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Synthesis, solution dynamics and chemical vapour
deposition of heteroleptic zinc complexes via ethyl
and amide zinc thioureidest

Malavika A. Bhide, @ Kristian L. Mears, @ Claire J. Carmalt ®
and Caroline E. Knapp @*

Ethyl and amide zinc thioureides [L'ZnEtl, (1), [L**ZnEt], (2) and [L'Zn(N(SiMes),)]; (3) have been synthesised
from the equimolar reaction of thiourea ligands (HL* = 'PrN(H)ICSNMe, and HL™* = PhN(H)CSNMe,) with
diethyl zinc and zinc bis[bis(trimethylsilylamide] respectively. New routes towards heteroleptic
complexes have been investigated through reactions of 1, 2 and 3 with B-ketoiminates (HL? = [(Me)
CN(H){Pr}—-CHC(Me)=0Ql), bulky aryl substituted B-diiminates (HL®> = [(Me)CN(H)}{Dipp}-~CHC(Me)=N
{Dipp}l (Dipp = diisopropylphenyl) and HL3* [(Me)CN(H){Dep}-CHC(Me)=N{Dep}] (Dep =
diethylphenyl)) and donor-functionalised alcohols (HL* = Et,N(CH,)sOH and HL** = Me,N(CH,)s0H)
and have led to the formation of the heteroleptic complexes [L*ZnL3*] (5), [L'ZnL%, (6), [L'ZnL**], (7),
[L2*ZnLY (8) and [LY*ZnL**] (9). All complexes have been characterised by 'H and C NMR, elemental
analysis, and the X-ray structures of HL'*, 1, 2, 6 and 7 have been determined via single crystal X-ray
diffraction. Variable temperature *H, COSY and NOESY NMR experiments investigating the dynamic
behaviour of 5, 6 and 7 have shown these molecules to be fluxional. On the basis of solution state
fluxionality and thermogravimetric analysis (TGA), alkoxyzinc thioureides 6 and 7 were investigated as
single-source precursors for the deposition of the ternary material zinc oxysulfide, Zn(O,S), a buffer layer
used in thin film photovoltaic devices. The aerosol-assisted chemical vapour deposition (AACVD)
reaction of 7 at 400 °C led to the deposition of the heterodichalcogenide material Zn(O,S), which was
confirmed by X-ray diffraction (XRD), X-ray photoelectron spectroscopy (XPS) and energy dispersive X-
ray analysis (EDX), with optical properties investigated using UV/vis spectroscopy, and surface
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Introduction

Reports of the deposition of the ternary material zinc oxysulfide,
Zn(0,S), are far fewer as compared to semiconductors such as
zinc oxide, zinc sulfide and tin oxide.'” This is in part due to
Zn(0,S) being an emerging alternative for use as a buffer layer in
photovoltaic (PV) devices.*® It is more so due to the lack of
reports of single source precursors (SSPs) towards Zn(O,S),
especially via chemical vapour deposition (CVD) methods, as
use of SSPs is mostly limited to binary materials. In the CVD
literature, high purity materials are formed using dual source
vapour deposition processes, including doped transparent
conducting oxides (TCOs) such as F:ZnO,* Ga:ZnO’° and
Al:ZnO," and ternary and quaternary materials such as Ga,-
In, ,0;,"* CZTS"™ and MAPbI;."® This poses the question - why
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morphology and film thickness examined using scanning electron microscopy (SEM).

would SSPs be advantageous for the deposition of ternary
materials? SSPs reduce the number of synthetic steps and also
avoid the use of toxic gaseous reagents such as H,S, which is
often used as a sulfur source in both the CVD and atomic layer
deposition (ALD) of metal sulfides.** Additionally, in dual
source processes, as two or more different precursors are mixed
in a one-pot reaction, the precursors have differing decompo-
sition profiles, solubility, volatility, vapour pressure, and thus
may not always be compatible. Furthermore, film growth is
highly dependent on the local environment, with preferential
growth in certain planes due to influence from co-dopants.*
SSPs also inhibit premature reaction of co-reagents and produce
films with less stoichiometric variation. In fact, combinatorial
CVD studies using a dual source approach have shown the
extent of variation in film stoichiometry.'*'” Because SSPs are
singular molecules, these factors become obsolete, the deposi-
tion process is dependent on fewer variables, and so is more
robust and repeatable.

SSPs towards ternary materials need to be heteroleptic
molecules, to incorporate bonds between all the desired
elements required in the resultant film. Heterobimetallic

© 2021 The Author(s). Published by the Royal Society of Chemistry
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complexes have been synthesised and characterised in the
literature for their use as SSPs towards ternary materials."*>°
Thermal decomposition studies show that these precursors
decompose to the desired ternary or quaternary materials,
however, they tend to be large cluster complexes, not ideally
suited to CVD. Monomeric precursors however, are favoured as
they can be easily vaporised and upon decomposition, carbon or
halogen contamination in the resultant deposit will be lower.
Overcoming contamination is crucial since it is well known that
carbon or chlorine contamination has detrimental effects on
optoelectronic properties of certain TCO materials, such as
a change in conductivity or charge carrier concentration. There
are few examples of monomeric heteroleptic complexes that
have been used as precursors towards ternary materials. Car-
bonitride materials have been deposited from a range of
precursors: a tungsten imido precursor was used for the CVD of
tungsten carbonitride, WC,N,,,* titanium and zirconium car-
bonitride films were deposited from titanium(iv) and zirconium
guanidinate precursors respectively via CVD,*»** and silicon
carbonitride was deposited via plasma-enhanced (PE)CVD from
a carbon rich silazane precursor.>* Though these precursors do
deposit the desired carbonitride materials, imido and guani-
dinate precursors do not contain direct metal-carbon bonds.
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It has been shown in the literature that the CVD of zinc
complexes with a chelating ligand containing both an O- and S-
donor atom such as thiobiuret ligands or thioacetate ligands
serve as precursors towards the metal sulfide only, with no
oxygen incorporation unless an external oxygen source is
used.>*?® Recently, nitrogen-doped molybdenum disulfide (N-
MoS,) was deposited via CVD from the monomeric heteroleptic
imido-thiolato precursor Mo(N‘Bu),(S‘Bu),, which contains two
different ligands bound to the molybdenum centre, one being
a nitrogen source and the other being a sulfur source.”” The film
had optoelectronic properties comparable to those of N-MoS,
films grown via dual source methods.?®

In this work we show that the CVD of heteroleptic zinc
complexes with one ligand containing an O-donor atom and
another containing an S-donor atom leads to deposition of
Zn(0,S). We have investigated the structural and dynamic
properties of heteroleptic zinc complexes formed via ethyl and
amide zinc thioureides as intermediates, by systematically
changing the oxygen donor ligands (Scheme 1), with a view to
utilising them as SSPs to the ternary material zinc oxysulfide,
Zn(0,S). Bulky aryl substituted p-diiminate (BDI) ligands have
been used to investigate whether it was possible to form het-
eroleptic complexes with ligands that form a stable 6-
membered rings upon coordination to the zinc centre.

O )
Major product HL! :

S WP

NN HL"
HL? HL? ! (R=Ph)

A NH [o} H LZ

)\)J\

[Zn(L?),] (4) HL3
+ mixtures of by-products 9:«4 . /Q (R = Me)

Me

R | & HL

Intractable mixtures > (R=H)

"BuLi or HL?
Li(N(SiMe;),) or fpe QM (R=Et)

/N/ )\ K(N(SiMe;),) /N/ . HLY
\FN """""""""" ‘ ey’ ; (R=Me)

: ] : M.
(Megsi)zN\Zr(i “';Zn\N Sieg,  ZNN(SIMeg)y) | R\NJ\ o ZnEt, o~ Zr{“ "’;Zn\/
— R/ —
\( /N HLI* /N
] o [L'ZnEt]; (1) HLY
[L'Zn(N(SiMe;),)]; (3) [LY"ZnEt], (2)
/2 F 4
3/3* =N R 373+ N = YR
HL 4 \z,.< N:,, N/ HL Ll \( WOt Y
../ \ e Zn—_
" [L'ZnL%); (6) I~ 4
R [L'ZnL%1, (7) n i e )\N/R
[L"ZnL¥] (5) [L"ZnL*) (8) ’ |
[LYZnL*] (9)
\_ J

Scheme 1 Synthetic routes towards complexes 1-9.
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Formation of heteroleptic species is possible with careful ligand
choice.”® Donor-functionalised alcohols have been used to
synthesise  heteroleptic ~dimeric alkoxyzinc thioureide
complexes, and using VI-NMR, we have shown that these
molecules are fluxional in solution. We have elucidated a link
between this fluxionality and the thermal properties (via TGA) of
the precursors, and have demonstrated their use as SSPs
towards Zn(O,S) via AACVD.

Results and discussion
Synthesis

Synthesis of ethyl zinc and amide zinc thioureides. Taking
inspiration from Sullivan et al.,** thiourea ligands were chosen
as the sulfur source due to their facile, high yielding synthesis
which circumvents issues with usage of H,S gas and other
malodourous sulfur containing compounds. Their work also
showed that zinc thioureides were effective SSPs towards phase
pure zinc sulfide. The odourless, colourless, air stable powders
['PrN(H)CSNMe,] (HL') and [PhN(H)CSNMe,] (HL'*) were syn-
thesised by reaction of isopropyl isothiocyanate and phenyl
isothiocyanate respectively with a solution of dimethylamine in
hexane. After precipitation and filtration, HL' and HL'* were
obtained as white powders in high yield and were both recrys-
tallised from toluene solutions. Their formation was confirmed
by 'H and "*C NMR. Recrystallisation of HL"* yielded colourless
crystals suitable for analysis by single crystal XRD which further
confirmed its structure (ESIT).

Initially, both salt metathesis and acid-base routes towards
heteroleptic compounds were considered. Reaction of lithium
or potassium salts of HL''* with ZnCl, would yield the chlor-
ozinc thioureide, and it was hypothesised that upon further
reaction with a lithium or potassium salt of a second ligand, the
desired heteroleptic complex could be obtained. However,
attempts were made to synthesise lithium and potassium salts
of HL' and HL'* but reactions of the ligands with "BuLi,
Li(N(SiMe;),) and K(N(SiMej;),) led to intractable mixtures
making the salt metathesis route synthetically unfeasible. Acid-
base reactions using diethyl zinc and free ligand were then
employed. The ethyl zinc thioureide complexes [L'ZnEt], (1)
and [L'*ZnEt], (2) were synthesised by the equimolar reaction of
diethylzinc with HL' and HL'* respectively in toluene, with the
liberation of ethane gas. Removal of the solvent in vacuo affor-
ded the complexes as white powders in high yield. The forma-
tion of 1 and 2 was confirmed by 'H and **C NMR spectroscopy,
as well as single crystal XRD, which confirmed the structures as
dimeric species in the solid state (Fig. 1). Peaks observed in the
"H NMR spectrum of 1 at 1.04, 2.59 and 3.51 ppm corre-
sponding to the CH(CH3),, N(CH3), and CH protons of the thi-
oureide ligand respectively appeared in a ratio of 6 : 6 : 1, with
two peaks at 0.82 and 1.77 ppm assigned to the bound ethyl
group protons appearing in a ratio of 2 : 3 respectively. The
characteristic triplet-quartet peaks assigned to the bound ethyl
group appeared as sharp signals. Peaks observed in the "H NMR
spectrum of 2 at 2.35 and between 6.76 and 7.02 ppm corre-
sponding to the N(CHj3), and aryl protons of the thioureide
ligand respectively appeared in a ratio of 6:5, with similar
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Fig.1 Solid state structures of 1 and 2 with thermal ellipsoids drawn at
50% probability and hydrogen atoms omitted for clarity.

triplet-quartet peaks as in 1 assigned to the bound ethyl group.
1 crystallised out of a toluene/hexane solution as a dimer in the
monoclinic space group I2/a whilst 2 crystallised out of a C¢Dg
solution as a dimer in the monoclinic space group P2,/n, with
the four coordinate zinc centres in both complexes adopting
highly distorted tetrahedral geometries (7', = 0.65 (1) and 0.61
(2)). Both structures are analogous to each other and also to
reported methyl zinc thioureides, with dimerization occurring
through S atoms and formation of a Zn-S-Zn-S ring structure.*
The C-S bond in 2 was significantly lengthened as compared to
the free ligand HL'* (1.7678(16) A and 1.6852(15) A respectively)
whilst the C-N(Ph) bond was shortened (1.323(2) A and
1.3715(18) A) upon coordination to the zinc centre. The C-
N(Me,) bond in HL'* was also significantly shorter than in 2.
Upon coordination to the zinc centre, the S-C-N(Ph) bond angle
in 2 was narrowed as expected, with the N-C-N bond angle
widened and a slight narrowing of the S-C-N(Me,) bond angle
as compared to the free ligand HL'* (Table 1).

As well as ethyl zinc intermediates, amide zinc thioureides
were also considered. [L'Zn(N(SiMe3),)], (3) was synthesised by
the equimolar reaction of [Zn(N(SiMe;),),] with HL" in toluene,
with removal of the solvent in vacuo affording the complex as
a white powder. Formation of 3 was confirmed by "H NMR,
which showed signals at 1.15, 2.64 and 3.57 ppmina6:6:1
ratio corresponding to the CH(CHj3),, N(CH3), and CH protons
of the thioureide ligand respectively and the signal at 0.46 ppm

© 2021 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc01846a

Open Access Article. Published on 24 May 2021. Downloaded on 2/7/2026 7:29:42 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Edge Article

Table 1 Selected bond lengths (A) and angles (°) for HL'* and 2

HL'* 2
Bond lengths/A
c-s 1.6852(15) 1.7678(16)
C-N(Ph) 1.3715(18) 1.323(2)
C-N(Me,) 1.3374(19) 1.341(2)
Bond angles/°
S-C-N(Ph) 121.92(11) 113.45(12)
S-C-N(Me,) 122.79(11) 119.87(12)
N-C-N 115.29(13) 126.56(15)

corresponding to the bound amide group protons integrating to
18, as expected. In addition, analytical scale reactions showed
the formation of bis(trimethylsilyl)Jamine in the correct stoi-
chiometric ratio (18H), further confirming the formation of 3.
Crystals suitable for single crystal XRD were obtained after
recrystallisation from a concentrated toluene solution and
confirmed the structure as a dimeric species in the solid state,
in agreement with previous literature.*

Reactions of ethyl zinc and amide zinc thioureides with HL”
and HL>. Initially, B-ketoiminates (BKI) ligands were chosen as
the oxygen source as they have facile, high yielding syntheses
and BKI metal complexes have been shown to be excellent CVD
precursors towards metal oxides.'®™** Following standard
synthetic routes for the preparation of BKI ligands, [(Me)CN(H)
{iPr}-CHC(Me)=0] (HL?) was synthesised via a simple 1:1
condensation reaction of acetylacetone and isopropylamine and
isolated as an orange oil in high purity and good yield.

Targeting heteroleptics of the form [L'ZnL?], equimolar
reactions of 1, 2 and 3 with HL? were carried out. However, these
led to formation of the bis-ligated zinc BKI complex [Zn(L?),] (4),
along with a mixture of by-products, as confirmed by 'H NMR
(ESIt). Firstly, we theorised that the thermodynamic stabilisa-
tion when forming two six membered conjugated rings in 4 was
much higher than for the formation of a heteroleptic with one
BKI ligand and one thioureide ligand. Secondly, we considered
the possibility of a ligand scrambling reaction occurring, as two
BKI ligands are required to coordinate to the zinc centre. We
proposed that L? coordinates to a zinc centre after liberation of
EtH, causing weakening of the second already bound thioureide
ligand, causing it to dissociate. This can then become proton-
ated by a second HL*> molecule, which in turn is free to coor-
dinate to the zinc centre, affording the bis-ligated BKI complex,
4.

To mitigate these factors, attention was turned to B-diimi-
nate (BDI) ligands with large sterically demanding groups: [(Me)
CN(H){Dipp}-CHC(Me)=N{Dipp}] (Dipp = diisopropylphenyl)
(HL?) and [(Me)CN(H){Dep}-CHC(Me)=N{Dep}] (Dep = dieth-
ylphenyl) (HL?*). These ligands are electronically similar to HL?,
which would result in two six membered conjugated rings at the
Zn centre if the bis complex formed. However, the increased
steric bulk could potentially facilitate formation of a hetero-
leptic complex before ligand scrambling reactions occurred.
Therefore, HL®> and HL** were synthesised from the acid-
catalysed 1:2 condensation reaction of acetylacetone with

© 2021 The Author(s). Published by the Royal Society of Chemistry
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diisopropylaniline and diethylaniline respectively and isolated
as pale yellow crystalline solids in high purity and good yield.
These ligands are ubiquitous in coordination chemistry and
have been used to stabilise a wide range of low valent metal
centres.***” Compound 1 was combined with HL? in an equi-
molar ratio and heated to 100 °C for two weeks. Reaction
monitoring through "H NMR showed that the desired product
was forming (ESIT), but that free HL® still remained in the
reaction mixture. After addition of excess 1 the reaction did not
go to completion (ESIf). A similar situation occurred when
reacting 2 and 3 with HL?. Only reactions with the ethyl
compounds were carried forward as this route was synthetically
cleaner than the amide route. Reaction of excess 2 with less
bulky HL** required heating at 100 °C for six days after which
the reaction went to completion and no free ligand peaks were
seen in the "H NMR spectrum. This was attributed to the less-
ened steric bulk of BDI-Dep as compared to BDI-Dipp.
Formation of [L'*ZnL>*] (5) was confirmed via "H and °C
NMR. The room-temperature 'H NMR spectrum of 5 showed
sharp peaks at 1.66 ppm and 4.88 ppm in a ratio of 6 : 1 cor-
responding to the carbon backbone methyl group protons and
the methine proton on the BDI-Dep ligand respectively, and at
2.04 ppm (6H) corresponding to the -NMe, protons on the
thioureide ligand. Signals in the aryl region were also sharp and
integrated to the expected 11 protons from the aryl protons on
both ligands. The spectrum also showed a number of indis-
tinguishable broad peaks corresponding to the remaining
protons, on the ethyl arms, which integrated to ~20 protons, as
expected. This led us to believe that two distinctly different,
rapidly interconverting structures existed in the solution state
and variable temperature 'H NMR was used to investigate this
dynamic behaviour (Fig. 2). Low temperature NOESY NMR
experiments revealed two signals at 1.11 and 1.35 ppm corre-
sponding to the CH; protons on the ethyl arms and four distinct
resonances at 2.41, 2.54, 2.85 and 3.25 ppm corresponding to
the CH, protons on the ethyl arms of the BDI-Dep ligand (ESIf).
We theorised that this fluxionality was due to the S atom of
the thioureide ligand in 5 associating and dissociating from the
Zn centre in solution. At high temperature, the association and
dissociation of the S atom occurs at a faster rate than that of the
NMR timescale, leading to the observed time averaged signal,
the triplet at 1.21 ppm, integrating to 12 protons. The room
temperature spectrum shows a broad coalesced peak between
1-1.4 ppm and at low temperature, this rapid interconversion
slows down and the peak splits into two distinct resonances
which are observed at 1.12 and 1.35 ppm, integrating to 6
protons each (Fig. 2). This fluxional behaviour was corroborated
by the downfield shift of the -NMe, resonance upon increasing
temperature. It is hypothesised that upon dissociation of the S
atom, the C-S bond lengthens, and the structure of the ligand
becomes more similar to its protonated form. The -NMe,
protons become more deshielded and the resonance shifts
downfield (the signal for these protons in the free ligand peak
appears at 2.56 ppm, ESIf). The signal for these protons at
higher temperature is also broader; because these atoms are
four bonds away from the zinc centre, we would not expect them
to be affected to such an extent as the ethyl arms on the BDI-
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Fig. 2 Variable temperature *H NMR spectrum of 5 in C¢Dg, showing the upfield shift of the ~NMe, proton signal (left) and the splitting of the
terminal proton signals on the ethyl arms of the BDI-Dep ligand (centre) as temperature is decreased. The hypothesised dynamic process

occurring in solution in 5 (right).

Dep ligand by change in environment around the zinc centre.
This is also corroborated by the BDI backbone carbon protons
remaining as a single resonance, and not splitting or shifting
significantly with change in temperature. This is consistent
with the splitting of the ethyl arm proton resonances being due
to a local change in environment as hypothesised.

These findings also supported the theory of ligand scram-
bling reactions in the reactions of 1, 2 and 3 with HL?. As we
have shown that the thioureide ligands are fluxional in 5, it can
be inferred that once a BKI ligand had coordinated to a zinc
centre in 1, 2 or 3, the thioureide ligand would dissociate. The
BKI ligand would not be sterically hindered enough to trap the
thioureide ligand and keep the heteroleptic molecule intact
once it had formed. In the case of the BDI ligand, there was
enough steric bulk to keep the thioureide ligand bound, leading
to the observed association and dissociation of the S atom,
without complete dissociation of the thioureide ligand. Elec-
tronic factors cannot be ruled out, and due to its two donor
oxygen atoms, the electronic stabilisation of 4 may also be
greater than that of the bis-ligated BDI complex [Zn(L?),].

Investigations with bulky BDI ligands showed that hetero-
leptic complexes can indeed be formed but judicious choices
about the steric and electronic effects of ligands needed to be
considered if these molecules are to be useful as precursors for
CVD application.

Reactions of ethyl zinc thioureides with HL* and HL**.
Another class of oxygen donor ligand, donor-functionalised
alcohols, were then chosen as the oxygen source. Complexes
bearing donor-functionalised alcohols have been reported in
the literature,*® some of which have been used as CVD precur-
sors towards oxide materials.>***° These ligands have the same
donor atoms as BKI ligands but are electronically different:
there is no conjugation, and the N atom coordinates datively to
the metal centre, whilst the O atom formally bonds to it.

8826 | Chem. Sci, 2021, 12, 8822-883]

Previous work from our group has shown that these ligands
exhibit hemilabile coordination to a metal centre,** and because
the bis-BKI complex 4 formed so readily, we theorised that the
lability of donor-functionalised alcohols would allow for
formation of heteroleptic complexes. Three-carbon backbone
aminoalcohols were chosen to mimic the sterics of BKI and BDI
ligands. Equimolar reactions of 1 and 2 with the donor-
functionalised alcohols Et,N(CH,);0H (HL") and Me,N(CH,);-
OH (HL'*) afforded a set of heteroleptic complexes: [L'ZnL"],
(6), [L'ZnL**], (7), [L"*ZnL"] (8) and [L'*ZnL**] (9) as shown by
'H and **C NMR, as well as single crystal XRD, which confirmed
the structures of 6 and 7 as dimeric species in the solid state.

The structures of 6 and 7 are analogous as expected, with the
four coordinate zinc atoms adopting distorted tetrahedral
geometries in both structures (¢'y = 0.78). Both structures
crystallised in the monoclinic lattice system; 6 in the P2,/n and 7
in the P2,/c space groups. Bond lengths for compounds 6 and 7
are comparable, with no unusual or significant difference
between them (Table 2). The bite angle of the donor function-
alised alcohol ligand in 7 was smaller than in 6 (85.82(7)° vs.
96.95(7)°), however, the Zn-0O1 and Zn-N1 bond lengths in both
complexes were comparable. This indicates that the ligand in 7
may experience more ring strain than in 6 as the bite angle
deviates further from the ideal 109.5° tetrahedral angle. The
torsion angle N1-Zn-S-NMe, in 6 was greater than in 7 due to
the steric constraints of the ethyl groups on the donor func-
tionalised alcohol preventing the -NMe, group of the thioureide
ligand to be proximate to the zinc centre.

The 'H NMR spectra of 6 exhibits broad signals for the
donor-functionalised alcohol protons at room temperature, as
well as distinctly separate resonances for protons that are
bound to the same carbon atom (as confirmed via "H-'"H 2D
NMR (ESIt)). This indicates some degree of fluxionality in
solution. It is hypothesised that the structure exists in two

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Table 2 Selected bond lengths (A) and angles (°) for 6 and 7

6 7
Bond lengths/A
Zn-01 1.9761(16) 1.9760(13)
Zn-S1 2.2532(7) 2.2508(5)
Zn-N1 2.0882(19) 2.0791(17)
0-C 1.411(3) 1.420(2)
S-C 1.791(3) 1.7843(18)
Bond angles/°
01-Zn-N1 96.95(7) 85.82(7)
01-Zn-01' 98.85(7) 85.33(5)
Torsion angles/°
N1-Zn-S-NMe, 46.67(19) 36.47(13)

forms: one in which the nitrogen atoms of the donor func-
tionalised alcohol are coordinated to the zinc centres (as is seen
from the solid state structure) and the second where they
dissociate from the zinc atom and are no longer coordinated
(Fig. 3, boxed). At room temperature and below, this intercon-
version is slow enough to lead to two distinct resonances being
recorded, whilst at high temperature, the interconversion is
faster than that of the NMR timescale, leading to the observed
single resonance (Fig. 3). In contrast to 5, the "H NMR signals
for the -NMe, or any of the protons on the thioureide ligand do
not shift significantly upon varying temperature of 6. This
further corroborates that the fluxionality is taking place in the
donor-functionalised alcohol ligands, and that the fluxionality
in 5 is taking place in the thioureide ligand. The "H NMR of 7
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also consists of broad indistinguishable peaks, which upon
cooling do not resolve as readily, indicating a greater amount of
fluxionality. The COSY NMR spectrum of 7 revealed that in
addition to fluxionality of the donor functionalised alcohol,
there was also fluxionality in the thioureide ligand. Pairs of
peaks for all protons on the thioureide ligand were observed,
with the -NMe, proton signal pair being the most prominent,
evidence of two distinctly different structures being present in
solution (Fig. 4). Due to the smaller substituents on the N atom
of the donor functionalised alcohol in 7, the -NMe, group on
the thioureide ligand can manoeuvre into closer proximity of
the zinc centre to have an interaction. This coordination has
a clear broadening effect on the proton signals of the methyl
group (Fig. 4). This coordination is corroborated by the obser-
vation of two signals for each of the proton environments on the
iPr group, made distinguishable by COSY NMR (Fig. 4), and also
two distinctly different '*C signals for the carbon atoms in the
thioureide ligand (ESIt). In 6, only one signal was observed for
each of the proton environments on the thioureide ligand
indicating that this additional fluxionality is limited to 7.

In contrast to this, reactions of 2 with HL* and HL** resulted
in the compounds [L'*ZnL"] (8) and [L'*ZnL"*] (9) respectively,
whose "H NMR spectra exhibited only one set of resonances for
each proton environment, indicating a single structure present
in solution and therefore a lack of fluxionality (ESIT). This was
confirmed via "H-'H 2D NMR which showed only one set of
cross peaks. The signals for the donor-functionalised alcohol
protons in 8 appeared broad and the thioureide ligand protons
signals appeared sharp, whilst the signals for all protons in 9
appeared sharp (9 precipitated out of the reaction mixture as
a white powder as opposed to the gel like products obtained

/ o~ N/:\
P’ Y NQ 31\ \N/ A
1 ‘\\\\ollm..,z Pra o W, T N
Z“.‘O/ n\‘ ‘ N/<. /Zn\O'Zn >,/- \‘Pr
\'t\‘> \N)\\N/’Pr \/> /N\
—~ / N—n
—/

Fig. 3 Solid state structures of 6 (top left) and 7 (bottom left) with thermal ellipsoids drawn at 50% probability and hydrogen atoms omitted for
clarity. Variable temperature H NMR showing the splitting of the —OCH,, proton signals in 6 upon decrease in temperature and coalescing into
a single peak at 348 K (top right) and the hypothesised dynamic process occurring in solution in 6 (bottom right).
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Fig. 4 (Top left) *H NMR showing the two distinct resonances for the
—NMe, protons in 7, (top right) hypothesised dynamic process
occurring in solution in 7. (Bottom) COSY NMR spectrum of 7 showing
the pair of two distinct cross peaks between the protons in the 'Pr
group of the thioureide ligand. The red trace indicates the top struc-
ture, the blue trace indicates the bottom structure.

when solvent was removed from the reaction mixtures of 6, 7
and 8). This difference in fluxional behaviour can be explained
by the change in R group from 'Pr to Ph on the thioureide
ligand; the larger Ph group may hinder the dynamics of the
complexes in solution.

Thermal analysis of 6 and 7. Due to the observed fluxionality
in 6 and 7, the thermal properties of these complexes were
investigated via thermogravimetric analysis (TGA), with a view
to use them as precursors in AACVD experiments. Fluxionality
leads to lower decomposition temperatures as molecules are
more likely to break apart during the deposition process,
making them more favourable and efficient as precursors. Both
complexes had single step decomposition pathways but
differing decomposition profiles (Fig. 5). Compound 6 had an
onset decomposition temperature of ~120 °C, and a broad
temperature window over which mass loss occurred (120-320
°C). The % residual mass (30.1%) was commensurate with the
mass expected for ZnS. Compound 7 had a considerably lower
onset decomposition temperature (<100 °C) than 6 and a sharp
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Fig. 5 Thermal decomposition profiles for compounds 6 and 7.

mass loss over a much narrower temperature window (100-180
°C) with no significant mass loss after ~180 °C. The % residual
mass loss (38.0%) was higher than that expected for the ternary
material Zn(O,S) (ZnO,S; ). This stark difference in the
thermal profiles of the two complexes corroborated NMR data
which showed the greater fluxionality present in 7. Even though
the mass loss window for the decomposition of 6 was broader,
the onset decomposition temperature was still relatively low
and therefore this was also considered as a precursor in AACVD
experiments.

AACVD experiments

Due to the fluxionality and low onset decomposition tempera-
ture of 6 and 7, these molecules were investigated as AACVD
precursors towards deposition of the ternary material zinc
oxysulfide. Due to the excellent solubility of 6 and 7 in toluene,
this was chosen as the solvent, with an optimal deposition
temperature of 400 °C being chosen. Deposition conditions are
shown in Table 3. Single source AACVD experiments using 6 did
not lead to the target material Zn(0O,S) but single source AACVD
of 7 led to the deposition of the heterodichalcogenide material
Zn(0,S) at 400 °C. The film was transparent, showed good
coverage across the glass substrate and was well adhered;
passing the Scotch tape test and was not scratched by a steel
stylus.

The AACVD reaction of 6 led to deposition of film A, which
was transparent and colourless, with an XRD pattern resem-
bling that of cubic zinc sulfide (Fig. 6). However, the peaks were
broader than would be expected for a crystalline material,
indicating the amorphous nature of the film. There was also
a slight shift to a higher 26 angle in the peak at 29° as compared

Table 3 AACVD conditions of deposited films

Film Precursor Temperature/°C
A 6 400
B 6 + excess HL* 400
C 7 400

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 XRD patterns of films A, B and C, and standard ZnO and ZnS
patterns.

to the ZnS standard XRD pattern, due to a small amount of
oxygen incorporation into the film. Due to the lack of sufficient
oxygen incorporation in A, the AACVD reaction of 6 with excess
HL* (to act as an external oxygen source) was carried out.
Resultant film B had a broader XRD pattern than A, with
a distinct shift to a higher 26 angle and broadening in the peak
at ~29° suggesting that some oxygen incorporation into the film
had occurred. This was also accompanied by a slight yellow
tinge to the film, further confirming the deposition of the oxy-
sulfide material. However, these XRD patterns were not similar
to those reported for zinc oxysulfide in the literature.

The AACVD reaction of 7 led to deposition of film C. The X-
ray diffraction pattern of film C was markedly different to A and
B, showing the characteristic broad peaks associated with
Zn(0,S) at 30.9°, 32.8° and 34.5° 26 indexed to the (100), (002)
and (101) planes respectively, with a clear resemblance to the
XRD patterns of hexagonal zinc oxide and zinc sulfide, con-
firming formation of the ternary material zinc oxysulfide
(Fig. 5). This was consistent with reports from the literature for
zinc oxysulfide films.?***?

Film C was visibly yellow in colour. X-ray photoelectron
spectroscopy confirmed the presence of zinc, sulfur and oxygen
in the film (ESIY). A single Zn environment was present in both
the surface scan and the 300 s etch, suggesting that Zn(O,S) had
indeed formed, and not a mixture of the binary materials ZnO
and ZnS. The Zn 2p3,, and 2p,,, states appeared at 1044.2 and
1021.2 eV respectively and one S environment was present, with
2ps and 2p,,, states appearing at 162.8 and 161.5 eV respec-
tively, in accordance to previous reports from the literature for
Zn(0,S) films.”® One oxygen environment appeared at 529.5 eV
for the 1s state, whilst a hydroxide state also appeared at
531.1 eV. There was however a change in binding energies for
the surface scan as compared to the 300 s etch. Binding energies
for both Zn and S moved to higher energies by 0.7 and 0.05 eV
respectively. Furthermore, only one oxygen environment was
present in the surface scan which corresponded to surface
hydroxides, and the oxysulfide peak seen in the 300 s etch scan

© 2021 The Author(s). Published by the Royal Society of Chemistry
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was absent. From elemental ratios, it was found that the S/Zn
ratio on the surface was 1.73, indicating a sulfur rich environ-
ment as evidenced by absence of an oxygen environment, as
well as a shift towards higher binding energies, whilst the S/Zn
ratio for the bulk material (300 s etch) was calculated to be 0.40,
in line with observed results. Previous work has shown that for
zinc oxysulfide films produced via AACVD which have a S/Zn
ratio above 0.13,>® Hall effect data cannot be acquired due to
the high resistivities of the films. The as-deposited films pre-
sented here have a high S/Zn ratio on the surface, therefore
electronic data could not be acquired for film C. It has been
previously reported that the elongated grain structure exhibited
in ZnO films is reduced upon inclusion of S, and whilst
exchange of O with S in the lattice sites of Zn(O,S) alters
conductivity, there is a point at which lattice sites predomi-
nantly occupied by S will result in films that are not conductive.
Different deposition and annealing conditions can lead to
variations of the surface morphology and therefore properties,
which is why using a buffer layer of variable composition such
that the interface can be easily optimised is beneficial. There-
fore S/Zn ratios should be tuned relative to the materials they
will be combined with, to achieve the optimal electronic prop-
erties for the relevant device.

All films were transparent and had good optical light trans-
mission (>70%) in the range 500-800 nm (Fig. 7). Film C was
visibly yellow in colour and as such had absorption at higher
wavelengths, followed by film B which was slightly yellow in
colour and film A which was colourless, Raman spectra are
included in the ESL{ UV/vis spectroscopy was also used to
estimate the optical band gaps of the films using Tauc plots
(Fig. 7). The absorbance edge in the UV/vis spectra for A-C
varied by 100 nm, resulting in an estimated band gap of 3.38 eV
for C, intermediate to that of zinc sulfide (3.91 eV (hexagonal)
and 3.54 eV (cubic)) and wurtzitic zinc oxide (~3.3 eV). However,
although the transmittance spectra for the three films look
starkly different, the band gaps for the films were estimated to
be close together. Interestingly, it would be expected that films
with a higher absorbance at longer wavelengths (e.g., C) would
have a lower band gap, but this was not the case. Previous work
from our group showed that zinc oxysulfide films with similar

100
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Fig. 7 UV/vis transmittance spectra of films A, B and C. Inset: Tauc
plots of films A, B and C showing their optical band gap energies.

Chem. Sci., 2021, 12, 8822-8831 | 8829


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc01846a

Open Access Article. Published on 24 May 2021. Downloaded on 2/7/2026 7:29:42 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Chemical Science

Glass Film

e %

Fig. 8 SEM of film C: cross section SEM at x23 000 showing film
thickness of 650 nm, inset: plane view at x19 000.

XRD patterns to that of film C exhibited much higher band gaps
(3.74-3.93 eV). This was due to the precursor used depositing
pure phase hexagonal zinc sulfide without an external oxygen
source. Depositions using 6 led to deposition of zinc sulfide
with a level of incorporation of oxygen and due to this, and the
well-known band bending effects of alloys, it would not be
surprising for the band gaps of these materials to occur at lower
energies.®

SEM images revealed that film C was made up of well-
connected particulates of similar size (200-300 nm), and that
the film thickness was consistent across the film at around
650 nm (Fig. 8). Images of films A and B showed smaller
particulates (<100 nm), consistent with the reduced peak
broadening from XRD data (ESIf).

Energy dispersive X-ray (EDX) analysis was used to confirm
the presence of zinc, sulfur and oxygen (where applicable) in the
films. However, EDX penetrates to depths of about 2-3 pm and
therefore oxygen from the glass substrate was also accounted
for in the total atomic percentages, as the film thicknesses are
<1 pm. Therefore, it is useful to compare the relative sulfur
content in the film as we would expect films A and B to have
a higher relative sulfur content as compared to film C. Film C
had the lowest S/Zn ratio of 0.3 as expected, due to a larger
proportion of oxygen present in the film, evidencing zinc oxy-
sulfide. This corroborated the elemental ratio calculated from
XPS, which was slightly higher (S/Zn = 0.4) due to the acquisi-
tion of data closer to the surface, where the film was sulfur rich.

Conclusions

In this work, the formation of heteroleptic zinc complexes via
systematic variation of ligand type and investigations of
dynamic properties of the resultant precursors have culminated
in the deposition of the heterodichalcogenide material Zn(O,S)
via the single source AACVD reaction of the heteroleptic alkox-
yzinc thioureide complex 7 at 400 °C, without the use of an
external zinc or oxygen source. This is the first example of the
deposition of Zn(O,S) via a single source route. We have upheld
our hypothesis that using a precursor with two different ligands
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- one with an oxygen donor atom and the second with a sulfur
donor atom, has facilitated the deposition of a ternary material.

A set of ethyl (1, 2), amide (3), BDI (5) and alkoxyzinc (6, 7, 8,
9) thioureides have been synthesised and characterised, with
compounds 5, 6 and 7 demonstrating dynamic behaviour in
solution. Thorough variable temperature NMR investigations
revealed a two-fold fluxionality in 7 due to contributions from
both ligands which was attributed to the smaller methyl
substituents present on the donor functionalised alcohol. This
was firmly supported by TGA, which revealed that 7 had
a significantly lower onset decomposition temperature than 6.
This was corroborated through AACVD experiments where the
target heterodichalcogenide material Zn(O,S) was deposited
from the single source reaction of 7, but not from 6.

We have shown a clear correlation between fluxionality and
decomposition temperature. As stability and decomposition
temperature of precursors are directly proportional, molecules
that are to function as SSPs need to be designed so as to be
stable enough to be isolated and be easily handled, but to be
unstable enough to allow for a lower decomposition tempera-
ture. The instability of reagents such as ZnEt,, AlMe; and
GaMe; results from the presence of metal carbon bonds which
makes these compounds pyrophoric and therefore difficult to
handle. The instability resulting from molecules that exhibit
solution state fluxionality does not make these compounds
highly reactive, and so molecules that exhibit dynamic behav-
iour could serve as safer alternatives to pyrophoric species in
solution state deposition methods.

Author contributions

CEK and MAB proposed the study. KLM conducted preliminary
ligand studies, all further synthesis and analysis were con-
ducted by MAB. CEK and CJC supervised the work. MAB and
CEK wrote the manuscript. All authors discussed and com-
mented on the manuscript.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

The authors would like to thank the EPSRC (EP/R513143/1) and
Pilkington NSG for supplying the glass substrates. Dr Abil Aliev
(UCL), Dr Sanjay Sathasivam (UCL) and Mr Kevin To (UCL) are
thanked for carrying out variable temperature NMR experi-
ments, XPS, and Raman respectively. Mr Andrew Colton
(Elemental Microanalysis Ltd.) is thanked for carrying out
elemental analysis.

Notes and references

1 P. D. Matthews, P. D. McNaughter, D. J. Lewis and P. O'Brien,
Chem. Sci., 2017, 8, 4177-4187.

© 2021 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc01846a

Open Access Article. Published on 24 May 2021. Downloaded on 2/7/2026 7:29:42 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Edge Article

2 M. ]J. Powell, B. A. D. Williamson, S.-Y. Baek, J. Manzi,
D. B. Potter, D. O. Scanlon and C. J. Carmalt, Chem. Sci.,
2018, 9, 7968-7980.

3 S. Chandrasekaran, L. Yao, L. Deng, C. Bowen, Y. Zhang,
S. Chen, Z. Lin, F. Peng and P. Zhang, Chem. Soc. Rev.,
2019, 48, 4178-4280.

4 H. Hejin Park, R. Heasley and R. G. Gordon, Appl. Phys. Lett.,
2013, 102, 132110.

5 V. Steinmann, R. Jaramillo, K. Hartman, R. Chakraborty,
R. E. Brandt, J. R. Poindexter, Y. S. Lee, L. Sun,
A. Polizzotti, H. H. Park, R. G. Gordon and T. Buonassisi,
Adv. Mater., 2014, 26, 7488-7492.

6 D. S. Bhachu, G. Sankar and I. P. Parkin, Chem. Mater., 2012,
24, 4704-4710.

7 J. Hu and R. G. Gordon, J. Appl. Phys., 1992, 72, 5381-5392.

8 S. D. Ponja, S. Sathasivam, I. P. Parkin and C. J. Carmalt, Sci.
Rep., 2020, 10, 638.

9 C. Sanchez-Perez, S. C. Dixon, J. A. Darr, I. P. Parkin and
C. J. Carmalt, Chem. Sci., 2020, 11, 4980-4990.

10 C. E. Knapp, C. Dyer, N. P. Chadwick, R. Hazael and
C. J. Carmalt, Polyhedron, 2018, 140, 35-41.

11 C. E. Knapp, G. Hyett, I. P. Parkin and C. J. Carmalt, Chem.
Mater., 2011, 23, 1719-1726.

12 K. Ramasamy, M. A. Malik and P. O'Brien, Chem. Sci., 2011,
2, 1170.

13 D. S. Bhachu, D. O. Scanlon, E. J. Saban, H. Bronstein,
I. P. Parkin, C. J. Carmalt and R. G. Palgrave, J. Mater.
Chem. A, 2015, 3, 9071-9073.

14 C. E. Knapp and C. J. Carmalt, Chem. Soc. Rev., 2016, 45,
1036-1064.

15 N. Fujimura, T. Nishihara, S. Goto, J. Xu and T. Ito, J. Cryst.
Growth, 1993, 130, 269-279.

16 A. Kafizas and 1. P. Parkin, J. Am. Chem. Soc., 2011, 133,
20458-20467.

17 A. Kafizas and I. P. Parkin, Chem. Soc. Rev., 2012, 41, 738-
781.

18 M. Hamid, A. A. Tahir, M. Mazhar, K. C. Molloy and
G. Kociok-Kohn, Inorg. Chem. Commun., 2008, 11, 1159-
1161.

19 M. A. Ehsan, M. A. Mansoor, M. Mazhar, A. A. Tahir,
M. Hamid and K. G. Upul Wijayantha, Appl. Organomet.
Chem., 2012, 26, 493-498.

20 M. Shahid, M. Mazhar, M. Hamid, P. O'Brien, M. A. Malik
and J. Raftery, Inorg. Chim. Acta, 2010, 363, 381-386.

21 O. J. Bchir, K. M. Green, H. M. Ajmera, E. A. Zapp,
T. J. Anderson, B. C. Brooks, L. L. Reitfort, D. H. Powell,
K. A. Abboud and L. McElwee-White, J. Am. Chem. Soc.,
2005, 127, 7825-7833.

22 C. J. Carmalt, A. C. Newport, S. A. O'Neill, I. P. Parkin,
A. J. P. White and D. J. Williams, Inorg. Chem., 2005, 44,
615-619.

© 2021 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Chemical Science

23 S. E. Potts, C. J. Carmalt, C. S. Blackman, F. Abou-Chahine,
D. Pugh and H. O. Davies, Organometallics, 2009, 28, 1838-
1844.

24 W.-Y. Chang, H.-T. Chung, Y.-C. Chen and J. Leu, J. Vac. Sci.
Technol., B: Nanotechnol. Microelectron.: Mater., Process.,
Meas., Phenom., 2018, 36, 060601.

25 K. Ramasamy, M. A. Malik, M. Helliwell, J. Raftery and
P. O'Brien, Chem. Mater., 2011, 23, 1471-1481.

26 M. A. Bhide, C.J. Carmalt and C. E. Knapp, J. Mater. Chem. C,
2020, 8, 5501-5508.

27 N. C. Ou, K. Preradovic, E. T. Ferenczy, C. B. Sparrow,
I. M. Germaine, T. Jurca, V. Craciun and L. McElwee-
White, Organometallics, 2020, 39, 956-966.

28 C. Tang, L. Zhong, B. Zhang, H.-F. Wang and Q. Zhang, Adv.
Mater., 2018, 30, 1705110.

29 M. Cheng, D. R. Moore, ]. J. Reczek, B. M. Chamberlain,
E. B. Lobkovsky and G. W. Coates, J. Am. Chem. Soc., 2001,
123, 8738-8749.

30 H. S. I Sullivan, J. D. Parish, P. Thongchai, G. Kociok-K6hn,
M. S. Hill and A. L. Johnson, Inorg. Chem., 2019, 58, 2784~
2797.

31 J. A. Manzi, C. E. Knapp, L. P. Parkin and C. J. Carmalt, Eur. J.
Inorg. Chem., 2015, 2015, 3658-3665.

32 J. S. Matthews, O. O. Onakoya, T. S. Ouattara and
R. ]J. Butcher, Dalton Trans., 2006, 3806.

33 S.D. Cosham, G. Kociok-Kohn, A. L. Johnson, J. A. Hamilton,
M. S. Hill, K. C. Molloy and R. Castaing, Eur. J. Inorg. Chem.,
2015, 2015, 4362-4372.

34 C. E. Knapp, P. Marchand, C. Dyer, I. P. Parkin and
C. J. Carmalt, New J. Chem., 2015, 39, 6585-6592.

35 S. J. Bonyhady, C. Jones, S. Nembenna, A. Stasch,
A. J. Edwards and G. J. McIntyre, Chem.-Eur. J., 2010, 16,
938-955.

36 S. Hohloch, B. M. Kriegel, R. G. Bergman and ]. Arnold,
Dalton Trans., 2016, 45, 15725-15745.

37 K. L. Mears, C. R. Stennett, E. K. Taskinen, C. E. Knapp,
C. J. Carmalt, H. M. Tuononen and P. P. Power, J. Am.
Chem. Soc., 2020, 142, 19874-19878.

38 C. E. Knapp, D. Pugh, P. F. McMillan, I. P. Parkin and
C.]. Carmalt, Inorg. Chem., 2011, 50, 9491-9498.

39 S. Basharat, C. J. Carmalt, S. A. Barnett, D. A. Tocher and
H. O. Davies, Inorg. Chem., 2007, 46, 9473-9480.

40 K. L. Mears, L. G. Bloor, D. Pugh, A. E. Aliev, C. E. Knapp and
C.]. Carmalt, Inorg. Chem., 2019, 58, 10346-10356.

41 C. Platzer-Bjorkman, T. Toérndahl, D. Abou-Ras,
J. Malmstrom, J. Kessler and L. Stolt, J. Appl. Phys., 2006,
100, 044506.

42 B.W. Sanders and A. Kitai, Chem. Mater., 1992, 4, 1005-1011.

43 S. Wei and A. Zunger, J. Appl. Phys., 1995, 78, 3846-3856.

Chem. Sci., 2021, 12, 8822-8831 | 8831


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc01846a

	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...

	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...
	Synthesis, solution dynamics and chemical vapour deposition of heteroleptic zinc complexes via ethyl and amide zinc thioureidesElectronic...


