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Abstract: The delta values of the isotope composition of atmospheric ozone is ~100%o (referenced
to atmospheric O,). Previous photochemical models, which considered the isotope fractionation
processes from both formation and photolysis of ozone, predicted 5%05 and 6005 values, in §*°0;
versus 6°003 space, that are >10%o. larger than the measurements. We propose that the difference
between the model and observations could be explained either by the temperature variation, Chap-
puis band photolysis, or a combination of the two and examine them. The isotopic fractionation
associated with ozone formation increases with temperature. Our model shows that a hypothetical
reduction of ~20 K in the nominal temperature profile could reproduce the observations. However,
this hypothesis is not consistent with temperatures obtained by in situ measurements and NCEP
Reanalysis. Photolysis of O3 in the Chappuis band causes O3 to be isotopically depleted, which is
supported by laboratory measurements for 808080 but not by recent new laboratory data made
at several wavelengths for #?O3 and °0;. Cloud reflection can significantly enhance the photolysis
rate and affect the spectral distribution of photons, which could influence the isotopic composition
of ozone. Sensitivity studies that modify the isotopic composition of ozone by the above two mech-
anisms are presented. We conclude isotopic fractionation occurring in photolysis in the Chappuis
band remains the most plausible solution to the model-observation discrepancy. Implications of
our results for using the oxygen isotopic signature for constraining atmospheric chemical processes
related to ozone, such as CO,, nitrate, and the hydroxyl radical, are discussed.

Keywords: ozone; mass-independent effect; Harley and Huggins bands; Chappuis band; photo-
chemistry; pollution chemistry

1. Introduction

Atmospheric ozone possesses significant non-mass-dependent isotopic composi-
tion [1-12]. This isotopic signature can be transferred to other chemical species such
as hydroxyl radical, nitrate, sulfate, carbon dioxide, and nitrous oxide [6,7,13-26], through
reactions with ozone or O('D) produced by ozone photolysis in the Hartley and Huggins
bands. The resulting non-zero A0 (=570 — 0.52 x §'80) provides useful tracers for
constraining biogeochemical cycles involving those chemical compounds. Here, 5"O is
defined as

5"0 = ([nO]/[16O])sample/([DO]/[16O])reference -1

where "O = 70 or '80. The reference used in this paper is atmospheric O,. To use this
special isotopic signature for practical applications requires a precise understanding of
sources of A'70. Recent models [5,6] that included known isotopic fractionation processes
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can capture the magnitude of the isotopic value of ozone, but the model -values were
>10% higher than the observed. This suggests missing sources or processes that isotopically
deplete ozone. In this paper, we reevaluate the known mechanisms (ozone formation and
photolysis) and examine the photolysis in the Chappuis band and atmospheric parameters
such as temperature, pressure, and clouds that could affect the isotopic composition of
ozone.

In this paper, we test four processes in six separate models (Table 1). The Caltech/JPL
KINETICS model is used in our study. All models apply the modified zero-point-energy
(ZPE) theory [27,28] for the isotopic fractionation in the Hartley and Huggins bands. The
four effects considered here include temperature, pressure, photolytic fractionation in the
Chappuis band, and cloud scattering. The reference model is one-dimensional (1-D) and
considers an altitude-dependent profile of temperature and eddy coefficients, that can best
describe globally averaged atmospheric temperature and vertical transport (see [5] and
references contained therein for details). The main reason for choosing 1-D, instead of 3-D,
is that alteration of ozone normally occurs predominantly in the dayside atmosphere where
local photochemical equilibrium is attained. As a result, the fractionation that defines
the isotopic composition of atmospheric ozone is affected dominantly by the processes of
formation and photolysis, the two main factors explored here. To better compare with the
observational data across latitudes in different seasons, we also run 2-D models. The ozone
isotope chemistry model is taken from Liang et al. [5], which was built at the low-pressure
limit for ozone formation, with modifications (see the following sections).

Table 1. List of processes considered in the photochemical models.

Temperature Pressure Photolysis Cloud
Model A Nominal Y Modified N
Model B Nominal N Modified N
Model C Nominal Y Scaled N
Model D Reduced Y ZPE N
Model E Nominal Y ZPE N
Model F Nominal Y Modified Y

Models A-C and E-F use the nominal temperature profile (see Figure 1 of Liang
et al. [5]). Reduction in the temperature profile is applied to Model D. Pressure dependence
in fractionating the isotopic composition of ozone during its formation is considered in
Models A and C-F; the low-pressure limit is assumed in Model B (same as [5]). Due to
insufficient data for the isotopic fractionation caused by the photolysis in the Chappuis
band, three different calculations are applied. ZPE theory [29] is assumed in Models D-E,
and the rest use a laboratory-based calculation. See later sections for details. To check
the validity of the adopted fractionations, we compare the calculated values with recently
measured numbers at several wavelengths in the Chappuis band [30-32].

This paper is divided into five parts. The impacts of pressure, temperature, and
Chappuis band photolysis on the isotopic composition of O3 are examined in Sections 2—4,
respectively. A discussion and conclusions follow in Section 5.

2. Pressure Dependence

In previous calculations [5,6], the low-pressure limit (i.e., stratospheric condition) is
emphasized. It is known that the isotopic enrichment of ozone decreases with increasing
pressure [33], and hence, we expect that taking into account the pressure-dependence of the
isotopic fractionation occurred during ozone formation would help reduce the difference
between the model and observations at the surface.

The pressure dependence is weak at pressures less than 100 mbar but becomes sig-
nificant at a higher pressure. For example, 5°°O3 (or enrichment) decreases by ~30%o at
pressures from ~100 to 1000 mbar [33,34]. We follow Marcus and Gao’s model [35-37] for
the pressure-dependent calculation of each isotope-variant rate coefficient and parameter-
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ize them following a semi-analytic approach derived by Gao and Marcus [34]; the ozone
formation model adopted in this study is the same as that in Liang et al. [5]. (The same
approach was also taken previously by Wiegel et al. [23].) We fit the fractionation ¢ of each
rate coefficient at a given temperature by

€=£0/(1+P/P1/2)

where P is the atmospheric pressure and Py /; is the pressure at which ¢ takes one-half of
the value of its low-pressure limit ¢y. Both P/, and ¢g are isotope-variant and temperature-
dependent. The latter is presented by Liang et al. [5], and the functional dependence of
Py, is rather complicated; the effective P1/2 of §°°03 (10080 + 108060} at 300 K
is 2.6 bar. The resulting pressure dependence from the expression agrees well with the
results from experiments [33] and a more sophisticated model [36]. Figure 1 compares
the model profile of 5°00; for cases with (Model A) and without (Model B) the pressure-
dependence; the temperature profile is the same as that used previously [5]. The surface
temperature is 283.4 K and the resulting §°°O3 is ~80%. for Model E, which is much
improved over the previous low-pressure limit model [5]. The new value is consistent with
tropospheric measurements at similar temperatures [2,8] but inconsistent with Model A
because of considering the photolysis-induced isotope fractionation in the Chappuis band
(see Section 4). A likely explanation is that the ozone is largely affected by the Leighton
cycle (and NO4-CO-VOC-O3 photochemistry), not the Chapman chemistry for a clean
atmosphere we emphasize here. See later sections for further discussion.

T LA —350
Model A ]
[ Model B .
i 340
E Model D - 3
F Model | & o =
Model F m@—jsog
- i o
L - O
[ d o B
: 1205
3 i <
I J10
: R AT (TR BT i L. .:O
0 20 40 60 80 100 120

6*0; (per mil)

Figure 1. 5°°03 (referenced to atmospheric O,) calculated using the same model atmosphere profile as that in Liang et al. [5].

Pressure and temperature dependences in O3 isotopic fractionations are taken into account, and the isotopic fractionation

for ozone photolysis in the Chappuis band is scaled from 18OI8OI8Q (see text). See Table 1 for model differences. Diamonds

are balloon-borne mass spectrometer measurements [3]. The asterisks [8] and triangle [2] are the near-surface measurements.

The error bars in the atmospheric measurements are for 1-o. The experimental data variations represent spatial and temporal

differences at which the data were taken.
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3. Temperature Variation

The isotopic fractionation by photolysis has a weak temperature dependence [5,38].
The temperature dependence of the isotopic value (8) of ozone is primarily from the
formation of ozone. The temperature sensitivity for § in ozone formation is ~0.3%. K=, and
the value becomes ~0.6%. K~! after considering O + O, isotopic exchange processes [39].
To bring the model 5-values of ozone into better agreement with observations requires a
reduction of ~15-20 K in the climatological temperature profile (Model D vs. Model E). To
refine previous calculations [5,6,22], we examine the effect by replacing the temperature
profile used in previous studies with more realistic daily and 6-hourly temperature profiles
from the National Centers for Environmental Prediction-Department of Energy Reanalysis
2 (NCEP2) [40].

The zero-point-energy theory for estimating the isotopic fractionation of ozone in
the Chappuis band is assumed, as in Liang et al. [5]. Combining the kinetic fractionation
processes in the formation and photolysis of ozone, the calculated 5*203 and 5°°03 remain
>10%o larger than the measurements (Figure 2). Here, we update previous calculations to
include pressure dependence, which reduces 6-values at higher pressures. By incorporating
NCEP2 daily temperature into the model, a better agreement is achieved. However, there
is a difference between the observed temperature (in situ measurements and NCEP2 data)
and the temperature that is required to reproduce the observed values of §*°03 and §°°0;
(Table 1 and Figure 3). The in situ measured temperature tends to be higher than the
climatological and NCEP2 daily and 6-hourly temperature.

Model A

60 80 100 120
6%05 (per mil)

Figure 2. Three-isotope plot of O3, where the variations caused by sampling in different seasons and localities are

largely reduced. Diamonds are balloon-borne mass spectrometer measurements [3]. The error bars in the atmospheric
measurements are for 1-0. The 2-D model results, calculated by Models A and E, at the same altitudes and seasons as the
atmospheric measurements, are shown by the solid circles.
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Figure 3. Values are from Table 2 for Sweden (horizontal number index 1 to 16), France (17 to 35), and Brazil (36 to 42).

T(6*03) and T(6°°03) are shown by the diamonds and triangles, respectively. The in situ measured Tjj, sjty is represented

by the asterisks.

Table 2. Model inferred and measured temperatures for the sites.

Number Date Height T(6%03) T(6%003) Telim Tin situ TNCEP

Sweden
1 10 May 1998 22.1 218 + 15 21447 218 221.3 222
2 10 May 1998 22 198 + 10 220+5 218 223.59 222
3 10 May 1998 224 209 + 10 22246 218 N/A 222.1
4 10 May 1998 22.1 208 4 10 208 + 5 218 221.08 222
5 3 May 1999 30.8 203 £ 10 203 £ 5 229 247 230
6 3 May 1999 30.6 199 + 10 204 +5 229 245.85 229.8
7 3 May 1999 29 198 + 13 206 + 6 226 250.5 226.5
8 3 May 1999 255 199 +9 192 +5 221 234.45 220.7
9 3 December 2001 28.6 185 + 10 179 +5 201 191.8 205.8
10 3 December 2001 27.4 177 £ 10 169 + 5 201 191.2 205.7
11 3 December 2001 24.5 165 + 10 166 + 5 201 192.55 206.3
12 3 December 2001 23.2 161 + 10 167 +5 202 >194.7 207
13 28 November 2002 26.6 172 £ 10 179 + 4 198 191.6 192.4
14 28 November 2002 24.1 175 + 8 185 + 4 199 196 195
15 28 November 2002 21.5 180 +9 184 + 4 204 201.5 199.7
16 28 November 2002 19.8 170 £ 8 181+5 208 205.3 203.2
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Table 2. Cont.

Number Date Height T(6¥°03) T(65°03) Telim Tin situ TNCEP
France
17 3 October 1998 28.7 193 + 10 196 + 5 222 229.15 223.1
18 3 October 1998 25.3 186 + 9 190 =+ 4 216 224.15 218.7
19 3 October 1998 21.1 188 £ 10 190 £ 5 214 220.15 215.2
20 11 October 1999 31.7 207 + 11 21946 223 N/A 225.4
21 11 October 1999 31.6 218 + 11 22346 223 N/A 225.3
22 11 October 1999 28.5 203 + 11 209+ 6 221 N/A 219.9
23 11 October 1999 23.4 186 + 10 205+ 5 216 N/A 212.8
24 4 October 2000 33.4 220 + 11 218 +5 226 232 230.4
25 4 October 2000 33.1 207 + 11 209 + 5 226 232.63 230
26 4 October 2000 30.1 192 + 13 18246 222 226.73 223.7
27 4 October 2000 25.9 177 +£7 17149 217 218.25 215.8
28 11 May 2001 32.8 224 4+ 16 218 + 8 231 239.86 238.7
29 11 May 2001 32.5 222412 22146 231 239.55 238
30 11 May 2001 30.8 207 £+ 11 203 +5 229 236.15 233.5
31 11 May 2001 25.5 187 £11 173+ 5 220 221.5 220.4
32 25 April 2002 35.8 231417 23149 233 252.25 242.8
33 25 April 2002 35.5 229 4+ 12 23146 233 251 242.2
34 25 April 2002 33.4 220 4+ 11 229 + 5 233 240.81 237.2
35 25 April 2002 31.4 217 + 11 21945 230 234.89 232.4
Brazil

36 29-30 November 2004 29.4 207 4+ 11 21745 224 228.4 227.5
37 29-30 November 2004 25.8 209 + 10 21545 216 219 220
38 29-30 November 2004 20.9 175 + 11 183+5 207 202.7 206.6
39 4 June 2005 329 223 4+ 13 240 + 6 230 >237 232.4
40 4 June 2005 32.8 230 4+ 13 256 4 6 230 >237 232.3
41 4 June 2005 319 239 4+ 13 252+ 6 229 239 230.8
42 4 June 2005 30.1 226 4+ 13 25146 227 232 228.2

Note: Height and temperature are in units of km and Kelvin, respectively. T(5*°03) and T(6°°0;) are the model inferred temperatures from
the observed §*05 and 5°°0; [3]; the low-pressure limit is assumed. Tjim, Tin situ, and Tncep are the climatological, in situ measured, and
NCEP2 reanalysis daily temperatures, respectively. Zero-point-energy theory for estimating the ozone fractionation in the Chappuis band
is applied.

4. Chappuis Band Photolysis

Photolysis of ozone occurs primarily in the Hartley and Huggins bands in the UV and
Chappuis bands at longer wavelengths (450-850 nm). Chappuis band photolysis domi-
nates for altitudes <35 km and could deplete heavy ozone [5,31,32,41-43]. Due to limited
photolytic data for major isotopolocules of ozone in the visible band [31,32,44], we followed
typical theories to estimate the fractionation. They are either zero-point-energy theory [29]
or modified zero-point-energy theory [27,28]. The latter is applied to ozone in the Hartley
and Huggins bands and turns out to be reliable [5]. Both theories predict similar and small
but positive fractionation in the Chappuis band, and they cannot explain the observed
data for 180180180 [42,43] and #°0O3 and Y05 [31,32,44]. An alternative way is to scale the
fractionation from 808080, and the results obtained by assuming two approaches are
shown in Figure 4. One way is to assume that the fractionation is linearly proportional to
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the difference of their zero-point-energies (dashed curves). This approach overestimates
the effect from the Chappuis band (see Model C). A factor of four reduction (solid curves)
in the zero-point-energy shift provides a better fit to the observations (Model A). However,
both produce near-surface ozone isotopically too light compared with the observations
(see Figure 1). This discrepancy could be explained by NO + Oj3 reaction that enhances
the isotopic composition of ozone [45], because the measurements were taken in urban
areas, instead of a clean atmosphere, where the Chapman chemistry is not valid. Thus,
the isotopic compositions of near-surface ozone are affected by both the photolysis in the
Chappuis band and the reaction with NO.
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Figure 4. Calculated fractionations for 1606070 (667), 1607010 (676), 160080 (668), and
160180160 (686). The solid and dashed are the fractionation factors used in Model A and Model
C, respectively. See text for details. The laboratory determined fractionation for 80800 (888;
dotted curve) is taken from Anderson et al. [39], who measured at conditions of ~40 torr with 0.46 m
pathlength and 2.3 nm bandwidth.
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To verify the photolytic calculation shown above, we compare the model adopted
fractionations with limited data. The result is summarized in Figure 5; we compare with
the data from Huang et al. [32] only, because the fractionation factors were obtained at
well-defined wavelengths. We see that at the four wavelengths of the measurements, the
model needed fractionations deviate significantly from the laboratory data, suggesting
hitherto unknown processes in affecting the photolytic process of ozone. We do not have
the data at other wavelengths. Thus, the photolysis-induced isotopic fractionation in the
Chappuis band remains a solution to the model-observation discrepancy mentioned above.
This calls for an urgent need for laboratory measurements at other wavelengths in the
Chappuis band, essential for tropospheric chemistry research.

C T T I I N
F o :
- . N
L ®, a
C o ® -
F . .
F 2 o .
- o :
o ¢ N
- 3 :
- | | | | .
532 590 600 606

Wavelength  (nm)

Figure 5. Comparison of the model fractionations (Model A: solid circles; Model D: open circles) and laboratory measure-
ments (diamonds, with 1-0 measurement errors overplotted; see Huang et al. [32]) in the Chappuis band.

The solar radiation at visible wavelengths is affected by multiple scattering [46]. Hence,
the photolysis in the Chappuis band in the stratosphere can be significantly enhanced
by clouds in the troposphere. We perform an aerosol and cloud scattering calculation,
based on Discrete Ordinates Radiative Transfer Program for a Multi-Layered Plane-Parallel
Medium [47], by introducing a bright cloud layer between 900-1200 m, with single scatter-
ing albedo 0.999 and asymmetry factor 0.85. The typical cloud optical depth at 300 nm is
~18.6, compared to that due to ozone absorption (~3.6) and Rayleigh extinction (~1.3). Fig-
ure 1 demonstrates an example of enhancing the photolysis rate coefficient in the Chappuis
bands (Model F). Indeed, the model helps reduce the delta values in the lower stratosphere
(cf. Model A). We note that cloud multiple scattering is not a solution to the aforementioned
model imperfection. Instead, the role of scattering is to amplify the isotopic fractionation
in the Chappuis band.
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5. Discussion and Conclusions

It is known that the isotopic composition of Oj is influenced by its formation and
photolysis. Here, we focus our analysis and make comparison with ozone measurements
from mass spectrometry, because of its analytical precision. Remote sensing data [1,9-12],
though retrieved at reduced precision, remain potentially useful, especially when retrieval
algorithms are improved, because the technique provides good spatial and temporal
coverages that mass spectrometry cannot. Furthermore, spectroscopic methods distinguish
symmetric from asymmetric ozone molecules, essential for identifying missing processes,
if they exist, in affecting the isotope composition of ozone in the atmosphere, because of
their difference in, for example, altitude dependence [5].

Three factors affect the isotopic composition: pressure, temperature, and photolysis.
The in situ measured §*05 and §*°O5 values between 20 and 35 km range from 50 to 130%o.
Large discrepancies between the measurements and previous models are found (Figures 1
and 2 and Table 1). To account for the observed 5*°0;5 and 5°°0j3, their temperature and
pressure dependences are examined. The formation of O3 at higher pressures reduces the
abundance of heavy ozone. However, the pressure in the regions of interest (>20 km) is less
than 100 mbar, and the modification is about —5%. or less, compared with the low-pressure
calculation (Figure 1). Hence, the pressure dependence as a source of the discrepancy seen
for the data in the stratosphere is insufficient. The isotopic value of atmospheric O3 has
relatively weak temperature dependence (~0.6%0 K1), and the required temperature to
explain the data differs significantly from the reanalysis and in situ temperatures (Table 1).
Therefore, the temperature mechanism becomes less plausible. This leaves attenuated
dissociative photon flux as the only mechanism, though hitherto unknown mechanisms in
fractionating the isotopic composition of O3 in the atmosphere are not ruled out. As the
model values are biased to be too high compared with the measurements, the photolysis in
the Chappuis band could help reduce the deviation if the rate coefficient or the isotopic
fractionation in this band is enhanced. Calculations of multiple photon scattering that
affect dissociative photon distributions are insufficient to reduce the isotopic composition
of ozone. Directly tuning the fractionation factor in the Chappuis band provides a better
explanation. New laboratory measurements, especially the Chappuis band, are needed to
quantify the processes that affect the isotopic composition of ozone in the atmosphere.

The isotopic signature in O3 can be transferred readily to other trace species such
as the hydroxyl radical, nitrate, and nitrite [7,18,19,26,48]. Take NOx (=NO + NO,) as
an example. The transfer of isotope anomaly from Os to nitrate and nitrite is due to the
following reactions:

NO; +hv -+ NO +O

O+0,+M—-03+M
NO+O3—>N02+02.

The subsequent chemical reactions with O3, OH, and H,O produce nitrates and
nitrites containing an isotope signature from O3. Similar transformation also applies to OH
through

O3 +hv — O('D) + O,

O('D) + H,0 — 2 OH.

Hence, the anomalous isotope signature in oxygen provides useful tools for tracing
pollution chemistry because Oj is central to tropospheric chemistry [49,50]. In addition
to the present-day atmosphere, the composition of paleo-atmospheres could also be con-
strained by the unique isotope anomaly in oxygen, such as the level of carbon dioxide [51].
The applicability requires the knowledge of processes that affect the isotopic composition
of ozone, which remains unsatisfactory. Photolysis in the Chappuis band, in particular,
deserves further investigation, because it is essential in affecting the isotopic composition
of ozone.
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