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Abstract: SrF, promotes the dehydrochlorination (DeHC) of 1,1-difluoro-1-chloroethane, which is
the key process for the manufacture of VDF (vinylidene fluoride), one of the most typical fluorinated
monomers. However, the selectivity is low as dehydrofluorination (DeHF) to VCF (vinylidene
chlorofluoride) competes with the formation of VDE. In this study, SrF,@C (SrF, embedded in carbon)
and SrF,@NC (N-doped carbon) catalysts were fabricated following calcination in Np with SrCyOy,
PVDF (poly vinylidene fluoride) and urea as the precursors. The catalysts were characterized by
XRD, SEM, TEM, and XPS. The results show that both the calcination temperature and N-doping play
an important role in the conversion of HCFC-142b and the selectivity to VDF and VCEF. Calcination at
elevated temperatures enhances the Sr-C interaction. For SrF,@C, improved interaction facilitates
withdrawing electrons from Sr by the carbon support. By contrast, the strong interaction of Sr with
N-doped carbon supply electrons from N species to Sr. The electron deficiency of Sr is favorable for
the adsorption of F with higher electronegativity and consequently, DeHF reaction forming VCEF.
The supply of electrons to Sr by the support improves the formation of VDF (DeHCl). The present
work provides a potential strategy for the improvement of selectivity to the target product.

Keywords: dehydrochlorination; dehydrofluorination; metal-support interaction; strontium fluoride;
vinyl difluoride

1. Introduction

Vinylidene fluoride (VDF, CH,;=CF;) is one of most important fluorine-containing monomers
and the raw material for the preparation of various fluorine elastomers and fluorocarbon coating
materials [1,2]. At present, VDF is mainly prepared by the pyrolysis of 1,1-difluoro-1-chloroethane
(HCFC-142b). As two fluorine atoms are connected to one carbon atom in HCFC-142b, the bond energy
of the C-Cl bond is enhanced [3]. Thus, pyrolysis of HCFC-142b requires high temperatures in the
absence of catalysts. In industry, VDF is prepared by thermal decomposition of HCFC-142b at high
temperatures (>650 °C). The main problems of thermal decomposition include the high temperature,
high energy consumption, and serious coke deposition. To reduce the reaction temperature and coke
formation, CO; and steam were suggested as the dilution gases [4]. With large amounts of dilution gas,
the cost of separation is increased significantly. In addition, numerous waste-water is also produced.
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Proper catalysts for the pyrolysis of 1,1-difluoro-1-chloroethane significantly reduce the reaction
temperature and carbon deposition. In our previous studies, we discovered that pyrolysis of HCFC-142b
is catalyzed by materials such as N-doped activated carbon [5], N-containing mesoporous carbon [6],
and metal fluorides [7]. The adoption of catalysts lowers the reaction temperature from 650 °C to 350 °C.
Consequently, the energy consumption can be saved significantly. In addition, the coke formation is
decreased significantly at low reaction temperatures. Except for the moderate conversion levels, both
N-doped activated carbon and N-containing mesoporous carbon exhibit high selectivity to the target
product, VDE. However, these catalysts are difficult to recover following deactivation.

During the pyrolysis of HCFC-142b, the following reactions take place.
Dehydrochlorination (DeHCl) of HCFC-142b leads to the formation of VDE
However, dehydrofluorination (DeHF) and CI/F exchange reactions produce vinylidene chlorofluoride
(VCF), CH3CF;3, and CH3ClyF. Hence, the catalyst plays a major role in the selectivity.

CH;3CCIF, — CH,=CF, (VDF) + HCI (DeHCI), 1)
CH;3CCIF, — CH,=CCIF (VCF) + HF (DeHF), (2)
2CH3CCIF, — CH3CF3 + CH3CCLF (F/Cl exchange). 3)

Due to the formation of highly corrosive HCI and HF in the dehydrochlorination and
dehydrofluorination reactions, the selection of catalyst is limited to corrosion resistant materials.
Therefore, carbon materials [8,9], fluorinated Cr,O3 [10-12], and metal fluorides [13-16] were suggested.
Especially, metal fluorides have been evaluated as the catalysts for the pyrolysis of HCFC-142b [17].
It was found that BaF, shows high activity and selectivity to VDE. However, it deactivates rapidly due
to the chlorination of BaF, to BaCIF and BaCl, during reaction.

SrF; also exhibits high activity for the decomposition of HCFC-142b to VDF under mild conditions.
However, the selectivity to the target product, VDF, is rather low [7]. Although the preparation of
SrF, microparticles with cubic structures improves the performance, the procedure is complicated and
difficult to scale up. It is well accepted that the metal-support interaction plays a major role in the
selectivity of catalytic reaction [18-20]. Actually, the selectivity of catalysts is possible to be controlled
by electronic charge of the metal because of the metal-support interaction. Electrons can transfer from
the support to the metallic phases and change the metal-reactants interaction [21].

Although being N-doped carbon materials [5,6], BaF, and SrF, were suggested to be efficient
catalysts for the pyrolysis of HCFC-142b [5,6]. However, the conversion, selectivity, and stability of
catalysts are far from the industrial application at present. Hence, it necessitates the study of catalysts
in depth. In this work, SrF,@C (SrF, embedded in carbon) and SrF,@NC (N-doped carbon) catalysts
were fabricated following calcination in Ny with SrC,O4, PVDEF (and urea as the precursors). The effects
of calcination temperatures and doping of N to carbon shell on the metal-support interaction as well
as the selectivity of HCFC-142b pyrolysis were investigated systematically.

2. Results and Discussion

The catalysts obtained by mechanical milling and calcination (SrF,@C and SrF,@NC) as well
as SrF, prepared by precipitation were evaluated as the catalysts for the pyrolysis of HCFC-142b.
Compared with the industrial reaction [22], the presence of SrF, catalysts reduced the pyrolysis
temperature from 650 °C to 350 °C (Figure la). In addition to the HCI and HF acids, the major
carbon-containing products are vinyl difluoride (CH,=CF,, VDF) via dehydrochlorination (DeHCl)
and vinyl chlorofluoride (CH,=CIF, VCF) via dehydrofluorination (DeHF). Minor products with trace
amounts include CH3CF; and CH3CCI,F via F/Cl exchange reaction. Clearly, both DeHCI and DeHF
reactions prevail over SrF, catalyst, as VDF and VCF (other byproducts were detected in trace amounts)
are the major products (Figure 1b).
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Figure 1. Catalytic performance of StF; catalysts for the decomposition of HCFC-142b. (a) Conversion
of HCFC-142b and (b) selectivity to vinylidene fluoride (VDF). Reactions were carried out at 350 °C,
1 bar, GHSV (HCFC-142b) of 600 h™! with N,:HCFC-142b of 1:1.

Following the preparation of SrF,@C catalyst, the conversion of HCFC-142b decreases significantly.
This is attributed the partial coverage of SrF, by carbon shell. Similar results have been reported
in our previous work for MgF, catalysts embedded in carbon structures [23]. However, it is worth
noting that the selectivity to VDF is increased from 50% to around 90%. Unexpectedly, the doping of
N to carbon in SrF,@NC catalyst does not improve both the conversion and selectivity. As reported,
N-doped carbon materials are effective catalysts for the dehydrochlorination of HCFC-142b at moderate
temperatures [5,6]. We suggest that SrF; interacts with carbon in SrF,@C and SrF,@NC resulting in the
change of conversion and selectivity. Another possibility is attributed to the insufficient calcination
temperature. As mentioned in the Experimental section, both SrF,@C and SrF,@NC were prepared via
calcination of SrC,O4 and PVDF precursors at 390 °C. The calcination temperature is probably not
high enough for the formation of SrF,@C and SrF,@NC catalysts.

Consequently, both the decomposition of SrC,O4 and PVDF was investigated by TG and DTG
techniques. The experiments were carried out under N, atmosphere in order to explore the precursor
decomposition during the catalyst preparation process. As indicated in Figure 2a, the first step of
SrCpO4 decomposition was observed in the temperature range of 127-200 °C with a peak temperature
of 110 °C. The weight loss of this step is 8.6%, which is equivalent to the loss of one water molecule
(theoretical mass loss: 9.1%). Decomposition in the second step was observed in the temperature
range of 400-600 °C, and the peak temperature was around 500 °C, which corresponds to the SrC,O4
decomposition to SrCO3 and CO (mass loss of 14.1%) [24-26]. Figure 2b discloses the decomposition
of PVDE. The pyrolysis of PVDF commences at 390 °C, and two peak temperatures at about 455 °C
and 465 °C are found. Clearly, calcination at 390 °C affords the decomposition of SrC,O4 and
PVDF [27]. However, calcination temperature plays a major role in the metal-support interaction [28].
Consequently, the SrF,@C catalysts were further calcined at elevated temperatures.

The catalytic activities for SrF,@C catalysts calcined at temperatures between 500 °C and 900 °C are
displayed in Figure 3. The average conversion of HCFC-142b over SrF,@C obtained by the calcination
at 390 °C is about 55%. With the increase in calcination temperature to 500 °C, the conversion of
HCFC-142b drops dramatically to about 15%. Further increase the calcination temperature to 600 °C
and 700 °C, and higher conversion levels of 62% and 75% than that at 390 °C are achieved. When the
calcination temperature reaches 800 °C, the activity declines to 42% again. The highest selectivity
to VDF is obtained over catalysts calcined at 390 °C and 500 °C with the average selectivity of 88%
and 81%, respectively. However, it should be noted that the conversion is rather low on the catalyst
calcined at 500 °C (12%). It seems that the catalyst calcined at 390 °C exhibits the best performance for
the pyrolysis of HCFC-142b. Although the activities with the catalysts calcined at 600 °C and 700 °C
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are relatively high, the selectivity to VDF is particularly poor, and the selectivity to VCF (via DeHF) can
be as high as 90%. Clearly, both DeHCI (forming VDF) and DeHF (Forming VCF) reactions compete
with each other over StF,@C catalysts.
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Figure 2. Thermogravimetry (TG) and DTG (derivative thermogravimetry) of SrC,0Oy (a) and PVDF
(b). The ramp rate was set to 10 °C/min during the experiments.
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Figure 3. Effect of calcination temperature on the catalytic performance of SrF,@C catalysts for the
decomposition of HCFC-142b. (a) Conversion of HCFC-142b and (b) selectivity to VDF. Reactions were
carried out at 350 °C, 1 bar, GHSV (HCFC-142b) of 600 h~! with N,:HCFC-142b of 1:1.

Clearly, the variation of conversion and selectivity is not ascribed to the sintering of SrF, at
elevated calcination temperatures. As presented in Figure 4, the XRD patterns of SrF,@C catalysts
calcined at different temperatures were obtained. The diffraction peaks of SrF; in SrF,@C catalyst agree
well with the standard XRD card of SrF, (PDF #88-2294 of The Joint Committee on Powder Diffraction
Standards, JCPDS). No other impurities were detected. Even with the calcination of 390 °C, clean SrF;
crystalline structures were achieved. It further confirms the decomposition of PVDF and fluorination
of Sr species to SrF, during calcination with SrC,O, and PVDF as the precursors. Hence, the difference
of catalytic performance over SrF;, SrF,@C, and SrF,@NC in Figure 1 cannot be attributed to the low
calcination temperature (390 °C). Additionally, the change in conversion and selectivity in Figure 3
following elevated calcination temperatures is not resulted from the sintering of SrF,. All diffraction
peaks in the figure are sharp, and the intensity is relatively high, indicating that the prepared catalysts
are well crystallized. No other impurities were found in all the samples, suggesting that Sr is fully
fluorinated to SrF,. With the increase in calcination temperature, the intensity of the diffraction
peaks almost keeps unchanged. The crystalline sizes were further estimated by the Selyakov—Scherer
equation. Following calcination at elevated temperatures, the crystalline slightly increased from 28 nm
to 31 nm. Evidently, no significant sintering of SrF; is detected at elevated calcination temperatures.
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Clearly, it suggests that embedding of SrF, particles in the carbon structure prevents the particles from
sintering at high temperatures.
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Figure 4. The X-ray patterns for SrF,@C catalysts with calcination at different temperatures and the
standard profile of SrF, (PDF #88-2294).

In addition to the crystalline size, no significant change in morphology was observed following
calcination at elevated temperatures (Figure S1). Similarly, no dramatic change in porous structures
was found (Figure S2 and Table S1). It is worth noting that the specific surface area of the SrF,@C
catalyst is much higher than that of the precipitated SrF, (15 m?/g). It also proves that mesoporous
carbon structures in SrF,@C catalysts with surface areas of 156 m?/g to 257 m?/g afford the exposure
of SrF,.

Therefore, the difference in Figures 1 and 3 can only be attributed to the change in the metal-support
interaction. As confirmed in Figure S3, in the absence of carbon shell, no such significant change in
HCFC-142b conversion and VDF selectivity are observed. For SrF, prepared by precipitation, only a
slight decrease in conversion is detected following calcination at 700 °C. Furthermore, selectivity to
VDF keeps almost unchanged. Clearly, metal-support interaction plays a critical role in the pyrolysis
of HCFC-142b, especially the selectivity—namely, the competition of DeHCI and DeHF over SrF,.

Interestingly, in the presence of N element in carbon structure, conversion of HCFC-142b decreases
significantly following calcination at 700 °C (Figure 5a). More importantly, VCF (via DeHF reaction) is
the major product for SrF,@C-700 catalyst (Figure 5b). With the doping of N, the selectivity to VDF (via
DeHCl reaction) is higher than 85% with selectivity to VCF lower than 15%. Clearly, simple doping of
N switches the major product from VCF to VDEF, or the reaction from DeHF to DeHCI. The addition of
urea during catalyst preparation changed the properties of the catalyst.

However, modification of N-doping amounts does not affect the selectivity of HCFC-142b
decomposition (Figure S4). The dramatic change in conversion can be explained by the change in pore
structure and surface area (Figure S5 and Table 52). With high N-doping amounts, both mesoporous
structure and surface area decrease result in the decline of conversion level. The morphology disclosed
by SEM reinforces the above results. With high loading of N, relatively large particles are resulted
(Figure S6).

As discussed previously, the change in support property leads to the variation of metal-support
interaction significantly. Consequently, both the conversion and selectivity are changed accordingly.
To elucidate this argument, additional characterization experiments were conducted.
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Figure 5. Catalytic performance of SrF,@C and SrF,@NC catalysts calcined at 700 °C for the
decomposition of HCFC-142b. (a) Conversion of HCFC-142b and (b) selectivity to VDF. Reactions were
carried out at 350 °C, 1 bar, GHSV (HCFC-142b) of 600 h~! with N:HCFC-142b of 1:1.

The morphology of SrF,@C, SrF,@NC, SrF,@C-700, and SrF,@NC-700 was first investigated
by SEM (Figure 6). For SrF,@C and SrF,@NC catalysts, small and sheetlike structure is obtained.
Following calcination of 700 °C, larger and solid particles are achieved. Although the mesoporous
carbon facilitates the exposure, calcination at high temperature clearly leads to the decrease in surface
area. Consequently, decreased conversion of HCFC-142b was detected. As confined in the carbon
structure, no noticeable sintering of SrF, was found (Figure 4). The conversion decrease (Figure 5a),

which resulted from catalyst calcination at 700 °C, is attributed to the loss of porosity by calcination at
700 °C.

Figure 6. SEM images of (a) SrF,@C, (b) SrF,@NC, (c) SrF,@C-700, and (d) SrF,@NC-700.
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The catalysts were further examined by TEM (Figure 7). As highlighted by the inset of Figure 7a,d,
SrF, particles are clearly embedded in the carbon structure, and the particles are separated from
each other by the carbon structure. Even with calcination at 700 °C, ultrafine particles are retained.
The selected area electron diffraction (SAED) reinforces that the SrF, particles are highly crystalized
(white spot). However, the SAED does not form a completed diffraction ring, which is a structure
in which the particles are separated by carbon-containing compounds [29,30]. Consistent with XRD
patterns, the most developed (111) facet is observed in the high-resolution TEM images with the
fringe space of 0.35 nm both for SrF,@C and SrF,@NC-700 catalysts (Figure S7). It is noted that
high-temperature calcination plays a role in the structure of carbon shell. As demonstrated in Figure 7a,b,
without calcination at 700 °C, amorphous carbon structure is achieved. Following calcination, graphite
sheetlike structure is obtained (Figure 7c,d). Clearly, carbon materials derived from the decomposition
of PVDF underwent partial graphitization [31,32].

r’

Figure 7. TEM images of (a) SrF,@C, (b) SrF,@NC, (c) SrF,@C-700, and (d) SrF,@NC-700.

Different from carbon shell, the doping of N and calcination at 700 °C did not change the crystalline
structure of SrF,. As demonstrated in Figure 8, almost identical XRD patterns were obtained for
SrF,@C, SrF,@NC, SrF,@C-700, and SrF,@NC-700. Based on the XRD patterns, the crystalline sizes are
all around 28 nm to 31 nm. Similar with the results in Figure 4, the dramatic change of selectivity for
the catalytic pyrolysis of HCFC-142b is not caused by the crystalline structure of SrF,. As exhibited in
Figure S7, (111) facet allows major exposure for both catalysts.

Figure 9 displays the N, adsorption—desorption isotherm of SrF,@C, SrF,@C-700, SrF,@NC,
and SrF,@NC-700. Clearly, the adsorption isotherms of all these samples exhibit type IV characteristics
(classified by IUPAC) [33]. The clear capillary condensation process and H3-type hysteresis loops
represent typical porous carbon materials. As listed in Table S3, the specific surface area of the SrF,@NC
catalyst calcined at 700 °C is smaller than the specific surface area of the SrF,@NC catalyst (97 m?/g vs.
325 m?/g). It is ascribed to the urea decomposition and polycondensation leading to the blocking of the
pore. It explains that conversion of HCFC-142b drops significantly following N-doping in Figure 5.
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Figure 8. The X-ray diffractograms for SrF; catalysts and the standard profile of SrF, (PDF #88-2294).
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Figure 9. N, adsorption-desorption isotherms of SrF,@C, SrF,@C-700, SrF,@NC, and SrF,@NC-700.

The surface chemistry was explored by XPS for SrF,@C, SrF,@C-700, SrF,@NC,
and SrF,@NC-700 catalysts. As revealed in Figure 10, SrF,@C and SrF,@C-700 mainly contain
F, C, and Sr. N is identified over SrF,@NC and SrF,@NC-700. The surface element contents of these
catalysts determined by XPS are listed in Table S4. It can be seen from the table that the contents of
nitrogen are as high as 6% and 7% over SrF,@NC and SrF,@NC-700 catalysts, respectively, which
indicates that N has been successfully doped to the catalysts by simple mixing with urea and calcination.
In addition, F/Sr molar ratio in Table S4 for all the samples is higher than 2. We suggest that small
amounts of F still remain in the carbon structures.
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Figure 10. XPS spectra of SrF,@C, SrF,@C-700, StF,@NC, and SrF,@NC-700 catalysts.

With the deconvolution of high-resolution N 1s spectra (Figure 10), four peaks correspond to four
different N species—pyridine nitrogen (= 398.5 eV, N1), pyrrole nitrogen (= 400.1 eV, N2), graphite
nitrogen (~ 401.2 eV, N3), and oxidized nitrogen (= 405.0 eV, N4) are identified, respectively [34,35].
From the N 1s peak, it can be seen that there is less graphite nitrogen in SrF,@NC catalyst. With the
calcination temperature of 700 °C, the proportion of graphite nitrogen increases and the proportion of
pyrrole nitrogen decreases. It is consistent with reports that pyrrole nitrogen tends to transform to
pyridine nitrogen at high temperatures and pyridine nitrogen can convert to graphitic nitrogen [36,37].

The high-resolution XPS spectra of Sr 3d and F 1s are shown in Figure 11. For SrF,@C and
SrF,@NC catalysts, the binding energy of Sr 3d5/2 is 134 eV, which agrees well with the Sr in SrF, [38,39].
With SrF,@C calcined at 700 °C, binding energy of Sr 3d5/2 shifts to 134.5 eV. Clearly, calcination
enhances the interaction between Sr and carbon shell. The shift towards higher binding energy
indicates that carbon support withdraws electrons from Sr. As a result, the selectivity to VDF
decreases significantly. With high electron deficiency, Sr tends to adsorb F with higher electronegativity.
Thus, DeHF is facilitated, leading to the formation of VCF.

By contrast, the binding energy of Sr for SrF,@NC catalyst shifts to a lower position following
calcination. With the transformation of pyrrole nitrogen to pyridine nitrogen and pyridine nitrogen to
graphitic nitrogen at high temperatures, the interaction of Sr with N-doped carbon supplies electrons
from N species. We suggest that N as an electron donor combines with Sr and supplies electrons.
Consequently, DeHCl is enhanced and VDF prevails as the product. Similar shift trends are also
identified for F 1s peaks. It further reinforces the effect of metal-support interaction on the selectivity
of reactions. Therefore, the electron supply from N caused a change in the surface chemistry of the
catalyst calcined at 700 °C. This change can be adopted to explain the selective dehydrochlorination
and selective dehydrofluorination over SrF,@NC-700 and SrF,@C-700 catalysts in Figure 5.
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Figure 11. High-resolution XPS spectra of (a) Sr 3d and (b) F 1s for SrF,@C, SrF,@C-700, SrF,@NC,
and SrF,@NC-700 catalysts.

3. Materials and Methods
3.1. Catalyst Preparation

3.1.1. Preparation of SrF, Embedded in Carbon Catalyst

Firstly, SrC,O4 was prepared as follows: 0.1 mol of SrCly-6H,0O (99.5%, Aladdin Co., Shanghai,
China) was stirred and dissolved in 200 mL of deionized water, and then H,C,O4 was added according
to the stoichiometric ratio. Following stirring for 2 h, it was filtered and washed to obtain a white paste.
The paste was dried in an oven at 110 °C for 12 h to obtain SrC,O4 precursor.

Desired amounts of SrC,O4 and PVDF (poly-vinylidene fluoride, HSV900, average molecular
weight of 1,100,000 g mol~!, Arkema Co., France) were added to the grinding mortar with a mass ratio
of 1: 2. Following being fully ground uniformly, the mixture was placed in a tube furnace and calcined
in N atmosphere at a temperature of 390 °C for 5 h. During calcination, PVDF decomposed into carbon
materials after release of HF [40,41]. As a result, Sr species were fluorinated to SrF, simultaneously.
The catalyst is denoted as SrF,@C. To enhance the interaction between Sr and carbon, the catalysts
were further calcined at temperatures between 500 °C and 800 °C in N, atmosphere and the catalyst
was marked as SrF,@C-T, where T indicates the calcination temperature.

3.1.2. Preparation of SrF, Embedded in N-Doped Carbon Catalyst

The preparation steps of the catalysts are the same as those of the SrF,@C catalyst, except
that different proportions of urea are added as a nitrogen source during the grinding process.
The catalysts are marked as SrF,@NC catalysts. For the catalysts which were calcined at temperatures
between 500 °C and 800 °C in N, atmosphere, they are named as SrF,@NC-T, where T indicates the
calcination temperature.

3.1.3. Preparation of SrF; Catalyst

As comparison, SrF, was also synthesized by precipitation according to our previous study [7].
Prior to preparation, 2.3 g (0.1 mol) SrCl,-6H,O was dissolved in 200 mL deionized water.
Equimolar NH4F was added stepwise. Following vigorous stirring for 2 h, the solution was filtered
using a Buchner funnel with a vacuum pump. The paste was dried at 80 °C for 12 h. The sample is
denoted as SrF,.
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3.2. Catalyst Characterization

The surface areas of all the catalysts were measured by N; adsorption-desorption at —196 °C
over Autosorb-1/C gas sorption analyzer (Quantachcrome Instruments, Florida, USA). Prior to the
measurement, the catalysts were evacuated at 200 °C for 5 h. The surface area was calculated according
to the Brunauer-Emmett-Teller (BET) equation. Scanning electron microscope (SEM) was adopted
for the investigation of morphology. SEM images were taken from Hitachi S-4700(II) (Hitachi, Japan).
The operating voltage was set to be 15 kV. The samples were gold-sputtering-treated for better resolution
of SEM images. High-resolution transmission electron microscope (TEM) was used for the elucidation
of microstructures of catalysts. TEM images were obtained from a JEM-1200EX microscope (JEOL,
Japan) at 200 kV. Thermogravimetry (TG/DTG) experiments were conducted over NETZSCH-STA449C
with ramp rate of 10 °C/min in N, atmosphere. The crystalline structure was analyzed by X-ray
diffraction (XRD) over X, Pert Pro (PANalytical, Netherlands) with Cu K« radiation source (A = 1.5406).
The operating voltage was maintained at 40 kV and a current of 30 mA. The surface chemistry of
catalysts was studied by X-ray photoelectron spectroscopy (XPS) on ESCALAB 250XI with Al K« as
the radiation source (24.2 W).

3.3. Catalytic Tests

The activity of catalysts was evaluated by a fixed bed reactor (Ni tube with the purity of >99.6%).
The inner diameter of the reactor is 12 mm with a thickness of 4 mm. The isothermal zone of the reactor
was determined to be 50 mm. The feed gas, HCFC-142b, diluted by equimolar amounts of N, was
controlled by mass flow rate controllers (D07, Seven star, Beijing, China). Reactions were carried out at
350 °C, 1 bar, GHSV (HCFC-142b) of 600 hL. Following reactions, the product stream was scrubbed
by KOH solution (450 mL) for the removal of acid gases including HCI and HFE. The composition
of products was determined by gas chromatography (GC-1690, JieDao, Hangzhou, China) with a
thermal conductivity detector (TCD). During the analysis, the products were separated by 5% ODPN
(oxydipropionitrile) in the analytical column of the gas chromatography.

4. Conclusions

SrF, is the effective catalyst for the pyrolysis of HCFC-142b, which reduces the reaction temperature
from 650 °C-700 °C to 350 °C. However, the selectivity to target product, VDE, is rather low. In the
present work, SrF,@C catalysts were successfully prepared with SrC,O, and PVDF as the precursors
following calcination in N atmosphere. During calcination, the addition of urea led to the formation
of SrF,@NC (N-doped carbon). For the pyrolysis of HCFC-142b, the dehydrochlorination (DeHCI)
forms VDF and while dehydrofluorination (DeHF) produces VCF. Both DeHCl and DeHF compete
with each other over SrF;. Both the calcination temperature and N-doping play a role in the conversion
and selectivity of HCFC-142b. Calcination at elevated temperatures enhances the Sr-C interaction.
For SrF,@C, improved interaction facilitates withdrawing electron from Sr by the carbon support.
By contrast, the strong interaction of Sr with N-doped carbon supplies electrons from N species to
Sr. The electron deficiency of Sr is favorable for the adsorption of F with higher electronegativity and
consequently DeHF reaction forming VCFE. The supply of electrons to Sr by the support improves the
formation of VDF (DeHCI).

Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4344/10/3/355/s1,
Figure S1: SEM images of SrF,@C catalysts calcined at different temperatures. (a) SrF,@C (390), (b) SrF,@C-500,
(c) SrF,@C-600, (d) SrF,@C-700, (e) SrF,@C-800. Figure S2: N, adsorption—desorption isotherms of SrF,@C.
Figure S3: catalytic performance of SrF, prepared by precipitation and calcined at 700 °C for the decomposition
of HCFC-142b. Figure S4: catalytic performance of SrF,@CN with different doping amount of urea for the
decomposition of HCFC-142b. Figure S5: N, adsorption-desorption isotherms of SrF,@NC with different doping
amounts of urea during catalyst preparation. Figure S6: SEM images of SrF,@NC catalysts prepared by doping
different amounts of urea during catalyst preparation. Figure S7s: high-resolution TEM images of SrF,@C and
SrF,@NC-700 catalysts. Table S1: textural parameters of SrF,@C samples. Table S2: structural parameters of
SrF,@NC catalyst prepared with different doping amounts of urea. Table S3: textural parameters of SrF,@C,
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SrF,@NC, SrF,@C-700, and SrF,@NC-700. Table S4: surface element content of SrF,@C, SrF,@NC, SrF,@C-700,
and SrF,@NC-700 catalysts determined by XPS.
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