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ABSTRACT: Chemical solution deposition methods such as low-fluorine metal organic decomposition, are 
nowadays widely employed in the production of YBa2Cu3O7-x superconducting films. The investigation of the 
chemical reactions that convert the organic precursors into the pyrolysis product is essential for the 
optimization of the pyrolysis step, and, ultimately, for the comprehension of the growth process. In this work, a 
detailed analysis of the single-salt precursors, of the ternary precursor solution and its thermal decomposition 
was carried out through infrared spectroscopy (FITR), thermogravimetric analysis (TGA), evolved gas 
analysis (EGA), X-Ray diffraction (XRD), coupled with quench experiments, and X-Ray photoelectron 
spectroscopy (XPS). The combination of these techniques led to the identification of the precursors and the 
proposal of a reaction path for pyrolysis. More in detail, a copper/ammonia coordination compound was 
identified and it is the first to decompose at low temperatures via a mixed path of hydrolysis and oxidation to 
produce copper oxide. The decomposition of the other two precursors is superimposed at higher temperatures 
and it yields a mixture of BaF2, YF3 and Ba1-xYxF2+x.

Keywords: Chemical solution deposition, Low fluorine, Metal-Organic-Decomposition, Thermal analysis, 
YBCO

1. Introduction

Nowadays, the possibility of obtaining low-cost coated conductors for energy applications [1–3], in particular 
superconducting YBa2Cu3O7-x (YBCO) films has made chemical growth methods widely employed [4]. Chemical 
methodologies based on fluorinated precursors, such as the case of the trifluoroacetate (TFA) route introduced by 
Gupta et al. [5], are the most studied and known chemical solution deposition methods (CSD) [6–8]. Among these, 
the low-fluorine metal organic decomposition (MOD) is now one of the most widespread techniques for the 
preparation of YBCO films [6,9], because of the need to reduce the processing time and the release of the non-
environmentally friendly hydrofluoric acid (HF) during YBCO film processing in the fluorine-based routes [6,9]. 

In chemical deposition routes, the thermal characterization of the precursor solution is an essential step towards the 
optimization and understanding of the YBCO growth process. However, while several studies can be found 
concerning the thermal decomposition of the single-salt precursors[10–13] with the aid of thermal analysis (TA), a 
detailed analysis of the reactions involved in the decomposition of the complete organic precursor solution is still 
lacking. Additionally, TA is normally applied to samples in the form of powders due to experimental reasons. 
However, it has been proven that it is essential to apply TA on films [14–16] when the goal is to optimize thermal 
treatments on thin layers. In fact, the thermal behaviour of films differs from that of the corresponding powder, 
mainly because of the slower gas and heat transport through the bulk of powders when compared to films 
[14,17,18]. In low-fluorine solutions, such as the one reported in this work, the real precursors in solution are 
expected to be a mixture of fluorinated and fluorine-free (FF) species, which can be difficult to identify since their 
exact nature depends on ligand exchange equilibria. Typical fluorinated precursors involve trifluoracetic salts, 
while common FF precursors are acetates or propionate salts. Regarding the fluorinated precursors, a few studies 
were carried out on the single-salt precursors (YTFA -yttrium trifluoroacetate, and BaTFA -barium trifluoroacetate) 
in the form of films [19,20]. Conversely, thermal analysis of fluorine-free precursors based on acetates and 
propionates can be found on both film [14–16] and powder form [21–23]. The aforementioned studies of the single-
salt precursors, both propionate and trifluoroacetate based, will serve as reference to understand the complex 
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behaviour of our low-fluorine solutions, where both fluorinated and fluorine-free species of Cu, Ba and Y can be 
present in the initial mixture, depending on the amount and characteristics of ligand exchange.

In this work, the single metal organic precursors and the thermal behaviour of a low-fluorine MOD precursor 
solution is analysed via Fourier transformed infrared spectroscopy, (FTIR) thermogravimetric analysis (TGA), 
evolved gas analysis (EGA), X-Ray diffraction (XRD), coupled with quench experiments, and X-Ray 
photoelectron spectroscopy (XPS). The different outcomes were combined to create a clearer picture of the 
decomposition pattern of the solution. 

2. Materials and Methods

Materials

The low-fluorine YBCO precursor solution was prepared as in [24] starting from barium trifluoroacetate (Alfa 
Aesar, Ba(OOCCF3)2•xH2O), yttrium acetate (Sigma Aldrich, Yttrium(III)Acetate hydrate 99.9%, 
Y(CH3CO2)3·xH2O) and copper acetate (Sigma Aldrich, Copper(II)Acetate 99.99%, Cu(CO2CH3)2) as precursor 
salts. The salts were separately dissolved in a mixture of methanol and propionic acid, with the addition of a small 
amount of NH3 (0.3 ml, 28-30% in water) in the solution of copper acetate to help its solubilization. The three 
solutions were combined and a rotary evaporation step followed, to eliminate methanol and water. After this step, 
the obtained solution contains only propionic acid as solvent.

Films for thermal analysis experiments were prepared by both spin coating and drop casting. The solution was 
deposited on 10x10 mm LaAlO3 (LAO) substrates.  In the case of spin coated films, 0.6 mg/LAO of sample were 
deposited with a single deposition and 3.57 mg/LAO with multiple sequential depositions. By drop casting a 
deposited mass of 12 mg was obtained. The films were dried at 70 °C for 120 mins on a hotplate. The drop-cast 
film was dried at 70 °C until a thick gel was obtained. The nominal film thickness (h) was calculated with the 
following formula h= m/q•A where m is the final mass of the oxides/oxifluorides after decomposition, q is the 
particle density and A is the substrate area. Given the complexity of the final phases, the nominal thickness is only 
indicative for comparison purposes among our films. Three regimes were considered in the thermal analysis of this 
work: very thin films (< 1µm, obtained by spin coating, sample A), intermediate thickness (around 2.5 µm, 
obtained via multiple spin coatings, sample B) and 8 µm (obtained by drop casting, sample C).

Methods

Thermogravimetric (TGA) and differential scanning calorimetric (DSC) analyses were carried out with a 
TGA/DSC1 model thermobalance by Mettler Toledo, with heating rates of 5 °C/min in an atmosphere of humid O2 
(3% water obtained by bubbling the gas through a water flask, at atmospheric pressure and 25 °C [25]), with gas 
flows of 60 ml/min. A 15 ml/min flow of dry air was used as protective gas for the thermobalance. 

Thermogravimetric analysis coupled to evolved gas analysis (EGA) with infrared detection (TG-FTIR) was 
performed by connecting the gas outlet of the TG equipment to the FTIR analyzer with a steel tube kept at 200 °C, 
in order to prevent the condensation of the volatiles. The FTIR analyzer was equipped with a gas cell, model 
ALPHA II Bruker alpha, also kept at 200 °C during the experiment. Spectra of the gaseous products were recorded 
with a 4 cm-1 resolution and 30s/spectrum, in the 4000-500 cm-1. For the assignment of the vibrational absorption 
peaks, the experimental results were compared to standard reference spectra database in the gas phase [26], when 
available, or from data taken from the literature [10,11]. The experimental spectra were acquired after a blank 
spectrum was recorded with only the humid gas flowing in the cell. The deconvolution procedure of the DTG was 
performed using the Fityk software [27]. The curve was fitted using Fraser-Suzuki functions [28]. 

X-Ray Diffraction (XRD) measurements of the powder were performed using a Rigaku SmartLab 9 kW 
diffractometer equipped with a rotating anode Cu tube and providing a monochromatic Kα1 radiation. The θ-2θ 
scans were acquired using a parallel beam geometry. The films were analysed in grazing incidence geometry with a 
Bruker-AXS, model A25 D8 Discover. The diffractometer was equipped with a LinxEye XE-T detector (High-
Resolution Position Sensitive Detector with Energy Resolution), with standard conditions of 40 KV and 40 mA, 
and an X-ray tube KFL CU 2K (λ (CuKa) = 1.541840 Å). 
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FTIR measurements were performed using a Nicolet iN10 infrared microscope (Thermo Scientific, USA) with 
MCT (mercury-cadmium telluride) nitrogen cooled detector and Ominc Picta workstation. Data were collected in 
transmission (solutions) or ATR (powders) mode in the 4000-650 cm-1 spectral range collecting 64 interferograms 
with a 8 cm-1 resolution. For the assignment of the vibrational absorption peaks, the experimental results were 
compared to standard reference spectra in the condensed phase [26], or from data taken from the literature [14,15].

Two samples were analysed via XPS, a film and a powder obtained from the TA treatment of a drop-cast sample. 
The film was analysed with an AlKa non-monochromatized X-ray source. The pyrolyzed powder was dispersed 
onto a carbon tape substrate and analysed with a monochromatized Al Ka X-Ray beam. Calibration was done by 
setting the C1s binding energy to 284.6 eV. A Shirley or linear background was subtracted from the data. The 
binding energy is referred to the Fermi level. The error on the peak position was estimated to be ± 0.1 eV.

3. Results

Characterization of the single-salt precursors. XRD diffraction and FTIR spectroscopy were employed in the 
study of the precursor salts: copper acetate, yttrium acetate and barium trifluoroacetate (CuAc2, YAc3 and BaTFA 
respectively). First, the spectra of the commercial salts were recorded. Then, the salts were dissolved, separately, in 
propionic acid to simulate the environment they would encounter in the solution. In order to maximize the signal of 
the dissolved chemical species with respect to that of the solvent, evaporation of as much propionic acid as possible 
was carried out on a hotplate at 80 °C (it was necessary to increase the temperature up to 140 °C for the Ba 
precursor). Significant reduction of the volume was obtained after 24 h on the hotplate, and cooling of the solutions 
led to the precipitation of some salts. The precipitates were collected, dried and analysed. From the FTIR and XRD 
analysis of the single-salt precipitates (reported in the supporting material) it was possible to identify copper 
propionate, CuProp2, yttrium propionate, YProp3, BaTFA2 and a mixed species defined barium 
trifluoroacetate/propionate, BaTFA(Prop), as the effective precursors. This is not surprising since ligand exchange 
with the solvent is known to happen in the solution [7,29]. 

Characterization of the precursor solution. The IR measurement of the solution was performed, like in the case 
of the precursors, on a gel obtained by keeping the solution on a hotplate at 80°C for several hours. After treatment, 
a blue glass-like layer was obtained, that was ground and reduced to powder before analysis. Due to this texture, 
the analysis was performed in the ATR mode. The IR spectrum of the gel is shown in Fig. 1. The broad band 
visible above 3000 cm−1 is likely due to the O-H stretching of adsorbed water, whereas at 3000 cm−1 the peaks 
relative to the C-H stretching are present. In the fingerprint region, accurate attribution of the peaks to single 
species is not possible; however, by comparison with the precursors’ spectra, it is possible to discern the 
contribution of the trifluoroacetate and propionate moieties, as labelled in Fig. 1. The carbonyl region, instead, 
shows more resolved peaks. Given the distance among the C=O stretching of the different chemical compounds, 

Fig. 1. FTIR spectrum of the precursor solution. The main signals were indexed by comparison with reference spectra. The 
inset highlights the carbonyl peaks of the involved species showing appreciable difference in the absorption frequency. 
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highlighted in the inset, the comparison of the pattern obtained for the ternary solution of the precursors with the 
pattern obtained for the isolated compounds allows identification of the single species. Therefore, from the 
spectrum it is possible to identify CuProp2, YProp3, BaTFA2 and the barium mixed compound referred to as 
BaTFA(Prop). This identification does not exclude however the presence of minor amounts of additional species 
that might be hidden by these principal absorption bands. 

Thermogravimetric analysis of the solution. Typically, when the main solvent has a high boiling point, the first 
part of the TG profile is strongly influenced by the mass loss due to solvent evaporation. As shown in Fig. 2, the 
TG and dTG profile for the film spinned in the standard conditions [24] (sample A, nominal thickness h < 1 μm) 
shows a relatively broad mass loss up to approximately 300 °C, with two main decomposition steps evident from 
the DTG curve. It is worth noting that, in these conditions, the sample mass is relatively close to the detection limit 
of the instrument. In order to be able to evaluate the decomposition paths with more clarity, this analysis was 
compared to two other measurements, performed on thicker samples (sample B, h = 2.5 µm and sample C, h > 8 
µm), and therefore characterized by a higher amount of deposited material. The TG analysis was performed in the 
same aforementioned conditions: in these cases, thanks to the higher mass amount and to a lesser relative solvent 
evaporation, the various steps of the decomposition are clearer. Apart from the slow decrease of the mass most 
likely due to solvent evaporation between 50 and 150 °C, two main steps can be identified. The first significant 
mass loss, between 150-260°C is due to the superposition of at least two less resolved steps, as evidenced by the 
two peak contributions in the dTG curve. In the case of the second main mass loss step, a shoulder on the low 
temperature side of the relative peak suggests, also in this case, that decomposition of multiple species is taking 
place in different stages. The DSC signal consists of exothermic peaks, as expected for the thermal decomposition 
in oxidative atmospheres (as shown in the supporting material).

 The similarities observed in the curves of samples characterized by different thickness suggests that their 
decomposition paths are similar. In fact, a shift in decomposition temperature (onset and final) is normally 
observed upon changes in film thickness, while a completely different reaction path is often observed when 
switching from films to powders. It is known from the literature that decomposition processes can differ greatly 
when the species are decomposed in the form of films with respect to the powders decomposed in crucibles, 

Fig. 2. TG and dTG curves of the analysed samples. The samples differ in nominal thickness: In red (dashed) the 0.6 μm 
sample A, in gray the 2.5 μm sample B and in black the 8 μm sample C. The 100% mass refers to the dry proposed 
precursors.
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because the greater aspect ratio in films results in faster gas transport when compared to the slow transport in the 
bulk of powders [14,17,18]. 

Evolved Gas Analysis via Infrared Spectroscopy. Infrared spectroscopy was employed to obtain information on 
the volatiles produced by the thermal decomposition of sample C. Relatively large quantities of deposited material 
are necessary to obtain clear signals in the gas analysis, and for this reason two films were decomposed instead of 
one for the TG-FTIR experiment. The original spectra obtained from the EGA analysis are shown in the supporting 
material, while the temperature-resolved evolution curves of the volatiles are reported in fig 3. These curves were 
extrapolated by plotting the intensities at the respective transmission  frequencies versus temperature. The first 
thing to stress is that certain peaks are always visible: these were attributed to the solvent, propionic acid (PropH), 
continuously evolving from the film, and CO2 from atmospheric contamination. The first event is observed between 
150 °C and 250 °C, with the highest intensity at 230 °C: in this temperature range, two separate signals appear at 
965 cm−1 and 929 cm−1 that are compatible with the two strongest peaks of the ammonia reference spectrum. Right 
after the disappearance of the ammonia signals, in the temperature range between 225 °C and 275 °C, strong 
evolution of propionic acid and CO2 is observed, along with the appearance of IR signals belonging to a new 
molecule, acetaldehyde (identified by the characteristic peaks at 2735 cm−1). These three species are compatible 
with the decomposition process of metal propionates. Very small amounts of CO are also detected in the evolved 
gases around 260 °C. The last mass loss stage, that occurs between 260 °C and 350 °C, causes the evolution of new 
species, along with smaller amounts of propionic acid and acetaldehyde. These new signals are attributed to 
CF3CFO (1892 cm−1), CF3COOH (trifluoroacetic acid, TFAH, at 1211 and 1195 cm−1) which are, together with 
CO, products of the decomposition of metal trifluoroacetates. Above 350 °C, no evolution of gases is visible, 
meaning that the organic decomposition reactions are completed before this temperature.

XRD Analysis of the solid residue. X-ray analysis was performed to evaluate the crystalline structure of the 
products forming at different temperatures. For the scope, four samples were prepared according to the standard 
spinning procedure mentioned above (i.e. nominal thickness inferior to 1 µm) and heated in the condition used for 
the TGA experiments up to 230, 260 and 300 °C respectively, and then quenched. In Fig. 4, the XRD 
diffractograms of the samples are reported in comparison with the pattern obtained from sample A at 500 °C and 
the powder recovered from sample C at 500 °C. Starting from the lower temperatures, the 230 °C and 260 °C 
samples are characterized by the presence of a broad amorphous band at low 2θ values and by two broad peaks at 
2θ= 35.5° and 2θ= 38.7° which are attributed to the (-111) and (111) reflection of CuO. The two small peaks at 2θ= 

Fig. 3. Superposition of the TG curve of Sample C and the results of the EGA analysis. The evolution curves of the gaseous 
species were extrapolated by plotting a characteristic transmission frequency for each volatile versus temperature.
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37.8 and 2θ= 43.9 in the 230 °C sample, much sharper than the CuO, are residual signals from the substrate. The 
situation pictured by the quenched sample at 260 °C is identical: only CuO can be detected from the diffraction 
pattern, and the intensity of the peaks is not increased with respect to the 230 °C spectrum. At 300 °C instead, other 
peaks appear attributable to BaF2 or to the solid solution of YF3 in BaF2 (BYF). At higher temperatures (500°C), 
crystallinity improves without differences in the pattern apart from a small shift of the BaF2 diffraction peaks, 
likely due to a different amount of Y dissolved in BaF2, leading to the deformation of its fluoride structure [30]. 
Regarding the powder obtained from sample C, the reason for analyzing it was to obtain information without the 
interference of the substrate, and to understand if the increased thickness of the deposited layer has some effect on 
the final product. The compounds identified in the XRD diffraction pattern of the fully pyrolyzed film (sample A, 
Fig.4) are the same as the corresponding powder (sample C, Fig.4). However, a small difference can be detected in 
the position of the BYF peaks. As already mentioned, the position of the peak is correlated with the quantity of Y 
that has diffused into the BaF2 structure [30]. It is possible, by calculating the lattice parameter of the BYF 
structure, to derive the stoichiometry of the compound. It is known that the lattice parameter of BYF comes from a 
linear combination of the cubic BaF2 and YF3 structures [31], therefore, once the BYF lattice spacing is extracted 
from the 2θ position through the Bragg’s formula, it can provide an estimation of the composition of BYF. In the 
case of the fully pyrolyzed film the calculation gives Ba0.88Y0.22F2.22 whereas for the powder we found 
Ba0.65Y0.35F2.35. This difference is consistent with the different extent of the BYF decomposition reaction to yield 
separate oxides and oxyfluoride species ( 2YF3(BYF Soln) + H2O  Y2O3+6HF or YF3(BYF Soln) + H2O  Y(OH)3+3HF, 
[32])  as a function of film thickness; in fact, like other solid-gas reactions, this reaction is affected by gas transport, 
in particular water diffusion into the sample and HF outdiffusion. The thicker the film (sample C), the more 
the equilibrium is shifted towards reactants.

 
X-Ray Photoelectron Spectroscopy. The same quenched film (Tquench=230 °C) and powder obtained from sample 
C were analysed by XPS spectroscopy. Particular attention was paid to the signals of the 1s orbital for F, 3d orbitals 
of Y and Ba, the 2p orbitals of Cu (shown in Fig. 5), and the 1s orbital for carbon (Fig. 6). The analysis was first 
performed on the powder obtained from sample C whose composition was already partially known, due to the 
abundance of previous studies. The XPS analysis performed on sample C, is in agreement with the XRD results of 
Fig.4, that show the presence of CuO and BYF. Regarding the F signal, the 1s peak can be successfully fit with two 
components with 1.7 FWHM, whose binding energy (BE) values are perfectly matched to those of YF3 at 684.8 eV 
and BaF2 at 683.8 eV [33]. We can assume that the F1s line is given by the superposition of two components, one 
related to a F-Ba bond and one to a F-Y bond. Also, the analysis of Ba3d and Y3d reveal binding energies very 
close to those of YF3 and BaF2 [34,35], we can therefore conclude that these species are present in the sample 

Fig. 4. XRD spectra of the three quenched films and sample A (lower panel), and of the powder obtained from the TA of 
sample C (upper panel)
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treated up to 500 °C. The XPS analysis, being very sensitive, also reveal other minor components. Both Y and Ba 
signals show small components at higher binding energies that are compatible with mixed species like Ba-OH-F or 
Y-OH-F. The hydroxylation of surfaces is not surprising since the samples are kept in air, but also the presence of 
Y(OH)3, YOF and barium oxifluoride in the pyrolyzed sample is known to occur in literature [30–32]. Since this 
satellite peaks could be interpreted either way, a clear match can’t be made. As regards copper, from the intensity 
of the satellite peak it would seem that copper is in the Cu2+ state. The Cu2p3/2 peak position at 932.9 eV is in 
agreement with literature data for CuO as supported by several authors [36–40]. As regards the visible peak 
broadening, a possible explanation for this could be the presence of a mixture of CuO and Cu(OH)2 [37,38] which 
would explain the widening of the peak at higher BE. Alternatively, Cu2O could be responsible even though the 
reduction of copper is not likely to happen in an oxidizing atmosphere. The one hypothesis that can be discarded 
for sure is the presence of any Cu-F bond: CuF2 is excluded as there is no intensity at 936.3eV, the reference value 
for this compound. The C1s core-level shown in Fig. 6 is clearly free from components due to C-F bonding which 
appear at about 292 eV [35]. The main component at 284.6 eV is due to C-C, C-H bonds. The component at 286.1 
eV is due to C-OH species and the last one at 288.6 eV to C=O bonds or to residual COO-R groups although they 
were shown to appear above 289eV. The presence of signals related to organic moieties in the pyrolyzed powder 
can be due to an incomplete decomposition of the multiply deposited layers of the sample. 

For the sample at 230 °C the scenario remains basically unchanged, confirming the XRD analysis. The main 
difference compared to samples decomposed to 500 °C is in the F and C 1s signals, whose comparison is shown in 
Fig. 6. As regards F, the presence of a very intense peak of the F1s signal is observed at 687.9 eV that is related to 
the -CF3 moiety of the trifluoroacetate molecule [35]. The presence of this signal is consistent with an incomplete 
reaction of the trifluoroacetate precursors, as expected at 230 °C. This could not be appreciated by XRD analysis 
alone. Additionally, the C1s signals shows differences with respect to the sample treated up to 500 °C: the C-F 
component is now visible at 292.5 eV, together with  the C-C and C-H components also observed, with lower 
intensities, in the 500 °C sample. Furthermore, the components related to YF3 and BaF2 both in the F1s, Y3d and 
Ba3d signals are already visible, meaning that the formation of the final products already begins at 230 °C. The 
interesting information is that no Y2O3 or any other Y-O compound is visible in the quenched sample, even though 
they are known products of Y(Prop)3 decomposition. This could either mean that they do not form at all, or that 
they are formed but immediately converted in YF3 and they cannot be detected. 

Fig. 5. XPS spectra of the relevant orbital signals 
analyzed in sample C after TA a) Y3d b) Ba3d5/2, c) 
Cu2p3/2 and d) F1s.

Fig. 6. XPS spectra of the relevant orbital signals 
analyzed in the quenched sample a) C1s and c) F1s, and 
in sample C after TA b) C1s and d) F1s.
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Deconvolution of the dTG curve. In order to perform a more quantitative analysis of the thermogravimetric data, 
deconvolution of the dTG curve of sample C was carried out, and is reported in Fig. 7. The initial mass was 
calculated with respect to the final composition derived by the other analyses. The area below the peaks can be 
directly correlated with the mass loss of the sample. The percentage of each mass loss peak with respect to the total 

mass loss, can help to identify the chemical species that are decomposing during each step.

The first step of the dTG can be fitted with only two peaks that together make up for around 48% of the total mass 
loss. This percentage is compatible with the decomposition of a copper/ammonium compound to copper oxide. The 
presence of this compound is considered in consequence of the results of the EGA analysis. Thus, the reactions 
involved in the first step could be

3Cu(Prop)2NH3→3Cu(Prop)2    (∆m=5% ∆mtot), and

3Cu(Prop)2→3CuO    (∆m=42% ∆mtot)

The second step of the dTG curve, as suggested by EGA, is related to the decomposition of the fluorinated species, 
in particular BaTFA, BaTFA(Prop) and yttrium propionate. An accurate representation of the data is obtained 
assuming the presence of three peaks below the experimental curve. The sum of the areas of these peaks give a 
total of 52% of the total mass loss that is what we expect from the full decomposition of YProp3 and BaTFA. More 
in detail, the deconvolution identifies three processes, whose mass loss is compatible with the following reactions:

2Ba(TFA)2→ 2BaF2 (∆m= 38% ∆mtot)

Y(Prop)3→ YF3    (∆m= 17% ∆mtot)

The decomposition of the mixed species BaTFA(Prop), whose presence was inferred by FITR analyses, was not 
taken into consideration because the difference in the mass loss between the reaction of only BaTFA or xBaTFA+ 
(2-x)BaTFA(Prop) to BaF2 is negligible at this level of approximation. This reaction path is, of course, 
oversimplified since both reactions are known to happen through different mechanisms also involving competing 
reactions (see next sections).

4. Discussion

Fig. 7. Deconvolution of the dTG curve for sample C. The mass loss percentages of the single reactions are shown for each 
peak.
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The combination of the results obtained via the different techniques can be combined to draw a clearer picture of 
the pyrolysis decomposition mechanism. First of all, the precursor analysis confirmed the metal propionates to be 
the real precursors in the decomposition reactions, due to the ligand exchange with the solvent in excess, which is 
expected to take place and is in agreement with [29]. Therefore, the calculation of the mass loss steps in the TG 
analysis was obtained considering propionates and mixed ligands precursors, and the complementary TA 
techniques used confirmed that the thermal behaviour is in agreement with that already reported for the single 
precursor salts.

Coupling the TG with the EGA analysis, the evolution of gaseous products can be localized in three narrow 
temperature ranges, which are in agreement with the decomposition of the copper precursor in the first stage, and 
with the decomposition of YProp3 and the barium species in the second stage. In the first range, detection of 
ammonia is not surprising because, as explained in the experimental section, ammonium hydroxide is used during 
the preparation of the solution to help the solubilization of copper acetate. The evolution of ammonia at this high 
temperature, considering the high volatility of the substance, can be explained with the possible coordination of the 
ammonium ion with the organic anions present in the solution. Simple ammonium compounds such as ammonium 
acetate or ammonium propionate have a lower boiling point (117 °C and 142 °C, respectively), compared to the 
temperatures considered here, therefore strong coordination to a metallic ion is proposed. In fact, the existence of 
copper superstructures known as paddlewheels is known, in which copper-ligand dimers accept an additional dative 
bond from species having a free lone pair, such as ammonia or water, in their empty apical positions [41]. 
Therefore it is adequate to suppose that similar species are present in the solution. This coordination compound 
starts to decompose around 150 °C, yielding gaseous ammonia as a product. 

Right after the decrease of the ammonia signals, in the temperature range between 225 °C and 275 °C, 
copper propionate decomposes to CuO: strong evolution of propionic acid and CO2 is observed, along with the 
appearance of IR signals belonging to acetaldehyde. These three species are compatible with the decomposition 
through hydrolysis, that causes the production of large amounts of propionic acid, and through oxidation, that 
produces CO2, acetaldehyde, propionic acid and water. Considering also the information obtained via XRD on the 
appearance of CuO at low temperatures, this second temperature range involves the complete conversion of copper 
propionate to CuO. It is interesting for chemical deposition methodologies to discuss this intermediate temperature 
range, at 260 °C, where we can notice the effect of film thickness. In Fig. 2, the dTG curve of sample A is 
presented together with those of sample B and C. It can be observed that the first step of the process is shifted to 
lower temperatures for sample A. If we suppose that the first step is related to the decomposition of CuProp2 alone, 
as indicated by the XRD and EGA analysis, we can explain this shift with CuProp2 degradation via the hydrolysis 
reaction path [15], which instead does not affect as much the yttrium and barium salts. Just like observed for 
CuProp2 alone, also in our ternary solution it can be expected that for the thinnest film the hydrolysis path is 
favoured with respect to the oxidation path that occurs at higher temperature [15]. Conversely, the decomposition 
of the other species is less influenced by the thickness of the film and occurs in the same T range for samples A, B 
and C. 

The second mass loss stage (between 260 °C and 350 °C), causes CF3CFO, CF3COOH and CO evolution, that are 
known products of the decomposition of metal trifluoroacetates. Therefore, we can infer that in this third stage the 
decomposition of the majority of the metal trifluoroacetates takes place. Also, the decomposition of some residual 
propionate responsible for the evolution of acetaldehyde occurs. If we suppose that copper propionate has already 
decomposed, the remaining species to decompose are BaTFA(Prop), YProp3 and BaTFA. The mixed ligands 
precursor was considered in order to take into account the results of the FTIR analysis of the precursor and the 
EGA results, that shows evolution of propionate decomposition byproducts in the second mass loss stage. The 
hypothesis of the barium and yttrium precursors decomposing at this temperature, together with the proposed 
intermediate BaF(TFA), is consistent with data from the literature [11,14,42] and with the rest of the performed 
analysis. In fact, the mass losses calculated for these reactions are in agreement with those obtained from the dTG 
deconvolution. Y(Prop)3 decomposition occurs in presence of highly reactive fluorinated species that lead to direct 
formation of the YF3 [43,44], without any detectable intermediate. 

The expected final compounds CuO, YF3, BaF2 and BYF already appear at 300 °C in the XRD spectrum of the 
quenched sample and the decomposition process of the YBCO precursors is complete before 350°C. A significant 
piece of information is that the final compositions of the films characterized by different thicknesses, as detected by 
XRD, are the same. This suggests that the mechanism of the decomposition remains the same, with only minor 
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differences in the stoichiometry of the BYF compound. Again, no signal relative to the other possible secondary 
phases (Y2O3, BaCO3 or Cu2O) is detected, apart from the minor contribution due to atmospheric contamination.

Summing up all the information obtained through the performed analyses and starting from this solution 
composition

3CuProp2NH3+YProp3+BaTFA(Prop)+BaTFA2

 we can propose the following reaction paths for the thermal decomposition of our low-fluorine solution. 

The proposed steps are the following:

150-210°C: Cu/NH3 coordination compounds decomposition

3CuProp2NH3→ 3CuProp2+ 3NH3

210-260°C: Copper propionate hydrolysis and oxidation

3CuProp2+3H2O→ 3CuO+ 6PropH

3CuProp2+12O2→ 3CuO+ 3PropH + 3CH3CHO + 3CO2

260-250°C: Yttrium propionate, barium trifluoroacetate and barium trifluoroacetate/propionate multistep 
decomposition. For BaTFA we have different reactions that compete towards the formation of BaF2.

2Ba(TFA)2→ 2:CF2+2CO2+2BaF(TFA)

:CF2+H2O→2HF+CO

:CF2+HF+CO2→CF3COOH

2     2BaF(TFA) + 2:CF2 →2CF3CFO+2CO+2BaF2

3     2BaF(TFA) →2:CF2+2CO2+2BaF2

For the mixed species we propose a decomposition through oxidation of the propionate moiety to give the 
intermediate BaF(TFA) that then decomposes to BaF2 according to reactions 2 and/or 3. 

2BaTFA(Prop)+5/2O2+:CF2→2CH3CHO+3CO2+ H2O+2BaF(TFA)

For yttrium propionate decomposition we propose a direct conversion of YProp3 to YF3, any oxide intermediate is 
supposed to react promptly either with the HF or the :CF2 produced by the BaTFA decomposition as proposed in 
[19,45].

2YProp3 + 3O2 + 6HF → 2YF3 + 3PropH + 3CH3CHO + 3CO2 + 3H2O

This reaction path was developed for thick films, but it was already discussed that the main difference between 
thick and thin films is the preferred hydrolysis process for CuProp2 decomposition. We can therefore assume that 
that the reaction path are the same, even if shifted to slightly different temperatures.

5. Conclusions 

In this work we have provided thorough analysis of the precursor solution of YBCO films obtained via low-
fluorine MOD, together with characterization of the single salt precursor. We have demonstrated that the real 
precursors for YBCO are the propionates of the metals that form in the solution due to ligand exchange, and that in 
the case of Ba a mixed TFA/propionate species is formed. We have analysed in detail the decomposition behaviour 
of the solution, in conditions as close as possible to the ones used for thin film synthesis in order to extricate the 
different reactions involving the single precursors. This analysis was supported with other techniques that were 
employed to identify the composition of the film at certain fundamental moments of the decomposition process. 
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This combination of analyses gave us the chance to propose a reaction path for the decomposition of YBCO 
precursor during the pyrolysis step.
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Supporting info

Characterization of the single precursors

Fig. 
S1: On the left: FTIR spectra of copper acetate and the precipitate obtained from the solution, identified as copper 
propionate; on the right, comparison between the X-ray diffraction pattern of the precipitate compared with the 
simulated spectra of copper propionate CCDC database code 1133510.

Copper Acetate: Both the commercial powder and the precipitate obtained from the solution of copper acetate in 
propionic acid were analysed. The superposition of the IR spectra of both species in fig 1 reveal the appearance, in 
the precipitate, of a large number of peaks in the region of the skeletal vibrations of the molecule. This behaviour is 
consistent with the ligand exchange between acetate and propionate ions in the solution that lead to the formation 
of the new compound copper propionate (CuProp2). Also, comparison with reference spectra from the literature 
identifies the precipitate as CuProp2. XRD diffraction performed on the powder gave further insight of the system. 
Perfect match of the experimental data is found with the structure from CCDC database code 1133510, that consists 
of a polinuclear structure of CuProp2 in which additional bonds are formed between the copper atoms and the 
counter ions behave as bridges between the two metallic nuclei. From this information we can confirm the 
hypothesis of ligand exchange in the solution with the subsequent elimination of the acetate counter ions already at 
80°C. 
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Fig. S2: On the left: FTIR spectra of yttrium acetate and the precipitate obtained from the solution, identified as 
yttrium propionate; on the right, comparison between the X-ray diffraction pattern of the precipitate compared with 
the simulated spectra of yttrium propionate CCDC database code 873618.

Yttrium Acetate: The same behaviour is observed with yttrium acetate in propionic acid. Both IR and XRD 
measurements confirm the formation of YProp3. The structure of the compound is similar to that of CuProp2. A 
binuclear structure is formed in which two Y3+ atoms are bound by six propionate counter ions, two of which 
behave as bridges between the two metallic centres. A slight difference in the XRD experimental vs simulated 
spectra can be explained with a different hydration of the compound.

Fig. S3: FTIR spectra of barium trifluoroacetate and the precipitate obtained from the solution, identified as a 
mixed species of barium trifluoroacetate/propionate.

Barium Trifluoroacetate: From the IR spectrum of the powder, instead, the presence of also a mixed species like 
BaTFA(Prop) of unknown stoichiometry was detected from the coexistence of signals belonging to both ligands, 
therefore this will be considered as the precursor together with BaTFA. In our case, the XRD analysis of the could 
not give a clear match to a known structure of BaPropx and no reference to a mixed TFA/propionate species was 
found in the literature. 
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Evolved Gas Analysis

Fig. S4: EGA analysis of the precursor solution. For clarity, one third of the obtained spectra is plotted. The 
frequencies used to extrapolate the gas evolution curves are marked with dotted lines. Three labels help to visualize 
the temperature range in which the processes occur.
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Fig. S5: dTG and DSC measurements performed on sample C showing the exothermic peaks typical of the 
oxidative mechanism involved in the pyrolysis process.
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Supporting info

Characterization of the single precursors

Fig. S1: On the left: FTIR spectra of copper acetate and the precipitate obtained from the solution, identified 
as copper propionate; on the right, comparison between the X-ray diffraction pattern of the precipitate 
compared with the simulated spectra of copper propionate CCDC database code 1133510.

Copper Acetate: Both the commercial powder and the precipitate obtained from the solution of copper 
acetate in propionic acid were analysed. The superposition of the IR spectra of both species in fig 1 reveal 
the appearance, in the precipitate, of a large number of peaks in the region of the skeletal vibrations of the 
molecule. This behaviour is consistent with the ligand exchange between acetate and propionate ions in the 
solution that lead to the formation of the new compound copper propionate (CuProp2). Also, comparison 
with reference spectra from the literature identifies the precipitate as CuProp2. XRD diffraction performed on 
the powder gave further insight of the system. Perfect match of the experimental data is found with the 
structure from CCDC database code 1133510, that consists of a polinuclear structure of CuProp2 in which 
additional bonds are formed between the copper atoms and the counter ions behave as bridges between the 
two metallic nuclei. From this information we can confirm the hypothesis of ligand exchange in the solution 
with the subsequent elimination of the acetate counter ions already at 80°C. 
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Fig. S2: On the left: FTIR spectra of yttrium acetate and the precipitate obtained from the solution, identified 
as yttrium propionate; on the right, comparison between the X-ray diffraction pattern of the precipitate 
compared with the simulated spectra of yttrium propionate CCDC database code 873618.

Yttrium Acetate: The same behaviour is observed with yttrium acetate in propionic acid. Both IR and XRD 
measurements confirm the formation of YProp3. The structure of the compound is similar to that of CuProp2. 
A binuclear structure is formed in which two Y3+ atoms are bound by six propionate counter ions, two of 
which behave as bridges between the two metallic centres. A slight difference in the XRD experimental vs 
simulated spectra can be explained with a different hydration of the compound.

Fig. S3: FTIR spectra of barium trifluoroacetate and the precipitate obtained from the solution, identified as a 
mixed species of barium trifluoroacetate/propionate.

Barium Trifluoroacetate: From the IR spectrum of the powder, instead, the presence of also a mixed species 
like BaTFA(Prop) of unknown stoichiometry was detected from the coexistence of signals belonging to both 
ligands, therefore this will be considered as the precursor together with BaTFA. In our case, the XRD 
analysis of the could not give a clear match to a known structure of BaPropx and no reference to a mixed 
TFA/propionate species was found in the literature. 
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Evolved Gas Analysis

Fig. S4: EGA analysis of the precursor solution. For clarity, one third of the obtained spectra is plotted. The 
frequencies used to extrapolate the gas evolution curves are marked with dotted lines. Three labels help to 
visualize the temperature range in which the processes occur.
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Fig. S5: dTG and DSC measurements performed on sample C showing the exothermic peaks typical of the 
oxidative mechanism involved in the pyrolysis process.




