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Nitrous acid (HONO) is the major source of OH in polluted urban atmospheres, so an understanding of its
formation and loss processes both in urban atmospheres and in laboratory systems is important. Earlier studies
over a limited range of conditions showed that HONO is taken up and undergoes reaction on surfaces. We
report here a comprehensive set of studies of the decay of HONO and the formation of gas phase products over
a range of initial HONO concentrations (0.1-11 ppm) at 1 atm pressure in N, at 296 K and 0, 20 and 50%
relative humidity (RH), respectively. The loss of HONO and increase in gas phase products were measured over
time using long path FTIR spectroscopy. Studies were carried out in an unconditioned borosilicate glass cell
and in the same cell after pretreatment with dry gaseous nitric acid. In the HNOj3-conditioned cell, the loss
of HONO was first order at all values of relative humidity (RH), and NO, was the only significant gas phase
product. For the unconditioned cell, the reaction order increased from first order at 0% RH to second order at
50% RH. The gas phase products at 0% RH were equal amounts of NO and NO, . The yield of NO increased to
>90% at 50% RH while the yield of NO, decreased to <10%. For both the unconditioned and the HNO;-
treated cell, the rate of loss of HONO decreased with increasing RH. These results suggest that there is a
competition between water, HONO and HNOj for surface sites. Displacement of HONO from the cell walls by
water was observed in separate experiments. Possible mechanisms, and the implications for HONO formation

d00d

in environmental chambers and in air, are discussed.

Introduction

Nitrous acid (HONO) is the major photochemical source of
OH radicals in polluted urban atmospheres, both at sunrise
and when averaged throughout the day.'™ Although the origin
of the HONO has been somewhat controversial, it is believed
that the heterogeneous NO, hydrolysis, described by overall
reaction (1), is likely to be the major source:*!!

surface

2NO, + H,0 HONO + HNO3 (1)

The nitrous acid is released to the gas phase; the nitric acid
remains adsorbed on the surface.'*!> However, the yield of
HONO measured in laboratory studies is generally less than
expected from reaction (1), particularly in reactors with large
surface-to-volume (S/ V) ratios.'%!*2* This suggests either that
some of the HONO reacts on the surface before it is released to
the gas phase, or that it is released and subsequently reacts on
the chamber walls.

Understanding the reactions of HONO on surfaces is impor-
tant not only from a fundamental chemistry standpoint, but
also for interpreting field and environmental chamber studies.
Measurements of HONO and its precursor NO, in ambient air
allow one to probe the contribution of heterogeneous reactions
at the earth’s surface to the production of HONO, and
ultimately of OH, provided both the production and loss
processes for HONO are understood.

In environmental chambers used to simulate reactions in air,
the production of HONO has been observed from chamber
walls,'252° even when oxides of nitrogen have not been
included in the reaction mixture. Additionally, there have been
several studies of the loss of HONO in laboratory
systems.'®335 Chan er al3*! studied the decomposition in
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a stainless steel reactor (S/V = 5.3 m~ ") at concentrations of
HONO ranging from 2-9 ppm and at water vapor concentra-
tions corresponding to 0.7-15% RH. They reported that the
reaction is second order in HONO and occurs in the gas phase
to generate NO and NO,:

2 HONO « NO + NO, + H,0 (2)

In a number of subsequent studies, other groups also observed
NO and NO, as products, but concluded that the reaction
occurred heterogeneously on the reactor walls. For example,
Kaiser and Wu’? reported that the reaction occurred on the
walls of a Pyrex reactor (S/V = 63 m ') at RH from 0.2 to
5%, with a reaction order between one and two with respect
to HONO. The rate of HONO loss decreased with increasing
water vapor, with an apparent reaction order in water vapor
of about —0.6. The production of NO and NO, were not con-
sistent with reaction (2) alone and for analysis of the data, the
reactions of HONO and NO with HNOj3 were included in their
mechanism. These researchers found that prior exposure of the
reactor walls to a mixture of NO, NO, and H,O decreased the
rate of HONO decomposition as the surface “aged”, but that
coating the reactor surface with boric acid increased the
decomposition rate. In a separate study, Kaiser and Wu>? stu-
died the loss of HONO in the reactor in the presence of HNO;,
and concluded that the chamber walls play a role in the reac-
tion between HONO and HNO;. They observed the reaction
to be first order in HONO as well as gas phase HNOj3, and
the reaction rate decreased when the water vapor pressure
was increased from 0.1 to 5 Torr, corresponding to a RH from
0.5 to 22% RH.

Jenkin er al.'® studied the loss of HONO in a glass cell
(S/V =13 m~}) in conjunction with studies of the HONO
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formation by reaction (1). They reported that the loss of
HONO was first order at water vapor concentrations corres-
ponding to 3.2 and 9.5% RH. Wallington and Japar** studied
the decomposition of HONO in a similar reactor. They
reported that the rate of disappearance of HONO increased
in the presence of HNOj and could be modeled by a first order
process in HONO. Ten Brink and Spoelstra® followed the loss
of HONO in a Pyrex chamber at 80% RH. The decay of
HONO was observed to be second order, with the major initial
gas phase product being NO. At much longer reaction times
(~ 60 hrs), NO, was also observed as a product. They reported
that the results were the same at 50% RH.

In summary, the preponderance of evidence shows that the
loss of HONO in laboratory systems occurs via reactions on
the chamber walls. This is in agreement with theoretical stu-
dies*® of reaction (2), which show that this reaction in the
gas phase should be very slow, with a rate constant of
~107% cm® molecule™ s7'. Furthermore, the rate and
mechanism might depend on the nature and amounts of
co-adsorbed species, including water.

With the exception of the Ten Brink and Spoelstra experi-
ments,>> previous studies have been carried out at relative
humidities that are much lower than those found in the tropo-
sphere. In addition, there has been no comprehensive study of
the heterogeneous decomposition of HONO in which the con-
centrations of HONO and co-adsorbed species such as water
and nitric acid were systematically varied over a wide range.
We report here the results of such experiments, using the
walls of a borosilicate glass chamber as the surface, as in
many of the previous studies. However, this material is also
relevant to many surfaces found in the boundary layer, since
windows, buildings, concrete etc. have high silicate con-
tents.'®¥7% We show that both water and HNO; compete
with HONO for sites on the surface, which affects the
kinetics, the products, and the mechanism of heterogeneous
HONO uptake and reaction. This result has significant impli-
cations for HONO measurements in environmental chambers
as well as in ambient air.

Experimental methods

Experiments were conducted at 296 K in a cylindrical, boro-
silicate glass, long-path cell equipped with a set of multi-pass
optics of the White design.** Gas phase species were monitored
using Fourier transform infrared spectrometry (Mattson,
Research Series). The cell was 1.14 m in length, had an internal
diameter of 0.15 m and a total volume V' = 19.4 L. The optical
pathlength in these experiments was 72 m. The flanges and
inner supports consist of anodized aluminum that were coated
with a thin coating of halocarbon wax (Halocarbon Products,
Inc., Series 1500) to prevent contact of HNO, with the metal
surfaces. The surfaces of the gold-coated mirrors were coated
with a protective layer of silicon monoxide. The surface area
(S) of the cell, without the internal supports and optics, is
0.58 m? (S/V =30 m~!); when the surface area of the internal
components is included, the total area is 0.89 m? (S/V = 46
m~!). We have shown in recent studies®® that halocarbon
wax takes up water in amounts similar to borosilicate glass
over a broad range of relative humidities. Thus, for reactions
occurring on the cell surfaces, such as those described here,
the total area including the optics is most relevant.

In a typical experiment, 4-50 Torr of a mixture of HONO
in N, was introduced into the cell from the HONO generator
described below. The pressure was then brought up to 1 atm
with nitrogen at the desired RH value. Nitrogen was used as
the diluent gas to minimize the potential for thermal oxida-
tion of nitric oxide in the system by oxygen. The relative
humidity was adjusted by varying the ratio of humid and
dry nitrogen during filling of the chamber. The humid
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nitrogen was obtained by flowing N, gas through a bubbler
containing Nanopure" water (Barnstead, 18.2 MQ cm) and
held at 296 K.

Concentrations of HONO, NO,, and NO in the cell were
measured as a function of time using FTIR spectroscopy.
Spectra were collected at a resolution of 1 cm ™!, and 64 scans
collected over 30 seconds were averaged for each data point.
Gas phase HONO, NO, and NO were quantified by the net
absorbance of their peaks at 1263, 2917 and 1875 cm ™', respec-
tively. Absolute concentrations of NO, and NO were based on
calibrations using authentic samples in the cell. Nitrous acid
concentrations were calculated from absorbances (base 10)
using an effective cross section*’ of (3.7+0.4) x 107! cm?
molecule™ at 1263 cm™'. Use of the effective cross section
gives the total HONO concentration (cis and trans isomers,
which are in equilibrium). (The 1263 cm™' band that was
measured is only due to the trans form.)

Two sets of studies were carried out using different treat-
ments of the surfaces of the cell. In the first series, the cell walls
were conditioned with gas phase HNO; by introducing
approximately 2 Torr of dry gaseous HNOj; into the cell. After
~15 min, the cell was evacuated with a diffusion-pump for sev-
eral hours. The HONO and humid N, were then added as
described above. In the second series, the cell walls were
unconditioned. At the beginning of this set of experiments
the cell was thoroughly rinsed first with distilled and then with
Nanopure  water to remove soluble contaminants. Subse-
quent experiments in this series were carried out after simply
evacuating the cell for several hours with a diffusion pump,
due to the impracticality of disassembling the cell, rinsing it
and realigning the optics for individual experiments.

Nitrous acid was synthesized by reacting hydrochloric acid
with sodium nitrite:

NaNO, + HCI — HONO + NaCl (3)

Prior to reaction, the solid NaNO, (Aldrich, 99.5%) was
exposed to humid N, (80-100% RH) for 15-20 min to moisten
the salt surface. The flow of humid N, was then stopped and
replaced by a flow of moist HCI in N, , as obtained by flowing
dry N, over the surface of an aqueous solution of HCI (Fisher,
Certified ACS Plus, 12.1 M diluted ~1:3 (v/v) with Nanopure !
water).

Nitric acid used for conditioning the cell, and nitrogen di-
oxide and nitric oxide used for calibrations, were synthesized
and purified as described elsewhere.'°

Results

1. Experiments in an HNO;-conditioned cell

Fig. 1 shows typical concentration—time profiles for HONO
decay in an HNO; conditioned cell at 0 (Fig. la), 20 (Fig.
Ic) and 50% RH (Fig. le), along with profiles for the gas phase
products, NO and NO,. Both NO, and NO are unavoidably
present at the beginning of each experiment, due to HONO
decomposition during its generation and handling in the glass
manifold. This was particularly significant in experiments
where the cell was conditioned with HNO;3 because the walls
of the vacuum line used to introduce HONO into the cell
had also been exposed to nitric acid. The data in Fig. 1 show
that the only gas phase product observed in measurable yield
is NO,. The concentration of nitric oxide, present initially as
an impurity, does not change significantly with time.

For each experiment, the initial rate of HONO loss and the
corresponding rate of NO, formation were measured. The rate
of HONO loss can be expressed by eqn. (1),

d[HONO]

Phys. Chem. Chem. Phys., 2003, 5, 5236-5242 5237
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Fig. 1 Concentration-time profiles of HONO (e), NO, (®) and NO
(A) and corresponding plots of log(—d[HONO],/d7) vs. loglHONO],
for HONO decay experiments at ~0% (a,b), 20% (c,d) and 50% RH
(e,f) in the HNO; conditioned cell. Based on the known equilibrium
constant for 2 HONO « NO + NO, 4+ H,0,*3! equilibrium is not
attained within the reaction times used here.

where 7 is the reaction order with respect to HONO and k4 the
rate constant for HONO loss. This assumes that other species
than HONO are not involved in the HONO loss (or that if they
are, their concentrations are constant). The reaction order and
rate constants for HONO decay were obtained from the slope
and intercepts respectively of log-log plots of the initial rate of
HONO loss versus the initial HONO concentration:

log(—d[HONO],/dt) = log kq + n loglHONO],  (II)

Figs. 1b, d and f show the log-log plots for 0, 20 and 50%
RH, respectively. In all cases the reaction is approximately first
order in HONO.

The data are summarized in Table 1. The first order rate
constants (kq) for loss of HONO decrease by a factor of
approximately three in the range from 0 to 50% RH. The yield
of NO, formed relative to HONO removed is between two and
three at 0 and 20% RH, but falls to one at 50% RH.

Table 1 Summary of HONO decomposition experiments

View Article Online

2. Experiments in an unconditioned cell

Fig. 2a, ¢ and e show typical concentration—time profiles for
the decay of HONO and the formation of NO and NO, in
the unconditioned cell at 0, 20 and 50% RH. At 0% RH, equal
amounts of NO and NO, are produced. However, as the RH
increases the relative yield of NO increases and that of NO,
decreases.

Fig. 2b, d, and f shows the log-log plots (eqn. (II)) used to
obtain the reaction order. The reaction is first order at 0% RH
but changes to approximately second order at 50% RH. Table
1 also includes the data for these experiments. Because the
reaction is first order only at 0% RH, the rate constant kg is
shown only for this set of experiments. However, it is clear
from Fig. 2a, ¢ and e that, as the RH increases, the rate of loss
of HONO decreases.

Studies of the formation of HONO by the heterogeneous
hydrolysis of NO,, reaction (1), were previously carried out
in this cell at values of RH up to 80%.'° Based on these earlier
experiments, HONO formation by heterogeneous NO, hydro-
lysis is negligible in comparison with the rate of HONO loss.

At low HONO concentrations (<0.9 ppm) and 50% RH
in the unconditioned cell, HONO concentrations initially
increased upon addition of the humid N,, rather than
decreased as was the case under all other conditions. This sug-
gests that water competes with HONO for surface sites and
displaces some HONO that was previously adsorbed onto
the walls into the gas phase. To test this point, experiments
were carried out in which the cell was first exposed for one
hour at 50% RH to 13 ppm HONO and then pumped for 60
min. Dry N, was added up to 1 atm pressure and the gas com-
position monitored for 9.5 h. No production of gaseous
HONO was observed during this time. The cell was then
pumped out and N, at 50% RH added. Fig. 3 shows the con-
centration-time profile for HONO. Clearly, HONO is being
produced in the gas phase, and the only available source is
displacement by the competitive adsorption of water on the
surface.

Discussion

For the reaction in the cell that had been pretreated with
HNOs, the reaction is approximately first order in HONO
(Fig. 1), and NO, is the only gas phase product. Because the
loss of HONO occurs on the surface of the cell, it is expected
to be sensitive to the nature of the thin film of co-adsorbed

First-order

Range of rate constant

Conditioning RH No. of initial [HONO]J, Reaction for HONO loss
of cell walls (%) experiments (ppm) order in [HONO], kg4 (units of 107% s71) Yield of NO,© Yield of NO“
HNO;

0 5 0.75-3.5 0.7+0.3¢ 39+1.1¢ 23+1.0° 0

20 10 0.56-5.6 0.7+0.2 2.3+0.6 2.8+0.5 0

50 8 0.52-3.1 0.9+0.2 1.4+0.2 1.1£0.3 0
Unconditioned

0 12 0.11-10.9 1.1+£0.1 1.0+£0.2 0.5940.20 0.57+0.13"

20 10 0.31-4.1 1.5+0.4 ¢ 0.26+0.26 0.67+0.56

50 7 1.3-10.9 1.8+0.4 ¢ 0.1+0.1 1.1+£0.2

“ Errors represent +2s. * Errors represent 95% confidence limits (CL) using the t-test. The 95 % CL is given by #s/v/N where the standard devia-

tion s = \/Z(xl- - xav)z/(N — 1) and N is the number of data points in the mean. ¢ For the HNO;-conditioned cell, the yield of NO, was calcu-
lated from the initial rates of NO, formation and HONO loss, i.e. from {d[NO,]/d¢}/{—d[HONO]/dz}. For the unconditioned cell where the rates
of reaction were significantly slower, the yields were calculated from A[NO,]/A[HONO] at the end of each run; this was judged to be more accurate
than using rates for the slower HONO losses. ¢ The yields were calculated from A[NO] /A[HONO] at the end of each run. ¢ Since the reaction order
is significantly greater than one, a first-order rate constant cannot be reported. However, as seen in Fig. 2, the rate of loss of HONO decreased with

increasing RH.
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Fig. 2 Concentration-time profiles of HONO (e), NO, (®) and NO
(A) and corresponding plots of log(—d[HONO],/d?) vs. loglHONO],
of HONO decay experiments at ~0% (a,b), 20% (c,d) and 50% (e.f)
RH in the unconditioned cell. Based on the known equilibrium
constant for 2 HONO « NO + NO, 4+ H,0,3*3! equilibrium is not
attained within the reaction times used here.

species on the chamber walls. It is known from other studies in
this laboratory that after exposing borosilicate glass to gas
phase HNO;, some of it remains adsorbed even after pro-
longed pumping.!®*®4? The form of the acid on the surface
is not known, but it is likely to be, at least in part, complexed
to water.'”

The production of NO, as the only gas phase product in the
experiments where the walls were conditioned with HNOj is
consistent with the uptake of HONO on the chamber walls,
followed by its protonation by adsorbed nitric acid:

HONO(g) s HONO(adS) (4)
HONO(adS) + HNO3(adS) — H,O+NO" + NO3~ (5)
NO™ + NO;~ — ONONO; — 2 NO, (6)

If the HNO; adsorbed on the cell walls is constant, the rate
of reaction of HONO should be first order in HONO, in
agreement with observations.

Reactions (4)—(6) are the reverse of the heterogeneous
hydrolysis of NO,, reaction (1), which we recently proposed'®
to occur via formation of the asymmetric NO, dimer:

2 N02 — N204 — ONON02 (7)
0-4_ * o 0
£ 0.3 o
s .
o R4
~ g
Q2 o02{ .°
o] .
=) J
014 ¢
*
oo¥
0 50 100 150 200 250 300 350
Time {min)

Fig. 3 Concentration-time profile of HONO in the HONO-condi-
tioned cell at 50% RH and 1 atm in N, . Before the experiment, the cell
was exposed at 50% RH for 1 h to 13 ppm of HONO that contained 28
ppm of NO, and 60 ppm of NO as impurities. The cell was then
pumped out before the water vapor-N, mixture was added.

View Article Online

The ONONO, then autoionizes and reacts with adsorbed
water to generate HONO and HNOj:

ONONO, < (NO*NO;~) 122

HONO + HNO;  (8)

This sequence can be driven in reverse by high initial concen-
trations of HONO and HNOj; as used in the present study.
The stoichiometry from reactions (4)-(6) is expected to be
AINO,]/A[HONO] = 2. Our measured yields of NO, are
2.3+ 1.0and 2.8 0.5 at 0 and 20% RH, respectively; the latter
value is slightly larger than anticipated on the basis of the pro-
posed mechanism. The yield of NO, at 50% RH falls to
approximately one, and no additional gas phase products are
observed. This suggests that, for every two HONO molecules
that are taken up on the surface, one reacts to form NO, via
the mechanism described above, while one remains on the sur-
face as undissociated HONO, as the dissociated form of
HONO (H" +NO, "), or as some as yet unidentified involatile
product.

Nitrogen dioxide is known**® to be generated in the
decomposition of pure nitric acid, and indeed, some NO,
formation was observed over time after the cell was pumped
following the HNO; conditioning procedure. At 0% RH, the
increase was small and represented less than 10% of the NO,
formed in experiments where HONO was added. At 50%
RH, significant amounts of NO, were generated, up to several
ppm in 100 min. However, when HONO is present in the cell,
its uptake and reaction with HNOj3 on the walls must compete
with the generation of NO, from the self-reactions of adsorbed
HNOj . Thus, the NO, observed in the absence of HONO is an
upper limit for the case where HONO is present. The fact that
the yield of NO, falls to approximately one at 50% RH, com-
pared to two at 0% RH, suggests that the contribution from
the self-reactions of HNO; on the wall at the higher RH is
not a major contributor to the measured NO, in the presence
of added HONO.

A possible explanation for the low NO yields in the HNO;-
conditioned cell is that both NO and NO, are generated
initially, but the NO reacts with adsorbed HNO; 334756

NO + 2 HNO; — 3 NO, + H,O (9)

Based on earlier experiments in this laboratory in a different
cell,>>%° this process is expected to be too slow to be significant
under the present experimental conditions. As a further check
on this point, experiments were carried out at 0 and 50% RH in
which 12 ppm of NO were added to the HNOj; conditioned cell
and the concentrations of gases monitored for 6 h. The
observed rates of loss of NO and formation of NO, were con-
firmed to be too slow to be consistent with an initial formation
of NO followed by reaction (9).

The data in Table 1 and in Figs. 1 and 2 show that the rate
constant for HONO decomposition decreases with increasing
relative humidity. As the partial pressure of water vapor
increases, the amount of water on the surface increases relative
to the amount of adsorbed nitric acid. The decreased rate con-
stant at higher RH might be due to increased competition for
the reaction of NOT™NO;~ with water to generate HONO and
HNO;. Alternatively, or perhaps in addition, increased
adsorbed water could change the nature of nitric acid on the
surface. Nitric acid exists in the undissociated, molecular form
at low RH on silica surfaces.'*'**” Upon addition of water,
dissociation to H" and NO;~ occurs. This is consistent with
gas-phase studies of complexes of nitric acid with water, where
ionization of the acid occurs when there are four or more water
molecules in the cluster with one nitric acid molecule.”® " A
decrease in the rate constant with increasing RH would also
result if molecular HNOs is the reactant, while the dissociated
ionic form, whose concentration increases with more water on
the surface, is unreactive.

Phys. Chem. Chem. Phys., 2003, 5, 5236-5242 5239
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In the unconditioned cell, the reaction was first order in
HONO (Fig. 2b) at 0% RH with a rate constant that was about
a factor of four slower than in the HNOs-conditioned cell. In
this case, nitric oxide and nitrogen dioxide were generated in
equal yields, in contrast to the HNOj; conditioned chamber
where NO, was the sole gas phase product. As the RH
increases to 50%, the rate of HONO loss decreases, the reac-
tion order increases and the product changes to NO with a
yield greater than 90%. This is in contrast to the reaction on
the HNOs-conditioned cell walls where the reaction order
remained one and NO, was the only product over the 0-50%
range of RH.

We propose that the experimental observations in the
unconditioned cell are attributable to competition between
HONO and H,O for the available surface sites. Thus, as the
water vapor concentration increases, the coverage of surface-
adsorbed water increases. This leads to a decrease in the
amount of adsorbed HONO, and hence in the rate of reaction.
This conclusion is supported by the data in Fig. 3, where the
addition of water to a cell previously exposed to HONO and
then pumped out leads to an increase in HONO in the gas phase.

Further, a competition between water and HONO for sur-
face sites is consistent with the change in reaction order from
one to two as the water vapor concentration increases. Thus,
in a system where both HONO and H,O can be adsorbed on
a surface, the fraction of the surface covered by HONO
(Orono) is given by eqn. (II1),%!

KHONO[HONO]
1+ KHONO[HONO] + K™:0[H,0]

Onono = (HI)

where K'ONO is the equilibrium constant for the surface
uptake and desorption of HONO (i.e. KHONO = kyq/k_4 for
reaction (4) above), K™° is the corresponding equilibrium
constant for adsorption of water and [HONO] and [H,O] are
the gas phase concentrations. In the absence of water vapor,
eqn. (IIT) becomes

KHONO[HONO]
1 + KHONO[HONO]

and if K"ONO[HONO]> 1, the fractional coverage of the

surface by HONO becomes constant at one, ie. the surface

is saturated with HONO. In this case, the rate of reaction

of gas phase HONO with adsorbed HONO is given by
d[HONO]

- - = /
@ k'[HONOJ,[HONO]

Onono = (Iv)

ads

= k'[HONO|SOnono = K [HONOI|S  (V
K'[HONO]S0 K'[HONO

where k' is the rate constant for the gas-surface reaction and S
is the surface density of one HONO monolayer (molecule per
cm?). Because of the saturation of the surface by HONO, the
reaction is predicted to be first-order in gas-phase HONO,
which is consistent with our experimental observations.

At high relative humidities, water partially displaces HONO
from the surface. Under conditions where K™°[H,O]>
KHONOHONO], eqn. (I1I) becomes

KHONOTHONO]

15 KRO[1,0) (VD

Onono =
The rate of reaction of gas phase HONO with adsorbed
HONO is then given by eqn. (VII):

- w = K'[HONOJSOxono =

K KHONOTHONOJ*S
1 + K™O[H,0]
(VII)
That is, the loss of HONO from the gas phase decreases with
increasing RH and becomes second order in HONO at

constant RH, consistent with the experimental observations
at 50% RH (Fig. 2e).
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The fact that the rate appears to be between first and second
order at intermediate relative humidities implies that the terms
KHONOIHONO] and K™°[H,0] are comparable under these
conditions. Consider 20% RH, for example, where the water
vapor concentration is about 5x 10° ppm, and a 5 ppm
HONO concentration. For the two terms K'°N°[HONO]
and K™°[H,0] to be of comparable magnitude, K°N° must
be greater than K™:° by a factor of approximately 10°.

The equilibrium constants for uptake of HONO and H,O
onto surfaces are related to the enthalpy and entropy of
adsorption through the free energy. If it is assumed that the
entropy of adsorption is similar for HONO and H,O, then
the ratio of the equilibrium constants is given by

KHONO /gH0 — exp[—(AHHONO — Agt20) /R (VIID)

ads

where AHHONO and AHMC are the enthalpies of adsorption of
HONO and water on the surface. If K*'ON9/K™0 ~ 107, the
difference between the enthalpies of adsorption of HONO
and IIIZO (AHHONO _AH!20) must be approximately —17 kJ
mol™ .

Thompson and Margey®* recently calculated enthalpies for
formation of complexes of silica molecules (SiH;OH or
Si(OH),), taken as proxies for a silica surface, with HONO,
water, HNOj3, NO, and N,O4. The enthalpy of formation
for the complex of HONO with SiH;OH was calculated to
be —25.1 kI mol ™!, and for the complex of H,O with SiH;0H,
the enthalpy was calculated to be in the range from —15.5 to
—23.2 kJ mol™!, depending on the particular orientation of
water to the silicate. This calculation shows that the difference
in the enthalpies of adsorption for these complexes of HONO
or H,0 should be in the range of - (2-10) kJ mol~"'. The differ-
ence for binding of HONO compared to H,O to Si(OH), was
also small, ~ 2 kJ mol~". These differences are much smaller
than our estimate of —17 kJ mol~'. The apparent discrepancy
could be due to several factors. First, the isolated SiH;OH or
Si(OH)4 molecules used as proxies might not be truly represen-
tative of silica surfaces. This is particularly the case for boro-
silicate glass, which contains small amounts of oxides of
metals such as Na, Zn, B, Al and Ti. Also, HONO may not
adsorb in the molecular form by hydrogen bonding, as
assumed in the calculations. For example, partial or full ioni-
zation to HT and NO,~ would provide strong electrostatic
interactions, with larger associated heats of adsorption.

This work also predicted®® that nitric acid would form much
stronger complexes with SiH;OH and Si(OH), than HONO.
This might be the reason why HONO does not compete with
HNOs for surface sites in the HNOs-conditioned experiments,
where the data are consistent with saturation of the surface
sites by HNOs5 .

The formation of equal amounts of NO and NO, as pro-
ducts is consistent with an autoionization reaction between
gas-phase and adsorbed HONO:

HONO(g) + HONO(adS) — ]\I()Jr + N027 + HzO (]0)
NO++N027 — N,O3 — NO + NO, (11)

Such autoionization reactions are known for HNO;*° as
well as for N,Os**%° and N,O, on ice.”°’? In the case of
HONO, the relatively large enthalpy of adsorption on the sur-
face relative to water as discussed above suggests that the
adsorbed species might already be partially or fully ionized.

As the RH increases in the unconditioned cell, the yield of
NO increases and that of NO, decreases. At 50% RH, the yield
of NO is greater than 90% (Table 1 and Fig. 2e). These obser-
vations are similar to those of Ten Brink and Spoelstra,* who
studied the decay of HONO in a pyrex chamber at 80% RH
and 1-10 ppm HONO. Typical data in Fig. 3 of that paper
show NO as the major gas phase product in the first ~7 h of
the reaction.
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The mechanistic basis for the change in products as the RH
increases in the unconditioned cell is not clear. In earlier stu-
dies'® of the NO, heterogeneous hydrolysis we reported that
the yield of HONO was less than 0.5 as expected from reaction
(1), and that the “missing HONO” was replaced by gas phase
NO. We proposed that this was due to the reaction of HONO
with NO," on the surface,

HONO + NO,* — H* + 2 NO + 0, (12)

If this is the source of NO in the present experiments in the
unconditioned cell at 50% RH, the NO," would have to be
generated from adsorbed HONO if the reaction is to be second
order as experimentally observed. However, a mechanism of
formation of NO," on the surface from HONO is not clear.

In summary, most of the experiments reported here are con-
sistent with our proposed mechanisms. The only observation
for which a clear explanation is not available is the change
in the product distribution in the unconditioned cell from
equal amounts of NO and NO, at 0% RH to primarily NO
at 50% RH. Further work is underway to clarify the
mechanisms responsible.

To the best of our knowledge, this is the first comprehensive
study of HONO reactions on a borosilicate glass surface in
which both the initial HONO concentration and the RH were
varied over a relatively wide range, including the impact of
coadsorption of HNOj. The data reported here agree in large
part with previous studies carried out over a more limited set
of conditions. For example, Chan et al.>*3! reported that at
low relative humidities in an unconditioned cell, NO and
NO, are both generated and the rate of HONO loss decreases
with RH, consistent with our experiments. We observed that
the presence of HNOj; increases the rate significantly and that
the loss of HONO is first order under these conditions, in
agreement with Kaiser and Wu®? and Wallington and Japar.*
Reaction orders between one and two have been reported,
depending on the conditions and presence of HNO; !830-33
Our measured reaction orders are generally in agreement with
these previous studies when comparisons are made under simi-
lar experimental conditions. For example, Jenkin er al.'® mea-
sured the rate of HONO decay in a glass chamber of similar
size to the one used in these studies and reported the loss
was first order at RH corresponding to 3.2 and 9.5% and the
absolute value of the first order rate constant was 3.7 x 10~*
s !. This is in excellent agreement with the value of
(3.9+1.1) x 107* s7! measured in the present studies where
the loss was also first order.

Finally, the results presented here provide some insight into
laboratory studies of the heterogeneous hydrolysis of NO, in
which yields of HONO have been frequently measured to be
less than expected based on reaction (1). The observation of
increasing yields of NO with decreasing HONO yields at inter-
mediate to high relative humidities in such studies of reaction
(1)!0-1415:17.23.24.73 45 consistent with the formation of HONO
followed by its conversion to NO on the “unconditioned”
walls of the reactor as illustrated, for example, by the data in
Fig. 2e.

Atmospheric implications

Nitrous acid production from the surfaces of environmental
(“smog”’) chambers used for studying atmospheric reactions
has been observed in many studies using different cham-
bers.?> %’ This has been observed even when oxides of nitrogen
have not been added during the experiment, implying that it
must have arisen from contamination from previous experi-
ments. Our studies show that the competition between water
and HONO for surface sites leads to desorption of adsorbed
HONO from the surface as the RH increases. This suggests
that contamination of the walls of environmental chambers

View Article Online

in previous experiments leaves adsorbed HONO (or compar-
able species such as H" and NO, ") on the surface, and that
HONO is displaced by water when the RH value is increased.
Hence, if this point is accepted, generation of HONO in such
chambers will be unavoidable once the chamber walls have
been exposed to oxides of nitrogen. Consistent with this expla-
nation is the observation that the rate of generation of HONO
in such chambers increases with RH.%

Nitrous acid has been measured in many field experiments,
and it is clear from such studies that surface reactions act both
as a source and as a sink for HONO. Separating the produc-
tion and loss processes for HONO requires that the kinetics
and mechanisms of this uptake be understood. In the tropo-
spheric boundary layer there are a variety of surfaces of differ-
ent chemical composition (e.g. vegetation, building materials
etc.) available that might participate in uptake of HONO.
Since many building materials are silicates,>’ our experiments
using borosilicate glass are relevant to such surfaces in urban
areas.

The results presented here suggest that the loss of HONO
can vary from first to second order, depending on the RH
and presence of reactive co-adsorbed species such as HNO;.
These experiments also show that HONO can be displaced
from surfaces by water vapor, leading to an apparent increase
in HONO as a function of RH. However, the formation of
HONO from the NO, heterogeneous hydrolysis also increases
with RH' so that measurements of HONO at different RH
may be affected both by the dependence of reaction (1) on
water and by the displacement of HONO from the surface
through preferential adsorption of water.

Stutz and coworkers’ have measured HONO and NO, in
urban areas and find that their data are consistent with a
first-order loss of HONO at RH from 10 to 100%. This sug-
gests that urban surfaces may have sufficient deposited
HNOs (or other species that are reactive towards HONO) that
the kinetics for the loss of HONO are determined by the
collision rate of HONO with the surface.
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