32
mA). The total number of runs and images was based on the strategy calculation from the program
APEX3 (Bruker, 2015).The maximum resolution achieved was @ = 27.499". Cell parameters were
retrieved using the SAINT (Bruker, V8.34A, after 2013) software and refined using SAINT (Bruker,
V8.34A, after 2013) on 9455 reflections, 25 % of the observed reflections. Data reduction was
performed using the SAINT (Bruker, V8.34A, after 2013) software which corrects for Lorentz
polarisation. The final completeness is 99.90 % out to 27.499 " in @. A multi-scan absorption correction
was performed using SADABS-2014/5 (Bruker,2014) was used for absorption correction. wRaz(int) was
0.0541 before and 0.0473 after correction. The Ratio of minimum to maximum transmission is 0.9065.
The A/2 correction factor is 0.00150. The absorption coefficient x of this material is 0.458 mm-* at this
wavelength (1 = 0.71073A) and the minimum and maximum transmissions are 0.6759 and 0.7456.
The structure was solved in the space group P-1 (# 2) by Direct Methods using the ShelXT (Sheldrick,
2015) structure solution program and refined by Least Squares using version 2018/1 of ShelXL
(Sheldrick, 2015). All non-hydrogen atoms were refined anisotropically. Hydrogen atom positions were
calculated geometrically and refined using the riding model. SADABS-2014/5 (Bruker,2014) was used
for absorption correction. wRx(int) was 0.0541 before and 0.0473 after correction. The Ratio of
minimum to maximum transmission is 0.9065. The A/2 correction factor is 0.00150. The value of Z'is
2. This means that there are two independent molecules in the asymmetric unit.

Figure S 126: ORTEP view of hydrogen bonds. Thermal ellipsoids are draw at 50% probability level.
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Figure S 128: Data Plots: refinement and Data of BODIPY 3 structure.

Table S 14: reflection statistics of BODIPY 3 structure.

Total reflections (after
filtering)
Completeness

hklmax collected

hklmax used

Lim dmax collected
dmax used

Friedel pairs
Inconsistent equivalents
Rsigma

Omitted reflections
Multiplicity

Removed systematic
absences

37834

0.999
(14, 14, 18)
(14, 14, 18)
100.0

13.02

6968

0

0.0404

0
(2285, 5067, 3479, 1749,
1245, 279, 31, 3)
0

Unique reflections 7063

Mean I/ o 18.87

hklmin collected (-14, -14, -18)
hklmin used (-13, -13, 0)
Lim dmin collected 0.77

dmin used 0.77

Friedel pairs merged 1

Rint 0.0455
Intensity transformed 0

Omitted by user (OMIT hkl) 19
Maximum multiplicity 13

Filtered off (Shel/OMIT) 158
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Table S 15: Fractional Atomic Coordinates (x104) and Equivalent Isotropic Displacement Parameters (A2x103) for BODIPY 3. Uegis
defined as 1/3 of the trace of the orthogonalised Uj.

Atom X y z Ueq
ci1 2868.0(6) 9837.2(6) 6303.2(4) 31.88(14)
cl2 -580.7(6) 6135.4(6) 6594.9(4)  34.20(15)
F1 422.7(12) 8732.6(12) 6359.6(9)  26.7(3)
F2 2119.5(11) 7149.8(11) 6155.6(9)  24.5(3)
o1 1573.6(14)  11872.1(16)  -1487.5(11) 28.3(4)
02 3651.1(15)  11047.9(16)  -1481.7(11) 32.8(4)
N1 2091.1(16) 9252.8(16) 4883.2(12)  18.4(4)
N2 616.4(16) 7805.1(16) 5001.4(12)  18.1(4)
c1 2758(2) 9978(2) 5081.7(16)  23.2(5)
c2 3338(2) 10802(2) 4185.4(17)  27.7(5)
c3 3016(2) 10575(2) 3382.9(16)  23.2(5)
c4 2239.7(19) 9611.2(19) 3812.5(15)  18.0(4)
c5 1585.9(18) 9104.7(19) 3346.6(15)  17.1(4)
C6 775.3(18) 8217.8(19) 3931.0(14)  16.9(4)
c7 64.1(19) 7553(2) 3635.5(15)  20.0(4)
Ccs -527(2) 6737(2) 4516.4(16)  23.1(5)
C9 -159(2) 6917(2) 5327.4(15)  20.9(4)
C10 1771.2(19) 9521.1(18) 2210.3(14)  16.2(4)
c11 3004.4(19) 9328.5(19) 1651.7(15)  18.9(4)
C12 3218.5(19) 9799.6(19) 597.6(15)  19.5(4)
C13 2205(2) 10500.1(19) 84.1(15)  18.9(4)
c14 960(2) 10648(2) 632.9(15)  20.7(4)
C15 742.8(19)  10148(2) 1692.1(15)  20.1(4)
C16 2529(2) 11157(2) -1033.9(15)  20.8(4)
B1 1303(2) 8215(2) 5662.2(17)  18.8(5)
CI1A 7386.9(6) 2067.3(6) 11226.0(4)  30.42(14)
Cl2A 1667.3(5) 3289.2(6) 11205.1(4)  29.57(14)
F1A 4541.3(12) 3617.5(12)  11161.8(9)  27.7(3)
F2A 4591.9(12) 1730.1(11)  10870.0(9)  25.6(3)
O1A 5555.8(14) 7879.2(15) 3413.1(11)  26.3(3)
02A 7465.7(14) 6575.4(14) 3302.1(10)  23.8(3)
N1A 6029.3(16) 3156.1(16) 9709.1(12)  19.0(4)
N2A 3685.1(16) 3720.0(16) 9703.5(12)  18.8(4)



Atom X y z Ueq

CIA 7191(2) 2813(2) 9979.8(16)  22.6(4)
C2A 8162(2) 3143(2) 9137.1(16)  24.3(5)
C3A 7554(2) 3728(2) 8300.9(16)  22.2(4)
C4A 6231.2(19) 3730.3(19) 8646.5(15)  18.3(4)
C5A 5204.6(19) 4283.9(18) 8117.7(15)  17.5(4)
C6A 3943.2(19) 4285.9(19) 8639.3(15)  18.0(4)
C7A 2765(2) 4765(2) 8284.8(16)  21.9(4)
C8A 1796(2) 4511(2) 9118.6(16)  25.2(5)
C9A 2405(2) 3864(2) 9968.7(16)  22.4(4)
C10A 5465.8(19) 4934.0(19) 6993.3(15)  17.9(4)
C11A 6356.6(19) 4298(2) 6342.7(15)  20.1(4)
C12A 6654.0(19) 4929(2) 5306.4(15)  19.6(4)
C13A 6040.2(19) 6190.8(19) 4899.2(14)  17.4(4)
C14A 5119.2(19) 6809(2) 5531.6(15)  18.7(4)
C15A 4846.1(19) 6195.8(19) 6576.6(15)  18.8(4)
C16A 6404.0(19) 6898(2) 3798.0(15)  18.8(4)
B1A 4700(2) 3021(2) 10423.5(17)  19.8(5)

Table S 16: Anisotropic Displacement Parameters (x104) BODIPY 3. The anisotropic displacement factor exponent takes the form:
-272[h%a*?x U1+ ... +2hka* x b* x U12]

Atom U1 U2z Uss U23 Uz U1z
cl1 40.5(3) 36.2(3) 26.5(3) -12.9(2) -13.0(2) -8.5(3)
cl2 46.8(4) 34.5(3) 18.9(3) -2.8(2) 4.0(2) -20.4(3)
F1 25.7(7) 31.8(7) 23.6(6) -14.6(6) 0.4(5) -2.5(5)
F2 26.1(7) 22.0(6) 21.8(6) -1.2(5) -9.4(5) -0.1(5)
o1 27.0(9) 35.5(9) 15.8(8) 0.9(7) -3.7(6) -6.3(7)
02 25.3(9) 40(1) 20.0(8) 0.6(7) 0.3(6) -0.3(7)
N1 19.7(9) 19.1(9) 16.9(8) -5.6(7) -6.2(7) -0.7(7)
N2 20.4(9) 16.6(9) 15.0(8) -3.0(7) -2.0(7) -2.7(7)
c1 26.6(12) 21.9(11) 24.4(11) -8.5(9) -11.1(9) -1.4(9)
C2 30.2(13) 24.5(12) 30.9(12) -6.8(10) -8(1) -9.1(10)
C3 24.4(11) 19.4(11) 24.4(11) -2.3(9) -5.3(9) -6.3(9)
ca 18.5(10) 16.3(10) 17.4(10) -3.3(8) -4.7(8) -0.9(8)
C5 14.8(10) 16(1) 18.7(10) -4.9(8) -4.1(8) 1.5(8)
C6 14.8(10) 17.4(10) 16.1(10) -4.7(8) -2.2(8) 0.5(8)

c7 18.8(10) 23.6(11) 18.8(10) -7.4(8) -4.7(8) -3.0(8)



Atom Uwu U2z Uss Uzs Uiz Uz
C8 20.5(11) 23.1(11) 25.9(11) -6.8(9) -2.3(9) -6.9(9)
C9 22.6(11) 18.8(10) 17.1(10) -1.0(8) 0.6(8) -6.3(8)
c10 20.2(10) 12.8(9) 14.2(9) -2.4(7) -1.6(8) -4.5(8)
c11 18.6(10) 17.7(10) 20.5(10) -5.2(8) -5.2(8) -2.2(8)
c12 18.6(10) 17.8(10) 20.6(10) -5.4(8) 1.0(8) -5.4(8)
Cc13 24.0(11) 16.2(10) 16.4(10) -4.6(8) -2.0(8) -5.6(8)
Ccl4 20.7(11) 23.1(11) 17.3(10) -5.4(8) -5.8(8) -0.5(9)
C15 17.3(10) 23.4(11) 18.6(10) -6.4(8) -1.8(8) -3.2(8)
C16 26.0(12) 17.4(10) 18.5(10) -4.7(8) -3.3(9) -4.3(9)
B1 20.1(12) 19.8(12) 14.0(11) -4.5(9) -1.9(9) -1.1(9)
Cl1A 32.8(3) 33.7(3) 22.0(3) -3.2(2) -11.2(2) -2.0(2)
CI2A 28.5(3) 33.0(3) 21.0(3) -5.6(2) 4.6(2) -6.9(2)
F1A 32.3(7) 31.4(7) 23.4(6) -15.6(6) -5.4(5) -1.7(6)
F2A 29.9(7) 17.9(6) 22.9(6) -0.2(5) 0.3(5) -6.4(5)
O1A 27.4(9) 26.6(8) 16.9(7) 1.2(6) -3.5(6) -2.0(7)
02A 22.8(8) 29.6(8) 15.5(7) -4.7(6) -1.0(6) -3.4(6)
N1A 22.0(9) 15.6(9) 18.5(9) -3.7(7) -4.3(7) -3.2(7)
N2A 21.6(9) 18.1(9) 15.2(8) -4.1(7) 0.7(7) -5.8(7)
Cl1A 27.7(12) 19.2(11) 21.0(11) -3.6(9) -8.0(9) -3.9(9)
C2A 21.7(11) 22.7(11) 26.3(11) -3.8(9) -6.7(9) -2.5(9)
C3A 22.1(11) 19.1(11) 21.7(11) -2.9(8) -0.6(8) -4.8(8)
C4A 22.3(11) 14.9(10) 16.1(10) -3.5(8) -1.5(8) -3.6(8)
C5A 21.8(11) 12.5(9) 18.5(10) -6.2(8) -1.8(8) -3.1(8)
C6A 22.7(11) 15.2(10) 15.1(10) -3.6(8) -2.5(8) -4.0(8)
C7A 22.6(11) 22.3(11) 20.5(10) -5.6(9) -4.0(8) -4.6(9)
C8A 21.1(11) 29.9(12) 23.7(11) -7.7(9) -1.9(9) -5.4(9)
C9A 23.7(11) 21.8(11) 19.9(10) -7.4(9) 3.2(8) -6.3(9)
C10A 19.3(10) 19.7(10) 15.2(10) -4.5(8) -2.0(8) -6.1(8)
Cl1A 19.9(11) 15.7(10) 22.7(11) -4.6(8) -3.5(8) -1.5(8)
C12A 19.1(10) 19.9(11) 18.9(10) -6.8(8) 0.2(8) -4.3(8)
C13A 17.9(10) 19.2(10) 15(1) -3.0(8) -4.0(8) -5.1(8)
Cl4A 19.6(10) 16.5(10) 20(1) -3.8(8) -6.2(8) -2.7(8)
C15A 17.3(10) 18.9(10) 19.2(10) -6.5(8) -1.4(8) -2.0(8)
C16A 19.8(10) 19.8(11) 18.9(10) -5.8(8) -5.1(8) -5.8(8)
B1A 24.4(13) 17.2(11) 17.1(11) -5.3(9) -3.3(9) -2.8(9)



Table S 17: Bond Lengths in A for BODIPY 3.

Atom Atom Length/A
Cci1 C1 1.704(2)
cI2 c9 1.698(2)
F1 B1 1.373(2)
F2 B1 1.380(3)
o1 C16 1.304(3)
02 C1le6 1.233(3)
N1 c1 1.343(3)
N1 c4 1.400(2)
N1 B1 1.560(3)
N2 c6 1.396(2)
N2 C9 1.346(3)
N2 B1 1.561(3)
c1 c2 1.391(3)
c2 c3 1.378(3)
c3 Cc4 1.408(3)
c4 cs5 1.392(3)
cs5 Ccé 1.396(3)
cs5 C10 1.482(3)
Ccé c7 1.405(3)
c7 c8 1.379(3)
c8 Co 1.388(3)
C10 c11 1.393(3)
C10 c15 1.396(3)
c11 c12 1.375(3)
c12 c13 1.392(3)
C13 c14 1.393(3)
C13 C16 1.484(3)
cl4 C15 1.383(3)

Atom Atom Length/A
CI1A CIA 1.706(2)
Cl2A C9A 1.701(2)
F1A B1A 1.373(2)
F2A B1A 1.380(3)
O1A C16A 1.301(2)
02A C16A 1.240(2)
N1A C1A 1.341(3)
N1A C4A 1.396(3)
N1A B1A 1.561(3)
N2A C6A 1.398(2)
N2A C9A 1.341(3)
N2A B1A 1.564(3)
C1A C2A 1.395(3)
C2A C3A 1.376(3)
C3A C4A 1.408(3)
C4A C5A 1.395(3)
C5A C6A 1.395(3)
C5A C10A 1.485(3)
C6A C7A 1.409(3)
C7A C8A 1.376(3)
C8A C9A 1.399(3)
CI0A  Cl1A 1.403(3)
C10A C15A 1.393(3)
C11A C12A 1.380(3)
C12A C13A 1.389(3)
C13A  Cl4A 1.389(3)
C13A  C16A 1.482(3)
C14A  CI15A 1.384(3)



Table S 18: Bond Angles in ° for BODIPY 3.

Atom Atom Atom Angle/”

Ci1 N1 c4 105.92(17)
Ci N1 Bl 128.30(17)
C4 N1 Bl 125.78(16)
C6 N2 Bl 126.15(16)
C9 N2 C6 105.90(16)
C9 N2 Bl 127.76(17)
N1 C1 cli 122.02(16)
N1 Ci1 Cc2 111.80(18)
Cc2 C1 cli 126.17(17)
C3 Cc2 Ci 106.43(19)
Cc2 C3 C4 107.25(19)
N1 C4 C3 108.61(17)
C5 C4 N1 120.74(18)
C5 C4 C3 130.44(19)
C4 C5 C6 121.11(18)
ca Cc5 C10 118.61(17)
cé c5 C10 120.29(17)
N2 C6 c7 108.41(17)
C5 Ccé N2 120.44(17)
C5 Cé6 Cc7 131.07(18)
C8 Cc7 C6 107.73(18)
Cc7 Cc8 (04°] 105.97(18)
N2 C9 cl2 121.60(16)
N2 Co cs 111.97(18)
cs co cl2 126.42(16)
Cl1 C10 C5 119.11(17)
Cl1 C10 C15 119.59(18)
C15 C10 C5 121.24(17)
C12 Cl1 C10 120.35(19)
Cl1 C12 C13 120.00(18)
C12 C13 Cil4 119.99(18)
C12 C13 C16 117.22(18)
Cil4 C13 C16 122.58(19)
Cc15 C14 C13 119.83(19)

Atom Atom Atom Angle/”

Cil4 C15 C10 120.03(19)
o1 C16 C13 116.22(18)
02 C16 o1 123.22(19)
02 C16 C13 120.52(19)
F1 Bl F2 110.69(17)
F1 B1 N1 110.63(17)
F1 Bl N2 110.63(17)
F2 B1 N1 109.93(17)
F2 B1 N2 109.32(17)
N1 Bl N2 105.50(15)
C1A N1A C4A 106.09(17)
C1A N1A B1A 127.98(17)
C4A N1A B1A 125.85(17)
C6A N2A B1A 126.31(17)
C9A N2A C6A 106.21(17)
C9A N2A B1A 127.45(17)
N1A Ci1A CI1A 121.73(16)
N1A C1A C2A 112.08(18)
C2A C1A CI1A 126.19(17)
C3A C2A C1A 105.57(19)
C2A C3A C4A 108.07(18)
N1A C4A C3A 108.18(17)
C5A C4A N1A 121.16(18)
C5A C4A C3A 130.41(19)
C4A C5A C10A 119.18(18)
C6A C5A C4A 120.79(18)
C6A C5A C10A 119.96(18)
N2A C6A C7A 108.12(17)
C5A C6A N2A 120.48(18)
C5A C6A C7A 131.39(19)
C8A C7A C6A 108.05(19)
C7A C8A C9A 105.71(19)
N2A C9A CI2A 122.03(16)
N2A C9A C8A 111.90(18)



Atom Atom Atom Angle/”

C8A COA CI2A 126.06(17)
C11A C10A  C5A 120.52(18)
C15A C10A C5A 120.18(17)
C15A C10A C11A 119.29(18)
C12A C11A C10A 120.50(19)
C11A C12A C13A 119.78(18)
C12A C13A C14A 120.05(18)
C12A C13A C16A 120.01(18)
C14A  CI13A  Cl16A  119.90(18)
C15A C14A C13A 120.39(19)

Table S 19: Torsion Angles in ° for BODIPY 3.

Atom Atom Atom Angle/”

C14A CI5A  CI0A 119.91(18)
O1A C16A  C13A 115.46(18)
O2A C16A O1A 123.51(18)
O2A C16A C13A 121.01(18)
F1A B1A F2A 110.61(17)
F1A B1A N1A 110.14(17)
F1A B1A N2A 110.39(17)
F2A B1A N1A 110.41(17)
F2A B1A N2A 109.82(17)
N1A B1A N2A 105.34(16)

Atom Atom Atom Atom Angle/”
cil C1 C2 C3 178.68(17)
N1 c1 c2 c3 -0.1(3)
N1 ca cs cé -0.6(3)
N1 ca c5 C10 179.67(17)
N2 Ccé6 c7 c8 0.02)
c1 N1 c4 C3 -0.1(2)
c1 N1 ca c5 -175.24(18)
c1 N1 B1 F1 54.1(3)
c1 N1 B1 F2 -68.4(3)
c1 N1 B1 N2 173.82(18)
c1 c2 c3 c4 0.0(2)
c2 c3 c4 N1 0.0(2)
Cc2 C3 C4 C5 174.6(2)
C3 C4 C5 C6 -174.6(2)
C3 C4 c5 c10 5.7(3)
C4 N1 C1 Cl1 -178.72(15)
ca N1 c1 c2 0.1(2)
C4 N1 Bl F1 -125.92(19)
C4 N1 Bl F2 111.5(2)
c4 N1 B1 N2 -6.2(3)
c4 c5 Ccé N2 -0.9(3)
c4 c5 cé c7 177.4(2)



Atom Atom Atom Atom Angle/”
C4 C5 C10 C11 57.5(3)
ca c5 C10 c15 -119.9(2)
C5 C6 C7 Cc8 176.9(2)
C5 C10 Cl1 C12 -174.68(18)
C5 C10 C15 Cil4 173.15(18)
C6 N2 C9 Cl2 178.72(15)
Cé N2 c9 cs -0.6(2)
C6 N2 Bl F1 124.4(2)
C6 N2 Bl F2 -113.5(2)
Cc6 N2 B1 N1 4.7(3)
C6 C5 C10 c11 -122.2(2)
Cc6 Cc5 C10 c15 60.4(3)
C6 c7 cs C9 -0.3(2)
Cc7 Cc8 C9 Cl2 -178.69(17)
c7 cs c9 N2 0.6(2)
C9 N2 C6 C5 -176.94(18)
c9 N2 cé c7 0.3(2)
c9 N2 B1 F1 -61.4(3)
c9 N2 B1 F2 60.7(3)
co N2 B1 N1 178.92(18)
C10 C5 C6 N2 178.83(17)
c10 Cc5 Cc6 c7 2.2(3)
C10 c11 c12 C13 1.5(3)
c11 C10 c15 c14 -4.2(3)
c11 c12 c13 c14 -4.3(3)
c11 c12 C13 C16 170.55(18)
c12 c13 C14 C15 2.9(3)
c12 c13 C16 o1 -175.96(18)
c12 c13 c16 02 1.9(3)
c13 cl4 c15 C10 1.4(3)
Cl4 c13 C16 o1 -1.2(3)
Cl4 c13 C16 02 176.6(2)
C15 C10 c11 c12 2.7(3)
C16 C13 c14 C15 -171.75(19)
B1 N1 c1 cl1 1.2(3)



Atom Atom Atom Atom Angle/”
Bl NI C1 C2 ~179.97(19)
B1 N1 c4 c3 179.97(18)
Bl N1 c4 c5 4.8(3)
Bl N2 Cé c5 -1.7(3)
Bl N2 C6 C7 175.59(18)
Bl N2 c9 cl2 3.6(3)
Bl N2 C9 Cc8 -175.70(19)
CI1A C1A C2A C3A -179.54(16)
N1A C1A C2A C3A 0.2(2)
N1A C4A C5A C6A 0.4(3)
N1A C4A C5HA C10A 177.38(17)
N2A C6A C7A C8A 0.6(2)
C1A N1A C4A C3A -0.7(2)
C1A N1A C4A C5A -175.51(18)
C1A N1A B1A F1A 54.6(3)
C1A N1A B1A F2A -67.8(3)
C1A N1A B1A N2A 173.69(18)
C1A C2A C3A C4A -0.6(2)
C2A C3A C4A N1A 0.9(2)
C2A C3A C4A C5A 175.0(2)
C3A C4A C5A C6A -173.1(2)
C3A C4A C5A C10A 3.9(3)
C4A N1A C1A Cl1A -179.92(15)
C4A N1A C1A C2A 0.3(2)
C4A N1A B1A F1A -121.9(2)
C4A N1A B1A F2A 115.7(2)
C4A N1A B1A N2A -2.8(2)
C4A C5A C6A N2A -0.6(3)
C4A C5A C6A C7A -179.4(2)
C4A C5A C10A  CllA 50.8(3)
C4A C5A CI0A  CI5A  -127.8(2)
C5A C6A C7A C8A 179.5(2)
C5A C10A C1l1A  CI12A -176.24(18)
C5A C10A C15A  Cl14A 178.27(18)
C6A N2A C9A Cl2A 179.15(15)



Atom Atom Atom Atom Angle/”
C6A NZA COA C8A 0.202)
C6A N2A B1A F1A 121.5(2)
C6A N2A B1A F2A -116.3(2)
C6A N2A B1A N1A 2.6(3)
C6A C5A C10A C11A -132.2(2)
C6A C5A C10A C15A 49.2(3)
C6A C7A C8A COA -0.7(2)
C7A C8A CO9A CI2A -178.74(16)
C7A C8A C9A N2A 0.6(2)
C9A N2A C6A C5A -179.29(18)
COA N2A C6A C7A -0.3(2)
C9A N2A B1A F1A -60.8(3)
C9A N2A B1A F2A 61.4(3)
C9A N2A B1A N1A -179.66(18)
C10A C5A C6A N2A -177.58(17)
C10A C5A C6A C7A 3.7(3)
C10A C11A C12A C13A -1.8(3)
C11A C10A C15A C14A -0.4(3)
C11A C12A C13A C14A -0.8(3)
C11A C12A C13A C16A 176.79(18)
C12A C13A C14A C15A 2.8(3)
C12A C13A C16A O1A 159.84(18)
C12A  CI13A  Cl6A  O2A -22.0(3)
C13A C14A C15A C10A -2.2(3)
C14A  CI13A  Cl6A  O1lA -22.6(3)
C14A  CI13A  Cl6A  O2A 155.58(19)
CI5A  C10A  Cl11A  Cl12A 2.4(3)
C16A C13A C14A C15A -174.77(18)
B1A N1A C1A CI1A 3.0(3)
B1A N1A C1A C2A -176.72(19)
B1A N1A C4A C3A 176.42(18)
B1A N1A C4A C5A 1.6(3)
B1A N2A C6A C5A -1.2(3)
B1A N2A C6A C7A 177.88(18)
B1A N2A C9A Cl2A 1.03)



Atom Atom Atom Atom Angle/”

B1A N2A COA C8A -178.31(19)

Table S20: Hydrogen Fractional Atomic Coordinates (x104) and EquivalentIsotropic Displacement Parameters (A2x103)for
BODIPY 3. Ueq is defined as 1/3 of the trace of the orthogonalised Uj.

Atom X y z Ueq
H1 1858.45 12340.5 -2071.86 42
H2 3855.14 11401.53 4136.03 33
H3 3269.49 10991.22 2672.23 28
H7 1.67 7647.35 2951.57 24
H8 -1074.33 6168.65 4559.51 28
H11 3701.23 8869.21 2000.98 23
H12 4058.08 9647.31 219.56 23
H14 263.02 11091.99 280.66 25
H15 -106.95 10230.74 2067.01 24
H1A 5832.66 8221.63 2789.27 39
H2A 9055.18 2995.43 9139.94 29
H3A 7956.85 4070.49 7610.95 27
H7A 2658.27 5189.65 7591.22 26
H8A 899.73 4729.12 9117.16 30
H11A 6758.3 3425.95 6617.35 24
H12A 7276.43 4501.65 4873.11 23
H14A 4674.16 7657.83 5245.22 22
H15A 4237.06 6634.57 7008.98 23

Table S 21: Hydrogen Bond information for BODIPY 3.

D H A d(D-H)/A d(H-A)/A d(D-A)/A D-H-A/deg
o1 H1 02A! 0.84 1.84 2.676(2) 175.7
O1A H1A 02! 0.84 1.75 2.589(2) 177.8

11-x,2-y,-z



BODI-Au-7

Submitted by: Jacques Pliquett
Solved by: Yoann Rousselin

Sample ID: 15JPL223

Crystal Data and Experimental

Experimental. Single clear light orange prism-shaped
crystals of (BODI-Au-7) were recrystallised from a
mixture of DCM and hexane by slow evaporation. A
suitable crystal (0.39x0.25x0.18) mm?3was selected and
mounted on a MITIGEN holder oil on a Nonius Kappa
Apex |l diffractometer. The crystal was kept at T =
115(1) K during data collection. Using Olex2
(Dolomanov et al., 2009), the structure was solved with
the ShelXT (Sheldrick, 2015) structure solution program,
using the Direct Methods solution method. The model
was refined with version 2018/1 of ShelXL (Sheldrick,
2015) using Least Squares minimisation.

Crystal Data. C30H26AUBC|4F2N3P, M, = 847.08,
monoclinic, P2:/c (No. 14), a = 13.9927(4) A, b =
29.9994(8) A, ¢ = 15.2788(5) A, = 95.500(2)", = y=
907, V= 6384.1(3) A3, T = 115(1)K, Z= 8, Z'= 2,
1#(MoK,) = 5.031, 113257 reflections measured, 14774
unigue (Rt = 0.0503) which were wused in all
calculations. The final wR2 was 0.0542 (all data) and R;
was 0.0252 (I > 2(1)).

Report created with ReportPlus

Table S22: X-ray structure dataof BODI-AU-7.

Compound
CCDC
Formula

Dcac/ g cm3
Mmm-t
Formula Weight
Colour

Shape
Size/mm3

TIK

Crystal System
Space Group
a/A

b/A

c/A

aol

Y’

"

VIA3

A

7
Wavelength/A
Radiation type
@min/c

@maxlo
Measured Refl.
Independent Refl.
Reflections Used
Rint
Parameters
Restraints
Largest Peak
Deepest Hole
GooF

WR: (all data)
WRz

R: (all data)

R1

BODI-Au-7
1825951
C3oH26AUBClaF2N3
P

1.763
5.031
847.08
clear light orange
prism
0.39x0.25x0.18
115(1)
monoclinic
P2i/c
13.9927(4)
29.9994(8)
15.2788(5)
90
95.500(2)
90
6384.1(3)

8

2

0.71073
MoK,
2.438
27.617
113257
14774
12297
0.0503

774

38

1.312
-0.877
1.031
0.0542
0.0489
0.0396
0.0252

117



Table S 23: BODI-AU-7 structure Quality Indicators.

Reflections: /o ) complete 1 00%
Refinement: Gook 1.031

A clear light orange prism-shaped crystal with dimensions 0.39x0.25x0.18 mm? was mounted on a
MITIGEN holder oil. X-ray diffraction data were collected using a Nonius Kappa Apex Il diffractometer
equipped with a Oxford Cryosystems low-temperature device, operating at T = 115(1) K. Data were
measured using ¢ and o scans of 0.6 per frame for 7s using MoK, radiation (X-ray tube, 50 kV, 32
mA). The total number of runs and images was based on the strategy calculation from the program
APEX3 (Bruker, 2015).The maximum resolution achieved was @ = 27.617". Cell parameters were
retrieved using the SAINT (Bruker, V8.34A, after 2013) software and refined using SAINT (Bruker,
V8.34A, after 2013) on 9812 reflections, 9 % of the observed reflections. Data reduction was
performed using the SAINT (Bruker, V8.34A, after 2013) software which corrects for Lorentz
polarisation. The final completeness is 99.90 % out to 27.617 " in @. A multi-scan absorption correction
was performed using SADABS-2014/5 (Bruker, 2014) was used for absorption correction. wR(int)
was 0.1361 before and 0.0534 after correction. The Ratio of minimum to maximum transmission is
0.6090. The A/2 correction factor is 0.00150. The absorption coefficient x of this material is 5.031 mm-
1 at this wavelength (4 = 0.71073A) and the minimum and maximum transmissions are 0.4541 and
0.7456. The structure was solved in the space group P21/c (# 14) by Direct Methods using the ShelXT
(Sheldrick, 2015) structure solution program and refined by Least Squares using version 2018/1 of
ShelXL (Sheldrick, 2015). All non-hydrogen atoms were refined anisotropically, excepted minor
disordered part. Hydrogen atom positions were calculated geometrically and refined using the riding
model. Two DCM molecules and one phenyl group from main complex were found disordered over
three or two positions respectively. Some SHELXL restraints (RIGU) were employed to maintain a
reasonable model. For DCM molecules some rigid groups were employed with AFIX 6. For more detail,
see res file incluse in cif file. SADABS-2014/5 (Bruker,2014) was used for absorption correction.
WR(int) was 0.1361 before and 0.0534 after correction. The Ratio of minimum to maximum
transmission is 0.6090. The A/2 correction factor is 0.00150. The value of Z'is 2. This means that there
are two independent molecules in the asymmetric unit.



Figure S129: ORTEP view of BODI-Au-7. Thermal ellipsoids are draw at 50% probability plot. H-atoms on carbon atoms,

disordered phenyl group and solvent are omitted for clarity.
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Figure S 130: Data Plots: Diffraction Data of BODI-Au-7 structure.




Fobs vs Fcalc Normal Probability Plot

Figure S 131: Data Plots: refinement and Data of BODI-Au-7 structure.

Table S 24: reflection statistics of BODI-Au-7 structure.

Total reflections (after 114708 Unique reflections 14774
filtering)
Completeness 0.996 Mean I/ o 22.91
hklmax collected (18, 39, 19) hklmin collected (-18, -38, -18)
hkImax used (18, 39, 19) hkImin used (-18, 0, 0)
Lim dmax collected 100.0 Lim dmin collected 0.36
dmax used 15.21 dmin used 0.77
Friedel pairs 24662 Friedel pairs merged 1
Inconsistent equivalents 0 Rint 0.0503
Rsigma 0.0323 Intensity transformed 0
Omitted reflections 0 Omitted by user (OMIT hkl) 103
Multiplicity (19232, 17510, 10918, 5008, Maximum multiplicity 19

1372, 135)
Removed systematic 1348 Filtered off (Shel/OMIT) 0
absences

Table S 25: Fractional Atomic Coordinates (x10%) and Equivalent Isotropic Displacement Parameters (A2x103) for BODI-Au-7. Ugq
is defined as 1/3 of the trace of the orthogonalised U;.

Atom X y z Ueq
Aul 5318.7(2) 7043.3(2) 25458(2)  16.41(3)
Au2 6839.6(2) 7623.6(2) 3680.5(2)  18.48(3)
cl1 3519.7(7) 4493.2(3) 7380.4(6)  29.94(19)
cl2 7079.7(7) 6942.9(3) 4362.0(6)  34.1(2)
i3 6270.9(6) 7213.1(3) 1448.9(5)  24.13(17)
cla 1087.5(8) 9766.2(3) 452.2(7)  44.6(3)
P1 4221.9(6) 6914.0(3) 3484.8(5)  16.59(16)
P2 6720.8(6) 8309.6(3) 3111.1(5)  15.51(16)
F1 4196.7(14) 5056.8(6) 5869.6(12)  23.9(4)
F2 4471.7(14) 5554.1(6) 6985.8(12)  24.7(4)
F3 2258.1(16) 9108.9(7) 1695.6(12)  33.1(5)

F4 2947.4(14) 9104.9(6) 409.3(13)  27.8(4)



Atom X y z Ueq

N1 5251(2) 4839.4(8) 7153.1(16)  19.1(6)
N2 5755(2) 5391.0(8) 6098.3(17)  18.9(6)
N3 4933(2) 5807.1(9) 49715(17)  21.7(6)
N4 1291(2) 8884.8(10) 373.8(17)  23.7(6)
N5 2571.5(18) 8405.4(8) 1046.7(16)  17.3(5)
N6 3991.4(19) 8525.8(9) 1964.6(17)  19.4(6)
c1 4744(3) 4535.6(10) 7581(2) 22.4(7)
c2 5338(3) 4277.7(11) 8140(2) 27.6(8)
c3 6267(3) 4430.0(11) 8065(2) 25.0(7)
ca 6210(2) 4777.3(10) 7455(2) 19.6(7)
Cc5 6952(2) 5034.8(10) 7111(2) 19.5(7)
Cc6 7958(3) 4969.2(10) 7481(2) 23.7(7)
c7 8203(3) 4990.9(11) 8388(2) 27.7(8)
cs 9146(3) 4927.9(13) 8736(3) 35.5(9)
c9 9852(3) 4842.8(13) 8186(3) 39.8(10)
C10 9620(3) 4821.4(12) 7292(3) 38(1)
c11 8680(3) 4881.8(12) 6940(3) 31.6(8)
C12 6717(2) 5331.1(10) 6442(2) 20.8(7)
c13 7290(3) 5616.6(11) 5949(2) 23.3(7)
c14 6708(3) 5827.4(11) 5322(2) 23.5(7)
ci5 5744(3) 5682.7(10) 5426(2) 20.2(7)
C16 4873(3) 6102.7(10) 4208(2) 21.1(7)
c17 4578(3) 6574.5(10) 4447.1(19)  19.9(7)
c18 3843(2) 7437.7(10) 3942(2) 18.6(7)
C19 4482(3) 7664.1(10) 4542(2) 21.4(7)
C20 4243(3) 8081.9(11) 4852(2) 26.1(8)
cz21 3369(3) 8271.9(11) 4560(2) 28.5(8)
c22 2733(3) 8049.3(12) 3966(2) 30.5(8)
c23 2966(3) 7631.7(11) 3654(2) 24.1(7)
C24 3147(2) 6656.8(10) 2953(2) 18.0(6)
c25 2469(3) 6459.2(12) 3439(2) 31.1(8)
C26 1644(3) 6275.7(13) 3018(2) 34.2(9)
c27 1474(3) 6293.3(11) 2123(2) 27.2(8)
c28 2141(3) 6484.3(11) 1628(2) 26.2(8)
C29 2978(2) 6660.9(10) 2042(2) 21.6(7)

C30 7789(2) 8468.4(10) 2602(2) 17.9(6)



Atom X y z Ueq
C3l 8069(3) 8203.4(11) 1919(2) 24.8(7)
C32 8897(3) 8306.9(12) 1538(2) 30.1(8)
C33 9450(3) 8669.4(12) 1835(2) 30.7(8)
C34 9171(3) 8934.5(12) 2502(2) 27.2(8)
C35 8338(2) 8835.5(11) 2884(2) 21.2(7)
C36 6557(2) 8731(1) 3933(2) 17.2(6)
C37 6771(3) 8629.9(12) 4814(2) 32.6(9)
C38 6655(4) 8949.5(13) 5446(2) 46.1(12)
C39 6321(3) 9369.9(12) 5208(2) 36.4(9)
C40 6106(3) 9473.2(11) 4337(2) 25.2(7)
ca1 6218(2) 9155.7(10) 3703(2) 22.4(7)
c42 5750(2) 8405.6(10) 2243.1(19)  17.4(6)
C43 4768(2) 8369.5(11) 2596(2) 20.1(7)
C44 3378(2) 8257.4(10) 1518.4(19)  17.9(6)
C45 3435(2) 7781.1(11) 1432(2) 22.4(7)
C46 2645(3) 7651.9(12) 912(2) 26.8(8)
ca7 2079(2) 8035.0(11) 674(2) 23.0(7)
c48 1210(3) 8079.6(13) 197(2) 29.6(8)
C49 793(2) 8508.0(13) 54(2) 28.0(8)
C50 -99(3) 8643.1(16) -340(2) 38.4(10)
C51 -150(3) 9103.1(16) 271(2) 41.7(11)
C52 708(3) 9239.7(13) 165(2) 33.0(9)
C53 749(3) 7712.6(13) -260(3) 35.8(13)
C58 498(4) 7712.0(14)  -1163(3) 46.3(16)
C57 89(4) 7334.3(17)  -1571(2) 59(2)
C56 -70(4) 6957.3(14) -1076(3) 56(2)
C55 180(4) 6957.8(13) -174(3) 48.2(17)
C54 590(3) 7335.5(15) 234(2) 38.9(14)
C53A 584(6) 7635(2) -17(4) 31(3)
C58A 286(6) 7548(2) -895(4) 39(3)
C57A -207(6) 7157(3) -1127(4) 53(4)
C56A -401(6) 6853(2) -482(6) 63(4)
C55A -103(6) 6939(2) 395(5) 51(3)
C54A 389(6) 7330(2) 628(4) 35(3)
Bl 4873(3) 5209.4(11) 6512(2) 19.0(8)
B2 2279(3) 8897.3(13) 895(2) 21.3(8)



Atom X y z Ueq
CIiD 3648.6(19) 5557.5(11) 8950(2) 39.3(9)
Cl2D 1634.2(19) 5736.1(13) 9214(3) 51.2(9)
C1D 2437(2) 5441(3) 8610(5) 38(3)
CI1F 3569(3) 5527.4(17) 9393(4) 54.4(9)
CI2F 1574(3) 5784.0(18) 8863(4) 54.4(9)
C1F 2627(7) 5536(9) 8543(6) 54.4(9)
CI1A 8893.8(18) 6957.6(7) 1583(2) 59.9(7)
CI2A 8752(2) 6096.2(6) 2469.8(18)  35.9(6)
C1A 8370(6) 6655.2(11) 2401(5) 45(2)
clic 8611(11) 6116(3) 2677(9) 54.4(9)
cl2c 8932(6) 7036(3) 2126(8) 54.4(9)
cic 8106(11) 6647(5) 2480(30) 54.4(9)
CI1E 1259(4) 3923.4(11) 7838(3) 44.0(16)
CI2E 1251(3) 2964.9(10) 7457(3) 42.8(9)
C1E 1912(6) 3464.5(19) 7492(15) 47(5)
Cl1B 6182(3) 4447 6(15) 853(4) 31.1(11)
Cl2B 8217(3) 4385.0(17) 553(3) 51.1(12)
C1B 7369(3) 4382(8) 1332(3) 60(5)

Table S 26: Anisotropic Displacement Parameters (x104) BODI-Au-7. The anisotropic displacementfactorexponenttakesthe
form: -272[h%a*? x U1+ ... +2hka* x b* x U12]

Atom Uns Uz Uss Uz Uss Ur
Aul 20.80(6) 14.74(6) 13.65(6) 1.09(4) 1.54(4) 1.22(5)
Au2 22.54(7) 14.36(6) 18.08(6) 2.72(4) -0.44(5) 0.22(5)
ci 33.0(5) 31.7(5) 25.7(4) 5.8(3) 5.9(4) -4.2(4)
cI2 45.4(6) 18.5(4) 36.7(5) 10.7(3) -5.3(4) 0.6(4)
Cl3 25.4(4) 30.1(4) 17.6(4) -0.8(3) 6.2(3) -1.2(4)
Cl4 53.5(7) 38.9(5) 41.0(6) 10.1(4) 2.3(5) 25.6(5)
P1 23.7(4) 13.2(4) 12.8(4) 1.7(3) 1.4(3) -0.2(3)
P2 16.1(4) 15.8(4) 14.4(4) 1.6(3) 0.8(3) 0.2(3)
F1 32.8(11) 20.1(9) 18.0(9) 1.7(7) -2.0(8) -5.0(8)
F2 36.5(12) 16.2(9) 21.9(10) -2.0(7) 5.3(8) 5.3(8)
F3 45.4(13) 31.7(11) 20.9(10) -5.7(8) -3.9(9) 18.1(10)
F4 27.8(11) 22.7(10) 33.0(11) 6.2(8) 3.6(9) 2.7(9)
N1 28.7(16) 13.9(12) 14.8(13) -0.3(10) 3.7(11) -0.1(12)
N2 28.3(16) 12.9(12) 15.4(13) 1.7(10) 1.0(11) 0.9(11)



Atom U1 U2 Uss U2s Uiz U1

N3 30.0(16) 17.5(13) 17.9(14) 6.7(11) 3.9(12) 2.9(12)
N4 20.4(15) 35.0(16) 15.5(13) 4.4(12) 1.6(11) 10.3(13)
N5 15.9(14) 19.8(13) 16.1(13) 1.4(10) 1.3(10) 2.6(11)
N6 17.9(14) 16.2(13) 23.3(14) 4.7(11) -2.0(11) -0.7(11)
c1 31.3(19) 18.2(16) 18.4(16) 0.1(12) 5.6(14) -1.0(14)
c2 42(2) 20.4(17) 21.3(17) 6.1(13) 4.9(16) -0.5(16)
c3 36(2) 19.5(16) 19.7(17) 3.3(13) 1.3(15) 4.9(15)
ca 29.4(19) 12.8(14) 16.6(15) -3.5(12) 1.4(13) 1.4(13)
Cc5 28.8(19) 13.4(14) 16.3(15) -2.5(12) 2.0(13) 3.5(13)
Ccé 28.8(19) 15.5(15) 26.6(18) 1.5(13) 1.0(15) 1.0(14)
c7 32(2) 22.0(17) 28.2(19) 0.7(14) -0.2(15) 3.8(15)
cs 36(2) 33(2) 35(2) 0.0(16) -8.9(17) 2.6(18)
c9 30(2) 28(2) 60(3) 3.0(19) -3(2) 4.8(17)
C10 35(2) 27(2) 54(3) 3.3(18) 15(2) 8.6(17)
c11 39(2) 24.3(18) 32(2) 3.6(15) 6.3(17) 6.6(17)
C12 29.2(19) 16.5(15) 16.3(15) -3.1(12) 0.7(13) 0.5(14)
c13 28.3(19) 21.2(16) 20.8(17) -0.4(13) 5.2(14) -0.3(14)
c14 34(2) 18.5(16) 19.0(16) 1.1(13) 5.0(14) -2.9(15)
C15 34(2) 10.8(14) 15.9(15) -1.9(11) 3.0(14) 3.3(14)
C16 32.8(19) 16.7(15) 14.3(15) 3.3(12) 4.3(13) 4.7(14)
c17 30.8(19) 16.7(15) 12.4(15) 2.9(12) 2.4(13) -0.5(14)
c18 28.4(18) 13.7(14) 14.7(15) 2.7(11) 6.6(13) -1.4(13)
C19 26.8(18) 19.8(16) 18.0(16) 3.7(12) 4.6(13) -1.3(14)
C20 42(2) 17.7(16) 19.8(17) -1.4(13) 8.4(15) -3.7(15)
c21 45(2) 15.2(16) 27.6(19) 1.6(14) 14.8(17) 3.4(16)
c22 37(2) 26.3(18) 29.3(19) 5.3(15) 7.3(16) 9.1(16)
c23 29.7(19) 20.9(16) 21.7(17) 1.2(13) 1.8(14) -0.3(15)
c24 22.5(17) 13.0(14) 18.4(15) 1.1(12) 1.1(13) -0.5(13)
c25 39(2) 37(2) 18.2(17) -0.1(15) 7.8(15) -9.4(18)
C26 37(2) 37(2) 31(2) -1.6(16) 13.6(17) -14.7(18)
c27 24.2(19) 23.6(17) 34(2) -5.5(15) 1.3(15) -4.3(15)
c28 32(2) 24.9(17) 20.2(17) -2.8(13) -3.4(14) -3.6(15)
C29 28.2(19) 17.9(16) 19.0(16) 2.1(12) 3.4(14) -3.4(14)
C30 20.3(17) 18.4(15) 15.3(15) 6.5(12) 3.0(12) 4.9(13)
c31 26.9(19) 23.8(17) 24.0(17) 1.2(14) 4.0(14) -1.7(15)

C32 35(2) 33(2) 24.3(18) -2.1(15) 10.4(16) 2.3(17)



Atom Uwu Uz Uss Uzs Uis U
C33 24.9(19) 38(2) 312) 7.0(16) 10.0(16) 1.5(16)
C34 24.8(19) 26.4(18) 30.7(19) 4.3(15) 4.0(15) -7.0(15)
C35 22.1(17) 19.8(16) 21.9(17) 1.3(13) 3.6(13) 2.9(14)
C36 16.3(16) 19.6(15) 16.6(15) 0.4(12) 6.2(12) -1.8(13)
C37 55(3) 21.8(17) 20.9(18) 1.6(14) 0.4(17) 7.1(17)
C38 89(4) 32(2) 17.2(18) 0.3(15) 3(2) 8(2)
C39 59(3) 26.3(19) 24.9(19) -5.9(15) 11.6(18) -0.1(19)
C40 32(2) 15.3(16) 29.0(19) 1.1(13) 8.5(15) 1.2(14)
ca1 28.8(19) 18.6(16) 19.9(16) 3.4(13) 3.4(14) 1.0(14)
c42 18.9(16) 17.8(15) 14.9(15) 3.2(12) -1.0(12) -1.4(13)
c43 18.5(17) 22.1(16) 19.2(16) 5.8(13) -0.2(13) 0.6(13)
Ca4 20.6(17) 18.4(15) 14.6(15) 2.8(12) 1.5(12) 1.0(13)
c45 27.4(19) 19.0(16) 20.2(16) 0.8(13) -0.8(14) 2.6(14)
C46 32(2) 25.1(18) 22.2(17) -6.7(14) -2.3(15) 4.0(16)
ca7 22.4(18) 28.0(18) 17.8(16) -7.1(13) -1.7(13) 1.0(14)
c48 26(2) 40(2) 22.3(18) -8.2(15) -2.7(15) 1.5(16)
c49 19.9(18) 50(2) 14.1(16) -1.0(15) -1.1(13) 4.7(17)
C50 23(2) 72(3) 19.4(18) 4.1(18) -3.4(15) 8(2)
c51 32(2) 65(3) 27(2) 14.2(19) -0.2(17) 23(2)
C52 31(2) 45(2) 23.4(18) 9.9(16) 4.8(16) 17.8(18)
c53 15(3) 53.5(19) 38.6(18) -20.0(14) 1.2(16) -13.7(17)
C58 40(4) 58(2) 39.3(18) -19.1(15) -3.2(17) -23(2)
C57 70(5) 63(2) 43.1(19) -18.9(14) -8.2(16) -34(3)
C56 61(5) 61(2) 44.1(19) -19.7(14) -6.8(19) -32(2)
C55 42(4) 57.4(19) 43.5(19) -19.9(15) -3.3(18) -24.1(19)
C54 22(3) 54(2) 39.6(19) -19.7(13) 0.2(15) -16.7(18)
B1 30(2) 13.2(16) 13.9(17) -0.1(13) 1.7(15) -0.5(15)
B2 22(2) 25.4(19) 17.0(17) 1.2(14) 1.8(15) 10.1(16)
Cl1A 55.1(15) 62.3(15) 65.8(18) 6.5(12) 24.1(12) 2.7(11)
Cl2A 33.5(14) 46.6(12) 27.2(17) -0.3(10) 0.9(11) 13.1(8)
C1A 33(5) 53(5) 50(5) 6(4) 13(4) 24(5)
Table S 27: Bond Lengths in A for BODI-Au-7.

Atom Atom Length/A Atom Length/A

Aul AUZ 3.13975(19) ci3 2.2961(9)



Atom Atom Length/A
Aul P1 2.2330(3)
Au2 cl2 2.3021(8)
Au2 P2 2.2344(8)
cil c1 1.716(4)
Cl4 C52 1.710(4)
P1 c17 1.818(3)
P1 c18 1.819(3)
P1 C24 1.813(3)
P2 C30 1.813(3)
P2 C36 1.812(3)
P2 ca2 1.828(3)
F1 B1 1.374(4)
F2 B1 1.410(4)
F3 B2 1.380(4)
F4 B2 1.396(4)
N1 c1 1.360(4)
N1 ca 1.389(4)
N1 B1 1.540(4)
N2 c12 1.408(4)
N2 c15 1.348(4)
N2 B1 1.539(5)
N3 c15 1.325(4)
N3 C16 1.461(4)
N4 C49 1.392(5)
N4 C52 1.361(4)
N4 B2 1.528(5)
N5 C44 1.354(4)
N5 ca7 1.400(4)
N5 B2 1.543(4)
N6 c43 1.460(4)
NG Cc44 1.318(4)
c1 c2 1.372(5)
c2 c3 1.393(5)
c3 c4 1.395(4)
ca c5 1.433(5)
cs C6 1.479(5)

Atom Atom Length/A
c5 C12 1.371(4)
cé c7 1.397(5)
c6 c11 1.389(5)
c7 cs 1.387(5)
cs c9 1.381(6)
c9 C10 1.376(6)
C10 c11 1.384(6)
c12 C13 1.436(5)
C13 C14 1.353(5)
C14 C15 1.441(5)
C16 c17 1.528(4)
c18 C19 1.393(5)
C18 Cc23 1.392(5)
C19 c20 1.392(4)
c20 c21 1.383(5)
c21 c22 1.381(5)
c22 c23 1.390(5)
C24 C25 1.392(5)
c24 C29 1.389(4)
C25 C26 1.380(5)
C26 c27 1.367(5)
c27 c28 1.381(5)
C28 C29 1.383(5)
C30 c31 1.397(4)
C30 c35 1.388(5)
c31 c32 1.381(5)
c32 C33 1.385(5)
C33 C34 1.379(5)
C34 c35 1.384(5)
C36 c37 1.384(4)
C36 ca1 1.393(4)
c37 c38 1.381(5)
C38 C39 1.382(5)
C39 C40 1.371(5)
C40 C41 1.379(4)
Cc42 c43 1.527(4)



Atom Atom Length/A
C44 C45 1.438(4)
C45 C46 1.355(5)
C46 ca7 1.423(5)
ca7 c48 1.363(5)
c48 C49 1.419(5)
c48 C53 1.425(4)
c48 C53A 1.612(6)
c49 C50 1.393(5)
C50 c51 1.386(6)
c51 C52 1.378(6)
C53 C58 1.3900
C53 C54 1.3900
C58 C57 1.3900
C57 C56 1.3900
C56 C55 1.3900
C55 C54 1.3900
C53A C58A 1.3900

Table S 28: Bond Angles in ° for BODI-Au-7.

Atom Atom Atom Angle/”
CI3 Aul Au2 82.53(2)
P1 Aul Au2 102.29(2)
P1 Aul ok 171.97(3)
cl2 Au2 Aul 79.62(2)
p2 Au2 Aul 105.93(2)
P2 Au2 CI2 174.45(3)
C17 P1 Aul 117.70(12)
c17 P1 C18 103.91(14)
C18 P1 Aul 109.88(10)
c24 P1 Aul 112.21(10)
C24 P1 c17 106.00(15)
c24 P1 C18 106.27(15)
C30 P2 Au2 112.06(10)

Atom Atom Length/A

C53A C54A 1.3900

C58A C57A 1.3900

C57A C56A 1.3900

C56A C55A 1.3900

C55A C54A 1.3900

CliD CiD 1.7598

CI2D CiD 1.7604

CI1F C1F 1.7598

CI2F C1F 1.7599

CI1A C1A 1.7599

CI2A C1A 1.7601

clic CcicC 1.7578

cl2c cicC 1.7606

CI1E C1E 1.7614

CI2E C1E 1.7596

Cl1B CiB 1.7608

CI2B CiB 1.7595
Atom Atom Atom Angle/”
C30 P2 C42 103.48(14)
C36 P2 Au2 112.47(10)
C36 P2 C30 106.17(14)
C36 P2 C42 104.96(15)
C42 P2 Au2 116.74(10)
C1 N1 C4 106.4(3)
c1 N1 B1 128.7(3)
ca N1 B1 124.7(3)
c12 N2 B1 125.2(3)
c15 N2 c12 108.0(3)
c15 N2 B1 126.2(3)
C15 N3 C16 124.8(3)
C49 N4 B2 126.9(3)



Atom Atom Atom Angle/” Atom Atom Atom Angle/”

C52 N4 C49 106.5(3) C19 Cis P1 118.8(3)
C52 N4 B2 126.5(3) c23 cis P1 121.3(2)
ca4 N5 ca7 108.0(3) c23 c1s C19 119.6(3)
ca4 N5 B2 126.1(3) C20 C19 ci8 120.2(3)
ca7 N5 B2 125.8(3) c21 C20 C19 119.7(3)
ca4 N6 c43 123.5(3) c22 c21 C20 120.4(3)
N1 c1 ci 121.4(2) c21 c22 c23 120.2(3)
N1 c1 c2 111.4(3) c22 c23 cis 119.8(3)
c2 c1 ci 127.2(3) c25 C24 P1 121.4(2)
c1 c2 c3 106.1(3) c29 C24 P1 119.9(2)
c2 c3 ca 107.8(3) C29 C24 c25 118.7(3)
N1 ca c3 108.2(3) C26 c25 C24 120.1(3)
N1 ca c5 121.1(3) c27 C26 c25 120.6(3)
c3 ca c5 130.5(3) C26 c27 c28 120.1(3)
c4 c5 c6 119.0(3) c27 c28 C29 119.8(3)
C12 Cc5 c4 119.5(3) c28 C29 C24 120.6(3)
C12 c5 c6 121.5(3) c31 C30 P2 118.2(3)
c7 C6 c5 120.4(3) C35 C30 P2 122.0(2)
c11 Cc6 c5 121.2(3) C35 C30 c31 119.8(3)
c11 C6 c7 118.4(3) c32 c31 C30 119.6(3)
cs c7 c6 120.5(4) c31 C32 C33 120.2(3)
c9 c8 c7 120.2(4) C34 C33 C32 120.4(3)
C10 c9 cs 119.9(4) C33 C34 C35 119.8(3)
c9 C10 c11 120.3(4) C34 C35 C30 120.2(3)
C10 ci1 c6 120.8(4) c37 C36 P2 119.4(2)
N2 C12 c13 106.9(3) c37 C36 ca1 118.9(3)
Cc5 c12 N2 120.9(3) ca1 C36 P2 121.7(2)
Cc5 c12 c13 132.2(3) C38 c37 C36 119.9(3)
cl4 c13 C12 108.7(3) c37 C38 C39 120.6(4)
c13 cl4 c15 106.7(3) C40 C39 C38 119.9(3)
N2 c15 c14 109.6(3) C39 C40 ca1 119.8(3)
N3 c15 N2 122.0(3) C40 ca1 C36 120.9(3)
N3 c15 C14 128.4(3) c43 ca2 P2 111.3(2)
N3 C16 c17 111.6(2) N6 c43 ca2 112.4(3)

C16 c17 P1 112.6(2) N5 C44 C45 109.1(3)



Atom Atom Atom Angle/”
NG Ca4 N5 122.9(3)
NG Ca4 c45 128.0(3)
C46 C45 C44 106.8(3)
C45 C46 c47 108.7(3)
N5 C47 C46 107.3(3)
C48 C47 N5 121.3(3)
C48 C47 C46 131.4(3)
c47 C48 C49 120.2(3)
ca7 c48 C53 121.7(4)
ca7 c4s C53A  117.8(4)
c49 c48 C53 117.7(4)
c49 c48 C53A  120.7(4)
N4 c49 c48 119.8(3)
N4 C49 C50 108.2(3)
C50 C49 C48 131.9(4)
C51 C50 C49 107.9(4)
C52 C51 C50 106.5(3)
N4 C52 Cl4 119.8(3)
N4 C52 c51 110.8(4)
cs1 C52 cla 129.3(3)
Cs8 C53 c48 123.1(3)
C58 C53 C54 120.0

C54 C53 c48 116.8(3)
C57 C58 C53 120.0

C58 C57 C56 120.0

C55 C56 C57 120.0

C56 C55 C54 120.0

Table S 29: Torsion Angles in ° for BODI-Au-7.

Atom Atom Atom Atom Angle/”
Aul P1 C17 C16 -61.6(3)
Aul P1 C18 C19 71.4(2)
Aul P1 C18 Cc23 103.5(3)
Aul P1 c24 C25 165.6(3)

Atom Atom Atom Angle/”
C55 C54 C53 120.0
C58A C53A  C48 117.2(4)
C58A C53A C54A 120.0
C54A C53A C48 122.7(4)
C53A C58A C57A 120.0
C56A C57A C58A 120.0
C55A C56A C57A 120.0
C56A C55A C54A 120.0
C55A C54A C53A 120.0
F1 B1 F2 109.3(3)
F1 B1 N1 112.6(3)
F1 B1 N2 110.5(3)
F2 B1 N1 109.3(3)
F2 B1 N2 109.0(3)
N2 B1 N1 106.0(3)
F3 B2 F4 109.8(3)
F3 B2 N4 112.2(3)
F3 B2 N5 109.6(3)
F4 B2 N4 110.6(3)
F4 B2 N5 108.9(3)
N4 B2 N5 105.6(3)
Cliab CiD CI2b 113.0
Cl1F C1F CI2F 112.9
CI1A C1A CI2A 112.9
clic CcicC cl2C 112.9
CI2E C1E CI1E 112.9
ci2B CiB cliB 112.9



Atom Atom Atom Atom Angle/”

Aul P1 C24 C29 -15.5(3)
Au2 P2 C30 c31 58.5(3)
Au2 P2 C30 C35 -119.9(2)
Au2 P2 C36 c37 17.1(3)
Au2 P2 C36 ca1 -162.8(2)
Au2 P2 ca2 c43 66.6(2)
ci c1 c2 c3 178.6(3)
P1 c1s C19 C20 175.0(2)
P1 C18 c23 C22 -174.8(3)
P1 C24 C25 C26 178.4(3)
P1 C24 C29 c28 -177.0(3)
P2 C30 c31 C32 -177.8(3)
P2 C30 C35 C34 177.3(3)
P2 C36 c37 C38 179.5(3)
P2 C36 ca1 C40 -179.4(3)
P2 ca2 c43 NG 169.2(2)
N1 c1 c2 c3 0.5(4)
N1 ca c5 c6 177.4(3)
N1 c4 c5 C12 -3.5(4)
N2 C12 c13 c14 -1.8(4)
N3 C16 C17 P1 -166.4(2)
N4 c49 C50 c51 0.5(4)
N5 ca4 c45 C46 -0.7(4)
N5 ca7 c48 c49 1.2(5)
N5 ca7 c48 C53 173.5(4)
N5 ca7 c48 C53A  -166.2(4)
N6 ca4 c45 C46 -179.9(3)
c1 N1 c4 c3 0.3(3)
c1 N1 c4 c5 177.7(3)
c1 N1 B1 F1 -48.6(4)
c1 N1 B1 F2 73.1(4)
c1 N1 B1 N2 -169.5(3)
c1 c2 c3 c4 -0.3(4)
c2 c3 c4 N1 0.0(4)

c2 c3 ca c5 -177.1(3)



Atom Atom Atom Atom Angle/”

c3 ca C5 C6 -5.8(5)
c3 ca c5 C12 173.3(3)
c4 N1 c1 ci -178.8(2)
c4 N1 c1 c2 -0.5(4)
c4 N1 B1 F1 136.4(3)
c4 N1 B1 F2 -101.9(3)
c4 N1 B1 N2 15.5(4)
c4 c5 c6 c7 -51.8(4)
c4 C5 Cc6 c11 127.7(3)
c4 C5 C12 N2 1.1(4)
c4 C5 c12 C13 -177.2(3)
Cc5 Cé c7 cs 179.8(3)
Cc5 Cé c11 C10 179.9(3)
Cc5 C12 C13 c14 176.7(3)
c6 c5 C12 N2 -179.8(3)
c6 Cc5 C12 C13 1.9(5)
c6 c7 cs c9 0.0(5)
c7 C6 c11 C10 -0.6(5)
c7 c8 c9 C10 0.2(6)
c8 c9 C10 c11 -0.5(6)
c9 C10 c11 c6 0.7(6)
c11 C6 c7 cs 0.2(5)
C12 N2 C15 N3 -179.8(3)
C12 N2 C15 cl4 -0.9(3)
C12 N2 B1 F1 -140.4(3)
C12 N2 B1 F2 99.5(3)
C12 N2 B1 N1 -18.1(4)
C12 Cc5 c6 c7 129.1(3)
C12 Cc5 Cc6 c11 -51.4(4)
c12 C13 C14 C15 1.2(4)
c13 cl4 C15 N2 -0.2(4)
c13 cl4 c15 N3 178.6(3)
C15 N2 C12 c5 -177.0(3)
C15 N2 C12 C13 1.6(3)

c15 N2 B1 F1 49.5(4)



Atom Atom Atom Atom Angle/”

Ci5 N2 B1 F2 ~70.6(4)
c15 N2 B1 N1 171.8(3)
c15 N3 C16 c17 -102.3(4)
C16 N3 c15 N2 -176.6(3)
C16 N3 c15 c14 4.7(5)
c17 P1 cis C19 55.4(3)
c17 P1 cis c23 -129.8(3)
c17 P1 c24 c25 35.8(3)
c17 P1 C24 C29 -145.3(3)
ci8 P1 c17 C16 176.7(2)
c18 P1 C24 C25 -74.3(3)
ci8 P1 C24 C29 104.6(3)
ci8 C19 C20 c21 -0.1(5)
C19 c18 c23 c22 0.0(5)
C19 C20 c21 c22 0.1(5)
C20 c21 c22 c23 -0.1(5)
c21 c22 c23 cis 0.0(5)
c23 c18 C19 C20 0.1(5)
c24 P1 c17 C16 64.9(3)
C24 P1 C18 C19 167.0(2)
C24 P1 C18 c23 -18.2(3)
c24 c25 C26 c27 -1.3(6)
c25 c24 C29 c28 1.9(5)
c25 C26 c27 c28 1.9(6)
C26 c27 c28 C29 -0.6(5)
c27 c28 C29 C24 -1.4(5)
C29 c24 c25 C26 -0.6(5)
C30 P2 C36 c37 -105.8(3)
C30 P2 C36 ca1 74.3(3)
C30 P2 ca2 ca3 -169.8(2)
C30 c31 c32 C33 0.4(5)
c31 C30 C35 C34 -1.2(5)
c31 c32 C33 C34 -1.1(6)
c32 C33 C34 C35 0.6(5)

C33 C34 C35 C30 0.5(5)



Atom Atom Atom Atom Angle/”

C35 C30 c31 c32 0.7(5)
C36 P2 C30 c31 -178.3(2)
C36 P2 C30 C35 3.2(3)
C36 P2 ca2 c43 -58.7(2)
C36 c37 C38 C39 0.4(7)
c37 C36 ca1 C40 0.7(5)
c37 C38 C39 C40 -0.3(7)
C38 C39 C40 ca1 0.4(6)
C39 C40 ca1 C36 -0.6(5)
ca1 C36 c37 C38 -0.6(6)
c42 P2 C30 c31 -68.1(3)
c42 P2 C30 C35 113.4(3)
c42 P2 C36 c37 145.0(3)
ca2 P2 C36 ca1 -34.9(3)
c43 N6 ca4 N5 168.8(3)
c43 N6 ca4 c45 -12.0(5)
ca4 N5 ca7 C46 -2.3(4)
ca4 N5 ca7 c48 176.6(3)
ca4 N5 B2 F3 -55.5(4)
ca4 N5 B2 F4 64.5(4)
ca4 N5 B2 N4 -176.6(3)
ca4 N6 c43 c42 106.1(3)
ca4 ca5 C46 ca7 -0.8(4)
c45 C46 ca7 N5 1.9(4)
c45 C46 ca7 c48 -176.9(4)
C46 ca7 c48 c49 179.8(4)
C46 ca7 c48 C53 -7.9(7)
C46 ca7 c48 C53A 12.4(6)
ca7 N5 c44 NG -178.8(3)
ca7 N5 c44 C45 1.9(3)
ca7 N5 B2 F3 128.8(3)
ca7 N5 B2 F4 -111.2(3)
ca7 N5 B2 N4 7.7(4)
ca7 C48 C49 N4 2.5(5)

ca7 cas c49 C50 -174.3(4)



Atom Atom Atom Atom Angle/”
ca7 C48 C53 C58 121.3(4)
c47 C48 C53 C54 55.8(5)
c47 C48 C53A C58A -125.2(5)
c47 C48 C53A C54A 50.9(6)
C48 C49 C50 C51 177.6(4)
C48 C53 C58 C57 177.1(5)
C48 C53 C54 C55 -177.3(4)
C48 C53A C58A C57A 176.2(7)
C48 C53A C54A C55A -176.0(7)
C49 N4 C52 cl4 -179.7(2)
c49 N4 C52 c51 0.5(4)
c49 N4 B2 F3 -123.1(3)
C49 N4 B2 F4 113.9(3)
C49 N4 B2 N5 -3.8(4)
C49 C48 C53 C58 51.1(5)
C49 C48 C53 C54 -131.7(3)
C49 C48 C53A C58A 67.4(6)
C49 C48 C53A C54A -116.5(5)
c49 C50 cs1 C52 -0.2(4)
C50 c51 C52 Cl4 180.0(3)
C50 c51 C52 N4 -0.2(4)
C52 N4 c49 cas -178.1(3)
C52 N4 c49 C50 -0.6(4)
C52 N4 B2 F3 53.7(4)
C52 N4 B2 F4 -69.3(4)
C52 N4 B2 N5 173.0(3)
C53 c48 c49 N4 -170.0(4)
C53 c48 c49 C50 13.1(6)
C53 C58 C57 C56 0.0

C58 C53 C54 C55 0.0

C58 C57 C56 C55 0.0

C57 C56 C55 C54 0.0

C56 C55 C54 C53 0.0

C54 C53 C58 C57 0.0

C53A  C48 c49 N4 169.5(4)



Atom Atom Atom Atom Angle/”
C53A  C48 C49 C50 7.3(6)
C53A C58A C57A C56A 0.0

C58A C53A C54A C55A 0.0

C58A C57A C56A C55A 0.0

C57A C56A C55A C54A 0.0

C56A C55A C54A C53A 0.0

C54A C53A C58A C57A 0.0

Bl N1 c1 cl1 5.6(4)
B1 N1 C1 Cc2 -176.2(3)
B1 N1 c4 c3 176.2(3)
B1 N1 C4 c5 -6.4(4)
B1 N2 c12 C5 11.4(5)
B1 N2 c12 C13 -170.0(3)
Bl N2 C15 N3 -8.3(5)
Bl N2 C15 Ci4 170.6(3)
B2 N4 C49 C48 -0.7(5)
B2 N4 C49 C50 176.8(3)
B2 N4 C52 Cl4 3.0(5)
B2 N4 C52 cs1 -176.9(3)
B2 N5 Ca4 N6 4.8(5)
B2 N5 Ca4 C45 -174.5(3)
B2 N5 ca7 C46 174.0(3)
B2 N5 ca7 c48 -7.0(5)



TableS30: HydrogenFractional Atomic Coordinates (x104) and Equivalentisotropic Displacement Parameters (A2x103) for
BODI-Au-7. Ugqis defined as 1/3 of the trace of the orthogonalised U;.

Atom X y z Ueq
H3 4392.27 5704.04 5141.68 26
H6 3929.44 8814.67 1877.08 23
H2 5152.67 4042.56 8504.17 33
H3A 6837.57 4317.54 8374.07 30
H7 7719.83 5049.13 8769.6 33
H8 9305.67 4943.42 9353.39 43
H9 10497.18 4799.03 8425.47 48
H10 10107 4765.01 6913.46 46
H11 8526.02 4863.26 6322.28 38
H13 7966.98 5651.7 6046.5 28
H14 6898.34 6031.43 4896.15 28
H16A 4397.93 5982.12 3746.57 25
H16B 5504.28 6113.13 3967.07 25
H17A 5122.8 6720.26 4797.21 24
H17B 4036.52 6557.1 4817.9 24
H19 5081.67 7532.89 4739.87 26
H20 4677.58 8235.88 5261.59 31
H21 3205.61 8557.38 4769.91 34
H22 2134.08 8181.97 3769.42 37
H23 2527.42 7479.15 3245.44 29
H25 2573.75 6450.73 4062.83 37
H26 1191.55 6135.88 3353.56 41
H27 895.02 6174.07 1840.53 33
H28 2025.51 6494.22 1005.37 31
H29 3443.28 6786.37 1700.33 26
H31 7692.19 7953.64 1718.27 30
H32 9088.39 8128.83 1071.47 36
H33 10024.96 8735.66 1576.86 37
H34 9549 9184.43 2699.6 33
H35 8142.6 9019.33 3340.95 25
H37 6996.48 8341.06 4984.14 39
H38 6806.48 8879.71 6049.59 55

H39 6240.07 9587.22 5646.92 44



Atom X y z Ueq
H40 5879.67 9762.63 4171.56 30
H41 6062.26 9227.6 3100.45 27
H42A 5821.56 8705.97 1989.02 21
H42B 5793.37 8183.85 1768.67 21
H43A 4648.68 8054.6 2746.28 24
H43B 4772.14 8547.32 3142.48 24
H45 3930.44 7593.19 1690.54 27
H46 2493.46 7354.61 734.69 32
H50 -585.44 8453.55 -608.99 46
H51 -673.66 9287.77 -483.28 50
H58 606.8 7969.71 -1500.69 56
H57 -82.25 7333.92 -2187.8 71
H56 -349.85 6699.14 -1355.36 67
H55 71.6 6700.13 164.18 58
H54 760.64 7335.92 851.31 a7
H58A 419.11 7756.58 -1335.75 47
H57A -410.29 7097.95 -1727.21 63
H56A -738.11 6585.16 -641.3 76
H55A -236.52 6731 836.09 61
H54A 592.88 7389.63 1227.57 42
H1DA 2323.5 5117.26 8673.05 45
H1DB 2305.85 5517.32 7979.51 45
H1FA 2480.87 5226.66 8348.83 65
H1FB 2838.36 5702.15 8036.09 65
H1AA 7662.83 6662.84 2274.3 54
H1AB 8533.8 6801.35 2976.78 54
H1CA 7858.25 6758.35 3021.57 65
H1CB 7555.56 6622.04 2021.08 65
H1EA 2110.06 3526.91 6898.9 56
H1EB 2501.58 3426.85 7897.8 56
H1BA 7520.88 4625.6 1759.19 73
H1BB 7419.47 4096.48 1658.68 73



Table S 31: Hydrogen Bond information for BODI-Au-7.

D H A d(D-H)/A d(H-A)/A d(D-A)/A D-H-Aldeg
N3 H3 Fat 0.88 2.18 2.932(4) 1435
N6 H6 F22 0.88 2.04 2.841(3)  150.6

1+x,3/2-y,1/2+z; 2+x,3/2-y,-1/2+z

Table S 32: Atomic Occupancies for all atoms that are not fully occupied in BODI-Au-7.

Atom Occupanc Atom Occupanc
y

C53 0.612(7) CI2F 0.262(3)
C58 0.612(7) C1F 0.262(3)
H58 0.612(7) H1FA 0.262(3)
C57 0.612(7) H1FB 0.262(3)
H57 0.612(7) CI1A 0.547(3)
C56 0.612(7) CI2A 0.547(3)
H56 0.612(7) C1A 0.547(3)
C55 0.612(7) H1AA 0.547(3)
H55 0.612(7) H1AB 0.547(3)
C54 0.612(7) clic 0.165(3)
H54 0.612(7) cl2c 0.165(3)
C53A 0.388(7) Cic 0.165(3)
C58A 0.388(7) H1CA 0.165(3)
H58A 0.388(7) H1CB 0.165(3)
C57A 0.388(7) CILE 0.307(2)
H57A 0.388(7) CI2E 0.307(2)
C56A 0.388(7) ClE 0.307(2)
H56A 0.388(7) H1EA 0.307(2)
C55A 0.388(7) H1EB 0.307(2)
H55A 0.388(7) Cl1B 0.288(2)
C54A 0.388(7) Cl2B 0.288(2)
H54A 0.388(7) C1B 0.288(2)
Cl1D 0.430(3) H1BA 0.288(2)
Cl2D 0.430(3) H1BB 0.288(2)
CiD 0.430(3)

H1DA 0.430(3)

H1DB 0.430(3)

CI1F 0.262(3)
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Crystal Data and Experimental

Experimental. Single clear light pink plate-shaped
crystals of (BODI-Au-10) were recrystallised from DCM
by  slow evaporation. A suitable crystal
(0.51x0.13x0.05) mm? was selected and mounted on a
MITIGEN holder oil on a Nonius Kappa Apex Il
diffractometer. The crystal was kept at T = 115(1) K
during data collection. Using Olex2 (Dolomanov et al.,
2009), the structure was solved with the ShelXT
(Sheldrick, 2015) structure solution program, using the
Intrinsic Phasing solution method. The model was
refined with version 2018/1 of ShelXL (Sheldrick, 2015)
using Least Squares minimisation.

Crystal Data. C127H106AU4B4C|26F3N1204P4, M, =
3892.92, orthorhombic, Pbca (No. 61), a = 25.643(4) A,
b = 9.4006(16) A, ¢ = 30.308(5) A, o= f=y=90",V =
7306(2) A3, T = 115(1) K, Z= 2, Z'=0.25, «(MoK,) =
4.588, 151102 reflections measured, 6424 unique (Rint=
0.0918) which were used in all calculations. The final
WR2was 0.1979 (all data) and Ry was 0.0732 (1 > 2(1)).
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Table S33: X-raystructure dataof BODI-Au-10.

Compound
CcDC
Formula

Dcaic/ g cm3
wmm-?t
Formula Weight
Colour

Shape
Size/mm?3

T/IK

Crystal System
Space Group
alA

b/A

c/A

al

A

A
VIA3

Z

7

Wavelength/A
Radiation type
@minlo

@max/c

Measured Refl.
Independent Refl.
Reflections Used
Rint

Parameters
Restraints
Largest Peak
Deepest Hole
GooF

WR: (all data)
WR>

R, (all data)

R

BODI-Au-10
1825952
C127H106AUsB4Cl2sF
8N1204P4
1.770

4.588
3892.92
clear light pink
plate
0.51x0.13x0.05
115(1)
orthorhombic
Pbca
25.643(4)
9.4006(16)
30.308(5)

90

90

90

7306(2)

2

0.25

0.71073
MoK

2.671

25.000
151102

6424

4993

0.0918

415

0

2.462

-2.994

1.168

0.1979
0.1845
0.0907
0.0732
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Table S 34: BODI-Au-10 structure Quality Indicators.

Reflections: 175 20.4 complete 1 00%
refivement.  ENEECNCIORY ) Y]

A clear light pink plate-shaped crystal with dimensions 0.51x0.13x0.05 mm?2 was mounted on a
MITIGEN holder oil. X-ray diffraction data were collected using a Nonius Kappa Apex Il diffractometer
equipped with a Oxford Cryosystems low-temperature device, operating at T = 115(1) K. Data were
measured using ¢ and o scans of 0.6 per frame for 120s using MoK, radiation (X-ray tube, 50 kV,
32 mA). The total number of runs and images was based on the strategy calculation from the program
APEX3 (Bruker, 2015).The maximum resolution achieved was @ = 25.000". Cell parameters were
retrieved using the SAINT (Bruker, V8.38A, after 2013) software and refined using SAINT (Bruker,
V8.38A, after 2013) on 9817 reflections, 6 % of the observed reflections. Data reduction was
performed using the SAINT (Bruker, V8.38A, after 2013) software which corrects for Lorentz
polarisation. The final completeness is 99.90 % out to 25.000" in @. A multi-scan absorption correction
was performed using SADABS-2016/2 (Bruker,2016/2) was used for absorption correction. wR(int)
was 0.1173 before and 0.0831 after correction. The Ratio of minimum to maximum transmission is
0.1990. The A/2 correction factor is Not present. The absorption coefficient x of this material is
4.588 mm at this wavelength (1 = 0.71073A) and the minimum and maximum transmissions are
0.0041 and 0.0206. The structure was solved in the space group Pbca (# 61) by Intrinsic Phasing
using the ShelXT (Sheldrick, 2015) structure solution program and refined by Least Squares using
version 2018/1 of ShelXL (Sheldrick, 2015). All non-hydrogen atoms were refined anisotropically.
Hydrogen atom positions were calculated geometrically and refined using the riding model. SADABS-
2016/2 (Bruker, 2016/2) was used for absorption correction. wR(int) was 0.1173 before and 0.0831
after correction. The Ratio of minimum to maximum transmission is 0.1990. The value of Z'is 0.25.

Figure S132: ORTEP view of BODI-Au-10. Thermal ellipsoids are draw at 50% probability level. Solvent molecules and H-atoms
on carbon atom are omitted for clarity.
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Figure S 133: Data Plots: Diffraction Data of BODI-Au-10 structure.
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Figure S 134: Data Plots: refinement and Data of BODI-Au-10 structure.
Table S 35: reflection statistics of BODI-Au-10 structure.
Total reflections (after 161317 Unique reflections 6424
filtering)
Completeness 0.999 Mean /o 20.37
hkImax collected (33, 10, 39) hkimin collected (-33, -12, -39)
hklmax used (30, 11, 36) hklmin used (0,0,0)
Lim dmax collected 100.0 Lim dmin collected 0.84
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dmax used 25.64 dmin used 0.84

Friedel pairs 25777 Friedel pairs merged 1
Inconsistent equivalents 0 Rint 0.0918
Rsigma 0.0282 Intensity transformed 0
Omitted reflections 0 Omitted by user (OMIT hkl) 44
Multiplicity (6368, 12582, 14535, 15028, Maximum multiplicity 41
9624, 763, 216, 127, 54, 23,
78)
Removed systematic 10171 Filtered off (Shel/OMIT) 30732
absences

Table S 36: Fractional Atomic Coordinates (x104)and Equivalentlsotropic Displacement Parameters (A2x103) forBODI-Au-10.Ueq
is defined as 1/3 of the trace of the orthogonalised Uj.

Atom X y z Ueq
Au 6446.1(2) 3749.6(5) 2959.0(2) 46.59(19)
cl1 7750.5(16) 2732(4) 6052.1(10)  72.2(10)
cl2 9581(2) 6483(6) 5602.5(13) 104.4(18)
cl3 6526.8(15) 3833(3) 3712.2(9) 56.6(8)
P1 6343.1(13) 3786(3) 2226(1) 44.8(7)
F1 8431(3) 5431(8) 5789(2) 62(2)
F2 8942(3) 3478(8) 5689(2) 63(2)
o1 7799(4) 2016(9) 2558(3) 56(2)
N1 8141(4) 3627(11) 5285(3) 50(2)
N2 8881(5) 5202(12) 5092(3) 57(3)
N3 7583(4) 4313(10) 2452(3) 43(2)
c1 7749(6) 2941(15) 5493(4) 65(4)
c2 7382(6) 2398(17) 5202(4) 70(4)
c3 7547(6) 2799(15) 4785(4) 61(4)
C4 8008(5) 3567(13) 4839(4) 52(3)
C5 8331(5) 4207(13) 4520(4) 49(3)
C6 8751(5) 5020(14) 4650(4) 53(3)
c7 9135(6) 5768(18) 4402(4) 75(5)
c8 9475(8) 6380(20) 4685(6) 97(6)
Co 9317(7) 6004(19) 5114(4) 78(5)
C10 8197(5) 4014(13) 4047(4) 45(3)
cl1 8135(5) 2639(14) 3877(4) 53(3)
C12 8010(5) 2440(13) 3447(4) 49(3)
C13 7925(5) 3580(12) 3163(4) 45(3)
Cl4 8001(5) 4962(12) 3326(4) 43(3)

C15 8135(5) 5176(13) 3762(4) 49(3)



Atom X y z Ueq

C16 7774(5) 3258(12) 2700(3) 42(3)
c17 7412(5) 4096(13) 2003(3) 43(3)
ci8 6860(5) 4659(13) 1920(3) 45(3)
C19 5772(5) 4867(14) 2076(4) 52(3)
C20 5684(6) 5252(16) 1645(4) 61(3)
c21 5284(6) 6176(16) 1540(5) 64(4)
c22 4976(6) 6750(16) 1861(5) 66(4)
c23 5069(6) 6369(16) 2291(5) 65(4)
c24 5466(5) 5421(15) 2408(5) 58(3)
c25 6286(5) 2030(13) 1974(4) 49(3)
C26 6361(5) 1775(16) 1536(4) 56(3)
c27 6321(5) 436(15) 1359(4) 58(3)
c28 6197(5) -697(15) 1626(5) 59(3)
C29 6130(6) -507(16) 2067(5) 66(4)
C30 6175(5) 864(14) 2255(5) 54(3)
B1 8601(6) 4442(15) 5487(4) 50(3)
Cl4 4955.9(19) 4177(6) 6407.3(17) 111.2(18)
Cl5 4405(2) 1605(5) 6695(2) 121(2)
c31 4380(3) 3167(11) 6375(5) 95(6)
Cl6 4435(3) 3478(9) 5192(3) 119.2(18)
cl7 3523(3) 5185(9) 4941(3) 119.2(18)
C32 4163(5) 4670(30) 4806(5) 119.2(18)

Table S 37: Anisotropic Displacement Parameters (x104) BODI-Au-10. The anisotropic displacement factor exponenttakesthe
form: -272[h?a*2x U1+ ... +2hka* x b* x U12).

Atom Uns Uz Uss Uz Uss U
Au 64.1(3) 43.4(3) 32.3(3) 2.90(19) 5.58(19) 1.6(2)
ci 99(3) 83(3) 34.5(15) 10.1(16) 2.1(16) -15(2)
cl2 122(4) 142(4) 49(2) -5(2) -14(2) -65(3)
CI3 99(2) 40.5(16) 30.6(14) 4.5(12) 5.6(14) 4.0(16)
P1 59.8(18) 39.6(16) 34.9(15) 2.4(13) 3.6(13) 2.5(15)
F1 93(5) 61(5) 33(4) 7(3) -1(3) 0(4)
F2 76(5) 65(5) 49(4) 0(4) -13(4) 8(4)
o1 90(7) 37(5) 41(4) -6(4) -1(4) 2(4)
N1 74(7) 49(6) 29(5) 1(4) 2(5) -3(5)

N2 78(8) 57(7) 36(5) -8(5) -1(5) -13(6)



Atom U1 U2 Uss U2 Uiz U1

N3 69(6) 34(5) 27(4) -8(4) 1(@) -3(5)
c1 96(11) 55(8) 43(7) 13(6) 5(7) 0(8)
c2 82(10) 76(10) 51(8) 12(7) -4(7) -24(9)
c3 73(9) 67(9) 43(7) 5(7) 3(6) -23(7)
ca 80(9) 48(7) 27(5) 1(5) 0(5) -A(7)
Cc5 66(8) 42(7) 40(6) -1(5) 4(6) 1(6)
Ccé 64(8) 56(8) 39(6) 0(6) 1(6) -9(7)
c7 95(11) 92(11) 38(7) 1(7) -8(7) -39(9)
cs 126(15) 97(14) 68(11) -1(9) -2(10) -61(12)
c9 95(11) 100(13) 38(7) A7) -11(7) -37(10)
C10 52(7) 51(7) 31(5) -7(5) -2(5) 4(6)
c11 71(8) 52(7) 37(6) -2(6) -5(6) -4(7)
C12 75(8) 35(6) 38(6) 1(5) -1(6) 1(6)
c13 56(7) 38(6) 42(6) -4(5) 2(5) 2(5)
c14 56(7) 38(6) 36(6) -1(5) 2(5) -3(5)
C15 78(9) 35(6) 34(6) -2(5) 4(6) -5(6)
C16 56(7) 39(6) 31(5) 3(5) 7(5) 1(5)
c17 54(7) 45(7) 30(5) -8(5) 7(5) -3(5)
ci8 77(8) 41(6) 17(5) 0(4) 4(5) 6(6)
C19 58(7) 54(7) 44(7) 1(6) 11(6) 6(6)
C20 68(8) 68(9) 45(7) 2(6) -3(6) 15(8)
c21 76(9) 66(9) 51(8) 4(7) 3(7) -3(8)
c22 75(9) 56(8) 67(9) -3(7) -1(8) 12(7)
c23 63(8) 65(9) 66(9) -11(7) 8(7) 7(7)
c24 46(7) 69(9) 57(8) -13(7) 2(6) -2(7)
c25 55(7) 41(7) 50(7) -10(6) -5(6) -1(6)
C26 68(8) 56(8) 43(7) -14(6) 4(6) -5(7)
c27 73(9) 51(8) 49(7) -8(6) -5(6) -2(7)
c28 58(8) 43(7) 76(10) -11(7) -1(7) -5(6)
C29 62(9) 51(8) 84(11) 8(8) -8(7) -12(7)
C30 59(8) 44(7) 59(8) 2(6) 2(6) -2(6)
B1 81(10) 39(7) 29(6) 5(6) -4(6) 1(7)
cl4 89(3) 159(5) 85(3) -29(3) 6(2) -20(3)
Cl5 125(4) 92(4) 145(5) -1(3) -45(4) 5(3)
c31 128(16) 89(12) 69(11) 8(10) -11(11) -26(12)

Cl6 133(4) 128(4) 96(3) -1(3) -22(3) 40(4)



Atom U1 U2 Uss U2s Uiz U1

cI7 133(4) 128(4) 96(3) 1R3) 22(3) 20(4)
c32 133(4) 128(4) 96(3) -1(3) -22(3) 40(4)

Table S 38: Bond Lengths in A for BODI-Au-10.

Atom Atom Length/A Atom Atom Length/A
Au CI3 2.293(3) C8 C9 1.41(2)
Au P1 2.238(3) c10 ci1 1.400(17)
Ccl1 C1 1.707(13) C10 C15 1.402(16)
cl2 c9 1.689(14) ci1 c12 1.355(16)
P1 C18 1.814(12) C12 C13 1.392(16)
P1 c19 1.840(13) c13 C14 1.404(16)
P1 C25 1.825(12) C13 C16 1.485(16)
F1 Bl 1.375(16) C14 C15 1.379(16)
F2 Bl 1.401(16) C17 C18 1.533(17)
o1 C16 1.247(14) C19 C20 1.374(17)
N1 c1 1.351(17) C19 c24 1.378(17)
N1 o 1.395(15) C20 c21 1.380(19)
N1 B1 1.534(18) c21 C22 1.36(2)
N2 C6 1.391(15) c22 c23 1.37(2)
N2 (0°] 1.352(18) Cc23 C24 1.399(19)
N2 Bl 1.567(17) C25 C26 1.362(17)
N3 C1l6 1.338(15) C25 C30 1.419(18)
N3 c17 1.442(13) C26 c27 1.371(19)
c1 c2 1.39(2) c27 c28 1.374(19)
c2 c3 1.382(18) c28 c29 1.36(2)
c3 C4 1.396(18) C29 C30 1.413(19)
ca C5 1.408(17) cla C31 1.7586
C5 Cé 1.378(18) cls c31 1.7596
c5 C10 1.486(16) cl6 C32 1.7613
cé c7 1.423(19) ci7 C32 1.7596

Cc7 Ccs 1.35(2)



Table S 39: Bond Angles in * for BODI-Au-10.

Atom Atom Atom Angle/”
P1 AU Ci3 176.75(12)
c18 P1 Au 115.4(4)
c18 P1 c19 101.8(6)
C18 P1 C25 104.6(6)
C19 P1 Au 110.3(4)
C25 P1 Au 114.3(4)
C25 P1 C19 109.4(6)
c1 N1 c4 104.6(11)
c1 N1 B1 128.7(10)
c4 N1 B1 126.5(10)
C6 N2 B1 124.7(11)
C9 N2 Cé 108.2(11)
co N2 B1 126.7(11)
C16 N3 C17 122.4(10)
N1 c1 cl1 121.1(11)
N1 c1 c2 112.5(11)
c2 c1 cil 126.3(12)
C3 c2 c1 105.9(13)
C2 C3 ca 107.1(12)
N1 ca c3 109.9(11)
N1 c4 Cc5 120.3(12)
c3 c4 Cc5 129.8(11)
C4 C5 C10 118.3(11)
Cé Cc5 c4 120.1(11)
C6 C5 C10 121.6(11)
N2 Ccé c7 106.4(11)
Cc5 Cé N2 122.0(11)
Cc5 C6 c7 131.6(12)
c8 c7 C6 108.9(13)
c7 c8 c9 107.0(15)
N2 c9 CI2 121.5(11)
N2 (@3¢} C8 109.5(13)
cs c9 cl2 129.0(13)

Atom Atom Atom Angle/”
Cl1 C10 C5 119.6(11)
Cl1 C10 C15 118.7(10)
C15 C10 C5 121.7(11)
C12 Cl1 C10 120.5(12)
Cl1 C12 C13 121.8(12)
c12 c13 cl4 118.2(11)
c12 c13 C16 117.9(10)
Cil4 C13 C16 123.9(11)
C15 Cil4 C13 120.5(11)
Cil4 C15 C10 120.3(11)
o1 C16 N3 121.2(10)
o1 C16 C13 120.3(10)
N3 C16 C13 118.4(10)
N3 c17 c18 112.8(9)

C17 C18 P1 115.7(8)

C20 c19 P1 120.7(10)
C20 c19 c24 120.1(13)
C24 C19 P1 118.8(10)
C19 C20 c21 120.4(13)
c22 c21 C20 121.0(14)
c21 c22 c23 118.2(14)
c22 c23 c24 122.3(13)
c19 c24 c23 118.0(13)
C26 c25 P1 123.8(11)
C26 C25 C30 118.6(12)
C30 C25 P1 117.6(10)
C25 C26 c27 122.1(14)
C26 c27 c28 120.0(13)
C29 c28 c27 120.3(13)
c28 c29 C30 120.4(14)
c29 C30 c25 118.6(13)
F1 B1 F2 110.1(10)
F1 B1 N1 111.1(12)



Atom Atom Atom Angle/”

F1 B1 N2 110.2(10)
F2 B1 N1 109.4(11)
F2 B1 N2 110.0(12)
N1 B1 N2 106.0(9)
cla c31 cls 112.9

Cl7 C32 Cle 112.9



Table S 40: Hydrogen Fractional Atomic Coordinates (x104) and Equivalent Isotropic Displacement Parameters (A2x1083) for
BODI-Au-10. Ueq is defined as 1/3 of the trace of the orthogonalised Uj.

Atom X y z Ueq
H3 7559.87 5170.87 2566.45 52
H2 7080.28 1860.47 5273.4 84
H3A 7377.13 2591.8 4514.26 73
H7 9148.84 5827.86 4089.69 90
H8 9766.36 6953.04 4607.97 117
H11 8182.12 1839.41 4064.56 64
H12 7977.89 1498.06 3337.11 59
H14 7959.85 5755.35 3135.16 52
H15 8184.53 6115.54 3869.13 59
H17A 7421.39 3065.51 1935.94 52
H17B 7657.55 4579.47 1801.03 52
H18A 6782.94 4566.12 1600.71 54
H18B 6853.24 5685.45 1992.19 54
H20 5899.51 4879.55 1417.74 73
H21 5222.71 6415 1240.34 77
H22 4704.23 7396.3 1789.02 79
H23 4856.57 6762.09 2516.81 77
H24 5523.65 5167.6 2707.85 69
H26 6442.74 2549.46 1346.77 67
H27 6378.79 292.78 1052.93 69
H28 6157.69 -1617.99 1500.87 71
H29 6052.72 -1299.86 2250.21 79
H30 6130.74 1000.73 2563.52 65
H31A 4315.72 2906.85 6063.33 115
H31B 4083.26 3756.85 6476.11 115
H32A 4386.11 5526.76 4788.58 143

H32B 4162.12 4213.57 4511.5 143



Table S 41: Hydrogen Bond information for BODI-Au-10.

D H A d(D-H)/A d(H-A)/A d(D-A)/A D-H-A/deg
N3 H3 01! 0.88 1.96 2.742(13) 146.6

13/2-x,1/2+y,+z

Table S 42: Atomic Occupancies for all atoms that are not fully occupied in BODI-Au-10.

Atom Occupancy

Ccl6 0.75
cl7 0.75
C32 0.75
H32A 0.75
H32B 0.75
SHAPE Analysis

The corresponding coordination polyhedra are generally described in terms of four idealized
geometries with equal distances between the center and all vertices: the trigonal planar (TP-3), the
pyramid (vacanttetrahedron) (vT3), thefac-trivacantoctahedron (fac-vOC-3), and the mer-trivacant
octahedron (T-shape) (mer-vOC-3). Asageneral approach, shape analysis of coordination polyhedra
provides a quantitative mean for evaluating the departure of an experimental (Q) fromanideal
archetypal stereochemistry (P). The Continuous Shape Measure (CShM) criterion Sq(P) [Equation (1)]
introduced by Avnir and coworkers reflects the minimal normalized square deviation between the
Cartesian coordinates of each vertex belongingtotheactual coordination polyhedron Qand a perfect
referencegeometryP.Accordingly, So(P)rangesbetween0and100,acloserstructuralmatchgivinga
lowerSq(P)value.Casanovaand coworkersreported shape mapsandreference polyhedral.

ipk - l‘j‘k‘z - 1M
So(P) :k’\‘:lg'_gxloo with Q ZNZQK
>/a-qy @

ThelowestvaluesofSq(P),asdetermined by continuous shape measure calculationsusingthe SHAPE
2.1 program (M. Llunell, D. Casanova, J. Cirera, P. Alemany, S. Alvarez, SHAPE, v. 2.1, University of
Barcelona, Spain, 2013, Erreur ! Source du renvoiintrouvable.9), correspond systematically to the four
ideal geometries TP-3, vT3, fac-vOC-3 and mer-vOC-3. According to Erreur! Source du renvoi
introuvable.9,themetal centersarefoundinanT-shape(mer-vOC-3) environment.

Table S 43: Continuous Shape Measure values Sq(P) calculated for the coordination polyhedra found in the crystal structures
ofcomplexes BODI-Au-7and BODI-Au-10. Limiting values correspondingtotheideal reference geometries arealsoincluded.(@

Polyhedron (Q) So(TP-3) So(vT3) So(fac-vOC-3) %(mer-vOC- Geometry
BODI-Au-7 5.567 7.322 13.548 3.373 mer-vOC-3
BODI-Au-10 5.930 8.500 15.391 3.764 mer-vOC-3

l2IBold-faced numbers correspondto the lowest So(P) values calculated according to Equation (1) by the Shape 2.1 program. The considered
ideal reference geometries (P) are the trigonal planar (TP-3), the pyramid (vacant tetrahedron) (vT3), the fac-trivacant octahedron (fac-vOC-
3), and the mer-trivacant octahedron (T-shape) (mer-vOC-3).
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