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Ammonia is a widely used toxic industrial chemical that can
cause severe respiratory ailments. Therefore, understanding and
developing materials for its efficient capture and controlled
release is necessary. One such class of materials is 3D porous
metal-organic frameworks (MOFs) with exceptional surface
areas and robust structures, ideal for gas storage/transport
applications. Herein, interactions between ammonia and UiO-
67-X (X: H, NH2, CH3) zirconium MOFs were studied under
cryogenic, ultrahigh vacuum (UHV) conditions using temper-
ature-programmed desorption mass spectrometry (TPD-MS)
and in-situ temperature-programmed infrared (TP-IR) spectro-
scopy. Ammonia was observed to interact with μ3� OH groups
present on the secondary building unit of UiO-67-X MOFs via
hydrogen bonding. TP-IR studies revealed that under cryogenic
UHV conditions, UiO-67-X MOFs are stable towards ammonia
sorption. Interestingly, an increase in the intensity of the C� H
stretching mode of the MOF linkers was detected upon

ammonia exposure, attributed to NH� π interactions with link-
ers. These same binding interactions were observed in grand
canonical Monte Carlo simulations. Based on TPD-MS, binding
strength of ammonia to three MOFs was determined to be
approximately 60 kJmol� 1, suggesting physisorption of ammo-
nia to UiO-67-X. In addition, missing linker defect sites,
consisting of H2O coordinated to Zr4+ sites, were detected
through the formation of nNH3·H2O clusters, characterized
through in-situ IR spectroscopy. Structures consistent with these
assignments were identified through density functional theory
calculations. Tracking these bands through adsorption on
thermally activated MOFs gave insight into the dehydroxylation
process of UiO-67 MOFs. This highlights an advantage of using
NH3 for the structural analysis of MOFs and developing an
understanding of interactions between ammonia and UiO-67-X
zirconium MOFs, while also providing directions for the
development of stable materials for efficient toxic gas sorption.

Introduction

On a global scale, more than 200 million tons of NH3 are
produced and consumed annually in the synthesis of commer-
cial materials, such as fertilizers, additives in refrigerants, and so
on.[1] Recent reports highlight the potential of NH3 as an
alternative clean-burning fuel, owing to its high hydrogen
density and release of nontoxic byproducts upon combustion.[2]

Moreover, NH3 has applications in several fields, for example,
infrared spectroscopy, as an acidic site probe,[3] and metallurgy,
as a lixiviant.[4] Despite its useful properties, NH3 is toxic and
highly corrosive, thus requiring efficient materials for its
storage/transport.

Materials initially considered for NH3 sorption included
carbon-based materials, such as activated carbon and carbon
nanotubes. Studies performed on single-wall carbon nanotubes
(SWCNTs) by Feng et al. reveal not only the impact of functional
groups on sorption but also the importance of sorbent pretreat-
ment procedures to maximize NH3 sorption.

[5] However, it was
also reported that pristine and defective (missing carbon)
SWCNTs showed weak adsorption of NH3 and that SWCNTs had
to be refluxed in an acidic environment to enhance the uptake
of NH3.

[5] Due to these limitations, porous organic materials,
which have higher surface areas and porosities than SWCNTs,
have been investigated for their ability to capture NH3. In
addition to higher surface areas, these porous materials offer
several advantages over SWCNTs, such as post synthetic
modifications, tunable porosities, pore environment optimiza-
tion, and others, making them promising candidates for optimal
gas sorption/separation.[6]

Porous organic polymers are built using strong covalent
bonds, which have high chemical and thermal stability.[7] A
study on NH3 adsorption by porous organic polymers revealed
the affinity of NH3 to Brønsted acidic sites over Lewis acidic sites
and reported excellent capacity for NH3.

[8] However, the study
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also concluded that merely increasing the density of Brønsted
acidic groups does not enhance the NH3 sorption capacity,
which is dependent on other factors (e.g., humidity).[8] In
addition, porous organic polymers are challenging to synthesize
without the densely packed Brønsted acid groups blocking the
pores, leading to reduced NH3 sorption. This drawback has
motivated the search for materials with better capability to
capture NH3.

Over the past decade, zirconium-based metal-organic
frameworks (MOFs), particularly the UiO family, have displayed
superior thermal, mechanical, and chemical stabilities compared
to other MOFs.[9] First synthesized by Lillerud and co-workers in
2008, Zr UiO MOFs exhibited several advantages over other
MOFs, attributable to strong Zr-carboxylate bonds between the
metal node and MOF linker.[10] Ideally, UiO-67 MOFs consist of
Zr6 nodes interconnected with 12 biphenyldicarboxylate (BPDC)
linkers, which results in the formation of a framework with two
different pore geometries: tetrahedral and octahedral. These
materials are suitable for the sorption of various simple
molecules (e.g., CH4, N2, CO2), toxic gases (e.g., NO2, SO2),

[11] and
the catalytic degradation of chemical warfare agents and their
simulants.[12] Moreover, strategically engineered defects created
through pretreatment methods are reported to influence the
stability and sorption properties of UiO-67 MOFs.[13]

Ex-situ/bulk characterization techniques, such as break-
through experiments and X-ray diffraction, can, respectively,
reveal the total capacity or post exposure stability of the
sorbent, but do not convey real-time information on the
interactions between the sorbate and the sorbent.[14] In-situ
analysis, crucial for determining sorbate-sorbent interactions,
assists in the development of superior sorbent materials. Hence,
we examine NH3 sorption on UiO-67-X using in-situ temper-
ature-programmed infrared spectroscopy (TP-IR) and temper-
ature-programmed desorption mass spectrometry (TPD-MS)
under ultrahigh vacuum (UHV) at cryogenic temperatures, in
order to eliminate atmospheric contaminants and explicitly
analyze NH3-UiO-67 interactions.[15] The substituent functional
groups on the linkers are chosen to understand the effects of
polar (NH2) and non-polar (CH3) groups on NH3 sorption. Using
in-situ Fourier-transform infrared (FTIR) spectroscopy, we char-
acterize a novel phenomenon of interactions of NH3 with the
linker groups and show that, under UHV conditions, NH3

sorption is completely reversible, confirmed by relatively small
binding energies computed through TPD-MS. These phenom-
ena have been confirmed through the identification of a
corresponding local energy minimum with density functional
theory (DFT) calculations and grand canonical Monte Carlo
(GCMC) simulations. In addition, we successfully probe missing
linker defects (where zirconium coordination is satisfied by H2O
molecules and charge is balanced by OH� ions) in UiO-67 MOFs
using in-situ IR spectroscopy and show that thermal activation
to successively higher temperatures results in a decrease of
these moieties.

Results and Discussion

IR spectra of MOFs prior to NH3 adsorption are similar to that of
pristine UiO-67 samples previously reported.[16] Experimental
and simulated N2 isotherms (77 K) were compared to assess the
sample quality (Figure S1d). The similarity in profiles and uptake
capacities indicate minimally defective UiO-67 MOFs.[17] The N2

isotherms show a stark contrast to those of defective UiO-67
samples,[18] further suggesting pristine samples of UiO-67.

In-situ infrared spectroscopy

Upon 5000 L NH3 exposure (1 L=Langmuir=10� 6 Torr s), signifi-
cantly less than required to saturate the material, several bands
characteristic of NH3 evolve in the 3400–3200 and 1700–
900 cm� 1 regions (Figures 1 and S4, respectively). The broad
bands in the 3200–3400 cm� 1 region are assigned to symmetric
[ν(NH)sym] and asymmetric [ν(NH)asym] N� H stretching and
2δ(NH3)asym of condensed-phase NH3.

[19] Bands situated at
around 3335 and 3400 cm� 1 are indicative of ν(NH)sym and
ν(NH)asym of gas-phase NH3, respectively, likely due to NH3

confined within the UiO-67 framework.[5,20] In addition, a band
at around 1060 cm� 1 (Figure S5), associated with the NH3

umbrella mode, is further evidence of condensed-phase NH3

adsorbed on MOF.[21] The assignments of significant peaks in
the IR spectra, obtained from NH3 adsorption on MOF and a
comparison to adsorption on other porous materials, are
summarized in Tables SI1 and SI2.

In addition to observing vibrational modes of condensed-
and gas-phase NH3, the IR spectra reveal that NH3 interacts with
both the MOF node and linker. After NH3 adsorption (Figure 1),
a decrease in the μ3� OH stretching mode [ν(OH)free] at around
3680 cm� 1 is detected and a band corresponding to ν(OH)HB
appears at around 3200 cm� 1. These phenomena are attributed
to NH3 hydrogen bonding with μ3� OH groups present on the
node via the lone pair on the ammonia nitrogen.[22] This result

Figure 1. FTIR spectra of (a) UiO-67-NH2, (b) UiO-67-CH3, and (c) UiO-67
showing initial spectra of MOF before exposure (black), 5000 L NH3 adsorbed
on MOF (red), and MOF after thermal treatment (blue) in the 4000–
2800 cm� 1 region. UiO-67, UiO-67-NH2 activated to 473 K; UiO-67-CH3

activated to 423 K. Spectra acquired at 100 K.
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was confirmed with DFT, which showed that the μ3� OH is an
energetically favorable binding site for NH3 (Figure 2). An
NH3� μ3� OH binding energy of � 68 kJmol� 1 was obtained via
Equation (1); the H3N� HO bond length is approximately 1.74 Å,
consistent with strong hydrogen bonding:

DEbind ¼ EMOFþanalyte � Eanalyte � EMOF (1)

Despite the modes indicative of NH3 adsorption, several
features present in Figure 1 [e.g., the increase in ν(CH) intensity]
are not intrinsic to gaseous or condensed-phase NH3, suggest-
ing some other type of interaction between NH3 and the MOF
linker. The intensity of the MOF intrinsic ν(CH), around
3050 cm� 1, increases significantly upon NH3 adsorption, as seen
in Figure 1. Additionally, a band approximately 1350 cm� 1 is
seen upon NH3 adsorption to UiO-67 (Figure S5), similarly seen
in NH3 adsorption upon SWCNTs.[23] These bands are possibly
indicative of the presence of ammonia clusters, (NH3)n. However,
the expected cluster IR signatures (i. e., features near 3241 and
3321 cm� 1) are not evident in spectra of NH3 adsorption on UiO
MOFs (Figures 1 and 4), and thus the increase in intensity at
around 3050 cm� 1 cannot be attributed to the formation of
(NH3)n clusters.

[24] Instead, we hypothesize that NH3 adsorption
causes a perturbation of the π system of the MOFs via its H
atoms, enhancing the intensity of the linker’s ν(CH) vibrational
modes.

It has been reported that some molecules can undergo an
interaction similar to hydrogen bonding with an aromatic π
system. In the case of NH3, it is observed that NH3 typically
forms hydrogen bonds with π systems through its hydrogen
atoms, and not through its lone pair, resulting in an NH� π
interaction.[25] This phenomenon has been reported for single
NH3 molecule interactions with benzene[26] and
phenylacetylene.[27] Similar interactions were also observed
between NH3 and SWCNTs, demonstrating the occurrence of
NH� π interactions in porous materials as well.[23]

Thus, the increase in the ν(CH) intensity and the blueshift in
the NH3 umbrella motion frequencies are hypothesized to be
due to NH� π interactions. These interactions are theoretically
predicted in van der Waals clusters (e.g., benzene and NH3,
phenylacetylene and NH3), and experimentally shown through
NH3 adsorbed upon SWCNTs, but not reported in the case of
MOFs.[23,26–28] The main source of π bonding/interacting groups
in MOFs are linkers. Probe–linker interactions, if present, are not
readily observed and are seldom reported.[29] To the best of our
knowledge, this is the first experimental evidence, using IR
spectroscopy, of this peculiar phenomenon of NH� π interac-
tions and enhancement in the ν(CH) intensity of a MOF. The
ν(CH) intensity enhancement possibly occurs due to a reduction
in linker symmetry via the NH� π interaction, causing typically
non-IR active modes to become IR active.[30]

We confirmed the presence of NH� π interactions with DFT,
observing a binding energy of � 11.8 kJmol� 1 for the config-
uration shown in Figure 3. It is also shown that, while
interacting with the linker π system through its hydrogen
atoms, NH3 interacts with other MOF moieties via its lone pair
(Figure S3). Hence, as proposed for NH3 adsorption on SWCNTs,
steric effects are hypothesized to be a probable cause for the
increase in ν(CH) intensity and blueshift in the umbrella
modes.[23] To this end, we provide a DFT calculated structure,
which shows NH3 at sites near the node in the octahedral pore
(Figure S3), as reported by Yoskamtorn et al. experimentally.[18b]

This structure shows interaction with both the aromatic rings
and the MOF node, with the interaction being primarily driven
by electrostatics.[31] There is also a possibility NH3 interacts with
the linker π systems through its hydrogen atoms while
simultaneously interacting at the μ3� OH site (Figure 2) with its
lone pair. Simulated IR spectra at the PBE-D3/6-31G(d) level of
theory reveal the emergence of additional ν(CH) bands when
NH3 interacts with the BPDC linker (Figure S8), but, contrary to
experimentally observed results, the calculations show an
overall decrease in intensity. Since the calculations are
performed on simplified models and not on NH3 within the

Figure 2. Interaction of a single NH3 molecule at the μ3� OH site of UiO-67,
obtained through DFT calculations. ΔEbind= � 68 kJmol� 1; the H3N� HO bond
length, shown as the dashed line, is 1.74 Å.

Figure 3. NH� π interaction at a ligand site in UiO-67, obtained through DFT
calculations. ΔEbind= � 11.8 kJmol� 1, H–π interaction distance is 2.61 Å.
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MOF framework itself, the steric effects detailed above are not
probed. Therefore, the ν(CH) intensity enhancement can be
likely attributed to NH� π interactions between NH3 and linker.

To determine the maximum adsorption capacity of NH3 in
UiO-67, the NH3 adsorption isotherm for UiO-67 was simulated
at 240 K (Figure S9a) and 298 K (Figure S9b). At 240 K, the initial
uptake at pressures below about 13 kPa is characterized by a
gradual increase in NH3 loading from zero to 44.2 mgg� 1. At
240 K, NH3 molecules primarily adsorb on the BPDC linkers,
likely due to favorable electrostatic interactions at very low
pressure (Figure 4, Figures S10–S12). At 1.9 kPa, significant
amounts of NH3 molecules are adsorbed near the BPDC linkers,
with lesser amounts at the μ3� OH groups present in the Zr
cluster. The adsorption isotherm at 240 K shows capillary
condensation at approximately 20 kPa, beyond which NH3

saturates the MOF at a liquid-like density. Hence, while NH3

interacts with the μ3� OH groups with a higher binding energy,
it preferentially binds to the BPDC linkers at low pressure,
further reinforcing the presence of NH� π interactions. The
reason for NH3 mainly interacting with the linkers at low
pressures is that binding to the μ3� OH groups is entropically
unfavored, since the hydrogen bond results in loss of essentially
all translational degrees of freedom, whereas the energetically
weaker NH� π interactions allow significant translational and
rotational degrees of freedom (see the Supporting Information
for details).

The simulated NH3 adsorption isotherm at 298 K (Fig-
ure S9b) shows that at less than 2 bar, NH3 uptake increases
steeply with pressure. At about 2 bar, there is a sudden jump in
the NH3 uptake to 400 mgg� 1, indicative of capillary condensa-
tion of NH3 in the pores of UiO-67. We note that previous
experimental studies, at 298 K, report a higher NH3 uptake at
1 bar[18] compared to our computational result. Higher NH3

uptake in the reported studies can be attributed to the
deliberate use of defective MOFs, which contain defects and
functional groups designed to enhance NH3 sorption.

Structural defects in MOFs are known to dictate the balance
between their stabilities and chemical reactivities.[9b] Ideally, the
node, or secondary building unit (SBU) of a non-defective UiO-
67 MOF should contain four μ3-O groups and Brønsted acid
(μ3� OH group) sites, bound to 12 BPDC linkers coordinated via
carboxylate groups and zero Lewis acid sites (undercoordinated
Zr4+ sites).[32] However, defects, during synthesis, can arise due
to several factors which include reaction temperature,[33]

reaction time,[34] and modulator choice and concentration.[35]

These defects are commonly described as missing linker and
missing cluster defects.

Despite many experimental and theoretical studies, an exact
molecular picture of defect structure and a precise under-
standing of their chemistry is unclear. For instance, a few
studies report that defect sites are coordinated with H2O
molecules,[36] whereas other studies reveal the presence of
modulators at the defect sites.[18b,37] It has been suggested that
in the event of a missing linker defect, the coordination of the
metal ion and the charge balance is satisfied by H2O and OH�

ions, respectively.[38] Therefore, it is proposed that the quantifi-
cation of H2O capped defect sites is equivalent to quantifying
defects capped with hydroxide ions. However, as these isolated
species are not involved in hydrogen bonding, their ν(OH)free is
likely masked by the more intense stretching vibration of
μ3� OH groups, making them challenging to distinguish and
identify through IR spectroscopy.[39]

The spectra of NH3 adsorbed upon UiO-67-X MOFs also
show the appearance of bands in the 2100–2000 (Figure 5) and
660 cm� 1 regions (Figure S6), which are neither intrinsic to the
MOFs nor to NH3.

[19c,40]

The intensities of the two peaks at around 2110 and
1986 cm� 1 are an order of magnitude smaller compared to that
of ν(OH)free, while the band at approximately 657 cm� 1 has an
intensity comparable to ν(OH)free. We hypothesize that these
bands are indicative of the formation of nNH3·H2O complexes,

Figure 4. Density probability plot for ammonia in UiO-67 at 1.9 kPa, 240 K.
The dark and light red contours represent higher densities and lower
densities of ammonia molecules, respectively. Framework atoms: grey: C,
white: H, red: O, cyan: Zr.

Figure 5. FTIR spectra in the 2150–1950 cm� 1 region of NH3 adsorbed upon
of (a) UiO-67-NH2, (b) UiO-67-CH3, and (c) UiO-67, showing bands of
nNH3·H2O clusters: initial spectrum of MOF before exposure (black), 5000 L
NH3 adsorbed on MOF (red), and MOF after thermal treatment (blue). UiO-
67, UiO-67-NH2 activated to 473 K; UiO-67-CH3 activated to 423 K. Spectra
acquired at 100 K.
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where the H2O possibly arises from defects in the MOF.[38,41] The
low intensities of these bands suggest that they are a result of
interaction with H2O and not MOF-intrinsic μ3� OH groups. The
presence of a perturbed umbrella mode at around 1038 cm� 1

(Figure S5) further suggests the formation of nNH3·H2O clusters
upon ammonia adsorption.[42] Through DFT calculations, we
have found evidence for the stability of such clusters, such as
that shown in Figure 6. Thus, it appears that IR spectroscopy of
adsorbed NH3, under controlled conditions, can probe H2O-
terminated defect sites in UiO-67-X MOFs, supported by the
relatively small intensity of the nNH3·H2O complex bands
compared to other MOF/NH3 vibrational modes.

Typically, UiO-67 MOFs are thermally treated under vacuum
to around 473 K to remove residual solvent, as activation
beyond 473 K yields irreversible thermal effects, such as
dehydroxylation and structure collapse.[40] Dehydroxylation,
which occurs when UiO-67 is heated beyond 473 K, is attributed
largely to the release of μ3� OH from the node through
heating.[43] However, since these studies track a mass fragment
that can correspond to both μ3� OH and H2O (present at missing
linker defects), the exact source is unknown. This mass frag-
ment, m/z=18, typically starts to evolve at around 500 K and
has a maximum at around 580 K.[40] H2O in Zr MOFs, if present
at a linker defect, is typically spectroscopically hidden due to
high intensity of the ν(OH)free of the μ3� OH, making degradation
product identification ambiguous.[39] NH3, as seen in Figure 5, is
capable of probing H2O-terminated defects in MOFs. Thus, to
determine if these defects are still present after successive
thermal activations, NH3 was adsorbed upon thermally activated
UiO-67 (Tact=523, 573 K). Due to the similarities between NH3

adsorption profiles upon UiO-67-X, noted in Figures 1 and 5,
and since the node structure is nearly equivalent among them,
only adsorption upon thermally treated UiO-67 is investigated.

To determine the presence of missing linker defects, bands
indicative of nNH3·H2O clusters were tracked through adsorp-
tion of NH3 upon UiO-67 activated to higher temperatures. The

absorbance of the nNH3 ·H2O cluster bands decreases upon
adsorption to the 523 K activated MOF, and nearly vanish upon
NH3 exposure to the 573 K activated MOF (Figures S15–S17).
Interestingly, these bands also appear to correlate qualitatively
with the reduction of ν(OH)free intensity at around 3680 cm� 1

(Figure S18).
In addition to probing the evolution of H2O-terminated

defects within the MOF, NH3 adsorption on UiO-67 (thermally
activated at 523 and 573 K) reveals a change in MOF� NH3

interactions. On a pristine MOF (Figure 1, Figure S5), NH3

typically interacts through hydrogen bonding and NH� π
interactions. However, as the activation temperature is in-
creased, the intensity of ν(OH)free reduces to nearly zero
(Figure S15) and the intensity of ν(NH)sym and ν(NH)asym
increases, suggesting NH3 preferentially adsorbs as a multilayer
at 100 K (Figure 7). The interaction with the MOF linker
decreases, noted through a reduction in the NH� π interaction
intensity, as there is little increase in the MOF intrinsic ν(CH)
upon adsorption the MOF thermally activated to 573 K
(Figures 7 and S17). This suggests that MOF framework collapse
begins at around 523 K, consistent with prior results,[40] which
hampers NH3 access to the MOF interior and results in multi-
layer adsorption on the exterior crystallite surface, similar to
that seen for SWCNTs.[44] NH3 is thus a versatile probe of the
MOF surface and interior, giving insight into defect concen-
trations and porosity.

As a spectroscopic probe, NH3 adsorption provides detailed
information into the strength and types of acidic sites present
in MOFs.[3] In addition to hydrogen bonding with μ3� OH groups,
NH3 is also capable of interacting with Brønsted/Lewis acid sites
present in the MOF through either proton transfer to NH3

forming NH4
+ or by donation of a lone pair from NH3 to

electron-deficient Lewis acid sites.[45] NH3 adsorption on Zr
MOFs with a linker similar to that of UiO-67 reveals through IR
spectroscopy the formation of NH4

+ (as a result of proton
transfer from an uncoordinated COOH to NH3), with asymmetric
bending modes of NH4

+, δ(NH4
+) situated at around

Figure 6. Cluster of five NH3 molecules at a missing linker defect site capped
by H2O and an OH� ion, obtained through DFT calculations.
ΔEcluster= � 226 kJmol� 1; the binding energy of a single NH3 to the H2O site,
ΔEbind, is approximately � 55 kJmol� 1.

Figure 7. FTIR spectra in 3600–2550 cm� 1 regions on UiO-67 thermally
activated at (a) 473 K, (b) 523 K, (c) 573 K: Initial spectra of MOF before
exposure (black), 10000 L NH3-adsorbed MOF (red), and MOF after thermal
treatment (blue). Spectra acquired at 100 K.
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1450 cm� 1.[45c,46] In the case of porous materials, NH3 usually
reacts with strong Brønsted acid sites, typically free surface
hydroxy groups, and forms NH4

+, with bands situated at around
1480–1380 cm� 1.[47] However, our studies (under UHV) show no
evidence of NH3 interacting with Brønsted acidic OH groups,
confirmed due to the absence of δ(NH4

+) at around 1430 cm� 1

in Figure S5. Furthermore, the MOFs are stable and do not
degrade upon NH3 sorption. This suggests that NH3 physisorbs
to synthetically pristine UiO-67 in UHV conditions.

Pre- and post-synthetic modification to tune the functional
groups and properties of MOFs is a common approach for
inducing selectivity or increasing gas uptake.[48] A conventional
understanding of gas sorption would be that the uptake of gas
molecules occurs via capture in the pores of the MOF/any
porous material. However, some studies performed on MOFs
elucidate the significance of metal nodes,[49] and linkers on gas
sorption.[29]

With FTIR spectroscopy elucidating NH3-functional group
interactions, understanding the mechanisms through which
NH3 binds to MOFs gives insight into strategies to tune MOFs
for maximizing the number of binding sites. These NH3� MOF
interactions were identified through TP-IR. Typically, when there
are weak interactions between NH3 and a surface, NH3 will
adsorb as a multilayer, with complete desorption occurring at
around 120–130 K (Figure S20).[5,19c,50] Hence, during heating of
the adsorbent, the IR absorbance of NH3-related features is
expected to decrease to zero at around 130 K. However, during
heating of UiO-67-X MOFs, (Figure 8) the intensity of ν(CH)
remains larger than that of the clean MOF up to approximately
270 K. Furthermore, the maximum ν(CH) absorbance occurs at
around 165 K (Figure S21). These observations suggest that in
addition to μ3� OH, linkers of UiO-67-X MOFs act as binding sites
for NH3, as suggested by Figure 4. After heating beyond
approximately 270 K, the intensity of the ν(CH) recovers to its

initial value, suggesting complete removal of NH3. Thus, in
conjunction to hydrogen bonding to OH groups on the node,
NH� π interactions between NH3 and MOFs allow for strong and
reversible binding of NH3 in MOFs.

TPD-MS

To determine the type and strength of binding sites available
on UiO-67-X for NH3 adsorption, TPD-MS studies were
performed and mass fragment 17 amu (NH3

.+, respectively) was
monitored while heating the MOFs to their activation temper-
ature. The desorption profiles of NH3 were observed to be
broad and ranging over at least 100 K (Figure 9), which is
indicative of NH3 binding to multiple sites of similar energies.[50]

NH3 was observed to undergo a first order desorption from
UiO-67-X, evident by the shared leading edge and the
asymmetric shape of the TPD profile for 1000 and 5000 L
exposures, seen in Figures S25–S27.[51]

Since the desorption of ammonia from UiO-67-X MOFs is
observed to be first order, the Redhead equation [Eq. (2)] is
used to obtain approximate desorption energy values.

Edes ¼ RTm ln
nTm

b
� 3:46

� �

(2)

In Equation (2), Edes, Tm, R, β, and ν, are activation energy of
desorption [kJmol� 1], temperature at maximum desorption [K],
the ideal gas constant (8.314 Jmol� 1K� 1), heating rate (�2 Ks� 1)
and the pre-exponential factor for desorption (assumed to be
1013 s� 1).[52] See the Supporting Information for the derivation of
and other details related to Equation (2). The corresponding Edes
values for NH3 desorption from UiO-67-X are summarized in
Table 1.

The trend for NH3 desorption energies (Table 1) is observed
to be: UiO-67<UiO-67-CH3<UiO-67-NH2, supported by posi-
tions of the maximum desorption temperatures in Figure 9. For

Figure 8. TP-IR spectra in the 3700–2800 cm� 1 region of (a) UiO-67-NH2, (b)
UiO-67-CH3, and (c) UiO-67 MOFs during 5000 L NH3 desorption. Gradient
spectra from dark blue to red represent spectra acquired during heating
from 100 K to the MOF activation temperature. Orange spectrum is acquired
at T�130 K, the reported maximum desorption temperature of NH3 multi-
layer.

Figure 9. TPD curves tracking molecular ion fragment m/z=17 of NH3 while
MOFs (a) UiO-67-NH2, (b) UiO-67-CH3, and (c) UiO-67 were heated from 100 K
to activation temperature after 5000 L NH3 exposure. UiO-67, UiO-67-NH2

activated to 473 K; UiO-67-CH3 activated to 423 K. All MOFs were heated at
approximately 2 Ks� 1.
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UiO-67, most NH3 interactions occur with the MOF linkers and
the μ3� OH (Figure 1). In the case of UiO-67-NH2, NH3 hydrogen
bonds to not only μ3� OH but also the amine groups on the
linkers, as revealed by decrease in the intensity of ν(NHfree)asym
intrinsic to the amine-functionalized linker, at around 3485 cm� 1

upon NH3 sorption and a recovery in their intensity upon
desorption (Figure 1). Since NH3 hydrogen bonds with different
groups on UiO-67-NH2 (-NH2 and μ3� OH groups), there is an
increase in the interaction strength, which could result in a
higher desorption energy compared to unfunctionalized UiO-67
and UiO-67-CH3. Interestingly, UiO-67-CH3, the MOF with non-
polar functionalization, has a higher NH3 desorption energy
relative to UiO-67. While this seems counter intuitive, as NH3

would likely rather interact with a system that has polar
moieties, it has been noted that London dispersion forces (LDF)
become the primary source of interactions between polar and
nonpolar groups in MOFs at low analyte exposures.[53] Thus, the
higher affinity towards the non-polar CH3 groups in UiO-67-CH3

could be attributed to LDF, consistent with higher desorption
energies for NH3 compared to UiO-67. These energies also
suggest physisorption to MOF, as the desorption energies are
relatively low compared to energies of NH3 chemisorption.[47b]

The strength of ammonia binding to porous materials
depends on multiple factors, in particular the presence of
certain functional groups within the material. When adsorbed
upon materials with no NH3 affinity, NH3 has a desorption
energy of 24 kJmol� 1, which is approximately its sublimation
energy.[19c] In the case of porous materials with free COOH
groups (strong Brønsted acid sites), the desorption energy for
NH3 is expected to be around 150 kJmol� 1, indicative of
chemisorption.[54] The desorption energies obtained here for
NH3 are on the order of 60 kJmol� 1, suggesting strong
physisorption between UiO-67-X and NH3,

[55] but not chemisorp-
tion of NH3 to strong Brønsted acidic free COOH, associated
with uncoordinated linkers in UiO-67-X. The desorption temper-
atures, which are smaller than those previously reported under
ambient conditions,[18b,56] further suggest physisorption and that
the formation of NH4

+ with μ3� OH groups on a pristine UiO-67
sample is unlikely under UHV. Thus, the relatively small energies
further imply physisorption of NH3 to synthetically pristine UiO-
67-X MOFs.

Conclusion

Fourier-transform infrared (FTIR) spectroscopy and temperature-
programmed desorption mass spectrometry (TPD-MS) studies
performed under ultrahigh vacuum (UHV) at 100 K suggest
strong and reversible binding of NH3 on UiO-67-X metal-organic
frameworks (MOFs). TPD-MS experiments display profiles rang-
ing over at least 100 K, indicative of multiple NH3 binding sites
on MOFs with similar binding energies (�40–70 kJmol� 1). IR
spectroscopy reveals that NH3 interacts with μ3� OH on the
inorganic node via hydrogen bonding. The increase in ν(CH)
intensities and blueshift in NH3 umbrella motions upon NH3

sorption suggests NH� π interactions with the benzene moieties
of the linker, revealing that UiO-67 linkers are potential binding
sites for NH3. This result is confirmed with density functional
theory (DFT) and grand canonical Monte Carlo simulations. The
observation of NH� π interactions in the NH3� MOF system
demonstrates the power of UHV studies, which are optimal
conditions for pristine MOF-analyte interactions and enable the
use of IR spectroscopy as a probe for the identification of
binding interactions and sites. Although missing linker defects
were undetectable in the IR spectra of the pristine MOFs, bands
at approximately 2100, 1980, 1040, and 660 cm� 1 in the IR
spectra, present upon NH3 sorption, are attributed to NH3

interacting with H2O molecules present at the missing linker
defect sites through nNH3 ·H2O cluster formation. DFT calcu-
lations show that formation of these clusters is energetically
favorable. In addition, the impact of temperature on missing
linker defects and MOF structure is illustrated, where NH3

probes the pore collapse and dehydroxylation of the MOF upon
thermal treatment. This demonstrates the versatility of NH3 for
its use to probe structural defects in the MOF. Our studies not
only facilitate the structural understanding of MOFs, their
defects, and their chemistry in the presence of toxic gases but
also provide guidelines for synthesizing stable and efficient
MOFs for toxic gas sorption.
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Table 1. Activation energy of desorption for 5000 L NH3 adsorbed on UiO-
67-X. Desorption energies calculated using Equation (2) and averaged over
desorption profiles from 3 different samples (Figures S28–S30), reported at
the 95% confidence interval.

MOF Edes [kJmol� 1]

UiO-67-NH2
[a] 52.1�3.7

67.5�1.4
UiO-67-CH3

[b] 40.6�1.8
55.0�3.4

UiO-67[a] 40.0�5.4
53.6�6.7

[a] Activated to 473 K. [b] Activated to 423 K.
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