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Chapter 2

Figure S2.1 Ts3-DET

S2.1.a "H NMR spectrum (CDCL)
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Figure S2.2 EGT

S2.2.a "H NMR spectrum (CDCl,)
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S2.3.b C{"H} NMR spectrum (CD.CL,)
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S2.4.a 'TH NMR spectrum (D,0)
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Figure S2.5 Tacn

S2.5.a "H NMR spectrum (CDCl,)
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S2.6.b C{"H} NMR spectrum (CD;0D)
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S2.6.d HR ESI"MS (MeOH)
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Figure S2.7 Ligand 1.HCL

S2.7.a "H NMR spectrum (CD;0D)
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Figure S2.8 Ligand 2

S2.8.a "H NMR spectrum (CD;0OD)
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S2.8.c *C{'H} NMR spectrum (CDCls)
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S52.8.e HR ESI*MS spectrum (MeOH)
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Figure S2.9 Ts-tacn

S2.9.a "H NMR spectrum (CDCl,)
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Figure S2.10 'Pry-Ts-tacn

S2.10.a "H NMR spectrum (CDCl;)
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Figure S2.11 'Prp-tacn

S2.11.a "H NMR spectrum (CDCL;)
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Figure S2.12 [Ligand 3][H]

S2.12.a 'H NMR spectrum (CDs;0OD)
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S2.12.c *C 135-DEPT NMR spectrum (CDs;0D)
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Figure S2.13 Ligand 3

S2.13.a 'H NMR spectrum (CDs;0D)
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S2.13.c "*C{"H} NMR spectrum (CDs;0D)
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S2.13.e "®C 135-DEPT NMR spectrum (CD;0D)
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S2.13.f HR ESI"MS (MeOH)
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Figure S2.14 Bn-NO2AtBu

S2.14.a "H NMR spectrum (CDClg)
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Figure S2.15 H2-Bn-NODA

S2.15.a "H NMR spectrum (D-0)
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S2.15.c ESI* MS (H-0)
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S2.16.b *'P{"H} NMR spectrum (CDCL,)
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S52.16.d IR spectrum (neat film)
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Chapter 3

Figure S3.1 [Co(L")][NOs],

S3.1.a IR spectrum (Nujol)
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S3.1.b ESI* MS (MeOH)
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Figure S3.2 [Ni(L")][NOs]2

S3.2.a IR spectrum (Nujol)
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S3.2.¢c UV-Vis spectrum (MeOH)
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S3.3.b ESI* MS (MeOH)
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Figure S3.4 [Zn(L")][NOs].

S3.4.a "H NMR spectrum (CD;0D)
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S3.4.c IR spectrum (Nujol)
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Figure S3.5 [Co(L?)][NOs],

S3.5.a IR spectrum (Nujol)
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S3.5.¢ UV-Vis spectrum (MeOH)
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Figure S3.6 [Ni(L?)][NOs]2

S3.6.a IR spectrum (Nujol)

¥60¢
961

09

6€€e

0L9lL

1oL
L.€1

L e o e LA e e
1000 Wavenumber (cm-1)

o_|
(=)
o

S L e e e e e e S e S S BN A e e e o o e
4000 3500 3000 2500 2000 1

33



S3.6.b ESI* MS (MeOH)
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Figure S3.7 [Cu(L?)][NOs]2

S3.7.a IR spectrum (Nujol)

(443

oo
2R
]
L%
8
©
@ by
O —_
Q2 w N 2
3 8
28
O~
N
(o2
W
w
~
o]
UL B e o e e e B LA e e
4000 3500 3000 2500 2000 1500 1000 Wavenumber (cm-1)
S3.7.b ESI* MS (MeOH)
265.84
100%
80%
o
Q
=
o
=
S 60% -
£
<
v
2
=
=
&£ 40% 4 266.92
20%
D% 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
265.5 266 266.5 267 267.5 268 268.5
m/z

35



S3.7.¢ UV-Vis spectrum (MeOH)
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Figure S3.8 [Zn(L?)][NOs].

S3.8.a "H NMR spectrum (CD;0D)
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S3.8.c IR spectrum (Nujol)
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Figure S3.9 [Ni(NOTP-OMe)][NOs3]-

S3.9.a IR spectrum (Nujol)
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S3.9.c UV-Vis spectrum (MeOH)
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Figure S3.10 [Cu(NOTP-OMe)][NOs]2

S3.10.a IR spectrum (Nujol)
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$3.10.c ESI*MS (H.0)
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Figure S3.11 [Zn(NOTP-OMe)][BPh4]»

S3.11.a "H NMR spectrum (CD3;CN)
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S3.11.c IR spectrum (Nujol)
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Chapter 4

Figure S4.1 [AlFs(L")]

S4.1.a "H NMR spectrum (CD;0D)
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S4.1.b “C{"H} NMR spectrum (CD;0D)
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S4.1.d ESI*MS (direct injection, MeOH)
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S4.1.e IR spectrum (Nujol)
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S4.2.b ¥C{"H} NMR spectrum (CD;0D)
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S4.2.d "Ga NMR spectrum (CD;0D)
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S4.2.f IR spectrum (Nujol)
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Figure S4.4 [AlFs(L?)]
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S4.4.c *C{'H} NMR spectrum (CD;0OD)
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S4.4.g ESI*MS (direct injection, MeOH)
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Figure S4.5 [GaF3(L?)]
S4.5.a "H NMR spectrum (CD;0OD)
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S4.5.c F{'H} NMR spectrum (CD;0D)
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S4.5.e ESI*MS (MeOH)
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Figure S4.6 [FeF5(L?)]
S4.6.a ESI"MS (direct injection, MeOH)

Intensé- o 62‘1'573 +MS, 1.0-1.0min #(57-60)
%10 g
1+
1.0 562.3110
0.8
1+
0.64 449,2263
514.3304
0.4
2+
205.1103
1+
0.2 523.3056
347.2804 { L
0.0 .‘L — .*m S l e l”—mﬁ .........
200 250 300 350 400 450 500 550 600 850  miz

S4.6.b IR spectrum (Nujol)

GGGl —

L1€V—

8¥9l—

Loyl —

USSP UL L LR S L LA L L L N L P
4000 3500 3000 2500 2000 1500

59

1000

" Wavenumber (cm-1)



Figure S4.7 [AlFs(L%)]

S4.7.a "H NMR spectrum (CD;0D)
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S4.7.c F{'H} NMR spectrum (CD;OD)
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S4.7.e ESI*MS (direct injection, MeOH)
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Figure S4.8 [GaFs(L%)]

S4.8.a "H NMR spectrum (CD;0D)
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S4.8.c "F{'H} NMR spectrum (CD;0OD)
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S4.8.e F{'H} NMR spectrum (D,0); stability studies, t=4 h

N
N
<
©
'\
@
<)
o
B e e e e R L s i S
-115 -120 -125 -130 -135 -140 -145 -150 -155 Chemical Shift (ppm)
S54.8.f ESI*MS (direct injection, MeOH)
Intens, +MS. 1.2min #(72)
%106 347 2809
1.0
Intens. +MS, 1.2min #(72
xio4
453,1950
4
0.8
455.1947
3
2
0.6
1 4541976
456,1873
L t J ’ 457.1967
0.4 I | !.J.
02
305.2331 53,1950
| 473.5429
17 LSS S ST | S S T ———
200 250 300 350 400 450 500 550 800 miz

65



S54.8.g IR spectrum (Nujol)
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S54.9.b IR spectrum (Nujol)
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Chapter 5

Figure S5.1 Analytical HPLC traces from stability tests of [Ga'®FF(L")]

S5.1.a Analytical UV-HPLC trace of [GaFs(L")] reference standard analysed on Agilent
1290 HPLC system

R: =8.953 min
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S5.1.b Analytical UV- (top) and radio- (bottom) HPLC traces of crude [Ga'®FF,(L")] prior
to SPE purification

R: =8.960 min
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S5.1.c Analytical radio-HPLC trace of [Ga'FF,(L")] at t = 0 min. in 10:90 EtOH:H.O

Rt =9.095 min
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S5.1.d Analytical radio-HPLC trace of [Ga'®FF,(L")] at t = 30 min. in 10:90 EtOH:H,0

R: =9.092 min
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S5.1.e Analytical radio-HPLC trace of [Ga'FF,(L")] at t = 80 min. in 10:90 EtOH:H,0

Rt =9.074 min
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S5.1.f Analytical radio-HPLC trace of [Ga'®FF,(L")] att = 120 min. in 10:90 EtOH:H,O

R:=9.086
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S5.1.g Analytical radio-HPLC trace of [Ga'®FF,(L')] att = 0 min. in 10:90 EtOH:PBS

R:=9.078
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S5.1.h Analytical radio-HPLC trace of [Ga'™FF(L")] at t = 30 min. in 10:90 EtOH:PBS

R:=9.086
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S5.1.i Analytical radio-HPLC trace of [Ga'FF,(L")] at t = 80 min. in 10:90 EtOH:PBS

R:=9.087
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Chapter 6

Figure S6.1 [Ga(L")][NOs]s

S6.1.a "H NMR spectrum (CD;0D)
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S6.1.b IR spectrum (Nujol)
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S6.2.b IR spectrum (Nujol)
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Figure S6.3 Attempted Fluorination of [In(L")][NOs]s
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S6.3.b "F{"H} NMR spectrum (CD;0D)
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Figure S6.4 Attempted Formation of [InF3(L%)] via In(NO3)3.9H.0
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Figure S6.5 [Ga(NOTA)]
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S6.5.c ESI* MS (H.0)
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Figure S6.6 [In(NOTA)]
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S6.6.c ESI* MS (H.0)
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Figure S6.7 [INnCL(NOTA)][H]

S6.7.a "H NMR spectrum (D-0)
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S6.7.c ESI* MS (H.0)
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Figure S6.8 Attempted Fluorination of [In(NOTA)]
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Figure $6.9 Attempted Fluorination of [InC{NOTA)][H]
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S6.9.b F{"H} NMR spectrum (D.0O) (t=0 h)
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Figure S6.10 Attempted Formation of [AIF(Bn-NODA)]
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$6.10.b ESI* MS (H.0)
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Figure S6.11 [In(NO3)(Bn-NODP)]
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S6.11.c ESI* MS (MeOH)
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