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ABSTRACT: Manganese oxides are prominent candidates for the catalytic oxidation of ¥oermin 0§
volatile organic compounds (VOCs) or ambient decomposition of Oj individually. Here, we o, %%" \ P g
compared various preparation methods to create a defect-enriched Ag—MnO,, nanocomposite ¢
that exhibits a remarkably multifunctional activity in VOC combustion and ozone
decomposition. Ag® ions were well-dispersed in the microtunnels of Ag—MnO,-H via
hydrothermal replacement of the original K* ions; this catalyst’s benzene combustion efficiency
(Tog9 = 216 °C at a space velocity of 90000 mL h™" g™') was comparable to that of typical  o;dcomposiion AzMaOH v
noble metal catalysts. Moreover, the decomposition of ozone over the Ag—MnO,-H catalyst .‘.’Y‘\ Fe e
(space velocity = 840000 mL h™ g™') under a relative humidity of 60% was above 90%, Yo I N0
indicating that it is a promising material for ozone elimination in practical application. The
local structure results indicated that silver incorporation via the hydrothermal method
facilitates the formation of nonstoichiometric defects in the MnO, matrix. The large number of
active oxygen species related to O vacancies appeared to play critical roles in VOC
combustion; moreover, the oxygen vacancies originating from O defects were also critical in O;
abatement. This work provides multifunctional catalysts for VOC combustion and ambient O; decomposition and may assist
with the rational design of MnO, catalysts for application in various conditions.

1. INTRODUCTION

Volatile organic compounds (VOCs) are among the major
contributors to air pollution.'” First and foremost, many VOCs
are toxic and some are considered to be carcinogenic,
mutagenic, or teratogenic, such as benzene,® toluene,”
chlorobenzene,” and so forth. Second, VOC emissions can
contribute to heavy haze and the formation of tropospheric
ozone (05).”” High-concentration tropospheric ozone, formed
via the photochemical reactions of primary anthropogenic
pollutants involving VOCs, is a hazardous air pollutant
attracting more and more attention.”® In U.S. Environmental
Protection Agency (U.S. EPA) regulations, the 8 h ozone

efficiency and low operation and energy costs. Manganese
oxides are prominent candidates for the catalytic oxidation of
VOCs or decomposition of O; because of their low cost and
excellent tunable structural and physicochemical properties, as
well as environmental compatibility.'*~"® For instance, Santos
et al.'® found that toluene, ethanol, and ethyl acetate could all
be oxidized into CO, at a relatively low temperature over
MnO, (OMS-2). Chen et al.'” synthesized well-defined
mesoporous Mn,0O; via a novel oxalate route, which exhibited
good activity for the complete oxidation of BTX (benzene,
toluene, and xylene). Sphere-shaped Mn;O, can be prepared
through the solvothermal reaction method developed by He et

standard level was reduced from 80 to 75 ppb in 2008, and the
standard was further updated from 75 to 70 ppb in 2015. With
the imposition of increasingly strict environmental protection
regulations, there is more and more demand for post-treatment
technologies to remove primary VOCs and secondary ozone
pollution.

Various methods have been widely studied for VOCs or O,
removal individually, such as adsorption,g’10 biodegradation,11
catalytic oxidation,”” or decomposition.'” Among them,
catalytic removal has been recognized as one of the most
promising methods to remove VOCs or O; owing to its high

-4 ACS Publications  © 2019 American Chemical Society

al.'® The high content of oxygen vacancies on the surface is
beneficial for the excellent low-temperature activity in the
removal of methyl ethyl ketone.

On the other hand, manganese oxides are also useful and
efficient for ozone decomposition. Oyama et al.'”'” have
pointed out that MnO, possesses the highest activity for the
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catalytic removal of ozone among the common metal oxides.
Zhang et al.”® reported that the activity of three different
MnO, crystal phases for ozone decomposition followed the
order of @ > y > -MnQO,, with the high activity of @-MnO,
attributed to having the highest number of oxygen vacancy
sites. Zhu et al.”' successfully tuned the concentration of
oxygen vacancies of @-MnO, by a vacuum deoxidation method
to promote the ozone removal rate. He and co-workers™
doped cerium into OMS-2 (@-MnO,), which remarkably
enhanced the water resistance and promoted the performance
for practical ozone removal.

In brief, manganese oxides are widely used in the catalytic
removal of VOCs and O;, respectively. Doping with other
metals is necessary to enhance the performance in practical
use. It is well known that silver can activate gaseous O,, which
has been groved to be favorable for the catalytic combustion of
VOCs.>” Silver species also have been found to be among the
most active components in O; decomposition.24 However, the
synergistic effect between silver and MnO, in VOCs and O;
removal has never been scrutinized. Usually, the catalytic
removal of VOCs and the decomposition of O; need
completely different active sites in certain catalysts.

In this study, we report a facile method to produce a novel
Ag—MnO, nanocomposite that exhibits a remarkably multi-
functional activity in VOC combustion and ambient ozone
decomposition. The relationships between structure and
activity for Ag—MnO, were addressed via a variety of
characterization techniques including X-ray diffraction
(XRD), Raman spectroscopy, Brunauer—Emmett—Teller
(BET) method, transmission electron microscopy (TEM),
inductively coupled plasma optical emission spectrometry
(ICP—OES), X-ray absorption fine structure (XAFS) analysis,
X-ray photoelectron spectroscopy (XPS), H,-temperature-
programmed reduction (H,-TPR), CO-temperature-pro-
grammed desorption (CO-TPD), and so forth. The correlation
between the structural defects and catalytic activity for VOC
oxidation and O; decomposition was unraveled. This work can
benefit the design of novel MnO, catalysts for the abatement of
various gaseous pollutants.

2. EXPERIMENTAL SECTION

2.1. Material Preparation. MnO,, materials were prepared
by the reaction between manganese acetate and potassium
permanganate via a redox method, as in our previous
reports.””*> Then, the samples were calcined in a furnace at
500 °C for 3 h. The final samples were denoted as MnO,.
Clearly, different methods may lead to various fates of Ag
species and manganese oxides. Thus, the final products may
have strikingly different catalytic efficiencies in VOC oxidation
and O; decomposition. To learn the interaction between silver
species and MnO,, Ag—MnO, catalysts were prepared by three
different methods: the hydrothermal method (denoted as Ag—
MnO,-H), the impregnation method (denoted as Ag—MnO,-
I), and the coprecipitation method (denoted as Ag—MnO,-C).

The detailed material preparation steps are described in the
Supporting Information (Text S1).

The detailed Catalytic Evaluation section is described in the
Supporting Information (Text S2).

2.2. Material Characterization. The X-ray absorption
near-edge structure (XANES) and extended XAFS (EXAFS) of
Mn-K edges were measured in transmission mode at room
temperature on the BL14W1beamline, Shanghai Synchrotron
Radiation Facility, Shanghai, China.

The vapor-phase adsorption of water was studied using a
3H-2000PW Gravimetry Vapor Sorption Analyzer. To evaluate
the adsorption affinity between water vapor and catalysts,
Henry’s constant was investigated according to the classic
adsorption method. According to the properties of the virial
model,”> Henry’s constant can be determined as follows

p 1
- = —exp(lAlq + %Azq2 + %ASq3 + )

q Ky (1)

where A}, A,, and A, are the virial coefficients. A plot of In(P/
q) versus the loading amount q should approach the axis
linearly as q becomes close to 0, with the slope 2A; and
intercept —In(Ky). P is the partial pressure. A higher Henry’s
law constant indicates a stronger affinity between the adsorbate
and the adsorbent.

The other material characterization methods are described
in the Supporting Information (Text S3).

3. RESULTS AND DISCUSSION

3.1. Physical Structure and Textural Properties of
Catalysts. The XRD patterns of four catalysts are shown in
Figure SIA. MnO,, Ag—MnO,-H, and Ag—MnO,-I exhibited
similar diffraction patterns corresponding to the synthetic
cryptomelane-type MnO, (a-MnO,, ICDD no. 00-29-
1020).*>*%%° By contrast, silver coprecipitating with an Mn
precursor gave rise to the product Ag—MnO,-C, which
exhibited a quite different diffraction pattern. The reflections
and 26 values obtained are characteristic of bixbyite (a-Mn, O3,
ICDD no. 00-041-1442).””*% The lattice structure of catalysts
was investigated by means of Raman spectra, as shown in
Figure S1B. MnO,, Ag—MnO,-H, and Ag—MnO,-I exhibit
four distinct Raman peaks characteristic of pristine a-MnO,/
K-OMS-2 at the bands of 180, 386, 574, and 630 cm™".*’ The
main bands of Ag—MnO,-C at 652, 540, 480, and 308 cm™'
correspond to @-Mn,Q,.””>* The XRD and Raman results are
consistent with each other, revealing that all samples exhibit
good crystallinity.

The nanostructure of the products was examined with field
emission scanning electron microscopy, scanning TEM
(STEM), and high-resolution TEM (HRTEM). MnO,, Ag—
MnO,-H, and Ag—MnO,-I displayed a needle-like fibrous
morphology, typical of K-OMS-2/a-MnO, materials,”” where-
as Ag—MnO,-C exhibited an irregular particle morphology, as
shown in Figure S2. High-angle annular dark-field/STEM and
energy-dispersive X-ray spectroscopy experiments were con-
ducted to investigate the elemental distribution of Ag—O—Mn
entities derived from the different preparation methods. The
overlap of elemental mapping as illustrated in Figure S3 reveals
that Ag, O, and Mn are homogeneously dispersed in the Ag—
MnO,, samples.

The HRTEM images shown in Figure 1 depict that the Ag-
related MnO,, samples exhibit well-defined lattice fringes. The
width of the neighboring lattice fringes for Ag—MnO,-H and
Ag—MnO,1 is about 0.72 nm, corresponding to the diffraction
pattern of the (110) zone axis of tetragonal @-MnO,, as shown
in Figure 1D.”° The lattice structure agreed well with the above
XRD and Raman results, confirming that the nanorod
crystalline structure of @-MnO, is well ordered after silver
impregnation and even hydrothermal incorporation. However,
it is worthy of note that the hydrothermal incorporation of
silver caused the nanorod length of Ag—MnO,-H to decrease
significantly (42 nm) to a value much smaller than that of
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Figure 1. HRTEM images of different Ag—MnO,, catalysts: (A) Ag—
MnO,-H, (B) Ag—MnO,-], (C) Ag—MnO,-C, (D) ideal surface
(110) of @-MnO,, and (E) ideal surface (200) of a-Mn,0s;.

MnO, (172 nm) and Ag—MnO,-I (151 nm), as shown in
Figure S4. The width of the neighboring lattice fringes for Ag—
MnO,-C is about 0.47 nm, corresponding to the diffraction
pattern of the (200) zone axis of @-Mn, O3, as shown in Figure
1E.*" Consistent with the XRD and STEM results, no silver
particles can be observed, confirming that the silver species are
all well dispersed in/on MnO, in the MnO, and Mn,0,
matrixes, respectively.

The surface areas and pore volume values, together with the
pore structures of different Ag—MnO,, catalysts, are given in
Table 1 and Figure 2A, respectively. The surface areas followed
the order: Ag—MnO,-H (123.7 m*/g) > MnO, (59.5 m*/g) >
Ag—MnO, I (41.3 m?/g) > Ag—MnO,-C (23.9 m*/g). The
dominance of the mesoporous structure for all samples could
be because of the interparticle voids of the aggregated
nanorods and particles.’” The fact that the intraparticle
mesoporosity of Ag—MnO,-H was enhanced the most was
attributed to having the smallest nanorods.

It is widely known that water vapor has a strong competitive
effect with VOCs and/or ozone molecules for the limited
active sites on the catalysts, which is consequently detrimental
to the removal performance.zz’y"34 Thus, the water vapor
isotherms for the different Ag—MnO, catalysts were
investigated (as shown in Figure 2B). To rule out the
influence of multilayer adsorption of water and learn the
intrinsic affinity between water vapor and the surface of the
catalysts, Henry’s constants were investigated according to the
virial model,*® and the results are exhibited in Figure 2C. The
value of Henry’s law constants can be ranked as follows: MnO,,
(1.71) > Ag—MnO,1 (0.75) > Ag—MnO,-H (0.64) > Ag—
MnO,-C (0.29). A higher Henry’s law constant indicates a
stronger affinity between the adsorbate and the adsorbent.
Silver addition significantly decreased the interaction between

water vapor and the surface of Ag—MnO, catalysts, and among
these Ag—MnO,-C exhibited the best tolerance to water vapor.

To confirm the amount and position of silver in the MnO,
structures, the bulk contents of Ag, Mn, and K for all the
catalysts were determined by ICP—OES and presented in
Table 1. The K amounts in MnO, and Ag—MnO,-I are close
to the ideal content of @-MnO, (5.4 wt %). However, the K
content in Ag—MnO,-H was remarkably decreased by the
hydrothermal incorporation of silver, as exhibited in Figure 2D.
The results are consistent with another report,” confirming
that silver introduced via the hydrothermal route underwent
exchange with potassium ions in the tunnels of a-MnO,. The
XPS results of Ag 3d (as shown in Figure SS) reveal that silver
species for all Ag-related samples are mostly in the form of Ag".
Although they have the same crystalline phase of @-MnO,, the
main difference between Ag—MnO,-H and Ag—MnO,-I is that
Ag" is well dispersed in the channels of Ag—MnO,-H but
anchored on the external surface of Ag—MnO,-I. As for Ag—
MnO,-C, Ag species were embedded in the main structure of
Mn,0; in a very dense state, as shown in Figures S3 and 2D.

3.2. Interaction between Silver Species and MnO,.
The reducibility of the manganese oxide catalysts, an important
factor known to be correlated with their redox activity, was
investigated by means of H,-TPR. Meanwhile, the interaction
between silver and MnO,, can also be revealed. As shown in
Figure 3A, silver loading via the hydrothermal route caused the
main reduction peaks of Ag—MnO,-H to move to lower
temperatures. However, silver incorporation via impregnation
not only dramatically decreased the main reduction temper-
atures of MnO, but also gave rise to a new reduction peak
around 172 °C. According to other reports,’ the newly
formed redox step could be ascribed to the reduction of silver
oxide species. On the other hand, Ag—MnO,-C exhibited
totally different reduction profiles because of the different main
crystalline phase (bixbyite Mn,0;). A new redox process
related to silver oxide species®® also can be observed at 157 °C.
Because of the reduction of silver oxide species appearing in
Ag—MnO,-I and Ag—MnO,-C, but not for Ag—MnO,-H, we
can conclude that the silver species are well dispersed and
favorably interacted with the main substrate of Ag—MnO,-H.
It is widely accepted that silver incorporation can significantly
improve the reducibility of MnO, via the spillover of hydrogen
from the silver atoms to the manganese oxides.””

Using the probe molecule, CO can reveal the intrinsic
activity of oxygen species and rule out interference from the H,
spillover effect.’>*" Thus, a CO-TPD experiment was carried
out. As clearly shown in Figure 3B, CO, (m/z = 44) is
produced by the surface reaction between the adsorbed CO
and the oxygen species of Ag—MnO, catalysts. Silver loading
via the hydrothermal reaction and impregnation led to a new
desorption peak of CO, in the high-temperature region around
450 °C, as shown in Figure 3B. This result unambiguously
revealed that silver addition can activate the lattice oxygen

Table 1. Textural Parameters of All Catalysts Derived from N, Physisorption Results and the Contents of K, Mn, and Ag

Metals Determined by ICP—OES

sample BET (m?/g) pore volume (mL/g)
MnO, 59.5 0.6
Ag—MnO,-H 123.7 0.56
Ag—MnO,-1 41.3 0.41
Ag—MnO,-C 23.9 0.19

10873

Ag (wt %) (Mn/Ag) K (wt %) (Mn/K) Mn (wt %)
52 (7.7) 55.9
2.7 (39.7) 3.9 (10.1) 55.2
2.4 (44.8) 5.6 (6.8) 543
4.2 (283) 60.9

DOI: 10.1021/acs.est.9b01822
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Figure 2. Pore distribution (A), H,O vapor adsorption isotherms at 25 °C (B), Henry’s constant calculated from the virial model on the basis of
water vapor isotherms (C), and elemental composition (D) for a series of Ag—MnO, catalysts.
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Figure 3. H,-TPR profiles (A) and CO, branch of CO-TPD profiles
(B) of different Ag—MnO, catalysts.

species (denoted as O,). Moreover, Ag—MnO,-H has a new
CO, desorption peak at even lower temperatures, around 100
°C, which could be assigned to the oxidation reaction of CO
with labile surface oxygen species (denoted as Op) in the
vicinity of Ag—O—Mn entities.””*® The findings suggest that
surface oxygen species in the vicinity of Ag—O—Mn entities are
more active than those near K—O—Mn entities. As for Ag—
MnO,-C, a weak CO, desorption peak attributed to the
oxidation reaction of CO with Oy was observed at the higher
temperature of 217 °C, whereas the main CO, desorption
peaks assignable to the oxidation reaction with O, were
centered at 368 °C. In brief, the XRD, Raman, HRTEM, XPS,
ICP—OES, and H,-TPR results are consistent with the
conclusion that silver species are intimately bonded with the
MnO, matrix, as exhibited in Figure 2D. No isolated Ag,O
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species could be observed in this study. Moreover, Deraz et
al.*” verified that the doping of Ag,0 into Co;0,/MgO
significantly decreased the activity of CO oxidation. Therefore,
our results are in good agreement with other studies’*”***
reporting that highly dispersed silver species have a strong
interaction with the MnO, matrix, which determines the
activity of CO oxidation. Silver incorporated into the tunnel of
a-MnO, not only activated lattice oxygen but also generated a
number of active surface oxygen species. Thus, we can
speculate that Ag—MnO,-H could be the most active candidate
for benzene and/or ozone decomposition.

3.3. Catalytic Activity of Ag—MnO, Catalysts. The
conversion of 1500 ppm CiHg over different Ag—MnO,
catalysts as a function of temperature is displayed in Figure
4A. The C4Hg conversion efficiency (at SV = 90 000 mL h™*
g™') can be ranked as follows: Ag—MnO,-H (Toy = 216 °C)
> Ag—MnO,-C (Tog = 288 °C) > MnO,, (Togy = 317 °C) >
Ag—MnO,-I (Tyyy, = 341 °C). A synergistic effect derived from
the reaction of silver species with @-MnO, via the hydro-
thermal route enhanced the catalytic performance, whereas
Ag' anchored on the external surface of a-MnO, via
impregnation was detrimental to benzene removal. As stated
above, the Ag" ions are well dispersed in the tunnels of Ag—
MnO,-H. The benzene molecule (0.55 nm) cannot gain access
to the Ag" ions because of steric hindrance (opening 0.46
nm).” This is in good agreement with another report’ that
stated that silver implanted in the lattice of @-MnO, is more
active than that anchored on the external surface. In other
words, silver species should indirectly influence benzene
oxidation via activating Mn polyhedra in @-MnO, rather
than serving as active sites.

Ag—MnO,-H exhibited the highest CsHg conversion; so, a
stability test was performed for this sample. It is clearly shown
in Figure 4B that the catalyst exhibited excellent stability,
maintaining above 98% C4H4 conversion and CO, yield at the
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Figure 4. (A) C¢H, conversion over different Ag—MnO,, catalysts as a function of temperature, (B) stability test and carbon balance of the Ag—
MnO,-H catalyst at 250 °C. (C) Ozone decomposition efficiency over different Ag—MnO,, catalysts at 25 °C under dry conditions, (D) ozone
decomposition efficiency over different Ag—MnO, catalysts under relative humidity (RH) = 60%.

temperature of 250 °C for a 12 h test. Adding 5 vol % H,O
into the gas feed, the catalyst could also maintain above 95%
C¢Hg conversion and CO, yield throughout another 12 h test.
The sample Ag—MnO,-H was also compared with a noble
metal catalyst (1 wt % Pd/ALO;). Ag—MnO,-H clearly
exhibited C¢Hy conversion very close to that of Pd/AlLO;, as
shown in Figure S6, indicating that it is a promising candidate
for VOC removal.

The ozone decomposition activity over different Ag—MnO,,
catalysts in dry or wet conditions is compared in Figure 4C,D.
All catalysts exhibited a complete decomposition of 40 ppm
ozone in dry conditions at a high SV value of 840 000 mL h™"
g, as illustrated in Figure 4C. A synergistic effect derived
from silver and MnO, was not prominent in dry conditions.

The coexistence of water vapor in real environments can
easily lead to significant deactivation of MnO,-containing
catalysts,”*” which is one of the main obstacles impeding their
practical use. When the ozone inlet concentration was 40 ppm
under an RH of 60% at 25 °C, ozone conversion over these
catalysts decreased to a greater or lesser extent, as exhibited in
Figure 4D. The optimum Ag—MnO,-H catalyst could maintain
above 90% conversion even after a 6 h test, whereas the
decomposition efficiency of Ag—MnO,-I decreased with time,
to 60% after 6 h. However, MnO,, without silver loading was by
far the least active in wet conditions, completely deactivating in
a 1 h test. This implies that the synergistic effect derived from
silver incorporation is critical in achieving water resistance in
ozone decomposition.

A summary of benzene oxidation and ozone decomposition
over various catalysts is listed in Table S1. The Ag—MnO,-H
catalyst exhibited an outstanding combined performance in
terms of catalytic efficiency and gas hourly space velocity value
among the different kinds of catalysts. The CsHy conversion
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with Oj; assistance over Ag—MnO,-H was also conducted and
plotted in Figure S7. It can be seen that ozone addition only
slightly enhanced the activity of benzene oxidation. It is
difficult to achieve complete mineralization of VOC by ozone
at low temperatures because of the ambient decomposition of
ozone.

3.4. Role of Mn Polyhedra and Oxygen Species. The
efficiencies of MnO, catalysts are usually governed by their
ability to cycle between different valence states (such as Mn**
and Mn’"). Even though they have the same basic unit (MnOg
octahedra), the @-MnO, structure (MnO,, Ag—MnO,-H, and
Ag—MnO,-]) is constructed from the double chains of Mn* O
octahedra,””*”** whereas the a-Mn,0; (Ag—MnO,-C) phase
has five symmetry-inequivalent Mn®*Og sites in the unit cell.””
The Mn-K XANES and the XPS of Mn 3s, illustrated in
Figures S8—S10, respectively, verified the corresponding main
valence state (the average oxidation state (AOS) of
manganese).

The detailed degree of mixing of Mn** and Mn*" in Ag—
MnO, catalysts is exhibited in Figure SA and Table 2. Silver
impregnation did not change the degree of mixing of Mn*" and
Mn*, as MnO, and Ag—MnO,-I have similar proportions of
Mn* (12.5%) in accordance with the pristine K-OMS-2
(K", Mn* Mn*",0;¢) starting material."”” However, silver
incorporation via the hydrothermal route caused the content
of Mn®' to increase by 7.5—20%, whereas silver coprecipitation
gave rise to an increment (6.4%) in Mn*" among the main
Mn?**Og octahedra in Ag—MnO,-C. According to many other
reports,%’44 the mixing of the valence of Mn, such as the
increase of Mn** in the K-OMS-2 nanorod samples, suggests
that more oxygen vacancies are generated: —Mn*-0* -
Mn*— — —Mn*—[]-Mn*— + 1/20,. Li et al.”* proved that
increasing the oxygen vacancy concentration can improve the
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Figure 5. Linear combination fitting of the XANES spectra (A) and O
1s XPS spectra (B) for Ag—MnO, catalysts.

oxygen species activity. Moreover, oxygen vacancies are widely
recognized as excellent sites for O; degradation in their own
right."”™** All the above factors involving oxygen species
stimulated by proper silver loading are thought to be vital for
improving the catalytic performance.

In this regard, the oxygen species of different Ag—MnO,
samples can be directly distinguished by the O 1s XPS spectra,
as shown in Figure 5B. The specific peak positions and relative
contents of different oxygen species are listed in Table S2.
Among different oxygen species, the surface oxygen (O, BE =
531.4 eV) was deemed to be more reactive in the elimination
of VOCs owing to its high mobility.'”**** As for the series of
Ag—MnO, catalysts, MnO, has the highest amount of Oy, as
listed in Table S1. However, Ag—MnO,-H is verified as having
the most active Oy as it possesses the highest amount of
oxygen vacancies, as shown in Figure 5A. A portion of oxygen
vacancies is formed in the microtunnel of OMS-2,**** which is
inaccessible to oxygen molecules. However, it can enhance the
activity of oxygen species in the vicinity of oxygen
vacancies.””** This is the reason why the Oy content of Ag—
MnO,-H is lower than that of MnO,, whereas the former
exhibited the highest relative activity. On the other hand, it is
worth noting that silver addition caused the percentage of
adsorbed water (O,, BE = 533.0 eV) to markedly decrease by
about 10% relative to the unmodified MnO,, as listed in Table
S2. This is consistent with the above observation by means of
Henry’s law constant analysis on the basis of water vapor
adsorption isotherms shown in Figure 2C, which confirms that
silver doping indeed decreases the affinity between water and
the surface of the catalysts.

Water vapor can easily lead to a significant deactivation of
catalysts, as water vapor can occupy the active sites by
competitive adsorption. Because VOC oxidation usually occurs
at an elevated temperature, competitive adsorption between

water vapor and VOCs is not as significant as that in ambient
ozone decomposition (Figure 4B,D). Thus, the detrimental
effect of water vapor adsorption on ozone decomposition is
one of the most important keys in this study. Henry’s law
constant was correlated with the ozone decomposition rate, as
shown in Figure S11. A higher Henry’s law constant indicates
stronger affinity between water vapor and Ag—MnO, catalysts.
As illustrated in Figure S11, the higher water vapor affinity of
the catalysts causes the O; decomposition rate to decrease
linearly. Thus, water vapor is a critical poisoning factor in
ambient O5 removal.

3.5. Local Structure Defects in Ag—MnO,. In solid
catalysts, defects in the crystal structures, including both
cationic and anionic vacancies, can act as active reaction
centers.*” To determine the local structure of MnO, after silver
doping for catalysts synthesized via different preparation
methods, EXAFS of the Mn-K edge was measured using Mn
foil, MnO, Mn, 03, and @-MnO, as reference materials. Figure
6 shows the filtered k*-weighted EXAFS oscillations Fourier-

Sample

. Mn-Mn1 Shell
I = -Fitting

“)

=
Ag-MnO ~(

Mn-Mn1 Shell

Mn-Mn2 Shell

Ag-MnO -1

IX(R)| (A7)

Radial distance (A)

Figure 6. EXAFS spectra of Mn K-edge in the series of Ag—MnO,
catalysts (A), ideal local structure model of @-Mn,0; (B), and ideal
local structure model of a-MnO, (C).

transformed into R space for the series of catalysts. Good
curve-fitting degrees could be obtained (Figure S12), and the
curve-fitted data are also presented in Table 2.

As shown in Figure 6A, silver loading significantly decreased
the coordination number (CN) of the Mn—O shell of Ag—
MnO,-H (5.05) and Ag—MnO,-C (4.87) compared to the
corresponding reference materials, as illustrated in Figure 6B,C
and Table 2. These results unambiguously reveal that
crystalline defects involving anionic vacancies (i.e., oxygen
deficiency/oxygen vacancies)*® are formed in the main

Table 2. Curve-Fitting Results of Mn-K EXAFS and Mn Ion Mixing Results for Different Ag—MnO, Samples

sample shell CN
a-MnO, (Mn—0, Mn—Mn1, Mn—Mn2) (6.00, 4.00, 4.00)
Mn, 0, (Mn—0, Mn—Mn1) (6.00, 6.00)
MnO, (Mn—0, Mn—Mn1, Mn—Mn2) (5.44, 3.30, 3.28)
Ag—MnO,-H (Mn—0, Mn—Mn1, Mn—Mn2) (5.08, 3.12, 2.66)
Ag—MnO,-1 (Mn—0O, Mn—Mnl, Mn—Mn2) (531, 3.52, 3.18)
Ag—MnO,-C (Mn—0, Mn—Mn1) (4.87, 5.54)
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R (A) o* (X103 A%2) R factor (%) AOS  Mn* (%)
(1.92, 2.92, 3.44) 3.92 12.5
(2.00, 3.10) 2.96 96.0
(1.90, 2.89, 3.44) 4.32 0.78 393 12.5
(1.89, 2.89, 3.45) 4.14 1.1 3.75 20.0
(1.89, 2.89, 3.45) 427 0.93 3.87 12.6
(191, 3.11) 3.90 12 3.07 93.6
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Table 3. Specific Rates of Benzene Oxidation and Ozone Decomposition over Ag—MnO, Catalysts

C¢Hy conversion rate at O; decomposition rate under

sample 200 °C (mmol g™ min™) RH = 60% (mmol g~* min™")
MnO, 0.0164 0.0000
Ag—MnO,-H 0.0828 0.0023
Ag—MnO,-1 0.0159 0.0015
Ag—MnO,-C 0.0247 0.0021

C¢Hg specific rate at O; specific rate under CeHy
200 °C RH = 60% TOF O; TOF
(umol m~* min~") (umol m™* min~") (min™')  (min')
0.2756 0.0000 0.0162 0.0000
0.6694 0.0182 0.0489 0.0133
0.3850 0.0363 0.0130 0.0123
1.0335 0.0889 0.0153 0.0132

structures of Ag—MnO,-H and Ag—MnO,-C, respectively. In
addition, silver doping via the hydrothermal and coprecipita-
tion methods also decreased the CN value in the Mn—Mn,
and Mn—Mn, shells, as listed in Table 2. This finding indicates
that other crystalline defects are formed involving cationic
vacancies (i.e, Mn vacancies surrounded by coordinatively
unsaturated oxygen'’). As for Ag—MnO,-I, all coordination
shells in the local structure are close to those of pristine MnO,,
as presented in Table 2, which indicates that silver species
anchored on the external surface via impregnation indeed do
not change the local structure of @-MnO,. The role of defects
promoted by silver doping will be addressed with respect to
the catalytic mechanism of benzene oxidation and ozone
decomposition.

3.6. Correlation between Nonstoichiometric Defects
and Activity. To distinguish whether the enhancement of the
catalytic activity of Ag—MnO,, mainly arises from the increase
in surface area, the specific benzene and ozone reaction rates
(per unit surface area of the catalyst) are compared in Table 3.
The specific rate order for benzene at 200 °C is as follows:
Ag—MnO,-C > Ag—MnO,-H > Ag—MnO, 1 > MnO,. In
addition, the specific rate order for ozone at ambient
temperature with RH = 60% can be described as Ag—MnO,-
C > Ag—MnO,-1 > Ag—MnO,-H > MnO,. Regardless of the
silver doping method, silver addition is beneficial to the
intrinsic activity of MnO,. Moreover, it is clear that Ag—
MnO,-H has the highest removal rate of benzene and ozone,
although the intrinsic activity per unit surface is intermediate
among the materials. The high level of exposed surface area of
Ag—MnO,-H appears to play a critical role in the removal of
both benzene and ozone.

To reveal the intrinsic activity of Ag—MnO, catalysts
precisely, the turnover frequencies (TOFs, defined as the
number of reactant molecules converted per active site in a
unit of time) were compared. The catalytic oxidation of VOCs
over MnO,, and their doped products usually proceeds via the
Mars—van Krevelen mechanism.”'”**** Generally, the surface
oxygen species (Oj) have greater mobility and activity than the
lattice oxygen species (O,) and may give rise to beneficial
spillover phenomena at the solid surface.'”** Therefore, the
availability and reactivity of Oy affect the activity of manganese
oxides to a great extent.”” It is well known that O vacancies
(Vo, Mn—O shell coordination defects) are directly related to
active surface oxygen species. Thus, O vacancies act as active
sites for benzene oxidation. Moreover, the ozone decom-

position mechanism generally involves three steps™'”*"*’
0; + Vo = O, + 07 (R1)
0;+ 0% > 0, + 0" (R2)
0,)" - 0,+V, (R3)

during which O vacancies (V) act as the active sites. Thus,
the ozone decomposition and benzene oxidation rate, that is,
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the intrinsic activity, all depend on the properties and amounts
of O vacancies. On the basis of Mn—O shell coordination
defects, as shown in Table 2, the TOFs were calculated and
listed in Table 3. Ag—MnO,-H exhibits the highest TOF
(0.0489 min™") for benzene oxidation, which is 3 times higher
than the other Ag—MnO, catalysts. Ag—MnO,-H (0.0133
min~"') and Ag—MnO,-C (0.0132 min™~") have similar TOFs of
ozone decomposition which are the highest among all samples.
Considering that Ag—MnO,-H has a higher affinity with
poisoning water vapor than Ag—MnO,-C (as shown in Figure
2C), we can postulate that the intrinsic activity of Ag—MnO,-
H is the highest.

In conclusion, silver incorporation into MnO, via the
hydrothermal method led to Ag" being well dispersed in the
microtunnels of Ag—MnO,-H. The crystalline structure
remained intact after silver loading, whereas nonstoichiometric
changes in the local structure, that is, both Mn defects and O
defects, were substantially increased. O defects play an
important role in the elimination of benzene and ozone. All
these results are consistent, demonstrating that Ag—MnO,-H
has the highest intrinsic activity and is a promising candidate
for eliminating both VOCs and ozone. This work provides
multifunctional catalysts for VOC oxidation and ambient O,
decomposition and may assist with the rational design of
MnO, catalysts for air pollution control.
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