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The coating of metal-organic frameworks (MOFs) has been desired to control the surrounding environment of
the substrate and the pathway for the guest molecules approaching. Especially, the MOF layer coating on the
other MOF nanoparticles has been challenging because of lattice mismatch and undesired homogeneous nucleation. In this report, we coated MOF layers on other nanocrystalline MOFs (nMOFs) using metal nanoparticle
mediated nucleation method, and showed how this coating can be used for unique sorption behavior of H2O and
eﬃcient removal of trace formaldehyde existing in ppm level in air. Speciﬁcally, the layers of MOF-801 and UiO66 were grown from the Pt nanoparticles attached on the particles of nUiO-66 and nMOF-801 to result ﬁnal
products of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801, respectively. We found that these samples of nUiO66 ⊂ MOF-801 and nMOF-801 ⊂ UiO-66 present unusual H2O uptake behaviors originated from the sequence of
condensation between inner and outer MOFs. These samples also captured 7 times higher amount of formaldehyde than an activated carbon and had high aﬃnity to release less amount of formaldehyde even when its
concentration outside is low.

1. Introduction
The coating of metal-organic frameworks (MOFs) on various substrates has provided advantages of changing the surrounding environment of the substrate as well as of controlling the behavior of guest
molecules approaching to the substrate [1–12]. This is because MOFs
have highly porous structures providing open accessibility to outside
and high degree of ﬂexibility with which their physical and chemical
properties can be varied by manipulating their constituents of metal
oxides and organic ligands [13–17]. In this reason, the coating MOFs
has been explored to various materials of metals, metal oxides, semiconductors, and polymers usually using surface modiﬁcation and direct-growth of MOF [18–21]. However, the challenge remains for the
MOF coating on the surface of a diﬀerent MOF especially when their
lattice parameters are diﬀerent [21–26]. When the parameters are not
matched, organic mediators had been necessarily used to cover outside
of particles increasing the attractive interaction with the MOF layer
coated on [23,24], which remained at the interface of the coated
structure and inevitably eﬀected on the guest molecule transfer. We
believe that the direct conjunction of two diﬀerent MOF structures at
the interface would provide opportunities for making unique properties
with the guest molecules.

In this study, we report a surface coating method of MOF layers by
nucleating them from metal nanoparticles spatially distributed on the
nanocrystalline MOFs (nMOFs) (Fig. 1). Speciﬁcally, the nanocrystalline MOF-801 [27] and UiO-66 [28] particles (hereafter referred to as
nMOF-801 and nUiO-66, respectively) were prepared and Pt nanoparticles are subsequently attached on them to give intermediate products of Pt-on-nMOF-801 and Pt-on-nUiO-66, respectively. The surface
coating of UiO-66 and MOF-801 was successfully mediated from the
nanoparticle of Pt-on-nMOF-801 and Pt-on-nUiO-66 to result ﬁnal
products of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 (Fig. 1).
The coating structure, morphology, crystallinity, porosity and the
coating ratio of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 were
characterized using transmission electron microscopy (TEM), scanning
electron microscopy (SEM), powder X-ray diﬀraction (PXRD), N2
sorption and 1H nuclear magnetic resonance spectrometer (NMR)
analysis. The ex-situ TEM observation of nMOF-801 ⊂ UiO-66 revealed
the details for the nucleation and growth process of coated UiO-66 on
the surface of nMOF-801 particle. The samples of nMOF-801 ⊂ UiO-66
and nUiO-66 ⊂ MOF-801 were tested for the sorption of H2O and CO2,
which led us to ﬁnd out the unusual behavior of these samples in relation with the gas condensation. This ﬁnding was also connected to the
eﬃcient and non-emittable removal of trace formaldehyde in air. The
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Fig. 1. Schematic diagram of nanoparticle mediated nucleation method and synthetic procedure of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801.

Fig. 2. TEM and STEM images of (a) nMOF-801, (b) Pt-on-nMOF-801, (c for TEM and d for STEM images) nMOF-801 ⊂ UiO-66, (e) nUiO-66, (f) Pt-on-nUiO-66, and
(g for TEM and h for STEM images) nUiO-66 ⊂ MOF-801.

2

Applied Surface Science xxx (xxxx) xxxx

R. Kim, et al.

Fig. 3. Characterization of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 samples. (a and b) SEM images nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 samples,
(c) PXRD patterns, (d) N2 sorption isotherms at 77 K (adsorption and desorption points represented by closed circles and open circles, respectively, and P/P0 is
relative pressure), and (e) 1H NMR spectrum of digested samples of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 in comparison with those of nUiO-66 and nMOF801.

samples of nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 showed 7
times higher amount of uptake than activated carbon and high aﬃnity
to release less amount of the formaldehyde even in lower outside
concentration.

(1 mg/mL).
Synthesis of nanocrystalline MOFs (nMOFs): For nMOF-801,
ZrCl4 (66.8 mg) and fumaric acid (36 mg) were dissolved in the mixture
of DMF/acetic acid (10 ml/1.38 ml) in 20 ml vial and placed 120 °C
oven for 6 h. For nUiO-66, ZrCl4 (66.8 mg) and terephthalic acid
(49.8 mg) were dissolved in the mixture of DMF/acetic acid (10 ml/
1.38 ml) in 20 ml vial and placed 120 °C oven for 3 h. After cooling to
room temperature, the powder products were collected by centrifuging
(4000 rpm, 10 min) and washed with DMF once and with MeOH 3
times. After washing, it was dried under 120 °C vacuum and obtained
white powder product.
Preparation of Pt-on-nMOF-A: For Pt-on-nMOF-801, the 5 ml of
MOF-801 stock solution (13.7 mg/ml) and 0.375 ml of Pt NPs (1 mg/
ml) solution was added into 20 ml of DMF. For Pt-on-nUiO-66, the 5 ml
of UiO-66 solution (13.7 mg/ml) and 0.75 ml of Pt NPs (1 mg/ml) solution was added into 40 ml of DMF. The mixture sonicated for 5 h.
After sonication, the vial cooled down at room temperature and washed
with DMF three times using centrifuge. After washing, gray powder was
dissolved in 20 ml of DMF as stock solution.
Synthesis of nMOF-A ⊂ MOF-B: For nMOF-801 ⊂ UiO-66, ZrCl4
(83.5 mg) and terephthalic acid (62.5 mg) was dissolved in DMF/Acetic
acid (50 ml/1.75 ml), followed by the 8 ml of Pt-on-nMOF-801 stock
solution was added in the solution. For nUiO-66 ⊂ MOF-801, ZrCl4
(167 mg) and fumaric acid (90 mg) was dissolved in DMF/Acetic acid
(50 ml/3.5 ml) followed by the 1 ml of Pt-on-nUiO-66 stock solution

2. Materials and methods
2.1. Materials
All reagents were used without further puriﬁcation. Speciﬁcally,
zirconium chloride (Ⅳ), fumaric acid, terephthalic acid (H2BDC), acetic
acid, N,N’-dimethylformamide (DMF), methanol (MeOH), poly(vinylpyrrolidone) (PVP), ethylene glycol, chloroplatinic acid hexahydrate
(H2PtCl6·6H2O) were purchased from Sigma-Aldrich.
2.2. Materials preparation
Synthesis of Pt nanoparticle: H2PtCl6 (40 mg) was added into
20 ml of ethylene glycol and poly(vinyl pyrrolidone) (PVP,
MW = 55,000) (222 mg) mixture with stirring in a three-neck round
bottomed ﬂask. When the solution became homogeneous, the ﬂask was
heated in silicon bath at 180 °C for 15 min and cooling down to room
temperature. The product was washed with acetone to remove the extra
PVP and separated solvent with centrifuge. The collected black PVPcapped Pt NPs were re-dispersed in DMF to give colloidal solution
3
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Fig. 4. The ex-situ TEM observation of surface coating process in nMOF-801 ⊂ UiO-66. The TEM images and schemes of (a and b) nMOF-801, (c and d) Pt-on-nMOF801, (e and f) nMOF-801 ⊂ UiO-66 (10 min), and (g and h) nMOF-801 ⊂ UiO-66 (30 min).

Fig. 5. H2O sorption isotherm of (a) nMOF-801 and nUiO-66 (b) nUiO-66 ⊂ MOF-801 and (c) nMOF-801 ⊂ UiO-66 measured at 298 K. CO2 sorption isotherm of (d)
nMOF-801 and nUiO-66 (e) nUiO-66 ⊂ MOF-801 and (f) nMOF-801 ⊂ UiO-66 measured at 195 K.

2.3. Characterization

was added in the solution. Each reaction was placed in 100 ml round
bottomed ﬂask at 120 °C with stirring for 1 h and 1.5 h for nMOF801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801, respectively. After reaction,
the products were washed with DMF twice and MeOH 3 times. Finally,
the resulting powder was obtained after removing the solvent under
120 °C vacuum for 12 h.

Powder X-ray diﬀraction patterns (PXRD) were detected using a
Bruker D8 Advance diﬀractometer (Cu Kα radiation λ = 1.54056 Å).
The samples were held in a non-reﬂective holder stage with Göbelmirror monochromated mode and scanned by 5°/min scan speed in
continuous mode (40 KV, 40 mA). The SEM observations (JSM-7600F
JEOL) were carried out in GB_LOW mode, with a WD of 8.0 mm and
4
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Fig. 6. Adsorption and desorption of formaldehyde for the samples of nMOF-801, nUiO-66, nUiO-66 ⊂ MOF-801, nMOF-801 ⊂ UiO-66 and activated carbon.

scanned by 3 kV. For the TEM observation, samples are ﬁrst dispersed
in acetone using sonicator and drop to cupper square grid. Observation
was carried out in the TEM (JEOL JEM-2100F.) with 200 kV. 1H NMR
analysis of digested nMOFs were detected with a Bruker Avance III HD
500 NMR spectrometer. To prepare the measuring samples, 3 mg of
dried MOF powder was digested and dissolved in the mixture of
DMSO‑d6 (570 μL) and hydroﬂuoric acid (30 μL) with sonication. Gas
adsorption analysis was performed using a BELSOPR-max
(MicrotracBEL Corp.) gas adsorption analyzer. Samples were prepared
and measured after evacuating at 120 °C for 24 h. Formaldehyde sorption method was measured by photoacoustic sensor with a customized
instrument. Total 20 steps processed 1 step per 90 min adsorption and
90 min desorption time. Before measurement, 30 mg powder samples
was activated 120 °C vacuum oven for 24 h.

sharp diﬀraction peaks matching those of their simulated patterns obtained from experimental X-ray single-crystal diﬀraction data
[13,29,30]. The permanent porosity of nMOF-801 and nUiO-66 was
also conﬁrmed by measuring the nitrogen gas sorption isotherm. It
showed shapes similar to those observed for these MOFs and gave BET
surface areas of 550 and 1300 m2/g for nMOF-801 and nUiO-66, respectively (Figure S2). The TEM images of nMOF-801 and nUiO-66
showed crystal sizes of 100 nm and 200 nm with octahedron shape,
respectively (Fig. 2a and e). This is also corresponding to their SEM
images with high crystal size and shape uniformity (Figure S3).
Monodisperse Pt nanoparticles (NPs) are synthesized with H2PtCl6
and poly(vinylpyrrolidone) (PVP) stabilizer in ethylene glycol. Pt NPs
were characterized by TEM images, which shows Pt NPs are well
monodispersed with 3.5 nm in diameter. Pt nanoparticles (NPs) were
diluted to 1 wt% DMF solution and are attached on the outside of
nMOF-801 and nUiO-66 particles using an ultra-sonication to give Pton-nMOF-801 and Pt-on-nUiO-66 as shown in Fig. 2b and f. After Pt
NPs treatments, the color of nanocrystalline MOFs was changed from
white to gray due to the deposition of black Pt NPs. Pt NPs could not
interpenetrate into the nMOF-801 particles as their size (3.5 nm) is
much bigger than the pore size of MOF-801 (0.74 nm) and UiO-66
(0.84 nm) [13]. These Pt NPs were used as nucleation points for the
next-step coating of another MOF.
Thin layers of UiO-66 and MOF-801 were coated on the outside of
Pt-on-nMOF-801 and Pt-on-nUiO-66 to give nMOF-801 ⊂ UiO-66 and
nUiO-66 ⊂ MOF-801, respectively (Fig. 2). The particles of Pt-on-nUiO66 and Pt-on-nMOF-801 were well-dispersed in DMF using an ultrasonication, and then mixed with ZrCl4 and corresponding organic

3. Results and discussion
The samples of nMOF-801 and nUiO-66 particles were prepared
using a mixture of DMF solution containing ZrCl4, acetic acid and organic linkers. The organic linker of nMOF-801 is fumaric acid and that
of nUiO-66 is terephthalic acid, which two linkers have diﬀerent length
between carboxylic acid in both ends. The mixtures were kept at 120 °C
for 3 and 6 h to synthesize nanoparticles of nMOF-801 and nUiO-66.
The resulting solution became pale white and the powder-type products
was sedimentated at the bottom of a reactor. The white nanoparticles
were obtained after washing with DMF and MeOH, followed by drying
under vacuum. The crystallinity of nMOF-801 and nUiO-66 was examined by powder X-ray diﬀraction (PXRD) (Figure S1), which showed
5
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of nMOF-801 not inside. The Pt-on-nMOF-801 particles are mixed with
terephthalic acid and ZrCl4 in DMF and then the coating process of UiO66 was started by placing them in oven. After 10 min of surface coating
process, nMOF-801 ⊂ UiO-66 (10 min) particles were taken out and
subjected to TEM observation. The TEM image of nMOF-801 ⊂ UiO-66
(10 min) (Fig. 4e) clearly shows that nuclei of UiO-66 started to form
from the Pt NP attached on the nMOF-801 particle (Fig. 4f). This indicates that our nanoparticle mediated nucleation approach successfully works for the MOF coating even on the surface of another MOF
having lattice parameter mismatched. The coated layer of UiO-66 on
nMOF-801 was observed after 30 min reaction and its thickness was
about 8 nm (Fig. 4g and h). Longer reaction time for the coating process
resulted thicker layer of UiO-66 (Figure S4). The reaction longer than
70 min in coating process also induced homogeneous nucleation UiO-66
to result nUiO-66 particles existing together with nMOF-801 ⊂ UiO-66
particles.
As the nMOF-801 and nUiO-66 particles are encapsulated by the
layer of UiO-66 and MOF-801, respectively, guest molecules have to go
through the cover layers in samples of nMOF-801 ⊂ UiO-66 and nUiO66 ⊂ MOF-801. We hypothesized that our samples would show unique
sorption behavior once the condensation of guest molecules is started
from the outer coating layer and then propagate to inner part, while the
other way should show step-by-step gas condensation behavior.
Furthermore, the guest molecule having similar condensation behavior
in both inner and outer part wouldn’t show any uniqueness but marginal total uptake. We have choose two gases of H2O and CO2 to test our
samples of nMOF-801, nUiO-66, nUiO-66 ⊂ MOF-801 and nMOF801 ⊂ UiO-66 and their sorption isotherms are shown in Fig. 5. The
nMOF-801 and nUiO-66 showed completely diﬀerent H2O condensation pressure (P/P0 = 0.01 and 0.1 for nMOF-801 and P/P0 = 0.3 for
nUiO-66) (Fig. 5a), while similar CO2 condensation pressure regime
under P/P0 = 0.2 (Fig. 5d). The uUiO-66 showed higher total uptake
than nMOF-801 for both H2O and CO2 (Fig. 5a and d). In case of H2O
uptake, nUiO-66 ⊂ MOF-801 showed gradual condensation behavior
from P/P0 = 0.0 to P/P0 = 0.4 and then its total amount of uptake
approach to that of nUiO-66 from P/P0 = 0.4 (Fig. 5b). This is contrast
to the case of nMOF-801 ⊂ UiO-66 showing three-step condensation
behavior originated from each of nMOF-801 at P/P0 = 0.01 and 0.1 and
nUiO-66 at P/P0 = 0.3, sequentially (Fig. 5c). We speculate that this is
because the sample of nUiO-66 ⊂ MOF-801 has the H2O condensation
started from the outer layer of MOF-801 then propagated into inner
part of nUiO-66 while nMOF-801 ⊂ UiO-66 has sequential condensation from the inner nMOF-801 to the outer UiO-66. In case of CO2
uptake, the uptake behavior of nMOF-801 ⊂ UiO-66 and nUiO66 ⊂ MOF-801 was similar to that of nMOF-801 and nUiO-66 while
their total amount of uptake was intermediate (Fig. 5d–f). These results
imply that the coating of MOF layer induces unusual uptake behavior in
conjunction with the gas condensation.
The unique sorption behavior of nUiO-66 ⊂ MOF-801 and nMOF801 ⊂ UiO-66 combined with the condensation of guest molecules led
us to use this compounds for the removal of formaldehyde which is selfcondensable gas forming oligomers spontaneously. The removal of
formaldehyde has been challenging because it is toxic trace gas existing
in ppm level in air and, once captured, should not get out from its
absorbent. We believed that the uniqueness of our compound combined
with the condensation of formaldehyde give a chance to remove the
formaldehyde in air. Moreover, it was expected that the homogeneous
micropores of MOFs eﬀectively capture the formaldehyde comparing to
conventional porous carbon samples. The adsorption and desorption of
the samples are measured in a closed-loop system having a large gasmixing chamber connected to a sample and a gas detector (1512i
photoacoustic gas monitor, LumaSense Technology) at room temperature (Fig. 6a). The concentration of formaldehyde in air was controlled
by mixing formaldehyde gas and air using gas controller. When the
mixed gas in the gas chamber was equilibrated at target concentration,
it ﬂowed through the sample while the supply from outside was blocked

linkers (terephthalic acid for UiO-66 coating and fumaric acid for MOF801 coating). These mixtures were placed in 120 °C oil bath and stirred
during the coating reactions. After cooling to room temperature, the
MOFs were washed with DMF and MeOH by centrifuging with
4000 rpm. It was activated under vacuum for 1 day and the white
powder were obtained. The coating structure of resulting particles were
revealed by TEM and scanning transmission electron microscopy
(STEM) observation as shown in Fig. 2c and d for nMOF-801 ⊂ UiO-66,
and Fig. 2g and h for nUiO-66 ⊂ MOF-801. TEM images present the
interface of two diﬀerent MOF layers and STEM images clearly show
that outer layer is homogeneously coated on the surface of core particle
in the samples of nMOF-801 ⊂ UiO-66 (Fig. 2d) and nUiO-66 ⊂ MOF801 (Fig. 2h). The thickness of coated layer is ca. 50 nm for both
samples, which was able to be controlled by mean of reaction time for
coated MOF layer (Figure S4 and S5). The ﬁnal sizes of nMOF801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 were about 200 nm and
300 nm, respectively. It is noteworthy that the coating of surface MOF
layer wasn’t successful without deposition of Pt NP in the identical
synthetic protocol including sonication and nMOF dispersion processes,
due to the lattice mismatch between MOF-801 and UiO-66 structures.
The size and morphology uniformity of nMOF-801 ⊂ UiO-66 and
nUiO-66 ⊂ MOF-801 samples was investigated with SEM observation
(Fig. 3a and b). Every particles from same batch of reactor has homogeneous particle size. This is corresponding to the observation conﬁrmed in the TEM above (Fig. 2c and g). Sharp PXRD diﬀraction patterns present that the samples of nMOF-801 ⊂ UiO-66 and nUiO66 ⊂ MOF-801 have high crystallinity and diﬀraction peaks corresponding to both of nMOF-801 and nUiO-66 (Fig. 3c). The nMOF801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 samples have intense peaks at
2θ = 7.4°, 8.5° and 9.9°, which were corresponding to the peaks for
MOF-801 (2θ = 8.5° and 9.9°) and UiO-66 (2θ = 7.4° and 8.5°). The
permanent porosity of the nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF801 are conﬁrmed with N2 adsorption measured at 77 K after activating
pores under vacuum at 120 °C for overnight [31,32]. The nMOF801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 maintained high porosity even
after MOF layer coating and showed characteristic type I adsorption
isotherm behavior similar to their constituents. It was considered that
N2 molecules were not blocked at the interface of two MOF layers and
diﬀused well into inner nMOFs. The nMOF-801 ⊂ UiO-66 has slightly
higher BET surface area (770 m2/g) than nMOF-801 (550 m2/g) while
nUiO-66 ⊂ MOF-801 (1120 m2/g) shows a slightly lower value than
nUiO-66 (1300 m2/g) [33]. The samples were subjected to digestedNMR measurement which is a technique analyzing the organic parts
after breaking down the MOF structure by dissolving the metal oxide
parts. The MOFs samples were digested with HF in DMSO‑d6 by sonication, and 1H NMR spectra are collected on a 500 MHz Bruker NMR
spectrometer. 1H NMR analysis for the digested samples of nMOF801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 demonstrated that they were
consisted with two kinds of linkers, fumaric acid and terephthalic acid.
The nMOF-801 ⊂ UiO-66 and nUiO-66 ⊂ MOF-801 have peaks at (a)
8.1 ppm and (b) 6.8 ppm corresponding to terephthalic acid for UiO-66
and fumaric acid for MOF-801, respectively [34]. The integration of
these peaks shows that the molar ratio of MOF-801 layer coated on
nUiO-66 is 66.6 mol% in nUiO-66 ⊂ MOF-801 sample while that of
UiO-66 layer on nMOF-801 is 86.5 mol% in nMOF-801 ⊂ UiO-66
sample. These ratios are corresponding to the core-to-shell volume ratios of 70% and 87.5% for each sample.
An ex-situ TEM observation of nMOF-801 ⊂ UiO-66 samples gave an
insight for the formation of coated UiO-66 layer from the Pt NP outside
of nMOF-801. We prepared 4 kinds of samples as nMOF-801, Pt-onnMOF-801, nMOF-801 ⊂ UiO-66 reacted 10 min, and nMOF801 ⊂ UiO-66 reacted 30 min of coating process. The surface of prepared samples were sequentially observed using a high-resolution TEM
as shown in Fig. 4. The surface of nMOF-801 was smooth and homogenous (Fig. 4a and b) while that of Pt-on-nMOF-801 showed Pt NPs
attached on it (Fig. 4c and d). The Pt NPs was conﬁrmed to exist outside
6
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to make a closed-loop circulation system (Fig. 6a). The diﬀerence between initial and ﬁnal concentration of formaldehyde was calculated to
get the amount of sorption per a gram of sample. For the adsorption of
formaldehyde, all samples of nMOF-801, nUiO-66, nUiO-66 ⊂ MOF801 and nMOF-801 ⊂ UiO-66 showed similar behavior (Fig. 6b). The
amount of uptake for these samples also captured 7 times higher was
proportional to the surrounding concentration and 7 times higher than
that for commercial activated carbon (Fig. 6b). It was considered that
the microporosity of these MOF samples eﬃciently capture formaldehyde inside comparing to the carbon sample. On the contrary, the
desorption behavior for nUiO-66 ⊂ MOF-801 and nMOF-801 ⊂ UiO-66
was diﬀerent with that for MOF-801 and nUiO-66. When surrounding
air has lower concentration in desorption process, the MOF samples
release less amount of the formaldehyde than they adsorbed (Fig. 6b).
Especially, nUiO-66 ⊂ MOF-801 and nMOF-801 ⊂ UiO-66 release
much less amount than the samples of nMOF-801 and nUiO-66. We
speculate that this is because the condensation of formaldehyde at the
outer MOF layer interrupt the gas transfer from inside in desorption
process. By utilizing this unique sorption behavior, the nUiO66 ⊂ MOF-801 and nMOF-801 ⊂ UiO-66 can eﬃciently remove the
formaldehyde without re-emission in each cycle and be used again after
activation for recycles (Table S1). We expect that the coating of MOF
layer on other MOF particles would provide further unique behavior for
the removal and conversion of harmful gases in the air.

Appendix A. Supplementary material
Supplementary data to this article can be found online at https://
doi.org/10.1016/j.apsusc.2019.144612.
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