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The effect of pH on polynuclear molybdenum species (isopolymolybdates) synthesis was investigated by
Raman spectroscopy. As the pH decreased from 6.0 to 1.0, the main isopolymolybdates changed from
MoO42~ to M0,0,45~ to M0g0,45~ to Mozg0116°~. They began to aggregate and their solubility
decreased with decreasing pH. The FeMo catalysts comprised particle- and plate-like structures, which
were Fe;(MoQOy)s and MoOs, respectively. When a low pH value was used in the catalyst preparation,
there was severe aggregation of the particles which have a high Mo/Fe mole ratio and Mo enrichment
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1. Introduction

Formaldehyde is an important intermediate in the chemical
industry."* The world production of formaldehyde from meth-
anol uses a heterogeneous catalytic process based on silver® or
FeMo catalysts.* The silver-catalyzed process is being replaced
by the FeMo catalyzed process because of the high formalde-
hyde yield and longer lifetime of the catalyst, although the
lifetime is still rather short (~1 year) due to deactivation, which
is a major problem.® Deactivation of FeMo catalysts is believed
to be due to Mo content loss when volatiles of Mo-methanol are
formed and phase separation into MoO; and Fe,O3, which not
only decreases the activity but also the selectivity.®® Therefore,
in industry use, the Mo/Fe mole ratio of FeMo catalysts is
usually higher than the stoichiometric ratio of iron molybdate
to replenish Mo loss during the reaction.**®

The preparation of FeMo catalysts has been investigated by
many researchers.'* " Trifiro™ pointed that the structure of the
isopolymolybdates in aqueous solution is a crucial aspect in the
preparation of FeMo catalysts. Alessandrini et al.*® reported that
for a constant Mo/Fe ratio in the parent solution, the ratio in the
precipitate decreased when the final pH during precipitation
was increased. In addition, Pernicone® found that the catalyst
activity correlated mainly with the pH of the synthesis solution
after precipitation, and concluded that the performance of the
catalyst was influenced by the different structure of the iso-
polymolybdates during the preparation of the catalyst at
different pH values. Due to the complexity of the characteriza-
tion of the structure of isopolymolybdates and chemistry of
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on the surface layer, which decreased the activity and selectivity of the FeMo catalyst.

isopolymolybdates, this has been an area of continuing
research for several decades.

Raman spectroscopy provides an effective method to
characterize the structure of isopolymolybdates because the
asymmetric stretch of Mo=0 in the Raman spectra is sensi-
tive to small changes in the structure of the iso-
polymolybdate.”” Since there is agreement that the pH has
a large influence on the structure of isopolymolybdates,'®
therefore, clarifying the isopolymolybdate species in solu-
tions of different pH will benefit the understanding of the
structure of Mo-based catalysts synthesized at different pH,
such as selective oxidation, ammoxidation of alcohol or
alkene, and other types of reaction.'*"** It is also important to
correlate the activity and selectivity of the catalyst with the
effect of the pH value.

In this work, Raman spectroscopy was used to identify the
structure of the isopolymolybdates prepared at various pH
values using ammonium heptamolybdate tetrahydrate (AHM)
aqueous solution as the stock solution. Knowing the structure
and stability of the isopolymolybdates at different pH is useful
for understanding the preparation of catalysts based on
molybdenum. The catalysts synthesized at different pH were
characterized, and the connection between the structure and
catalytic performance, such as activity and selectivity, is
discussed.

2. Experimental

2.1. Chemicals

AHM, iron nitrate nonahydrate and methanol were purchased
from Sinopharm Chemical Reagent Ltd. Corporation. Nitric
acid and ammonia, with mass fraction of 65-68% and 25-28%,
respectively, were obtained from Beijing Chemical Works. All
reagents were analytical grade and used without further
purification.

This journal is © The Royal Society of Chemistry 2019


http://crossmark.crossref.org/dialog/?doi=10.1039/c9ra07202k&domain=pdf&date_stamp=2019-12-16
http://orcid.org/0000-0002-5365-0360
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra07202k
https://pubs.rsc.org/en/journals/journal/RA
https://pubs.rsc.org/en/journals/journal/RA?issueid=RA009071

Open Access Article. Published on 17 December 2019. Downloaded on 12/9/2025 1:08:40 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

2.2. Preparation of isopolymolybdates and catalysts

2.2.1. Isopolymolybdates. All Mo(vi) stock solutions were
prepared from AHM dissolved in deionized water to the
concentration of 0.08 mol L™ " and pH = 5.4 at room tempera-
ture. Ammonia was used to adjust the pH to 6.0-7.0, and nitric
acid was added to adjust the pH in the range of 1.0-3.5. All the
reported pH values refer to the initial pH and there was no
further pH adjusting during the synthesis of the different iso-
polymolybdates. The pH value remained unchanged in the
range of 3.5-7.0. In the range of 1.0-2.5, the final pH became
a little higher than the initial value, especially at the pH values
of 1.0 and 1.8. We discussed the precipitates rather than the
solutions at pH = 1.0 and 1.8. The precipitate was washed with
deionized water and naturally dried.

2.2.2. Catalysts. The catalysts were prepared by the co-
precipitation method. AHM and iron nitrate were dissolved in
deionized water to give the concentration of 0.08 mol L™" and
0.25 mol L™, respectively, and the Mo/Fe mole ratio is 2.50. The
ferric nitrate solution was added dropwise to the AHM solution
in 30 minutes at a fixed stirring speed at 60 °C. The pH value was
tested by phs-3C pH meter, and maintained constant by adding
ammonia. The precipitate was collected by suction filtration
and washed, then dried in an oven at 80 °C for 12 hours and
calcined in a muffle furnace at 500 °C for 10 hours.

2.3. Catalytic activity

The selective oxidation of methanol to formaldehyde was
carried out in a steel microreactor (8.0 mm i.d. x 0.7 m). The
catalyst was ground into 100-300 mesh powder and 0.41 g was
placed in the middle of the micro-reactor. Methanol was pum-
ped in at a flow rate of 0.011 ml min " and mixed with air at
a flow rate of 97.8 ml min " (STD), which gave the mole ratios of
MeOH:0,:N, = 1:3.8:12.7. The product was sampled
online at 120 °C and sent by a thermally insulated tubing to be
analyzed by a gas chromatograph (GC, 9790IIT-2, FULI, China)
equipped with a TCD detector and a packed column (Porpark N,
3 mm x 5 m, Hichina Zhicheng Technology Ltd., China).

In addition to the main product of formaldehyde, byprod-
ucts of DME, CO and CO, were also detected. The relative
contents of the products were determined by the normalization
method. The conversion of methanol and selectivity of the
products were calculated as:

Methanol conversion

__ moles of converted methanol « 100%
"~ moles of methanol feedstock ’
1)

moles of products

0
moles of converted methanol x 100%

(2)

Products selectivity =

2.4. Catalyst characterization

Powder X-ray diffraction (XRD) was used to identify the crystal
structure using an X-ray powder diffractometer (Bruker-AXS D8
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Advance, Germany) with Cu Ka radiation source operated at the
speed of 5° min~". Raman spectra were obtained using an exci-
tation wavelength of 633 nm with a Horiba Jobin Yvon LabRAM
HR800 Raman spectrometer. Scanning electron microscopy
(SEM, JEM 7401F, JEOL, Japan) was used to characterize the
morphology of the catalysts. Transmission electron microscopy
(TEM, JEM-2010, JEOL, Japan) was used to examine the difference
between the catalyst bulk and interface. High-angle annular dark-
field scanning TEM (HAADF-STEM) was performed using a JEOL
ARM200F microscope (JEOL, Tokyo, Japan) with a STEM aber-
ration corrector operated at 100 kV. Energy-dispersive X-ray
spectroscopy (EDS) was used to analyze the composition (Mo/Fe
mole ratio) in selected areas of the catalysts. The overall
composition of the catalyst was determined by an inductively
coupled plasma optical emission spectrometer (ICP-OES, Spectro
Arcos FHX22, Germany). The particle area distribution at
different pH values was obtained by calculating the area of
different scale of particles in Auto CAD 2017. NH;/CO,-TPD
characterization of the catalysts was performed using tempera-
ture programmed desorption unit (TPD, Quantachrome Instru-
ments, Chembet PULSAR). The sample was flushed with He at
300 °C for 30 min, then cooled to 30 °C and kept under flowing
5% NH3/CO,/He for 30 min. Physically adsorbed NH;/CO, was
removed by flushing with He at 100 °C for 30 min, then chemi-
cally adsorbed NH;/CO, on the catalyst was measured by heating
from 100 to 700 °C at a heating rate of 10 °C min™—". The specific
surface areas with the catalysts were determined by N, adsorp-
tion using a Quadrasorb-S1 instrument (Quantachrome, USA)
and the Brunauer-Emmett-Teller (BET) method. The sample was
pre-treated before analysis by removing physically adsorbed
water by heating at 300 °C for 8 h under vacuum.

3. Results and discussion
3.1. pH effect on isopolymolybdates

Fig. S1f shows the Raman spectra of some pure solid iso-
polymolybdates: MoO,>~, M0,0,>~, M040,5> ", M0,0,,°” and -
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Fig. 1 Raman spectra change with changes in the pH of iso-
polymolybdate solutions and the precipitation velocity of
isopolymolybdates.
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Fig. 2 Raman spectra of solid isopolymolybdates precipitated from
different pH.

Mo5O,6* . The peaks at 896, 934, 965 cm ™ * were assigned to the
symmetric stretch of Mo=0 in MoO,>~,?® asymmetric stretch of
Mo=0 in M0,0,,°" (ref. 24) and symmetric stretch of terminal
Mo=0 in y-MogO,¢*~,>?% respectively.

To investigate the pH effect on the isopolymolybdate solu-
tions, nitric acid or ammonia was added to adjust the pH value
to get the different isopolymolybdate solutions. Fig. 1 shows the
Raman spectra of the solutions with pH values from 7.0 to 1.8.
When the solution was made alkaline with ammonia to raise
the pH value to 6.0, the 939 cm ™" line decreased in height, and
simultaneously, there was an increase of the Raman line at
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below 1.8. Little precipitation appeared slowly when the pH
value between 2.5 and 3.5. No precipitation appeared when the
pH value above 5.4. This meant that the isopolymolybdates were
much aggregated and the solubility decreased at low pH values.

Fig. 2 shows the Raman spectra of the precipitates at
different pH values. There were four Raman lines at 959, 949,
918, and 897 cm ' at pH = 3.5, which were assigned to a-
Mo050,4°~, M03;0;,>~ and MoO,>". This was in accord with the
isopolymolybdate solution at pH = 3.5. As the pH was lowered
to 2.5, part of the a-M050,,°~ transformed into y-Mog0,,°~ and
the Raman line of MoO,>~ at 897 cm ™" disappeared. Compared
with the species in solution at pH = 2.5, which gave the Raman
line of 0-M030,4°~ only, this indicated that y-Mo0g0,4°~ was not
stable in the more acidic solution of pH = 1.8 and it precipi-
tates, while 0-M0g0,,°” can exist in a solution of pH = 2.5.

As the pH was lowered to 1.8, the Raman line of y-Mo0gO,,°~
at 965 cm™ ' disappeared completely, and a new line of o-
Mo050,,°~ at 959 cm™" emerged, with a shoulder at 972 cm™"
assigned to B-Mog0,,°", and three weak lines at 984 cm™ ',
895 cm ™' and 885 cm ™!, which represented symmetric stretch
of Mo=0 group in Mo;01,6° .*® With further addition of acid
until pH = 1.0, the Raman line of p-Mo0gO,,°~ changed into the
line of 0-Mo0g0,,°" in parallel with an increase in height of the
Raman lines of M03¢01,6° . This result showed that at low pH,
0-M0g0,,°~ is more stable than B-Mog0,,°".

In summary, as the pH is lowered, more isopolymolybdates
were aggregated and precipitated. The main species in solution
or precipitate are summarized as:"’

MoO4> = M07024 = Mo03010> = 0-M0sO24*~ = Mo0360116%"

(pH>6.0) (pH~5.0)

897 cm™". Further addition of alkali led to the disappearance of
the 939 cm ™" line completely. In the narrow pH range of 7.0-5.4,
the intensity of the 897 and 939 cm™" lines changed continu-
ously, indicating that there were no intermediate species
between Mo0O,>~ and Mo0,0,,°".

When the solution was acidified to pH = 3.5 with nitric acid,
the Raman lines at 897 and 939 cm™ ' decreased in intensity,
while two new Raman lines at 950 and 959 cm ' appeared,
which were assigned to the symmetric stretch of the middle
group (MoO,) in M030,,>" (ref. 28) and the symmetric stretch of
terminal Mo=0 in a-MogO,,°~,'”? respectively. As the pH was
lowered further, the 897, 939 and 950 cm ™' lines disappeared,
and only the Raman line of 0-Mo0gO,,° " existed. Below pH = 1.8,
Mo species precipitated rapidly and there was no Raman signal,
except for the NO; ™~ peak at 1048 cm ™ *.>°

Acidification of the Mo,0,,°” solution changed the structure
of isopolymolybdates with different precipitation velocity. Many
precipitates appeared immediately when the pH value was

41722 | RSC Adv,, 2019, 9, 41720-41728

(pH~3.5)

(pH<2.5)  (pH<1.0)

3.2. Characterization of FeMo catalysts before calcination

SEM images of the FeMo catalysts synthesized at different pH
values before calcination are shown in Fig. 3(a-d). There were
plentiful aggregates of the particles at pH = 1.0, while particle
aggregation became less at higher pH. The cross-sectional area
of the aggregated particles was used to measure the aggregation
degree rather than their linear dimensions because their shapes
were various and irregular. Some typical shapes and areas of
aggregated particles are marked in Fig. 3(a-d). The distribution
of the areas with different pH values are shown in Fig. 3(e).
There were no small particles smaller than 0.01 pm? at pH =
1.0, that is, there were only bigger particles. The percentage of
aggregates larger than 0.5 um? decreased with increasing pH
until no aggregates existed with the catalyst prepared at pH =
3.5.

Raman spectra of the FeMo catalysts synthesized at different
pH values before calcination are shown in Fig. 4. The structure

This journal is © The Royal Society of Chemistry 2019
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Fig. 3 SEM images (a—d) and particles area distribution (e) of catalysts synthesized at different pH before these were calcined.

of the isopolymolybdates in the catalysts synthesized at both pH
= 1.0 and 1.8 showed that there was only 0-Mo0g0,,°~. However,
Mo360116° emerged in the precipitates at pH = 1.8 and 1.0
when the Mo-,0,,°~ solution was acidified. It was inferred that
the high temperature in the preparation of the catalyst pre-
vented the formation of M0350116°.** The catalyst synthesized
at pH = 1.0 showed a more severe aggregation than that at pH =
1.8, which was due to the low solubility of o-M0g0,,°™ at low
pH. With increased pH, only the Raman lines of MoO,>~ and
Mo,0,,°" existed, until the pH value of 3.5. At the pH value of
3.5, only Mo3O,,”>" existed. This trend showed that the aggre-
gation degree of the precipitates was lower with a higher pH.

3.3. Characterization of catalysts after calcination

Fig. 5(a) shows the XRD patterns of the catalysts synthesized at
different pH after calcination. They showed the same lines,
where 26 = 20.4°, 21.7°, 22.9°, 24.9°, 26.6°, 30.1° and 34.1° were
due to Fe,(M0O,)3, and 26 = 23.1°, 25.7°, 27.3° and 33.7° were
assigned to a-MoO;. Fig. 5(b) shows the Raman spectra of these
catalysts, where the lines of 936 and 783 cm ™" are the symmetric
stretch and asymmetric stretch of terminal Mo=O in iron
molybdate,* respectively. The two bonds at 996 and 820 cm™*
were assigned to the symmetric and asymmetric stretch of Mo=
O in a-MoO;,* respectively. This illustrated that the catalysts

1100 1050 1000 950 900 850 800

Wavenumber/cm™!

Fig. 4 Raman spectra of catalysts synthesized at different pH before
these were calcined.

This journal is © The Royal Society of Chemistry 2019

synthesized at different pH had the same Fe,(M00O,); and MoO;
structures.

A further analysis, shown in Fig. 5(a) and (b), illustrates that
the relative intensities of the XRD and Raman lines varied as the
pH changed. Here, we use I; and I, to represent the intensity of
the peaks of Fe,(MoO,); and MoO; in the selected area,
respectively. I,/I; roughly represents the relative amount of
MoO; to Fe,(M0O,);. As the pH was lowered, I,/I; increased,
which meant that there was more MoO; compared to

a) T T T o ™ T T T T
® 1-Fe,(MoO,);

0 2-MoO,

pH=3.5
N NN, WV W
20 22 24 26 28 30 32 34 36 38 40
26 (°)
b) O ® 1-Fe,(MoO,),
L,/1; 0 2-MoO;
(e}
pH=1.0 .o (o]
pH=1.8

decrease

1100 1000 900 800 700 600

Wavenumber(cm™)

Fig. 5 XRD patterns (a) and Raman spectra (b) of catalysts synthesized
at different pH.
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Table 1 Elemental analysis of the different catalysts and their BET

surface areas

Mo/Fe Loss in
mole ratio filtrates?
BET surface

Catalyst ICP EDS” Mo  Fe Yield of catalysts area, m ‘g "
pH=1.0 3.0 2.8 8.1% 23.4% 91.9% 7.17
pH=18 2.5 1.9 3.5% 1.5% 97.5% 8.85
pH=25 22 1.7 7.8% 3.2% 92.2% 9.04
pH=35 21 1.7 12.5% 6.1% 87.5% 9.09

“ From the analysis of the particles in the catalysts. > Mo and Fe lost in
the filtrate as percentage of the feed from ICP-AES analysis.

Fe,(Mo0O,);. That is, as the pH was lowered, the relative amount
of MoOj; increased. This was also shown by ICP-OES, which gave
a more directly measured and accurate Mo/Fe mole ratio of the
whole catalyst. As shown in Table 1, the Mo/Fe mole ratio
increased with decreasing pH value, indicating that there are
more MoO; in the precipitates at a lower pH value.

Fig. 6(a-d) show SEM images of the catalysts synthesized at
different pH after calcination. It can be clearly seen that the
catalysts comprised particle- and plate-like structures. The EDS
measurement results in Fig. 6(e and f) show that the mole ratio
of the particles was between 1.7 and 2.8, while the mole ratio of
the plate-like structures ranged from 5.0 to 11.6. Combined with
the analysis of the XRD patterns and Raman spectra, it was
concluded that the particle- and plate-like structures were
Fe,(M00O,); and MoOj3, respectively. Due to that the particles
stuck to the plate-like structure, the mole ratio of pure MoO; is
below infinity. The plate-like MoO; decreased when the pH
increased, which is consistent with the XRD patterns and
Raman spectra.

In addition to the effect on the structure of the FeMo cata-
lysts, the Mo/Fe mole ratio also changed with different pH.
Table 1 shows the overall Mo/Fe mole ratio of the catalyst,

Fig. 6
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including the particles and plates, analyzed by ICP-OES. The
Mo/Fe mole ratio at pH = 1.0 is higher than the mole ratio of the
feed because more Fe was lost in the filtrate. At pH = 1.8, the
loss of Mo and Fe in the filtrate was lowest and the yield of
precipitates in the preparation of the catalyst was highest. With
increased pH to 2.5 and 3.5, more Mo and Fe were lost in the
filtrate, instead of forming precipitates, because the solubility of
the isopolymolybdates increased with decreased pH.

In addition to the influence on the Mo/Fe mole ratio of the
total catalysts, the pH also affected the Mo/Fe mole ratio of the
iron molybdate particles. As shown in Table 1, the EDS analysis
gave a Mo/Fe mole ratio that was lower than that obtained with
ICP. This was because the EDS analysis only used the iron
molybdate particles, while there existed another structure in
these catalysts, which were MoO; with high a Mo/Fe mole ratio.
Since the Mo/Fe mole ratio of the iron molybdate particles was
higher than the nominal value for iron molybdate, especially at
low pH = 1.0, this implied that the excess Mo was due to more
MoO; adhered to the particles, leading to more severe aggre-
gation. This is consistent with the SEM images in Fig. 6 that
there only a few dispersed particles existed while there mainly
were severely aggregated particles at the low pH = 1.0.

Fig. 7(a-d) are TEM images of the particles in the catalysts
synthesized at different pH values. These clearly showed that
there was an amorphous structure on the external layer, and it
was thicker as the pH value decreased. The HAADF-STEM image
in Fig. 8(a) was taken with a whole particle from the catalyst
synthesized at pH = 1.8. Fig. 8(b) gives the weight fraction of
Mo, Fe and O from the EDS line scan across the particle marked
in Fig. 8(a). This showed that the amorphous layer was enriched
in Mo and depleted in Fe as compared with the bulk composi-
tion. We concluded that the particles of the catalyst synthesized
at the low pH value were enriched in Mo species at the surface.

Fig. 9(a) shows the NH;-TPD profiles of the catalysts
synthesized at different pH values. The peak at the low
temperature near 400 °C was assigned to desorption of NH;

Mo

Mo/Fe =1.7~2.8

Mo/Fe=5.0~11.6

Fe

T T

4
keV

SEM images of catalysts synthesized at different pH (a—d) and EDS results of particles and plate (e and f).

This journal is © The Royal Society of Chemistry 2019
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Fig. 7 TEM images of catalysts synthesized at pH = 1.0 (a), pH = 1.8 (b), pH = 2.5 (¢), pH = 3.5 (d).

adsorbed on weak acid sites. The peak at the higher tempera-
ture above 450 °C was attributed to the desorption of NH;
adsorbed on strong acid sites.**** The catalyst synthesized at pH
= 1.0 has the highest desorption temperature of NH;, which
implied it has the strongest acid site. The small peak above
500 °C was larger with decreased pH, indicating enhancement
in the strength of the strong acid sites. We inferred that the low
pH value in the synthesis solution caused more plate-like MoOj3
to form, which increased the acidity of the catalyst because
MoO; has strong acidity than iron molybdate.**"”

Fig. 9(b) illustrates the CO,-TPD profiles of the catalysts
synthesized at different pH values. The peak at 360 °C was
ascribed to the desorption of weakly adsorbed CO,. The peak
near 480 °C was assigned to desorption of strongly adsorbed

Fig. 8
arrow marked in (a).

This journal is © The Royal Society of Chemistry 2019

CO,, and represents a strong basic site.*®* The catalyst

synthesized at pH value of 1.0 and 1.8 had no strong basic sites,
but those synthesized at both 2.5 and 3.5 have the strong basic
sites. This is indicated that a low pH value in the catalyst
preparation resulted in Mo enrichment on the surface and
decreased the basicity of the catalyst.

In summary, when the pH value of the synthesis solution was
lowered, the Mo/Fe mole ratio of the catalysts increased. There
was more MoOj; with plate-like structure, and the particles were
severely aggregated due to much aggregation and poor solu-
bility of the isopolymolybdates at a low pH value. Besides, the
low pH also resulted in Mo enrichment on the surface. These
factors increased the acidity and decreased the basicity of the
catalyst.
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(a) HAADF-STEM image of the catalyst synthesized at and pH = 1.8. (b) EDS line scan showing the Mo, Fe and O distributions along the
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Fig. 9 NHsz-TPD profiles (a) and CO,-TPD (b) of catalysts synthesized at different pH.

3.4. Catalytic performance of the catalysts

As shown in Fig. 10(a), the catalysts synthesized at pH = 2.5 and
3.5 gave better methanol conversion than the catalysts synthe-
sized at pH = 1.8, and especially much better than that at pH =
1.0. A low pH led to severe aggregation of particles, and formed

a) 100
£ 9}
°
E
Z 80}
3
=)
s 70 f
=
2
Fd
g 60 (~s—pH=1.0
] —e—pH=1.8
o 50 b b pH=2.5
—+—pH=3.5
40 1 A A 1 A
240 250 260 270 280 290
Temperature (°C)
c)
S5 F

Selectivity of DME(%)
-

—=—pH=1.0
31 ——pH=18
s pH=2.5
e pH=3.5
2 1 A L L A
240 250 260 270 280 290
Temperature (°C)

Paper

more MoO; with plate-like structure. The BET results shown in
Table 1 shows that the catalysts synthesized at low pH has a low
surface area and that at pH = 2.5 and 3.5 have higher surface
areas, which is the same trend as the activity test. Iron molyb-
date is the active phase in FeMo catalysts,***" and the activity of
MoO; is extremely poor as shown in Fig. S21 with a methanol
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Fig. 10 Methanol conversion (a), formaldehyde selectivity (b), DME selectivity (c) and CO and CO, selectivity (d) of catalysts synthesized at

different pH.

41726 | RSC Adv, 2019, 9, 41720-41728

This journal is © The Royal Society of Chemistry 2019


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra07202k

Open Access Article. Published on 17 December 2019. Downloaded on 12/9/2025 1:08:40 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

conversion that was only 10% at 300 °C. The methanol
conversion of all the FeMo catalysts was above 95% at 300 °C. It
can be concluded that the low pH in the preparation of a FeMo
catalyst led to much aggregation of isopolymolybdates, result-
ing in severe aggregation of iron molybdate, and gave more
MoOj3;, which severely decreased the activity and the surface area
of the catalyst.

In addition to the activity, the pH value also influenced the
selectivity of formaldehyde, DME, CO and CO, as shown in
Fig. 10(b-d). The catalysts synthesized at pH = 2.5 and 3.5 gave
higher selectivity of the desired product formaldehyde and
lower selectivity of the main byproduct DME but higher CO and
CO, selectivity.

The mechanism of the selective oxidation of methanol over
FeMo catalyst follows the Mars-van Krevelen mechanism,**
forming the desired product formaldehyde and byproduct
DME. The first reaction step is the dissociative chemical
adsorption of methanol to form methoxy on the dual acid-base
site.**** The strong acid sites improved the ability to break the
C-H bond with the absorbed methanol than weak acid sites,
which has been generally accepted to be rate determining
step.”” However, the desorption of reaction products will be
harder in a strong than a weak acid site.*® If the acid sites are too
strong, the reaction species have enough time to form DME
species.””*® As shown in Fig. 9(a) and 10(c), the catalyst
synthesized at pH = 1.0 has the strongest acid and highest DME
selectivity. If the basic sites are strong, the absorbed formal-
dehyde intermediate are oxidized into formate species, and
further oxidized to CO and CO,. It is consistent with the basic
strength in Fig. 9(b) and the CO and CO, selectivity in Fig. 10(d).

The conversion of methanol and selectivity of the desired
product formaldehyde for the catalysts prepared at pH = 2.5
and 3.5 were approximately the same with the catalyst synthe-
sized at pH = 1.8. However, the yield of the precipitates in the
preparation of the catalyst is highest at pH = 1.8, which is of
economic value.* Moreover, the Mo/Fe mole ratio of the catalyst
synthesized at pH = 1.8 was higher than at pH = 2.5 and 3.5,
which would slow down the deactivation of the catalyst.
Therefore, the most suitable pH value in the synthesis condition
is pH = 1.8.

4. Conclusions

The structure of synthesized isopolymolybdates, which was
determined by Raman spectroscopy, was influenced by the pH
of the synthesis solution. The solubility of isopolymolybdates
decreased and they were much aggregated at low pH. The FeMo
catalysts comprised separated phases of particle- and plate-like
structures, which were Fe,(MoO,); and MoOj3, respectively. A
low pH used in the catalyst preparation resulted in severely
aggregation of the particles, a high Mo/Fe mole ratio and Mo
enrichment of the surface layer, all of which are factors that
decreased the activity and selectivity of the FeMo catalyst.
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