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I. Synthetic procedures

Commercially available reagents were used without further purification. Silica gel 60 (0.063 —
0.200 mm) for column chromatography was purchased from Merck (mentioned as silica) was
used for column chromatography if not otherwise stated. N-(2-bromopyridin-6-yl)-2-
aminothiazole [1] and bis-(6-bromopyridin-2-yl)-amine [2] were prepared according to former

published procedure.

Exact mass (EM) determination with mass spectrometry (MS) was carried out at the Organisch-
Chemisches Institut Minster by Denise Defayay, using a LTQ Orbitrap LTQ XL (Thermo-
Fisher Scientific, Bremen) with nanospray-injection (ESI) or Autoflex Speed MALDI-TOF
with matrix assisted Laser desorption ionization (MALDI). The mass spectra of Az, I2 and

LsBrH were determinated using an impact Il Bruker.

NMR-spectra for Ai-As and L1H were obtained on an Agilent DD2 500/ Agilent DD2 600 or
a Bruker Avance Il 400 at the Organisch-Chemisches Institut Mnster. The rest were obtained
on a Avance (Neo)500, Avance (Neo0)400, Avance (111)400 or a Avance (1)400 from Bruker.
All measurements were obtained at room temperature if not otherwise mentioned. The *H-NMR
and 3C-NMR chemical shifts (8) of the signals are given in parts per million and referenced to
residual protons in the deuterated solvent: CDCl3 (7.26 ppm/ 77.0 ppm), d2-methylene-chloride
(DCM, 5.32 ppm/ 54.0 ppm (297 K), 53.8 (300 K)), d7-dimethylformamide (DMF, 8.00 ppm/
2.90 ppm/ 2.74 ppm/ 161.8 ppm/ 34.1 ppm/ 29.1 ppm), de-dimethylsulfoxide (DMSO,
2.50 ppm/ 39.5 ppm). The signal multiplicities are abbreviated as follows: s, singlet; d, doublet;
t, triplet; g, quartet; m, multiplet.



Method: alkylation
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N-(6-bromopyridine-2-yl)-2-aminothiazole [1] (1.0 eq) and Cs,COs3 (3.0 eq) were suspended in THF (25
mL). After the addition of the alkylhalide (2.0 eq), the mixture was heated for 16 h under reflux. The
reaction mixture was poured on dest. H,O (50 mL) and the aqueous phase was extracted with EtOAc
(3-30 mL). The collected organic phases were washed with brine (50 mL), dried over Na,SO, and the
solvent was removed under reduced pressure. The residue was purified via column chromatography over
silica to yield the desired product. [1]

Preparation of N-(6-bromopyridin-2-yl)-N-methyl-thiazol-2-amine (A1)

1 N-(2-bromopyridine-6-yl)-2-aminothiazole (503 mg; 1.96 mmol) and Cs,COs;
(1.98 g; 5.88 mmol) were used with methyliodide (0.2 mL; 4.02 mmol). After
. Y column chromatography with EtOAc/Cyclohexane (1:9) the product A: (269 mg;
<\/{\1 N | 1.00 mmol; 51 %) as a white solid. I; (123 mg; 0.45 mmol; 23 %) eluated second
X8 . . .
o and yield a white solid.
Br Analytical data for Az:

IH-NMR (400 MHz, DCM-d,): & (ppm) = 7.56 (dd, 33un = 8.3 Hz, 3Jun = 7.6 Hz, 1H, H7), 7.45 (d, 3Jun = 3.6 Hz,
1H, Ha), 7.09 (d, 3Jun = 7.6 Hz, 1H, Hs), 7.01 (d, 3Jun = 8.3 Hz, 1H, He), 6.92 (d, 3Jun = 3.6 Hz, 1H, Ha), 3.78 (s,
3H, Hy).

BC{*H}-NMR (101 MHz, DCM-dy): & (ppm) = 162.3 (C2), 153.6 (Cs), 140.6 (C7), 138.3 (Cy), 137.4 (C4), 120.1
(Cs), 113.6 (Cs), 108.1 (Ce), 35.9 (C1).

MS-ESI-EM (MeOH, M = CoHgN3S;Br): found 269.96961 for [M+H]* (calcd. m/z = 269.96951 for [M+H]"*).

Analytical data for I1:

N
&Y / 7 IH-NMR (500 MHz, DCM-d,): & (ppm) = 7.42 (dd, 2Jnn = 8.0 Hz, 3Jun = 7.5 Hz, 1H,
8 H7), 6.97 (dd, 3Jui=8.0Hz, “Jun=0.8Hz, 1H, He), 6.95 (dd, 3Jun=7.5Hz,
Yo “Jun = 0.8 Hz, 1H, Hg), 6.85 (d, 3Juu = 4.8 Hz, 1H, Ha), 6.41 (d, *Jun = 4.8 Hz, 1H, Ha),
Br 362, 3H, Hy).

13C{!H}-NMR (101 MHz, DCM-d,): § (ppm) = 160.7 (C5), 159.1 (Cs), 139.4 (C7), 138.1 (Cy), 127.1 (C4), 118.9
(Ce), 117.7 (Cs), 105.2 (C3), 35.2 (Cy).

MS-ESI-EM (MeOH, M = CgHgN3S:Br1): found 269.96977 for [M+H]* (calcd. m/z = 269.96951 for [M+H]"),
found 291.95133 for [M+Na]* (calcd. m/z = 291.95145 [M+Na]*).



Preparation of N-(6-bromopyridin-2-yl)-N-(3,3-dimethyl-butyl)-thiazol-2-amine (A,)

N-(2-bromopyridine-6-yl)-2-aminothiazole (500 mg; 1.95 mmol) and Cs>COs
3 (2.00 g; 6.14 mmol) were used with 1-bromo-3,3-dimethyl-butane (0.55 mL;
2 3.90 mmol). After column chromatography with THF/n-hexane (1:39) the

4
1
product A; (117 mg; 0.34 mmol; 18 %) as a white solid. 1> (241 mg; 0.71 mmol,
3 <S/\ler 8~ |10 36 %) eluated second and yield a white solid.
\ :
;N NS~ Analytical data for Az
Br IH-NMR (500 MHz, DCM-d,): & (ppm) = 7.53 (dd, 33 = 8.4 Hz, 3Jun = 7.5 Hz, 1H,
Hlo), 7.47 (d, 3JHH =3.6 HZ, 1H, H7), 7.06 (dd, 3JHH =76 HZ, 3JHH =05 HZ, 1H, H11), 6.98 (dd, 3JHH =84 HZ,

33un = 0.5 Hz, 1H, He), 6.92 (d, 3Juwn = 3.6 Hz, 1H, Hg), 4.57 — 4.14 (m, 2H, Hy), 1.71 — 1.62 (m, 2H, Hy), 1.07 (s,
9H, Ha).

1B3C{!H}-NMR (126 MHz, DCM-dy): 5 (ppm) = 161.4 (Cs), 152.8 (Cs), 140.5 (C10), 138.4 (C12), 137.7 (C), 119.7
(Cu1), 113.5 (Ce), 107.9 (Cs), 45.5 (C1), 39.8 (C2), 30.5 (C3), 29.6 (Cu).

MS-ESI-EM (MeOH, M = C14H1gN3S:Br1): found 340.0472 for [M+H]* (calcd. m/z = 340.0478 for [M+H]"),
found 362.0292 for [M+Na]* (calcd. m/z = 340.0297 for [M+Na]").

Analytical data for I2:

3 IH-NMR (400 MHz, DCM-d,): § (ppm) = 7.41 (dd, 3Ju = 8.1 Hz, 3Jus = 7.5 Hz, 1H,
2 Hlo), 6.97 (dd, 3JHH = 8.0 Hz, 4JHH =0.8 Hz, 1H, Hg), 6.94 (dd, 3.JHH =7.5Hz,
431 = 0.8 Hz, 1H, Huy), 6.88 (d, 33w = 4.8 Hz, 1H, 7), 6.41 (d, 3Jum = 4.9 Hz, 1H, He),

0 4.24-3.98 (m, 2H, Hy), 1.77 — 1.60 (m, 2H, Hy), 1.03 (s, 9H, H).

N P 1
=
ANy
S Ny 11 BC{H}-NMR (101 MHz, DCM-d,): & (ppm) = 160.0 (Cs), 159.2 (Cs), 139.2 (C1o),
6 12 138.1 (C12), 126.1 (Cy), 118.7 (C11), 117.9 (Co), 105.4 (Cg), 45.0 (Cy), 42.7 (C2), 30.3
Br (Cs), 29.4 (CJ).

MS-ESI-EM (MeOH, M = C14H1gN3S:Br1): found 340.0450 for [M+H]* (calcd. m/z = 340.0478 for [M+H]"),
found 362.0270 for [M+Na]* (calcd. m/z = 340.0297 for [M+Na]").
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Preparation of N-(6-bromopyridin-2-yl)-N-(4-tert-butylbenzyl)-thiazol-2-amine (As)

4 N-(2-bromopyridine-6-yl)-2-aminothiazole (501 mg; 1.96 mmol) and
3 > 5 , Cs:COs (2.069; 6.32mmol) were used with Methyliodid (0.7 mL;
2 3.90 mmol). After column chromatography with THF/Cyclohexane (0 -
! 5 % THF; for complete separation two runs were necessary) the product As
S_8_N /12 13 (401 mg; 1.00 mmol; 51 %) as a white solid. Is (275 mg; 0.68 mmol; 35 %)
9 <\/\{( 11N l eluated second and yield a white solid.
NS
10 15 " Analytical data for As:
Br

IH-NMR (400 MHz, DCM-dy): 5 (ppm) = 7.45 (dd, 3Juw = 8.4 Hz, 3Jun = 7.5 Hz,
1H, Hia), 7.44 (d, *Jum = 3.6 Hz, 1H, Hao), 7.35— 7.29 (m, 2H, Hz), 7.17 ~ 7.11 (m, 2H, Ha), 7.09 (dd, 3Juw = 7.6 Hz,
4JHH =0.5 HZ, 1H, H14), 6.98 (d, 3~]HH =3.6 HZ, 1H, Hg), 6.87 (dd, 3JHH =84 HZ, 4JHH =05 HZ, 1H, le), 5.61 (S,
2H, Hy), 1.28 (s, 9H, Hy).

BC{H}-NMR (101 MHz, DCM-d,): & (ppm) = 162.0 (Cs), 153.2 (C11), 150.8 (Cs), 140.6 (C13), 138.3 (Cis), 137.5
(Ci0), 133.9 (Cy), 126.4 (C3), 126.2 (C4), 120.3 (Cis), 114.1 (Co), 108.7 (C12), 51.7 (Cy), 34.9 (Cs), 31.6 (Cy).

MS-ESI-EM (MeOH, M = C19H20N3S1Br1): found 402.06340 for [M+H]* (calcd. m/z = 402.06341 for [M+H]"),
found 424.04532 for [M+Na]* (calcd. m/z = 424.04535 for [M+Na]*).



Analytical data for Is:

IH-NMR (400 MHz, DCM-d,): § (ppm) = 7.43 (dd, 3Jp = 8.0 Hz, 3Jun = 7.5 Hz, 1H,
His), 7.40 — 7.35 (M, 2H, Ha), 7.28 — 7.21 (m, 2H, Ha), 6.99 (dd, 3Ju = 8.0 Hz,
4JHH =0.8 HZ, 1H, le), 6.96 (dd, 3JHH:7.5 HZ, 4JHH =0.8 HZ, lH, H14), 6.87 (d,
33w = 4.9 Hz, 1H, Hio), 6.43 (d, 33un = 4.9 Hz, 1H, He), 5.29 (s, 2H, H1), 1.30 (s, 9H,
Hy).

BC{!H}-NMR (101 MHz, DCM-dy): & (ppm) = 160.6 (Cs), 159.1 (C11), 151.4 (Cs),
139.4 (C13), 138.1 (Cis), 134.0 (Cy), 128.0 (Cs), 126.1 (C4), 126.1 (Cyo), 119.1 (Cus),
117.9 (Cy2), 105.8 (Cy), 50.7 (C4), 34.8 (Cs), 31.4 (Cy).

MS-ESI-EM (CHCI3/MeOH, M = C19H20N3S1Br1): found 402.06371 for [M+H]* (calcd. m/z = 402.06341 for
[M+H]"), found 424.04548 for [M+Na]* (calcd. m/z = 424.04535 for [M+Na]").

Preparation of N-(6-bromopyridin-2-yl)-N-thiazol-2-yl-pentanamide (As)

o 2.3 A N-(2-bromopyridine-6-yl)-2-aminothiazole (535 mg; 2.09 mmol) was

suspended in valeric anhydride (3 mL). The mixture was heated to 170 °C (till

S8 N everything was dissolved) and heated for 2 h. The solvent was removed under

7 <\/\lr | reduced pressure at 80 °C. After column chromatography (SiO.,

N Ny ~12 EtOAc/Cyclohexane: 1/4) the product As (340 mg; 1.00 mmol; 48 %) was
obtained as a white crystalline solid.

Analytical data for As:

IH-NMR (400 MHz, DCM-dy): § (ppm) = 7.82 (t, *Jun = 7.8 Hz, 1H, Hi1), 7.66 (dd, 3Ju = 7.9 Hz, 4w = 0.8 Hz,
1H, Hao), 7.41 (dd, 3 = 7.7 Hz, “Jnn = 0.8 Hz, 1H, Hyo), 7.34 (d, *Jun = 3.6 Hz, 1H, Hs), 7.06 (d, 3Jun = 3.6 Hz,
1H, Hy), 2.26 — 2.18 (m, 2H, Hy), 1.71 — 1.59 (m, 2H, H3), 1.35 — 1.22 (m, 2H, Ha), 0.86 (t, 3Jun = 7.4 Hz, 3H, Hs).

BBC{!H}-NMR (101 MHz, DCM-d,): § (ppm) = 172.0 (Cy), 160.6 (Cs), 152.9 (Co), 141.6 (C1s), 141.6 (Cuy),
137.8(Cs), 129.4 (C1o), 124.1 (C12), 115.2 (Cy), 35.7 (C2), 27.1 (Cs), 22.7 (Ca), 14.1 (Cs).

MS-ESI-EM (MeOH, M = Ci3H14N3S:0:Br;): found 340.01138 for [M+H]* (calcd. m/z = 340.01137 for
[M+H]"), found 363.99105 for [M+Na]* (calcd. m/z = 363.99127 for [M+Na]™).

Method: Suzuki-Miyaura cross-coupling

R
N._S
R N
B(OH
No s (OH), LN 1}/\/) 94 % LqH: R = methyl
B Y\/) . Na;CO3, Pd(PPhg)s o 97 % L,H: R = 2-dimethyl-buty!
_N N THF/H,0, 80 °C, 16 h 85 % L3H: R = 4-tertbutylbenzyl
81 % L4H: R = pentylamide

Br

Arylbromide (1.0 eq), arylboronic acid (1.5 eq) and [Pd(PPhs).] (0.1 eq) were dissolved in THF and
deoxygenated for 10 min. Afterwards a 2M solution of aqueous K,CO3 was added and the mixture was
again deoxygenated for 5 min. The reaction was heated to reflux for 16 h and after reaching room, the
mixture was poured on dest. H,O (10 mL) and EtOAc (10 mL). The H.O-phase was extracted with
EtOAc (3-30 mL). The combined organic phases were dried over Na,SO4 and the solvent was removed
under reduced pressure. After purification via column chromatography over silica the product was
obtained.



Preparation of N-(6-phenyl-pyridin-2-yl)-N-methyl-thiazol-2-amine (L:H)

1 A1 (405 mg; 1.5 mmol) and phenylboronicacid (272 mg; 2.25 mmol) were used
6 with [Pd(PPhs)s] (150 mg; 0.13 mmol) in 30 mL THF with 5 mL aqueous K,CO3

3 SN (2 M). After column chromatography (EtOAc:cyclohexane 3:17) to yield L1H as
<\/N N s | g orange oil (376 mg; 1.4 mmol; 94 %).

10 Analytical data for L1H:

IH-NMR (500 MHz, DCM-d,): & (ppm)=8.20 — 8.13 (m, 2H, Hi1), 7.81 (dd,
3Jun = 8.4 Hz, 3Jun = 7.6 Hz, 1H, Hy), 7.56 — 7.50 (m, 2H, H1,), 7.48 — 7.43 (m, 2H,
H4+13), 7.41 (dd, 3JHH:7.6 HZ, 4JHH =0.6 HZ, 1H, Hg), 7.06 (dd, 3JHH =84 HZ,
43u = 0.6 Hz, 1H, H), 6.86 (d, 3Jun = 3.6 Hz, 1H, H3), 3.87 (s, 3H, Hy).

3C{!H}-NMR (126 MHz, DCM-d,): 5 (ppm) = 162.7 (Cy), 156.1 (Cs), 154.2 (Cs), 139.6 (C1o), 139.3 (C7), 137.3
(C4), 129.6 (C13), 129.2 (C12), 128.1 (C11), 114.0 (Cs), 112.6 (Cs), 108.4 (Cs), 36.4 (Cy).

MS-ESI-EM (MeOH, M = Cy5H13N3S;): found 268.09038 for [M+H]* (calcd. m/z = 268.09029 for [M+H]"),
found 290.07210 for [M+Na]* (calcd. m/z = 290.07224 for [M+Na]*).

Preparation of N-(6-phenyl-pyridin-2-yl)-N-(3,3-dimethyl-butyl)-thiazol-2-amine (L.H)

4 A; (137 mg; 0.4 mmol) and phenylboronicacid (73 mg; 0.6 mmol) were used
3 with [Pd(PPhs).] (46 mg; 0.04 mmol) in 20 mL THF with 3 mL aqueous K»CO3
1 A (2 M). After column chromatography (EtOAc:cyclohexane 1:99) to yield L.H
9 as colorless oil (131 mg; 0.39 mmol; 97 %).
] S 15 N.&_~ 10
7\ N N \12| ., Analytical data for LoH:
13 'H-NMR (500 MHz, DCM-d,): & (ppm) =8.24 — 8.12 (m, 2H, Hi), 7.78 (dd,

% 334 = 8.5 Hz, 3Jun = 7.5 Hz, 1H, Hio), 7.56 — 7.51 (m, 2H, His), 7.49 (d, 3Jun = 3.6 Hz,
1H, H7), 7.49 — 7.45 (m, 1H, Hi), 7.37 (d, 3Junw=7.5Hz, 1H, Hu), 7.06 (d,
3Jun = 8.4 Hz, 1H, Ho), 6.88 (d, 3Jun = 3.6 Hz, 1H, He), 4.71 — 4.18 (m, 2H, H1), 1.99 —
1.66 (M, 2H, Hy), 1.12 (s, 9H, Ha).

3C{1H}-NMR (101 MHz, DCM-d5): 5 (ppm) = 161.7 (Cs), 156.1 (C12), 153.2 (Cs), 139.6 (C13), 139.1 (Cyo), 137.4
(C7), 129.4 (C16), 129.0 (C1s), 128.0 (C14), 113.6 (C11), 112.4 (Co), 108.2 (Cs), 45.6 (C1), 39.8 (Cz), 30.4 (C3), 29.5
(Ca).

MS-ESI-EM (MeOH, M = CH23NsS1): found 338.16844 for [M+H]* (calcd. m/z = 338.16855 for [M+H]*).

Preparation of N-(6-phenyl-pyridin-2-yl)-N-(4-tert-butylbenzyl)-thiazol-2-amine (L3H)

4 Az (196 mg; 0.49 mmol) and phenylboronicacid (92 mg; 0.73 mmol) were
3 > N 7 used with [Pd(PPhs).] (66 mg; 0.06 mmol) in 25 mL THF with 3 mL
2 aqueous K>COsz (2 M). After column chromatography (EtOAc:n-hexane
1
12

1:19) to yield L2H as colorless solid (166 mg; 0.415 mmol; 85 %).

S &N 13 i .
X4 D | Analytical data for L3H:
N N :
10 Y 'H-NMR (400 MHz, DCM-dy): & (ppm) = 8.25 — 8.16 (m, 2H, Hu7), 7.66 (dd,
16 17
18
19

33un = 8.5 Hz, 3Jnn = 7.6 Hz, 1H, His), 7.60 — 7.53 (m, 2H, Hys), 7.53 — 7.48 (m,
1H, Hig), 7.47 (d, 3Jun = 3.6 Hz, 1H, Hio), 7.40 — 7.34 (m, 3H, Hasa), 7.2 (dt,
33un = 7.2 Hz, “Jun = 0.9 Hz, 2H, H3), 6.95 (d, 3Jun = 3.6 Hz, 1H, Ho), 6.91 (dd,
33un = 8.4 Hz, “nn = 0.6 Hz, 1H, Hio), 5.71 (s, 2H, Hy), 1.33 (s, 9H, Hy).

BC{*H}-NMR (101 MHz, DCM-d5): & (ppm) = 162.1 (Cs), 156.1 (Css), 153.5 (C11), 150.4 (Cs), 139.5 (Cse), 139.1
(Ci3), 137.3 (Cao), 134.5 (C2), 129.5 (Cis), 129.1 (Cis), 128.0 (C17), 126.3 (Cs), 126.0 (Cs), 114.1 (Caa), 113.0 (Cs),
108.9 (C12), 51.9 (Cy), 34.8 (Cs), 31.5 (C).



MS-ESI-EM (MeOH, M = CasH3sN3S1): found. 400.18401 for [M+H]* (calcd. m/z = 400.18420 for [M+H]?),
found 422.16580 for [M+Na]* (calcd. m/z = 422.16614 for [M+Na]*).

Preparation of N-(6-phenyl-pyridin-2-yl)-N-thiazol-2-yl-pentanamide (L4H)

2 4 5 A; (510 mg; 1.5 mmol) and phenylboronicacid (272 mg; 2.3 mmol) were

used with [Pd(PPhs).] (173 mg; 0.15 mmol) in 40 mL THF with 3 mL aqueous

SE N g~ K2COz (2 M). After column chromatography (EtOAc:cyclohexane 1:3) to
\ \/r | yield L1H as colorless oil (411 mg; 1.22 mmol; 81 %).

N N 12
8 .
14] " Analytical data for LaH:
15
IH-NMR (500 MHz, CDCls): & (ppm)=8.05 — 8.00 (m, 2H, His), 7.97 (t,
16 3JHH =78 HZ, 1H, Hll), 7.87 (dd, SJHH =79 HZ, 4‘JHH =0.9 HZ, lH, le), 7.48 —7.43
17 (M, 2H, Hie), 7.44 — 7.41 (m, 1H, Hi7), 7.40 (d, 3Jum = 3.5 Hz, 1H, Hs), 7.34 (dd,

33um = 7.7 Hz, 3w = 0.9 Hz, 1H, Hio), 7.01 (d, 3Jun = 3.5 Hz, 1H, Hy), 2.31 (t, 3Jun = 7.4 Hz, 2H, Hy), 1.71 (p,
33w = 7.5 Hz, 2H, Hs), 1.37 — 1.19 (M, 2H, Ha), 0.83 (t, 3Jun = 7.4 Hz, 3H, Hs).

BBC{IH}-NMR (126 MHz, CDCls): & (ppm)=171.9 (Cy), 160.3 (Cs), 157.9 (C13), 152.2 (Cs), 139.6 (Cua),
137.7 (Cu4), 137.3 (Cs), 129.4 (Cy7), 128.7 (C1s), 126.8 (Cis), 122.2 (C1o), 120.5 (C2), 114.2 (C7), 35.0 (Co),
26.6 (Cs), 22.0 (Cs), 13.6 (Cs).

MS-ESI-EM (MeOH, M = C19H19N3S104): found 360.11445 for [M+Na]* (calcd. m/z = 360.11410 for [M+Na]*),
found 697.24068 for [2M+Na]* (calcd. m/z = 697.23899 for [2M+Na]*).

Method: Cyclometalation (acetic acid route)

R
NS

X
| N l\} / | N
Z Ko[PtCl,], "Bu,NCI AN
—S——

AcOH, reflux, 16 h

64 % [PtCI(L,)]: R = 2-dimethyl-butyl
14 % [PtCI(L3)]: R = 4-tertbutylbenzyl
31 % [PtCI(Ls)]: R=H

AN

R
N.__S

,\}j 34 % [PtCI(L)]: R = methyl
P{

%

Cl

The ligand-precursor (1.0 eq), K[PtCls] (1.0 eq) and "Bus;NCI (catalytic amounts) were dissolved in
glacial acetic acid and the mixture was deoxygenated with Argon for 10 min. The reaction was refluxed
for 16 h. After reaching room temperature the solvent was removed under reduced pressure and after
purification via column chromatography over silica, with an eluent of DCM, the product was obtained.

Preparation of Chlorido-(x*cnn-N-(6-phenylpyridin-2-yl)-N-methyl-thiazole-2-amino)-
platinum(l1) ([PtCI(L.)])
1| L:H (170 mg; 0.64 mmol) and K>[PtCls] (264 mg; 0.64 mmol) was refluxed in
N

S.2 5 8 20 mL glacial acetic acid. After column chromatography the product was
3 <\/W/ = | " obtained as a yellow solid (108 mg; 0.22 mmol; 34 %).
N Nx s .
4 N E Analytical data for [PtCI(L1)]:
/

ClI™ 15 " IH-NMR (500 MHz, DMSO-de): & (ppm) = 8.32 (d, 3Jun = 4.1 Hz, 1H, Hy), 8.24 (dd,
14 12 3JHH =85 HZ, 3-]HH =78 HZ, 1H, H7), 7.90 (dd, 3JHH =79 HZ, 3JHH =1.0 HZ, 1H, Hg),
13 7.89 (dd, 3-]HH =76 HZ, 4\]HH =14 HZ, 1H, H14), 7.73 (dd, 3JHH =78 HZ, 4JHH =14 HZ,

1H, Hu1), 7.53 (d, 3Jun = 4.0 Hz, 1H, H3), 7.48 (dd, 3Jun = 8.5 Hz, “Jun = 1.0 Hz, 1H,



He), 7.15 (td, 3JHH =74 HZ, 3JHH =14 HZ, 1H, H13), 7.08 (td, 3JHH =74 HZ, 3JHH =14 HZ, lH, H12), 3.90 (S, 3H,
Hy).

13C{!H}-NMR (126 MHz, DMSO-ds): & (ppm) = 165.1 (Cs), 161.3 (Cz), 148.6 (Cs), 144.7 (C1o), 143.3 (C1s), 138.9
(C7), 137.2 (C4), 134.1 (C14), 128.5 (C13), 123.6 (C11), 123.3 (C12), 113.8 (Cs), 113.2 (Cs), 113.1 (Cs), 43.5 (C).

15pt-NMR (107 MHz, DMSO-ds): § (ppm) = -3279.

MS-ESI-EM (MeOH, M = C;35H12N3S:Pt;Cly): found 460.03638 for [M-CI]* (calcd. m/z = 460.03730 for [M-
ClI]"), found 497.01634 for [M+H]* (calcd. m/z = 497.01609 for [M+H]").

Preparation of  Chlorido-(x*cnn-N-(6-phenylpyridin-2-yl)-N-(3,3-dimethyl-butyl)-thiazole-
2-amino)-platinum(ll) ([PtCI(L2)])

4 LoH (120 mg; 0.35 mmol) and K2[PtCl4] (141 mg; 0.34 mmol) was refluxed in
3 15 mL glacial acetic acid. After column chromatography the product was
1 -2 obtained as a yellow solid (127 mg; 0.22 mmol; 64 %).
9
S I5 N~ |10 Analytical data for [PtCI(L2)]:
7\ N Nx -1 !H-NMR (400 MHz, DCM-d2/MeOD-d.): & (ppm) = 8.48 (d, 3Jun = 4.2 Hz, 1H, Hy),

P, 12 8.02 (dd, 3Jnn = 7.7 Hz, “Iun = 1.3 Hz, 1H, Hi7), 7.96 (dd, 3Jum = 8.6 Hz, 3Jun = 7.8 Hz,
Cl 14 1H, Hio), 7.50 (M, 2H, Hi1+14), 7.21 (td, 3Jun = 7.4 Hz, 3Jpn = 1.4 Hz, 1H, Hig), 7.13 -
7.07 (M, 2H, Hou15), 6.99 (d, 3Jun = 4.1 Hz, 1H, He), 4.33-4.03 (M, 2H, H1), 1.97 - 1.72

17 < 15 (m, 2H, Hy), 1.05 (s, 9H, Ha).
BC{'H}-NMR (101 MHz, DCM-d,/MeOD-d,): 3 (ppm) = 167.2 (C12), 160.4 (C7), 148.4 (Cs), 145.2 (C13), 143.6
(Cis), 139.0 (C7), 138.6 (C10), 134.9 (C17), 129.7 (Cas), 124.1 (C15), 123.9 (Ci4), 114.0 (C11), 112.1 (Co), 111.1
(Ce), 55.2 (C1), 39.3 (C2), 30.6 (Cs3), 29.2 (Ca).

195pt-NMR (107 MHz, DCM-d2/MeOD-ds): 5 (ppm) = -3257.

MS-ESI-EM (CHCIl3/MeOH, M = CyH2:N3S,Pt:Cly): found 567.09468 for [M+H]* (calcd. m/z = 567.09435 for
[M+H]*), found 589.07678 for [M+Na]* (calcd. m/z = 589.07629 for [M+Na]*).

Preparation of Chlorido-(x®cnn-N-(6-phenylpyridin-2-yl)-N-(4-tert-butylbenzyl)-thiazole-
2-amino)-platinum(ll) ([PtCI(L3)])

LsH (155 mg; 0.388 mmol) and K;[PtCls] (161 mg; 0.388 mmol) was

4 7
3 s refluxed in 25 mL glacial acetic acid. After column chromatography the
1 2 product was obtained as a yellow solid (35 mg; 0.056 mmol; 14 %).
S%N /12 13 Analytical data for [PtCI(L3)]:
9 11

\ {\l N 'H-NMR (500 MHz, DCM-d>): & (ppm) = 8.56 (d, Jun = 4.1 Hz, 1H, Hyo), 8.06
10 \Pt/ 15 (dd, 3-]HH =78 HZ, 4JHH =13 HZ, lH, Hzo), 7.85 (dd, 3JHH =8.5 HZ, 3JHH =78 HZ,
cl’ 16 ., 1H, Hiz), 7.53 (ddd, 3Jum = 7.9 Hz, 3Ju = 5.0 Hz, *Juw = 1.2 Hz, 2H, Hi4s7), 7.48
21 —7.41(m, 2H, Hy), 7.27 — 7.16 (M, 3H, Hs:19), 7.15 —7.09 (M, 1H, Hig), 7.02 (dd,
20 18 3Jun = 8.6 Hz, “Jun = 1.0 Hz, 1H, Hi), 6.93 (d, 3Jun = 4.1 Hz, 1H, Hy), 5.45 (s, 2H,

19 Ha), 1.32 (s, 9H, H7).

BC{H}-NMR (101 MHz, DCM-d5): 3 (ppm) = 167.1 (Cis), 160.8 (Cs), 152.1 (Cs), 149.4 (C11), 145.1 (Cyg), 143.8
(Ca1), 138.8 (C10), 138.5 (Ci3), 135.1 (Cao), 129.9 (Cy), 129.7 (Cis), 126.8 (Cs), 126.1 (Cs), 124.0 (C1s), 123.9 (Cy7),
114.3 (Cy), 112.6 (C12), 111.6 (Cs), 61.3 (Cy), 35.0 (Cs), 31.4 (Cy).

195pt-NMR (107 MHz, DCM-db): & (ppm) = -3269.



MS-ESI-EM (CHCI3/MeOH, M = C25H24N3S1Pt;Cl1): found 629.11052 for [M+H]* (calcd. m/z = 629.11019 for
[M+H]"), found 651.09248 for [M+Na]* (calcd. m/z = 651.09214 for [M+Na]").

Preparation of
([PtCI(Ls)])

Chlorido-(x*cnn-N-(6-phenylpyridin-2-yl)-thiazole-2-amino)-platinum(11)

1 H 5 LsH (92 mg; 0.27 mmol) and K[PtCls] (113 mg; 0.27 mmol) was refluxed in

) Sw/ 7 )¢ 25 mL glacial acetic aC|d..After column chromatqgraphy (Al20Os3; _EtOA'c:MeOH

<\/N N | 5%) the product was obtained as the second fraction. After washing with DCM

3 \pt/ ol (3-3mL) and diethylether (1-10 mL) the residue was filtrated over silica

(DCM:MeOH; 39:1). The product was obtained as a yellow solid (40.5 mg;
0.084 mmol; 31 %).

12 Analytical data for [PtCI(Ls)]:

IH-NMR (400 MHz, DMSO-de): & (ppm) =12.59 (s, 1H, NH), 8.30 (d, 3Jun = 4.1 Hz, 1H, Hs), 8.18 (t,
3~]HH =8.0 HZ, 1H, He), 7.98 (dd, 3\]HH =76 HZ, 4JHH =14 HZ, 1H, H13), 7.80 (dd, 3JHH =79 HZ, 4JHH =12 HZl
1H, H7), 7.74 (dd, 3Jun = 7.8 Hz, “Jun = 1.5 Hz, 1H, Hyo), 7.32 (d, 33w = 4.0 Hz, 1H, Hy), 7.19 — 7.11 (m, 2H,
H5+12), 7.08 (td, 3JHH =74 HZ, 4JHH =14 HZ, 1H, Hll).

7

7/
10
Cl 14

13C{!H}-NMR (101 MHz, DMSO-de):  (ppm) = 164.0 (Cs), 155.1 (C1), 144.7 (C4), 144.1 (Co), 142.2 (C14), 138.3
(Ce), 135.9 (Cs), 134.3 (C13), 128.3 (C12), 123.1 (C10+11), 112.6 (Csr7), 112.6 (Csr7), 111.9 (Co).

195pt-NMR (86 MHz, DMSO-dg):  (ppm) = -3229.

MS-ESI-EM (MeOH, M =Cy4H10N3S:Pt:Cly): found 483.00094 for [M+H]* (calcd. m/z = 483.00044 for
[M+H]"), found 504.98284 for [M+Na]* (calcd. m/z = 504.98239 for [M+Na]").

Preparation of Chlorido-(x*cnn-N-(6-phenyl-pyridin-2-yl)-N-thiazol-2-yl-pentanamide)-

platinum(l1) ([PtCI(L4)])

01 23 A s LsH (103 mg; 0.31 mmol) and K>[PtCl,] (127 mg; 0.31 mmol) were dissolved
in a mixture of MeCN:H20 (40 mL; v/v = 1/1), deoxygenated for 10 min with
S.6_N 9/10 1 argon and heated to reflux for 16 h. After reaching room temperature the
7 \ \lr | mixture was poured on DCM (30 mL) and H.O (30 mL). The H,O-phase was
A N Nx ~12 extracted with DCM (3-30 mL) and the solvent of the combined organic
/Pt 14" phases were removed under reduced pressure. The product (9.3 mg;
Cl” 19 S 0.016 mmol; 5%) was obtained as a yellow semi-solid after column
18 16  chromatography (SiOz; DCM).

17

Analytical data for [PtCI(L4)]:

'H-NMR (400 MHz, DCM-d5): § (ppm) = 8.43 (d, 3Jun = 3.9 Hz, 1H, Hs), 8.00 (t, 3Juy = 7.9 Hz, 1H, Hy1), 7.89
(dd, 3Jwi=7.7Hz, =13 Hz, 1H, Hig), 7.74 (dd, *Juy=8.1Hz, “Juy=12Hz, 1H, Hy), 7.56 (d,
3Jnn = 3.9 Hz, 1H, Hy), 7.52 (dd, 3Jpw = 7.7 Hz, “Jun = 1.4 Hz, 1H, His), 7.31 — 7.18 (m, 2H, Hio.7), 7.14 (td,
I = 7.5 Hz, I = 1.3 Hz, 1H, His), 249 —2.36 (M, 2H, Hy), 1.60 (p, *Ju = 7.5 Hz, 2H, Hy), 1.42 - 1.15 (m,
2H, Ha), 0.83 (t, *J = 7.4 Hz, 3H, H),

BC{H}-NMR (101 MHz, DCM-d,): 8 (ppm) = 173.2 (Cy), 169.5 (C13), 157.2 (Cs), 148.7 (Cs), 145.0 (Cya), 142.8
(Cig), 139.3 (C11), 138.8 (Cs), 135.2 (Cis), 130.6 (C17), 124.6 (Cis), 124.6 (C1s), 120.6 (Cio), 120.4 (C7), 118.4
(C12), 36.2 (Cy), 27.7 (C3), 22.4 (C4), 13.8 (Cs).

195pt-NMR (86 MHz, DCM-dy): & (ppm) = -3397.

MS-ESI-EM (MeOH, M = C19H1sN3S;:0:Pt:Cly): found 567.05842 for [M+H]* (calcd. m/z = 567.05796 for
[M+H]"), found 589.04034 for [M+Na]* (calcd. m/z = 589.03990 for [M+Na]").



Preparation of 6-bromo-N-(6-bromopyridin-2-yl)-N-(3,3-dimethylbutyl)pyridin-2-amine (As)

4 Bis-(6-bromopyridine-2-yl)-amine (432 mg; 1.3 mmol) was dissolved in DMF

3 (10 mL) and cooled to 0 °C. NaH (94.5 mg; 3.9 mmol) was added and the mixture

2 N1 was stirred for 15 min at room temperature before 1-bromo-3,3-dimethyl-butane

6 (0.37 mL; 2.6 mmol) was added. The mixture was stirred at this temperature for

o N2x,7 18 h before the reaction was guenched with dest. H,O (40 mL). EtOAc (15 mL)

| Nl was added and the mixture was extracted with EtOAc (3-50 mL). The solvent of

9 the combined organic phases was removed under reduced pressure and the after

Br Br column chromatography (SiO2; EtOAc:n-hexane 1:19) the product (327 mg;
0.79 mmol; 61 %) was obtained as a white solid/colorless oil.

Analytical data for As:

IH-NMR (400 MHz, DCM-dy): 8 (ppm) = 7.41 (dd, 3Jun = 8.2 Hz, 3Juw = 7.6 Hz, 2H, Hy), 7.12 (dd, 3Jun = 8.2 Hz,
43 = 0.6 Hz, 2H, Hg), 7.05 (dd, 3Jun = 7.6 Hz, “Jun = 0.6 Hz, 2H, Ha), 4.24 — 4.09 (m, 2H, H1), 1.68 — 1.53 (m,
2H, H2), 0.99 (s, 9H, Ha).

13C{'H}-NMR (101 MHz, DCM-d,):  (ppm) = 156.9 (Cs), 140.1 (Cs), 140.0 (C7), 121.3 (Cg), 113.3 (Cs), 46.0
(C1), 41.2 (C5), 30.4 (Cs), 29.6 (Ca).

MS-ESI-EM (MeOH, M = C46H19N3Br2): found 380.12031 for [M+H]* (calcd. m/z = 380.12497 for [M+H]"),
found 413.99981 for [M+Na]* (calcd. m/z = 413.99987 for [M+Na]®).

N )

Preparation of N-(3,3-dimethylbutyl)-6-phenyl-N-(6-phenylpyridin-2-yl)-pyridin-2-amine (LsH)

4 As (150 mg; 0.35mmol, 1.0eq.), phenylboronicacid (126 mg; 1.04 mmol;
3 3.0 eq.) and [Pd(PPhs)4] (40 mg; 0.03 mmol; 0.1 eq.) were dissolved in THF
2 N1 (20 mL) and deoxygenated for 10 min. Afterwards a 2M solution of aqueous
6 K2COs3 (3 mL) was added and the mixture was deoxygenated again for 5 min. The
AN X7 reaction was heated to reflux for 16 h and after reaching room, the mixture was
| poored on dest. H,O (10 mL) and EtOAc (10 mL). The H.O-phase was extracted
9 with EtOAc (3-30 mL). The combined organic phases were dried over Na>;SO,
19, and the solvent was removed under reduced pressure. After purification via
column chromatography over silica (n-hexane/DCM: 70/30) the mono-
12 substituted product LeéBrH (62 mg; 0.15 mmol; 43 %) was obtained first as a
13 colorless oil and second as white crystalline solid the product L¢H, (48 mg;
0.12 mmol; 34 %).

Analytical data for LeH2:

IH-NMR (500 MHz, CDCl5): § (ppm) = 8.20 — 8.10 (m, 4H, H11), 7.62 (dd, 33 = 8.3 Hz, 3 = 7.5 Hz, 2H, Ho),
7.56 —7.49 (M, 4H, Hyo), 7.48 — 7.42 (M, 2H, Hi3), 7.40 — 7.36 (M, 2H, Hg), 7.22 (dd, 3Ju = 8.3 Hz, “Ju = 0.7 Hz,
2H, He), 4.70 — 4.47 (m, 2H, Hy), 2.16 — 1.69 (m, 2H, Hy), 1.14 (s, 9H, Ha).

13C{IH}-NMR (126 MHz, CDCls): & (ppm) = 156.8 (Cs), 155.4 (Cs), 139.4 (C1o), 137.6 (Cy), 128.7 (C13), 128.5
(C12), 126.6 (C11), 112.9 (Ce), 112.7 (Cs), 44.8 (Cy), 41.2 (Cy), 30.0 (C3), 29.6 (Ca).

MS-ESI-EM (MeOH, M = CysH29N3): found 408.24316 for [M+H]* (calcd. m/z = 408.24342 for [M+H]").



Analytical data for LeéBrH:

3 IH-NMR (400 MHz, DCM-d,): & (ppm) =8.11 — 8.00 (m, 2H, Hu1), 7.67 (dd,
2\ 1 3Jun = 8.2 Hz, 3Jun = 7.6 Hz, 1H, H7), 7.51 — 7.42 (m, 3H, Hg.12), 7.43 — 7.39 (m, 1H,
15 6 H13), 7.36 (dd, 3JHH:8.3 HZ, 3JHH:7.5 HZ, lH, Hle), 7.16 (dd, SJHHZS.Z HZ,
16_ NS 7 “mi=0.7Hz, 1H, He), 7.12 (dd, 3Jun = 8.3 Hz, “Jun = 0.6 Hz, 1H, His), 6.99 (dd,
4 3Jun = 7.5 Hz, “Iun = 0.6 Hz, 1H, Hy7), 4.39 — 4.21 (m, 2H, Hy), 1.81 — 1.59 (m, 2H,
17 18/N Ng/ 8 Hy), 1.04 (s, 9H, Ha).
10
Br 11 1BC{IH}-NMR (101 MHz, DCM-dy): & (ppm) = 157.5 (C1s), 156.6 (Cs), 156.0 (Co),

140.0 (C1s), 139.5 (C10), 139.4 (C1s), 138.5 (C7), 129.3 (C13), 129.0 (C12), 127.0 (C11),
> 2°119.6 (C17), 114.5 (Cg), 114.3 (Cs), 112.1 (C1s), 45.6 (Cy), 41.3 (C»), 30.3 (C3), 29.6
(Ca).

MS-ESI-EM (MeOH, M = Cz,H2sN3Br1): found 412.1197 for [M+H]* (calcd. m/z = 412.1206 for [M+H]").

Preparation of  (x*cnnc-N-(3,3-dimethylbutyl)-6-phenyl-N-(6-phenylpyridin-2-yl)-pyridin-2-
amine)-platinum(l1) ([Pt(Le)])

4 LeH2 (120 mg; 0.29 mmol), K;[PtCls] (122 mg; 0.29 mmol) and a catalytically

3 amount of "BusNCI were suspended in glacial acetic acid (25 mL). The mixture

2\ 1 was deoxygenated with argon for 10 min and afterwards heated to reflux for 48 h.

6 The solvent was evaporated under reduced pressure and the residue was purified

N X7 Viacolumn chromatography (SiO2; DCM). The yellow spot was collected and the

| _N | resulting solid was washed with diethylether (2-10 mL), suspended in DCM

N /g (10 mL) before diethylether (10 mL) was added. The solvent mixture was

44 discarded and the remaining solid was dried under reduced pressure. The product
15 (117.5 mg; 0.196 mmol; 67 %) was obtained as yellow solid.

13 Analytical data for [Pt(Ls)]:

IH-NMR (500 MHz, DCM-d): & (ppm) =8.23 (dd, 3Ju=7.6 Hz, “Juu=1.2Hz, 2H, Hi), 7.96 (dd,
3JHH =84 HZ, 3-]HH =77 HZ, 2H, H7), 7.75 (dd, 3JHH =78 HZ, 4JHH =14 HZ, 2H, H11), 7.61 (dd, 3JHH =79 HZl
4JHH =09 HZ, ZH, Hg), 7.35 (td, 3JHH =74 HZ, 4JHH =14 HZ, 2H, H13), 7.28 (dd, 3JHH =84 HZ, 4JHH =09 HZl
2H, He), 7.17 (td, 3Jun = 7.4 Hz, “Jun = 1.2 Hz, 2H, Hio), 451 — 4.07 (m, 2H, Hy), 1.81 — 1.57 (m, 2H, H,), 0.92
(s, 9H, Ha).

B3C{IH}-NMR (101 MHz, DCM-dy): 8 (ppm) = 164.4 (Co), 151.4 (Cs), 149.7 (C1s), 148.0 (C10), 138.2 (C), 135.8
(C1s), 129.5 (C13), 124.3 (C11), 123.5 (C12), 114.3 (Cs), 112.9 (Cs), 52.6 (C1), 41.9 (Cz), 30.4 (Cs), 29.4 (Ca).

195pt-NMR (86 MHz, DCM-d5): & (ppm) = -3543.
MS-ESI-EM (MeOH, M = CxH27N3Pt1): found 601.19318 for [M+H]* (calcd. m/z = 601.19044 for [M+H]").
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{7.36,6.82,
i

6.9
r2.0
7.0

F7.1

r2.5

& (ppm)

3.0
F7.2

F7.3 3.5

{s.s3,7.35® Q

F7.4

il [ |

r4.5

T T T T T
7.5 7.4 7.3 7.2 7.1 7.0 6.9 6.8

3 (ppm) S0
lss
l6.0

6.5
(7.36,6.82}

w e 0 °
® F7.0
(7.46,6.99}
(6.83,7.35}
o {692,746, /

L] L7s
{7.00,7.45}

T T T T T T T T T T T T T 1
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0

5 (ppm)

Figure S3: *H/'H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of A..

20

{1,4,27.6&

{3.8, 35.9{‘ 30
F40
50
60
70
8o
90
100

{7.0,108.2

{6.9,113.7 r110
(7,1,120,2{‘
r120

130
{7.5,137.5

{7.6,140.6,
k . 140

r150

T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0

5 (ppm)

Figure S4: *H/C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-dy) of A1.

& (ppm)

8 (ppm)



{7.5,107.8 (7.1,107.8£‘s
N Fo
(7.4,113.55 110
{75,119.9& {7.0,119.9, rio
N &e F120
t20
130 ~ L
€ 30
(7.6,138.1& Oat0a {7.0,138.1} g
oMo e +1,140. L a0
So q‘{s.s,lam}* 140 ©
+50
{7.5,153.4£'D {7.0,153.4& 150
odoo 60
6.9,162.1
{ Sﬁ F 160 r70
80 B
T T T T T T T T T a
77 76 75 74 73 72 71 70 69 K]
3 (ppm) 90w
100
{7.5,107.8} {7.1,107.8} {3.8,107.8&
F110
{7.4'113£.5,119.9} “/{7.0,119.9) | 120
130
(7.1,140.4& fmﬂ&l}
\(7.6,138.1} {6.9,137.3} 140
/(7.5,153.4} A,/{7.0,153.4) (3.8,153.4& 150
(e.mez.x& {3.8,162.1{’
. t160
170
r180
T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5
& (ppm)
Figure S5: *H/*C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d;) of A1.
= 2 2 I z
g 5 8 E g
~ 8 © ¥ s
(.
! 6
2
N /N 5 N7
Ay
S N 8
3 9
Br
J
—7 T —r T
1.00 101 1.00 1.00 0.98
T T T T T T T
7.40 7.00 6.95 6.90 6.85 6.45 6.40
& (ppm)
~ ooyt « =
T IITT I I
N 588 g 3
~ e ¥ -
N/
UU A L
L ’F f
1.00 1.01 1.00 1.00  0.98 3.05
T T T T T T T T T T T T T T T T T T T
9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
& (ppm)

Figure S6: *H-NMR spectrum (500 MHz, DCM-d,) of I1.



o
8y 58 s 88 8 g -
~ = < — o~ ~ - 2
ga g8 5 B g - P
I \/ \/
;
N.2_Ns 7
4 \ \,// = ‘
S N ’s
3 9
Br
,_J AA_J I N
T T T T T T T T T T T T T T T T
160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
5 (ppm)
Figure S7: 3C-{*H}-NMR spectrum (101 MHz, DCM-d,) of I1.
0.0
{6.85,6.41
®
0.5
6.6 @ 1.0
©
{6.41,6.85, Le.s - ° L
A A 15
{7.40,6.97} 2
<, o 2
L7.2 2.5
{6.93,7, 3.0
&
/99,7.41} 3.5
76 © '
T T T T T T T T T T T T T @
75 74 73 72 71 7.0 69 68 6.7 6.6 6.5 6.4 6.3 4.0 s
5 (ppm) £
a
ras &
w
5.0
5.5
6.0
{6.85,6.41‘@
6.5
40657 {6.41,6.85%
40,6 A
b L0
{6.93,7.41
~7.5
{6.99,7.41}
8.0
8.5
T T T T T T T T T T T T T T T T -9.0
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

5 (ppm)

Figure S8: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of I1.



(5.4,105.5§

r110

{7.0,117.7,
(7.0,118.9)
{6.9,127.3é

r120

& (ppm)

130

(7.4,139,5é

T T T T T T T T T T T T T T
7.6 7.5 7.4 73 7.2 7.1 7.0 6.9 6.8 6.7 6.6 6.5 6.4 6.3
5 (ppm)

r 140

{6.4,105,5&

(7.0,118.9}

(6.9,127.3
{7.4,139.5%

{7.0,117.7

{3.5,35.4{@

r10

F20

30

140

r50

60

=70

80

90

r 100

110

120

130

r140

150

160

170

180

T T T T T T T T T T
7.0 6.5 6.0

T
5.5 5.0 4.5 4.0 3.5 3.0

5 (ppm)

T
2.5

Figure S9: *H/®C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of ..

{6.9,35.2{.

(7.4,113.9&‘

°

o
{a.9,105.3g
(-] @

{7:0117.8,  (70,118.9}
>

{7.4,117.8)

{7.4,138.1§
@

{6.9,105.3

{7.4,159.15

{6.4,127.0
@ @

{7.0,138.0

(7.0,139.3&(
<

(5.8,150.%9 (6.4,193.7%a

{7.4,118.957-0.117.8L (7 0,118.0} 78 7.6 74
s ¥e

(7.4,117.8}
(] [}

{6.4,127.0}

(7.0,138.0}

{7.4,138.1 i£7 0, 139'3V
®

@

{7.4,159.1 {6.4,160.7}

{e.s,mw& v

T T T
72 7.0 6.8

3 (ppm)

{3.5,127.1%

T T T T
6.6 64 6.2 6.0

{3.6,160.7{.

100

110

120

130

r140

150

r160

T
2.0

5 (ppm)

T
1.5

T
1.0

0.5

0.0

10

F20

30

40

50

60

70

80

90

r100

110

F120

130

140

150

r 160

170

8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0

T T T T T
4.5 4.0 3.5 3.0 25

5 (ppm)

2.0

Figure S10: *H/*C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d;) of 1.

1.5

1.0

0.5

& (ppm)

5 (ppm)



o -
—\ &
o Y
/)
ia/N
=z
< -
)=z
8\7
©

9H 26’9 —

6H 869 — \\_VV

TIH90 L — ~

LH LY L — W

OTH €5°L — %

0.99

1.00

0.99

0.97

1.00

PH LO'T

CTH99'T —

TH LEY —

ZAd TeE's —

9H Z6'9 ~
6H 86'9 —
TIH90L "

o (Hl~
" O0THES L
~N

7.55

i
9.00

T
2.00

T
2.00

T

Y

1.00 0.97 0.99 1.00 0.99

3 (ppm)

¥ 962 ~ L
€506~
86— -
D S5sh—
202ad 0'vs — e
=} = L
— N
v
o
W V.
el ~
8/ P4 L
P4
<« -
I W)=z
M NS r
o ©
—~
N
|ﬂ F
O 60 6'£0T —
D L
N 9 GET—
I
> 11D £'611 — —_————
o
o
Te)
N |
= 1D 9'LET~
..O. [a=ka 10 L
D 01D §'0KT =~
o
[
o L
= 80 8751 — —
Z
|
1u._u SO H'T9T — — |
—
—
n L
(5]
—
>
(=) L
LL

170 160 150 140 130 120 110

180

5 (ppm)

Figure S12: 3C-{*H}-NMR spectrum (126 MHz, DCM-d,) of A..



7.4 7.3

. 7.2
3 (ppm)

{7.56,7.08}
&

{6.94,7.50}

(7.00,7.56
» %v’

{7.08,7.55}

(168,439,

7.5 7.0 6.5 6.0 5.5 5.0 4.5

T
4.0 3.5 3.0 2.5 2.0 1.5 1.0

5 (ppm)

Figure S13: *H/*H-COSY-NMR spectrum (500 MHz/500 MHz, DCM-d,) of A..

{4.4,45.0&

(7.0,107.3&
{5.9,113.2{.
{7.1,119.2&

{7.5137.1,

(7.5,140.0&

(1.7,39.2&

0.5

f\(1.1,29.0} ’

i

¢

0.0

8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5

T
4.0
& (ppm)

3.5 3.0 2.5 2.0

Figure S14: *H/BC-gHSQC-NMR spectrum (500 MHz/126 MHz, DCM-d;) of A..

F0.0

0.5

r1.0

r15

2.0

2.5

3.0

3.5

4.0

r4.5

r5.0

r5.5

6.0

r6.5

7.0

r7.5

8.0

r30

40

50

60

=70

80

90

r 100

110

120

130

r140

150

& (ppm)

& (ppm)



° o L 30
{1.7,29.4} {1.1,29.0}
H
{4.4,39.2& {1.1,39.2{5
40
{1.7,45.0& H
3
§ 50
H
¢
! 60
4
2
E 70
¢
¢
? 80
§
H +90
s
3
H
: I 100
(7.1,107.3&
110

e

{7'0'119'1&
120

130

s0maeer

{7.6’137‘8& {5.9,137.1&

140

{7.6,152.3& (4.4,152.3& L 150
{4.4,160.8
& 160

T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0

5 (ppm)

Figure S15: *H/2C-gHMBC-NMR spectrum (500 MHz/126 MHz, DCM-d,) of A..

& (ppm)

S @ = ~ S
T I T T ot
= ~ 3 ® g
< Y Y 8 M
N 3 3 3
4
3
4 2
9
5_N
, N\,// 8_\10
< |
S N 11
6 12
Br
!
T T T T T
1.01 1.01 0.99 1.00 0.95
T A
7.45 7.40 6.95 6.90 6.45 6.40
° _ 8(ppm) 9
— =N o [a) - o s
T 2EE 2 8 z 2 I
< 858 4 b S 8 8
N eRv e M P < = -
NI
| . h M_A_J;
L T T ki f
1.01 1.01 0.99 1.00 0.95 2.00 2.01 9.09
T T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

3 (ppm)

Figure S16: *H-NMR spectrum (400 MHz, DCM-d,) of I2.



on - 5
88 [shs] 3] sk] 5] 2 o ne
oN N - ~ o < o N e
Sa o @ S &~ s @ o N %
g5 84 8 43 g 3 2d aa
\/ \/ \/ [ \/
4
3
4 2
N5_N.8_2_1o0
= =
oL T
S N A 11
6 12
Br
|
|
|
I i A
T T T T T T T T T T T T T T T T T
160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
5 (ppm)
Figure S17: 3C-{*H}-NMR spectrum (101 MHz, DCM-d,) of .
{6.88,6.41
@ le.a F0.5
Les F1.0
{6.42,6.88, L6.8 {4.14,1.68¢ @ r1.5
{7.40,6.97} @ B
@ @ F7.0 & 2.0
w0
F7.2 2.5
{6.97,7.4
® "B
L7.6 3.5
T T T T T T T T T T T T {165,412 r4.0 —
75 7.4 73 72 7.1 7.0 69 6.8 67 6.6 65 6.4 ® 704,12} E
5 (ppm) R a
F45 5
5.0
5.5
6.0
{6.88,6.41%
6.5
{7.40,6.97, (5'42'5'88{6)
o {@ +7.0
{5.97,7.41@
@ +7.5
8.0
8.5
T T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
5 (ppm)

Figure S18: H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of I2.



{6.4,105.4;
A oos

110 @

r115
{1.7,42.8
(7'0'”3'°§ {6.9,118.7} {4.1,44.92 N c&

r120

{6.9,126.1% L 125

130

& (ppm

135
(7.4,139.1

&> c I 140

T T T T T T T T T T T
74 73 72 71 7.0 69 6.8 67 6.6 65 6.4
S (ppm)

{6.4,105,4;
{7.0,118.0; {6.9,118.7}

69,1261

(1.0,29.45

{7.4,139.1}
T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
& (ppm)
Figure S19: *H/*C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-dy) of ..
{4.1,30.3 {1.6,29.6,
%ﬁ & [} (1.?,349) °
/
{6.9,45 0& (‘l-l."Z-Qh w75 0& (1_0,42_7$
{s.e,ms.a%5
L] @
{6.9,117.9
® % %
{7.0,118.7}  {6.4,126.2} {4.1,126.2,
A S
{7‘4/13&%@ o
<7-4'159-2%{6.9,1500%5.4,159.9{9 {4.1,160.0&
T T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
& (ppm)

Figure S20: *H/®C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d;) of I..

r20

30

40

r50

60

70

80

90

r 100

110

F120

130

r 140

F20

+40

50

60

70

80

90

100

110

120

130

r 140

150

160

170

8 (ppm)

& (ppm)



ZH8TT =
UBXOUOPAD 5T ~ _
OTH SS'T~_ I
~
©
e 3
w0 - — o
N A &
=z
™ o -~
M~z
® )=
(] o
o
n
L ®
o
3
TIH 289 — P % 2
1,
6H 86'9 — S
| g wdeadze's
~
THT9'S — - kS
°
8
PTH60°L — % I
3
N
o €
S
EHPTL— g o
F#]sk
Nio
o
g
htk N
©
PHTEL— 2 TIH £8'9 — = <
n  6H869— —_ =
L™ pIHE0L~ =
N T
PHTEL
OTH bb'L
EHHOAN w,
OTH btz — o |w
ETH Sb'L — S r M

9.12

2.06

2.00 2.06 2.02 1.00 0.97 1.01

0.0

0.5

1.0

1.5

2.0

2.5

4.0

4.5

& (ppm)

Figure S21: 'H-NMR spectrum (400 MHz, DCM-d,) of As.

UBXoYOPAD 527 — ——

£D9TE—
9 6ve— -

DLIs— -
20ZAd 0'vS — —

~
©
) <+
© 1‘15
~ By
< 1/ / [an]
=z
o o -
Pl
=Z

©

S/kw
o

T1D £°80T —

6D THIT—

Y10 €021 —

¥D 9T~
et

W 6EET— =
01D STLET ~_

STO €8T —
€12 90T — —

S0 8°0ST— -
TID TEST —

820791 —

T T T T
130 120

110

140

150

160

170

5 (ppm)

Figure S22: 3C-{*H}-NMR spectrum (101 MHz, DCM-d,) of Aa.



6.8

7.45,6.88)
6.9 *
L]

~

(7.44,6.98}
@ @ 7.0 L
m7,45,7,09)

.33,7.14 F7.1 -~

oy ¥ :

[=%

=

F7.2 <)
(7.14,7.32@ L73 )

(7_09,7_44ﬁ.{‘ﬁ.98,7.44@_85'7_45®@ r7.4
7.5
7.6 '
T T T T T T T T
7.5 7.4 7.3 7.2 7.1 7.0 6.9 6.8 '
& (ppm)
.
1
{7.45,6.33\“ 7.44695)
{7.45,7.09&/ {7:33,31%
v o
{7.09@.44& {6.88,7.45} N
S
(6.98,7.44)
T T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
& (ppm)

Figure S23: H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d;) of As.

(6.9,108.4; 110
{7.0,113.9$
115
{1.4,27.3
{7.1,120.05 &
F120 /{1.3,31.3)
g .
{7.3,126.0 {7,1,12&2% L12s &
w0
130 (5.6,51.4{‘
(7.4,137.3) 135
{7.5,140.3}
o o r 140
T T T T T T T
75 74 73 72 71 7.0 69
8 (ppm)
{6.9,108.4,
{7.0,113.9{’
{7.1,120.0{‘
(7,3,125,0{‘ ‘,{7.1,126.2}
{7.4,137.3{‘
{7.5,140.3&
T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0

5 (ppm)

Figure S24: 'H/®C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-dy) of As.

0.5

2.0

2.5

3.0

3.5

4.0

r4.5

F5.0

5.5

6.0

r6.5

7.0

7.5

~8.0

20

30

40

50

60

70

80

90

r100

r110

r120

130

r 140

& (ppm)

& (ppm)



F0
{7.1,108.6&
' k110 r10
{6.9,120.2 . L2o
. \- 120 ]
{1.4,31.5 {1.1,31.5}
(7.334.8& {7.3.,'1251& {7.1,%2‘6.2} {5.6,125.2& k ! 30
{7.3,133.8 (5.6,133.5{9 riso B (1.3,34.8} L 40
{7.5,138.2) {7.0,137.43 & ¢
{7.1,51.5& e e . 0 ' 50
140 [
{7.1,150.7 {5.6,150.7 r 60
{7.5,153.] (5.6,153.1§ 150
oo =70
{7.0,161.8 {5.6,161.8 L
< N e o g
(=5
S
T T T T T T T T T T T 790 ©
7.6 7.4 7.2 7.0 6.8 6.6 6.4 6.2 6.0 5.8 5.6 5.4
& (ppm) L 100
{7.1,108.6
" & 110
{6.9,120.2;
12
{7.3,125.2{‘ {7.1,126.2} (5.6,126.2& 0
{7.3,133.8, {5.6,133.8 130
{. f7.0,137.4} {o
\{7,5,138‘.2} L 140
{7.1,150.7, {5.6,150.7} {1.3,150.7} +
{‘ {5.6,153.1{1/ {é L 150
- .
(7.0,161.8& {5.6,161.8& | 160
170
T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
& (ppm)
Figure S25: *H/2C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of Aa.
n N« E @
o < - 8 S 2
T I T T I T -
Py ~ 0 2 e IS 2
2 5 ] g 8 & M
~ ~ ~ S @ S
(.
I I I I I I
1.01 2.00 2.00 097 095 0.99 0.93
T T T T T T T T
7.45 - 7.40 N Z.gS 7.25 7.00 6.95 6.85 6.45
I¥? IIXT 2 3 (ppm) z s
IR 883 2 2 ]
NRN 6o M w a
I/ N/ I
|
— R i b ’V
1.01 2.00 2.00 0.97 0.95 0.99 0.93 2.09 9.27
T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
5 (ppm)

Figure S26: *H-NMR spectrum (400 MHz, DCM-d,) of Is.



5 (ppm)

n - o ww g
80 3] 5o 8 0830 tshs] 9] 8 o © N
©~ 3 T S e B - @ PN i
EE g g2 § 888 24 g 23 3 =
an 8 88 & S§88 o3 E 28] S A
I Vb ANY \/ [ (.
l ' ‘ \J N —
T T T T T T T T T T T T T T T T
160 150 140 130 120 110 100 20 80 70 60 50 40 30 20 10 (
S (ppm)
Figure S27: 33C-{*H}-NMR spectrum (101 MHz, DCM-d,) of Is.
Fuw
{6.87,6.4:
Fo.5
6.6 F1.0
F1.5
{6.43,6.8 r6.8
3
g 2.0
F7.0 5
F2.5
F7.2
3.0
{6.96, L7.4
' F3.5
00,7.44}
7.6 4.0
T T T T T T T T T T T T
75 74 73 72 71 7.0 69 68 67 6.6 65 64
8 (ppm) r4.5
F5.0
F5.5
6.0
{5.87,5.44% -~
(0) 6.5
{6.43,6.88;
{7.42,6.97, o) &@)
{7.38,7.2 ‘@)' r7.0
{7.25,7.36}
st @ L7.5
{7.00,7.44 (6.96,7.44}
8.0
T T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
& (ppm)

Figure S28: H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d) of Is.



10
20
(1.3,31.6& L 30
F40
{5.3,50.8
S 50
{6.4,105.9% L105 Leo
L110 70
F11s 8o
{7.0,117.8
%7.0,119.3}
90
120 -
£
(=%
e
<) 100
(64,1059 {7.4,126.2} {6.9,126.2 L12s
g {7.2,128.1} @
110
130
TOUTE o oi0s
120
{7.4,125.2*:.9,125.2& F135
{7.4,139.6} L
{7.2,128.1} 130
140
{7‘4’139'6& T T T T T T T T T T T T
75 74 73 72 71 70 69 6.8 6.7 6.6 6.5 6.4 140
& (ppm)
150
T T T T T T T T T T T T T T T T T T
15 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
& (ppm)
Figure S29: 'H/**C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of Is.
{6,9,105.8%
(] [¢) r105 L 1o
110
20
115
(7(;),117.9 (7.0,119.03 {1.3,31.4] L30
{7.4,34.8% 3 %S [ 120 {1.3,398, °
{7.4,126.0} {6.4,126.0 {5.3,126.0 k40
{7@128.0} o (5.3,128.0% ri12s
{7.2,50.7, {6.9,50.7} <
{s Ve . . F130 = k50
{7.4,134.0} (5,3,134.03 £
3 a
{7.4,138.1} =135 o Leo
r 140
70
145
80
{7.2,151.4& =150
o
L 155 90
{6.9,160.7, {6.4,160.7 {5.3,160.7
x, % S o e 100
{6.9,105.8 (7.4,159.1}
%n o °
T T T T T T T T T T T T 110
7.4 7.2 7.0 6.8 6.6 6.4 6.2 6.0 5.8 5.6 5.4 5.2
7079 (7.0,119.13 3 (ppm)
{7.4,126.0 ® {6.4,126.0 {5.3,126.0 120
{Q o o {e X, (53,1280 .
{7.4,134.0& \{7‘2/12&0} {5.3,134.0, 130
{7}!,138.1&B
r 140
{7.2,1514 {1.3,151.4
& . &. 150
(7'4’159'1& {6.9,160.71{6.4,160.7, {5.3,160.7
%a {o {o 160
T T T T T T T T T T T T T T T T T
3.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
& (ppm)

Figure S30: *H/*C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d;) of I.

8 (ppm)

& (ppm)



oJd

LH90'L —

8H vEL—

TH IV L —

0TH 99°L —

TIH 18—

3.28

SH 980 — =

e
2.28

YH8TT —

EHH9T — i

2.24

2.19

THTIZCZ— =

| 8 woeadzes— -—
~

7.35

7.40

LH90L—

S (ppm)
M

8H bE'L ~

TIH T L —

n

Lo otH99L—
~

TIH 18, —

s

1.06 1.01 1.02 0.99 1.00

7.80

0.0

0.5

1.0

1.5

2.0

2.5

3.0

3.5

4.0

4.5

5.0

5.5

6.0

6.5

7.0

7.5

8.0

8.5

9.0

5 (ppm)

Figure S31: 'H-NMR spectrum (400 MHz, DCM-d,) of As.

O TPT —

2 L7 —

e —

L8 —

2TA 0'vS —

LOTSIT —

T THel —

01D ¥'62T —

8D 8'LET —
TID9'THT
EID9'THT V

62 6'CST —

92 9°09T —

D6TLT —

T T T T T T
160 150 140 130 120 110

T
170

T
180

5 (ppm)

Figure S32: 3C-{*H}-NMR spectrum (101 MHz, DCM-d,) of Aa.



L6 ¢+ oo
(7,25,5,97@
F7.0 (1.20’0.7&@ Fo.5
F7.1 @
(1.56,1.20%® {0.77,1.20{w 1.0
72 ®
M {6.97,7.25, . {2.13,1.56; {1.20,1.56,
() {u @ E 1.5
AT T3732 Y lzs ¢
06 g
V\, o {1.55,2.13 L2.0
F74 w0 o) % .
273757 F7.5 k2.5
‘@"’3 i
v U (MY 76 L3.0
{7.57,7.73, {7.32,7.73 L7.7
B Y
L7.8
77 76 75 74 73 72 71 70 69 40
& (ppm)
4.5
5.0
L)
5.5
6.0
6.5
{7.25,6.97
° F7.0
(7.7317.323 /(6.97,7.25)
(7.73,7.@7}
©,(7.57,7.73) L7.5
] [}
75 70 6.5 6.0 5.5 5.0 45 40 35 3.0 25 2.0 15 10 0.5 0.0
5 (ppm)
Figure S33: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of Aa.
{7.1,114.8
9,13. 10
g Liss 09,13 sk
{1.3,22.1 L2o
r120 {1.7,26.6& S’ ©
{7.4,123.5&
{2.3,35.1 30
k125 £ - {‘_
(7.7,128.8& .% L 40
130
50
(7.4,137.3& 13
60
{7.8,141.0} L 140
70
79 78 77 76 75 74 73 72 71 70
& (ppm) r8o
90
100
110
{7.1,114.8&
{7.4,123.5 120
(7.7,128.8}
/ 130
(7.4,137.3&
. k140
(7.8,141.0
8.0 75 7.0 6.5 6.0 5.5 5.0 45 40 35 3.0 25 2.0 15 10 0.5
& (ppm)

Figure S34: *H/RC-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-dy) of Aa.
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Figure S35: *H/BC-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of Aa.
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Figure S36: 'H-NMR spectrum (500 MHz, DCM-d,) of L1H.



&
o 2
5 88 gos 38 80 8 3 o g
~ - ©men 9N owv = ° b E
| Il NS NI Vo |
6
S 2N S N
3 \ \”/
Ny s
4 9
10
1
12
13
|
|
L 1 ' |
T T T T T T T T T T T T T T T T T
170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
5 (ppm)
Figure S37: 33C-{*H}-NMR spectrum (126 MHz, DCM-d,) of L1H.
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Figure S39: 'H/:*C-gHSQC-NMR spectrum (500 MHz/126 MHz, DCM-d;) of L1H.
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Figure S41: *H-NMR spectrum (500 MHz, DCM-d,) of L2H.
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Figure S43: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of L2H.
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Figure S44: *H/®C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d;) of L2oH.
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Figure S45: H/%3C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of LoH.
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Figure S46: *H-NMR spectrum (400 MHz, DCM-d,) of LsH.
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Figure S47: 33C-{*H}-NMR spectrum (101 MHz, DCM-d,) of L3H.
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Figure S48: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of L3H.
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Figure S49: 'H/®*C-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of LzH.
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Figure S50: *H/*C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d;) of LsH.
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Figure S51: *H-NMR spectrum (500 MHz, CDCls3) of LsH.
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Figure S52: 3C-{*H}-NMR spectrum (126 MHz, CDClIs3) of L4H.



Figure S54: 'H/®C-gHSQC-NMR spectrum (500 MHz/126 MHz, CDCls) of L4H.
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Figure S53: *H/*H-COSY-NMR spectrum (500 MHz/500 MHz, CDCls) of LsH.
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Figure S55: IH/%3C-gHMBC-NMR spectrum (500 MHz/126 MHz, CDCls) of LsH.
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Figure S56: *H-NMR spectrum (500 MHz, DMSO-ds) of [PtCI(L1)].
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Figure S58: %Pt-NMR spectrum (107 MHz, DMSO-dg) of [PtCI(L1)].
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Figure S59: *H/*H-COSY-NMR spectrum (500 MHz/500 MHz, DMSO-dg) of [PtCI(L1)].
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Figure S60: *H/®C-gHSQC-NMR spectrum (500 MHz/126 MHz, DMSO-ds) of [PtCI(L1)].

r0.5

r1.0

F15

2.0

2.5

3.0

r3.5

4.0

r4.5

r5.0

F5.5

6.0

r6.5

7.0

F7.5

8.0

~8.5

F20

r30

40

r50

60

70

80

90

100

110

r120

130

140

r 150

8 (ppm)

5 (ppm)



F110 .
{7.9,113.1 (7.5,113.9 1
& g § 10
:
120 H
(7.9,123,3g; {7.2,123.6g N 2
{7.7,128.4& : 20
{7.1,134.2 130 !
L g ) . 40
T
Lo £ H F 50
o4 {7.7,143.3g <7.z,143.4g b ;
(8.2,148.5) {7.1/144£f 5 Leo
150 ;
. 70
§
fs.z,m.z) L 160 : Lso
(7,9,155,zg> . ’g
K © : oo &
(8.2,165.2) e o
T T T T T T T T T T T T T T T :
84 83 82 81 80 79 78 77 76 75 74 73 72 71 7.0 : 100
3 (ppm) !
(7.9,113-1{‘ 0,(7.5,113.9} ) =110
§
{7.9,123.3 {7.2,123.6 3 120
L]
{“ (7.7,123.4){" '
°
(7,1,134,2{‘ 130
o
{7.7,1433 !
TABIL 721984, 711446y 0 140
\{‘ {‘/ {3.9,148.5& H
N (7.9,144.6} ¢ L1s0
(8.2,148.5} (]
{8.3,161.3} (3.9,151.3{. M
! /{7,9,165.2} f 160
. .
\{8.2,165,2} e 170
§
T T T T T T T T T T T T T T T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
& (ppm)
Figure S61: 'H/3C-gHMBC-NMR spectrum (500 MHz/126 MHz, DMSO-ds) of [PtCI(Ly)].
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Figure S62: *H-NMR spectrum (400 MHz, DCM-d2/MeOD-ds) of [PtCI(L2)].
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Figure S63: 3C-{*H}-NMR spectrum (101 MHz, DCM-d2/MeOD-d,) of [PtCI(L2)].

-3257

T T T T T T T T T T T T T T T T T T T T T T T T T T T T
-3020 -3040 -3060 -3080 -3100 -3120 -3140 -3160 -3180 -3200 -3220 -3240 -3260 -3280 -3300 -3320 -3340 -3360 -3380 -3400 -3420 -3440 -3460 -3480 -3500 -3520 -3540 -3560
5 (ppm)

Figure S64: Pt-NMR spectrum (107 MHz, DCM-d,/MeOD-d4) of [PtCI(L2)].
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Figure S65: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,/MeQOD-d,) of [PtCI(L2)].
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Figure S67: 'H/:*C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d2/MeOD-ds) of [PtCI(L2)].
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Figure S68: *H-NMR spectrum (500 MHz, DCM-d,) of [PtCI(Ls3)].
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Figure S69: 1*C-{*H}-NMR spectrum (101 MHz, DCM-d,) of [PtCI(L3)].
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Figure S71: H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-dy) of [PtCI(L3)].
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Figure S72: *H/BC-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-dy) of [PtCI(L3)].
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Figure S73: H/**C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of [PtCI(L3)].
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Figure S74: *H-NMR spectrum (400 MHz, DCM-d,) of [PtCI(L4)].
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Figure S76: '%Pt-NMR spectrum (86 MHz, DCM-d,) of [PtCI(L4)].
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Figure S77: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of [PtCI(L4)].
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Figure S78: *H/RC-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of [PtCI(L4)].
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Figure S79: H/**C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of [PtCI(L4)].
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Figure S80: *H-NMR spectrum (400 MHz, DMSO-ds) of [PtCI(Ls)].
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Figure S81: 3C-{*H}-NMR spectrum (101 MHz, DMSO-dg) of [PtCI(Ls)].
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Figure S82: 1%Pt-NMR spectrum (86 MHz, DMSO-dg) of [PtCI(Ls)].
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Figure S83: 'H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DMSO-dg) of [PtCI(Ls)].
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Figure S84: H/®C-gHSQC-NMR spectrum (400 MHz/101 MHz, DMSO-ds) of [PtCI(Ls)].
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Figure S85: 'H/3C-gHMBC-NMR spectrum (400 MHz/101 MHz, DMSO-ds) of [PtCI(Ls)].
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Figure S86: *H-NMR spectrum (400 MHz, DCM-d,) of As.
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Figure S90: *H/®C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of As.
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Figure S91: *H-NMR spectrum (500 MHz, CDCls) of LeHo.
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Figure S93: *H/*H-COSY-NMR spectrum (500 MHz/500 MHz, CDCls) of LeH2.
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Figure S95: *H/BC-gHMBC-NMR spectrum (500 MHz/126 MHz, CDCls) of LsH>.
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Figure S96: 'H-NMR spectrum (400 MHz, DCM-d.) of LeBrH.
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Figure S97: 33C-{*H}-NMR spectrum (101 MHz, DCM-d,) of LeBrH.
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Figure S98: H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of LeBrH.
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Figure S99: *H/BC-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d) of LsBrH.
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Figure S100: *H/®*C-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of LeBrH.
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Figure S101: 'H-NMR spectrum (500 MHz, DCM-d,) of [PtLe].
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Figure S102: 3C-{*H}-NMR spectrum (101 MHz, DCM-d,) of [PtLs].
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Figure S103: *®Pt-NMR spectrum (86 MHz, DCM-d,) of [PtLs].
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Figure S104: *H/*H-COSY-NMR spectrum (400 MHz/400 MHz, DCM-d,) of [PtLs].
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Figure S105: *H/BC-gHSQC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of [PtLs].
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Figure S106: *H/RC-gHMBC-NMR spectrum (400 MHz/101 MHz, DCM-d,) of [PtLe].
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I11. Single-crystal X-ray diffractometry

Data sets for the compounds were collected with Bruker D8 Venture CMOS diffractometer. Software
package used to prepare material for publication: Mercury.

Table S1: Parameters and data from the single crystal measurements.

Complex I1 As A4 [PtCI(L2)] [PtCI(L4)] [PtLe]

Formula CoHsN3SBr C19H20N3SBr C13H14N3SOBr C20H22N3SPtCI C19H18N3SOPtCI | CasH27N3Pt

Fw 270.15 402.35 340.23 567.00 566.96 600.61

CCDC No. 2252944 2252953 2252945 2252967 2252954 2252950

Crystal color Block, Block, Plate, colourless | Plate, yellow Plate, yellow Block, yellow
colourless colourless

alA 7.5374 (4) 13.1301 (7) 16.1143 (6) 14.5638 (19) 9.5422 (3) 14.0249 (8)

b/A 11.5452 (7) 11.5938 (6) 9.5694 (4) 10.5045 (14) 17.5621 (5) 9.1333 (5)

c/A 11.477 23.7910 (13) 9.1527 (4) 12.9701 (17) 18.7821 (5) 17.9006 (10)

al° 90 90 90 90 114.892 (1) 90

pl° 97.305 (2) 90 100.169 (1) 105.206 (4) 100.541 (1) 109.321 (2)

y/° 90 90 90 90 93.195 (1) 90

VIA3 990.65 (10) 3621.7 (3) 1389.21 (10) 1914.8 (4) 2775.68 (14) 2163.8 (2)

Space group P21/n Pbca P2i/c P2i/c P1 P2i/c

Crystal system | monoclinic orthorhombic monoclinic monoclinic triclinic monoclinic

Z value 4 8 4 4 6 4

#(MoKa)/mm? | 4.32 2.390 3.104 7.59 7.85 6.507

F000 536 1648 688.0 1096 1632.0 1176

F000" 535.51 1647.14 681.57 1090.86 1624.35 1169.78

h, K, lmax 10, 16, 16 13,17, 35 22,13,12 19, 13,17 13,24, 26 19,12, 25

Nret 2914 6049 4092 4553 16105 6347

Tmin, Tmax 0.169, 0.397 0.566, 0.733 0.416, 0.624 0.265, 0.611 0.632, 0.746 0.174,0.452

Tmin' 0.142 0.438 0.360 0.211 0.191 0.132
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X-ray diffractiometric analysis of I, (sad_ve9 p21n_a; CCDC-Nr.: 2252944):

4

Figure S107: Molecular structure of compound 11 in a single crystal (left) and display of the packing (right).
Displacement ellipsoids shown at 50 % probability.

X-ray diffractiometric analysis of A; (VeS5_pbca_a; CCDC-Nr.: 2252953):

Figure S108: Molecular structure of compound As in a single crystal (left) and display of the packing (right).
Displacement ellipsoids shown at 50 % probability.



X-ray diffractiometric analysis of A4 (sad_vel0 p2lc_a; CCDC-Nr.: 2252945):

[~

Figure S109: Molecular structure of compound As in a single crystal (left) and display of the packing (right).
Displacement ellipsoids shown at 50 % probability.

X-ray diffractiometric analysis of [PtCI(L2)] (VdS4_p2lc_a ; CCDC-Nr.: 2252967):

Figure S110: Molecular structure of compound [PtCI(L2)] in a single crystal (left) and display of the packing
(right). Displacement ellipsoids shown at 50 % probability.



Table S2: Selected bond lengths and angles for [PtCI(L>)].

X-Y d(X-Y)in A X-Y-Z 0(XYZ)in°

Pt1-N2 2.071 (5) N2-Pt1-N3 91.64 (17)

Pt1-N3 2.005 (4) N3-Pt1-C32 83.2 (2)

Pt1-C32 1.962 (6) C32-Pt1-Cl1 92.64 (17)

Pt1-Cl1 2.3075 (13) CI1-Pt1-N2 92.58 (13)
N2-Pt1-C32 175.97 (13)
N3-Pt1-Cl1 175.68 (12)

X-ray diffractiometric analysis of [PtCI(L.)] (ViS2_p-1_b; CCDC-Nr.: 225254):

¢

(]

Figure S111: Molecular structures of compound [PtCI(L4)] in a single crystal (top) and the display of the
distortion of the coordination plane (bottom) for all three different molecules. Displacement ellipsoids shown at
50 % probability.



Figure S112: Asymetric cell of the crystal structure of [PtCI(L4)]. Displacement ellipsoids shown at 50 %
probability.

Figure S113: Display of the crystal packing of [PtCI(L4)]. Displacement ellipsoids shown at 50 % probability.



Table S3: Selected bond lengths and angles for [PtCI(La4)].

X-Y d(X-Y)in A X-Y-Z O(XYZ)in°®
Pt1-N11 1.9876 (14) N11-Pt1-N20 89.44 (6)
Pt41-N51 1.9956 (14) N51-Pt41-N60 90.80 (6)
Pt81-N90 2.0021 (13) N90-Pt81-N91 90.84 (6)
Pt1-N20 2.1040 (14) N20-Pt1-C32 168.36 (6)
Pt41-N60 2.0884 (14) N60-Pt41-C72 169.68 (6)
Pt81-N91 2.0946 (15) N91-Pt81-C96 171.19 (6)
Pt1-C32 1.9796 (17) C32-Pt1-Cl1 96.37 (5)
Pt41-C72 1.9765 (17) C72-Pt41-Cl41 95.03 (5)
Pt81-C96 1.9797 (17) C96-Pt81-Cl81 95.43 (5)
Pt1-CI1 2.2996 (4) CI1-Pt1-N11 175.86 (4)
Pt41-Cl41 2.3046 (4) Cl41-Pt41-N51 176.42 (4)
Pt81-Cl81 2.3097 (4) CI81-Pt81-N90 174.36 (4)
N11-Pt1-C32 81.48 (7)
N51-Pt41-C72 82.18 (6)
N90-Pt81-C96 82.02 (6)
N20-Pt1-Cl1 92.22 (4)
N60-Pt41-Cl41 91.66 (4)
N91-Pt81-Cl81 91.23 (4)

X-ray diffractiometric analysis of [Pt(Ls)] (Vel2sadp2lc a; CCDC-Nr.: 2252950):

Figure S114: Molecular structure of compound [Pt(Le)] in a single crystal (left) and display of the packing
(right). Displacement ellipsoids shown at 50 % probability.

Table S4: Selected bond lengths and angles for [Pt(Ls)].

X-Y d(X-Y) in A X-Y-Z 0(XYZ)in°

PtL-N8 2.0478 (19) N8-PtL-N15 91.83 (8)

Pt1-N15 2.0514 (19) N15-Pt1-C1 174.05 (8)

Pt1-C1 1.997 (2) C1-Pt1-C25 103.24 (10)

Pt1-C25 2,010 (2) C25-Pt1-N8 173.38 (8)
N8-Pt1-C1 82.45 (9)

N15-Pt1-C25 82.56 (9)




V. Steady-state and time resolved photoluminescence spectroscopy:

Absorption spectra were measured with a Shimadzu UV-1900i UV-VIS-NIR
spectrophotometer.

Steady-state excitation and emission spectra were recorded on a FluoTime 300 spectrometer
from PicoQuant equipped with a 300 W ozone-free Xe lamp (250-900 nm), a 10 W Xe flash-
lamp (250-900 nm, pulse width ca. 1 us) with repetition rates of 0.1 — 300 Hz, double excitation
monochromators (Czerny-Turner type, grating with 1200 lines/mm, blaze wavelength: 300
nm), diode lasers (pulse width < 80 ps) operated by a computer-controlled laser driver PDL-
828 “Sepia II” (repetition rate up to 80 MHz, burst mode for slow and weak decays), two
double-grating emission monochromators (Czerny-Turner, selectable gratings blazed at 500 nm
with 2.7 nm/mm dispersion and 1200 lines/mm, or blazed at 1200 nm with 5.4 nm/mm
dispersion and 600 lines/mm) with adjustable slit width between 25 pm and 7 mm, Glan-
Thompson polarizers for excitation (after the Xe-lamps) and emission (after the sample).
Different sample holders (Peltier-cooled mounting unit ranging from -15 to 110 °C or an
adjustable front-face sample holder), along with two detectors (namely a PMA Hybrid-07 from
PicoQuant with transit time spread FWHM < 50 ps, 200 — 850 nm, or a H10330C-45-C3 NIR
detector with transit time spread FWHM 0.4 ns, 950-1700 nm from Hamamatsu) were used.
Steady-state spectra and photoluminescence lifetimes were recorded in TCSPC mode by a
PicoHarp 300 (minimum base resolution 4 ps) or in MCS mode by a TimeHarp 260 (where up
to several ms can be traced). Emission and excitation spectra were corrected for source intensity
(lamp and grating) by standard correction curves. For samples with lifetimes in the ns order, an
instrument response function calibration (IRF) was performed using a diluted Ludox®
dispersion. Lifetime analysis was performed using the commercial EasyTau 2 software
(PicoQuant). The quality of the fit was assessed by minimizing the reduced chi squared function
(%% and visual inspection of the weighted residuals and their autocorrelation. All solvents used
were of spectrometric grade (Uvasol®, Merck).

Photoluminescence quantum yields were measured with a Hamamatsu Photonics absolute PL
quantum yield measurement system (C9920-02) equipped with a L9799-01 CW Xe light source
(150 W), a monochromator, a C7473 photonic multi-channel analyser, an integrating sphere

and employing U6039-05 software (Hamamatsu Photonics, Ltd., Shizuoka, Japan).



Table S5: Complete emission data and &y, as well as exited state lifetime data for each complex in DCM at 298
K and in frozen glassy matrix of DCM/MeOH (V:V = 1:1) at 77 K. For multiexponential decays, the amplitude-
weighted average lifetimes are given as well as the different components in square brackets with relative
amplitudes as percentages in parentheses.

15.5 + 0.6 (18)] (us)

Complex Medium (T/K) Aem Aexc Tav @ +0.02/+0.05
) 14.98 % 0.06 [16.48 = 0.05 (88);
DEM, ar(299) 495, 530, 566sh 370sh, 348, 317, 281 8.87£0.19 (12)] (ns) <00
Pl | pow Ar 208) 290 345, b, 14.58 % 0.03 [14.95 = 0.04 (82); 2.0 002
: +0.2 (18)] (ns) :
) 483, 519, 560, 2352+ 0.08 [29.9 + 1.2 (39); 19.4
Glassy matrix (77) 600sh 365, 346, 310 + 1.1 (61)] (1s) >0.98
DCM, air (298) 21.72  0.04 (ns) <0.02
495, 530, 560sh 370, 350 15.94 % 0.05 [20.53 £ 0.05 (73), 5.8
PreiLy)y | PEM AT (%) +0.5 (13); 0.9+ 0.1 (14)] (ns) <002
Glassy matrix (77) | 487,520, 564 366 3286+ 0'051 [(?égﬁ E-'u(;')z (77); 21 >0.98
) 18.2+ 0.4 [28.01 = 0.05 (59); 4.24
DCM, air (298) +[0 20 (41)] (ns§ ) <0.02
496, 528, 560sh 408sh, 368, 352 £9. :
[PtCI(Ls)] | DCM, Ar (298) 257405 [Zzgﬁr?s')z (91);10+3 <002
) 24.88 +0.02 [30.9 + 0.4 (35); 2L.7
Glassy matrix (77) | 484, 518, 551 368, 350, 310 £ 05 (65 0) >0.98
DCM, air (298) n.d. n.d.
[Proi(Ly] | _DCM. A (2%8) 504, 533, 569sh nd. nd. nd.
Glassy matrix (77) | 4% >22.990- | 4136h, 3955, 366, 343, | 1242004 ([gg)]i(is()z)? 121401 >0.98
DCM, air (298) 0.2323 + 0.0006 (iis) <0.02
proiy [ DOV ATG0 493,529,567sh | 413sh, 367, 348, 319sh 02685 2 00006 (19 0
5, .
Glassy matrix (77) | %% 225 %8, 397sh, 368, 312 472008 [(52%)? ﬁgf (74); 32 >0.98
DCM, air (298) 0.2354 + 0.0003 (i1s) <0.02
[PH(LQ)] DCM., Ar(298) | 210 546,585sh 405, 366, 3465 4.203 + 0,002 (is) 0.54
6, .
Glassy matrix (77) | 500, 537, 575sh 391sh, 373, 335 11.436 £0.009 [10.5 £ 0.1 (82); 0.97
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Figure S115: Molar absorption coefficient of [PtCI(L1)] (black), [PtCI(L2)] (red), [PtCI(L3)] (blue), [PtCI(L4)]
(green), [PtCI(Ls)] (pink) and [Pt(Ls)] (yellow) (validity range: ¢ = 5x10° — 1x10% M in DCM at 298 K).
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Figure S116: Excitation (dotted line) and emission spectra (solid line) of [PtCI(L1)] (Zexc = 350 nm; Aem = 495 nm
at 298 K, Jem =485 nm at 77 K) at 298 K in fluid DCM (black) and at 77 K (red) in a frozen glassy DCM/MeOH
matrix (V:V = 1:1). All solutions were optically diluted (A < 0.1). Spectra normalized to the highest intensity.
Signals between 350-450 nm can be attributed the background noise in combination to low signal from the initial
compound.
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Figure S117: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L1)] in fluid DCM at
298 K (air-equilibrated), including the residuals (lexc = 376.7 nm, Aem = 495 nm). Right: Fitting parameters

including pre-exponential factors and confidence limits.
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Figure S118: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L1)] in fluid DCM at
298 K (Ar-purged), including the residuals (lexc = 376.7 nm, Zem = 495 nm). Right: Fitting parameters including
pre-exponential factors and confidence limits.
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Figure S119: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L1)] in a frozen glassy
DCM/MeOH matrix (V:V = 1:1) at 77 K, including the residuals (Zexc = 376.7 nm, Aem = 485 nm). Right: Fitting
parameters including pre-exponential factors and confidence limits.
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Figure S120: Excitation (dotted line) and emission spectra (solid line) of [PtCI(L2)] (Aexc = 350 nm, Aem = 495 nm
at 298 K, Aexc = 350 nm, Aem = 485 nm at 77 K, Jexc = 366 nm as solid) at 298 K in fluid DCM (black) as a solid
(blue) and at 77 K (red) in a frozen glassy DCM/MeOH matrix (V:V = 1:1). All solutions were optically diluted
(A <0.1). Spectra normalized to the highest intensity.
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Figure S121: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L2)] in fluid DCM at
298 K (air-equilibrated), including the residuals (lexc = 376.7 nm, Aem = 495 nm). Right: Fitting parameters
including pre-exponential factors and confidence limits.
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Figure S122: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L2)] in fluid DCM at
298 K (Ar-purged), including the residuals (dexc = 376.7 nm, dem = 495 nm). Right: Fitting parameters including
pre-exponential factors and confidence limits.
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Figure S123: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L2)] in a frozen glassy
DCM/MeOH matrix (V:V =1:1) at 77 K, including the residuals (lexc = 376.7 nm, Jem = 485 nm). Right: Fitting
parameters including pre-exponential factors and confidence limits.

[PtCI(L)]:
1.01 298 K, DCM:
—— Em (A,,.=366nm)
Exc (hem=494nm)
S, 0.8 1 77 K, DCM/MeOH:
5 —— Em (A,=366nm)
g Exc (Ae,,=483nm)
£ 064 298 K, solid:
g —— Em (Lo, =366nm)
N
©
€
5 0.4 4 ;
[
0.2 .
0.0 . . . YVMJ : : : .
300 400 500 600 700
A [nm]

Figure S124: Excitation (dotted line) and emission spectra (solid line) of [PtCI(L3)] (Zexc = 366 nmM; Aem = 494 nm
at 298 K, Aem = 483 nm at 77 K) at 298 K (black) in fluid DCM, at 77 K (red) in a frozen glassy DCM/MeOH
matrix (V:V = 1:1) and as a solid (blue). All solutions were optically diluted (A < 0.1). Spectra normalized to the
highest intensity.
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Figure S125: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L3)] in fluid DCM at
298 K (air-equilibrated), including the residuals (Aexc = 376.7 nM, Aem =494 nm) and IRF (red, Aexc = 376.7 nM, Aem
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= 376.7 nm).Right: Fitting parameters including pre-exponential factors and confidence limits.
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Figure S126: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L3s)] in fluid DCM at
298 K (Ar-purged), including the residuals (blue, Aexc = 376.7 nm, Aem = 494 nm) and IRF (red, Aexc = 376.7 nm,
Jem = 376.7 nm). Right: Fitting parameters including pre-exponential factors and confidence limits.
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Figure S127: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(Ls)] in a frozen glassy
DCM/MeOH matrix (V:V = 1:1) at 77 K, including the residuals (lexc = 376.7 nm, Aem = 483 nm). Right: Fitting
parameters including pre-exponential factors and confidence limits.

1o [PtCI(L)]:
' 298 K, DCM:
—— Em (A=376nm)
0.8 - 77 K, DCM/MeOH:
o —— Em (A ,=350nm)
@ EXC (Ao, =487NM)
L 0.6 1
=
°
[}
N
T 0.4
g 0.4
o
c
0.2 1
00 T T T IJ T T T T T
300 400 500 600 700
A [nm]

Figure S128: Excitation (dotted line) and emission spectra (solid line) of [PtCI(L4)] (Aexc = 376 nm (laser) at
298 K, dexc = 350 nm and Aem = 487 nmat 77 K) at 298 K in fluid DCM (black) and at 77 K (red) in a frozen glassy
DCM/MeOH matrix (V:V = 1:1). All solutions were optically diluted (A < 0.1). Spectra normalized to the highest
intensity. Signals between 400-450 nm can be attributed the background noise in combination to low signal from
the initial compound.
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Figure S129: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(L4)] in a frozen glassy
DCM/MeOH matrix (V:V = 1:1) at 77 K, including the residuals (Aexc = 376.7 nm, Aem = 487 nm). Right: Fitting
parameters including pre-exponential factors and confidence limits.
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Figure S130: Excitation (dotted line) and emission spectra (solid line) of [PtCI(Ls)] (fexc = 370 nm and
Aem =493 nm at 298 K, Aexc = 368 nm and Aem = 486 nm at 77 K, Jexc = 366 nm as solid) at 298 K (black) in fluid
DCM, at 77 K (red) in a frozen glassy DCM/MeOH matrix (V:V = 1:1) and as a solid (blue). All solutions were
optically diluted (A < 0.1). Spectra normalized to the highest intensity.
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Figure S131: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(Ls)] in fluid DCM at

298 K (air-equilibrated), including the residuals (lexc = 376.7 nm, Aem = 493 nm). Right: Fitting parameters
including pre-exponential factors and confidence limits.
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Figure S132: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(Ls)] in fluid DCM at
298 K (Ar-purged), including the residuals (dexc = 376.7 nm, dem = 493 nm). Right: Fitting parameters including
pre-exponential factors and confidence limits.
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Figure S133: Left: Raw (experimental) time-resolved photoluminescence decay of [PtCI(Ls)] in a frozen glassy
DCM/MeOH matrix (V:V = 1:1) at 77 K, including the residuals (lexc = 376.7 nm, Aem = 485 nm). Right: Fitting
parameters including pre-exponential factors and confidence limits.
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Figure S134: Excitation (dotted line) and emission spectra (solid line) of [Pt(Ls)] (Aexc = 366 M; Aem = 504 nm at
298 K, Aem =488 nmat 77 K) at 298 K (black) in fluid DCM, at 77 K (red) in a frozen glassy DCM/MeOH matrix
(V:V =1:1) and as a solid (blue). All solutions were optically diluted (A < 0.1). Spectra normalzied to the highest
intensity.
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Figure S135: Left: Raw (experimental) time-resolved photoluminescence decay of [Pt(Le)] in fluid DCM at 298 K
(air-equilibrated), including the residuals (Zexc = 376.7 nm, Zem = 504 nm). Right: Fitting parameters including pre-
exponential factors and confidence limits.
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Figure S136: Left: Raw (experimental) time-resolved photoluminescence decay of [Pt(Ls)] in fluid DCM at 298 K
(Ar-purged), including the residuals (lexc = 376.7 nm, lem = 504 nm). Right: Fitting parameters including pre-
exponential factors and confidence limits.
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Figure S137: Left: Raw (experimental) time-resolved photoluminescence decay of [Pt(Ls)] in a frozen glassy
DCM/MeOH matrix (V:V = 1:1) at 77 K, including the residuals (Jexc = 376.7 nm, lem = 488 nm). Right: Fitting
parameters including pre-exponential factors and confidence limits.
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