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ABSTRACT

Atmospheric aerosols affect climate directly by scattering and absorbing solar radi-
ation, and indirectly by affecting the albedo and lifetime of clouds through their role as
cloud condensation nuclei. Aerosol sources, and the processes that govern their evolu-
tion in the atmosphere are not well understood, making the aerosol effects a significant
source of uncertainty in future climate predictions. The tropics experience a large solar
flux meaning that any radiative forcing in this region is particularly important. Despite
this, there is a paucity of data from the tropics, with the majority of previous studies
performed in the northern mid-latitudes. The few in-situ studies of aerosol composi-
tion that have been performed are all in the continental settings of Amazonia or Africa.
Until now the “maritime continent” region of South East Asia has remained unstud-
ied. Presented here are Aerosol Mass Spectrometer composition measurements from
the Oxidant and Particulate Processes Above a South East Asian Rainforest project, per-
formed from ground and airborne measurement platforms in and around the rainforest of
Borneo, South-East Asia. Unlike the previous tropical studies, this allows for the charac-
terisation of a region of mixed terrestrial and marine biogenic emissions. The region is
also undergoing rapid land use change, with forest being converted for agriculture, par-
ticularly the cultivation of oil palms. This study also allows for the characterisation of
a region that is beginning to undergo land use change, providing insight into emissions
from different land use types, and providing a benchmark to measure the effects of land
use change against in the future.

Total sub-micron aerosol loadings were found to be lower than studies in the northern
mid-latitudes, similar to previous tropical studies. However, aerosol composition was
different to that observed in Amazonia, with much greater sulphate loadings in Borneo. A
regional background of sulphate and highly oxidised organic aerosol was identified, with
organic aerosol that is less oxidised originating inland. Aerosol confined to a shallow
marine boundary layer upwind of Borneo is lofted higher into the troposphere as it advects
across the island, with regional aerosol being removed and biogenic terrestrial aerosol
added. The lofting of this aerosol is expected to extend its atmospheric lifetime and
change its role in the Earth’s radiative budget.

A novel organic aerosol signal was identified which correlated with gas phase isoprene
oxidation products, strongly suggesting that it was significant of isoprene SOA. Aerosol
associated with this signal made up a substantial fraction of the organic aerosol loading.
This opens up the opportunity for future studies to make isoprene SOA measurements
using the Aerosol Mass Spectrometer in other studies. A substantial amount of the organic

aerosol in Borneo was attributed to isoprene oxidation.
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LAY ABSTRACT

Aerosols (microscopic particles suspended in the air) play an important role in the
climate of the Earth. They can absorb or reflect sunlight, changing the amount of radiation
that goes into heating the Earth. They also play an important role in cloud formation,
acting as “nuclei” for cloud droplets to form upon. They tend to make clouds whiter
and longer lasting, acting to reflect more sunlight back into space. Their role in cloud
formation and heating of the atmosphere can also affect rainfall, potentially even affecting
systems as large as the Indian Monsoon. Despite the important influence aerosol can have
on climate, their affects are still not precisely understood, in fact the Intergovernmental
Panel for Climate Change state that they are one of the biggest unknowns in predicting
future climate change.

To predict the effect man-made aerosols have on climate, we first need to understand
the role of natural aerosols. This is particularly important as these natural systems are be-
ing rapidly changed thanks to deforestation for timber, crops and to build new settlements.
We can only predict what effects this land use change will have on the environment if we
have a good understanding of the natural systems. Many studies of atmospheric aerosol
have been conducted around the more developed parts of the Northern Hemisphere (e.g.
Europe, North America, Japan) however there have been very few studies in the trop-
ics, in fact only a handful in South America and Africa. It is particularly important to
understand aerosol climate effects in the tropics as the large amount of sun the region
experiences means it can make a bigger difference than in other, less sunny parts of the
World.

One region of the tropics that has received particularly little attention in recent studies
is the “maritime continent” — South East Asia. This region is made up of a network of
tropical islands, so it is likely to be very different from the other continental regions that
have previously been studied in the tropics. The measurements presented in this thesis
are from Borneo, a very large island in South East Asia and home to one of the largest
rainforests in the World. The forest is being rapidly cut down to make way for plantations
to manufacture palm oil — a ubiquitous ingredient as “vegetable oil” in very many high
street products.

This work found that aerosols in Borneo are indeed very different from those mea-

sured in the Amazon Rainforest — it seems that emissions from the sea are a large source
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LAY ABSTRACT

of aerosol. The project found that palm oil produces a very different mixture of gases from
the rainforest and the work presented here shows that these gases react in an unexpected
way to condense and make aerosol. It could even be the case that the sea emissions are the
reason that so much of this unexpected aerosol is formed, although more work needs to be
done to figure out the precise chemistry. When air is transported across Borneo, it tends
to get lifted higher into the atmosphere, meaning it is above a lot of the rain (which can
remove the aerosol though wash-out) and is likely to have a longer atmospheric lifetime.
Results from other studies show that man-made pollution can increase the amount of nat-
ural gases that go into making aerosol. This means that if Borneo becomes more polluted
in the future there could be a lot of aerosol produced, not just from the pollution itself,
but from natural gases from the rainforest and crops which are not currently converted to
aerosol.

14
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CHAPTER
ONE

INTRODUCTION

“...the only feasible explanation of the Earth’s highly improbable atmosphere was that it
was being manipulated on a day-to-day basis from the surface, and that the manipulator
was life itself. The significant decrease in entropy...was on its own clear proof of life’s
activity.”

Gaia: a new look at life on Earth, James Lovelock 1979

Aerosols are present throughout the Earth’s atmosphere; they can be found in vast
numbers from the largest mega-cities to pristine wildernesses. Aerosols are defined as “a
suspension of fine solid or liquid particles in a gas” (Seinfeld and Pandis, 2006). These
particles cover a large range of sizes, from newly nucleated particles that have a diame-
ter of a few nanometres, to biogenic particles that have diameters approaching 100 pm
(Hinds, 1999). They have many impacts on our environment. Amongst other things they
absorb and scatter solar radiation and drive the formation of clouds, which affects our
weather and climate (Forster et al., 2007); they can cause respiratory and cardiovascular
diseases (Mauderly and Chow, 2008); they degrade buildings (Grossi and Brimblecombe,
2002); and can affect visibility (Park et al., 2003). However, their beneficial effects have
also been harnessed: they are widely used in the delivery of drugs and it has been pro-
posed that they could ameliorate climate change through geo-engineering (Latham and
Smith, 1990). Their effects on climate in particular are complex, and understanding the
mechanisms of formation, processing and deposition of atmospheric aerosols is important
for the accurate modelling of climate change.

Aerosols can be emitted directly into the atmosphere (primary aerosols) or formed by
the condensation of atmospheric gases (secondary aerosols), either onto existing particles
or to nucleate entirely new particles. Once formed, an aerosol is processed by conden-
sation of vapours, evaporation, coagulation, chemical reaction or activation as a cloud
droplet. The mechanisms by which aerosols affect climate are not currently well under-
stood or quantified; in fact the Intergovernmental Panel for Climate Change (IPCC) Fourth
Assessment Report (AR4) gave most aerosol effects on climate a “low” or “medium-low”
level of scientific understanding. Rockstrom et al. (2009) also highlighted atmospheric
aerosol concentrations as one of the “planetary boundaries” that must not be transgressed

for mankind to achieve long term socio-economic development, but stated that we do not
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CHAPTER 1. INTRODUCTION

currently have sufficient knowledge to define where that boundary lies.

The work presented here investigates the role of tropical biogenic aerosol in the pre-
viously unstudied region of South East Asia. This Chapter will present a background
of aerosol science and their influence on the atmosphere, with Chapter 2 detailing the
Aerodyne Aerosol Mass Spectrometer which was used for the majority of aerosol mea-
surements reported herein. Chapter 3 reviews previous aerosol measurements to highlight
the need for further characterisation of tropical aerosol. Chapter 4 presents results from

the OP3 project in Borneo, with Chapter 5 setting these results in the wider context.

1.1 The Influence of Aerosol

Climate Change

Since the industrial revolution, man has been affecting the Earth through land use
change, increased mechanisation and power generation, which have come as the global
population has grown and living standards have increased. Historical temperature records
show that there has been a rapid net warming of the Earth since the mid 19th Century
(Brohan et al., 2006; Le Treut et al., 2007). This has mainly been attributed to greenhouse
gases, which are shown to have increased since the beginning of the industrial revolution
in 1750 (Le Treut et al., 2007). This rapid change in greenhouse gas concentrations is
largely due to anthropogenic land use change and the combustion of fossil fuels. However,
mankind is affecting the global climate balance in many other, often less well understood,
ways. This section will give an overview of the main drivers of climate change. It will
also show the role of aerosols in the climate debate and why more needs to be known

about their influence.

Radiative Forcing

Radiative forcing (RF) is a useful metric in the discussion of contributions to climate
change. It is defined by the IPCC as

the change in net (down minus up) irradiance (solar plus longwave; in
W m~2) at the tropopause after allowing for stratospheric temperatures to
readjust to radiative equilibrium, but with surface and tropospheric temper-
atures and state held fixed at the unperturbed values (Forster et al., 2007;
Hansen et al., 1997).

When the balance between incoming solar radiation and outgoing longwave radiation
is changed, it “forces” the climate from its equilibrium. It is conventionally used only to
refer to first order effects. Any consequence of this heating acting to accelerate or decel-

erate the initial change is not termed a RF but a climate feedback. RF is linearly related to
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1.1. THE INFLUENCE OF AEROSOL

Radiative forcing of climate between 1750 and 2005
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Figure 1.1: (a) Total radiative forcing of the atmosphere. Aerosol contributions are as-
sessed as having low/medium-low levels of understanding. (b) Radiative forcings of dif-
ferent aerosol effects. Images reproduced from the IPCC AR4 (Forster et al., 2007).

the global mean equilibrium temperature change at the surface through the climate sen-
sitivity parameter (Forster et al., 2007). This is a very simplistic view of climate change
and is not meant to completely describe climate response. In reality, both the climate
sensitivity parameter and the relationship of radiative forcing to climate change are not
well quantified. However, radiative forcing provides some level of quantification that can

be useful for ranking influences on the climate.

The IPCC AR4 assesses the contributions of different radiative forcings affecting the

global radiation balance (Figure 1.1). The effect of aerosols is the least well understood of
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CHAPTER 1. INTRODUCTION

any of the radiative forcings, with levels of scientific understanding of “low” or “medium-
low.” By far the biggest forcing shown in Figure 1.1 is due to greenhouse gases. While it
is not directly related to aerosol climate effects, it is an important part of anthropogenic
radiative effects and, as such, is discussed briefly here. A fraction of the solar radiation
that is incident on the Earth’s surface is absorbed, acting to heat the surface. This results
in the emission from the surface of radiation at longer wavelengths, predominantly in the
thermal infra-red (IR). Greenhouse gases absorb this IR radiation and, in turn, re-emit it
in all directions, including back towards the Earth. This means radiation that otherwise
would have been emitted into space remains in the Earth’s atmosphere, resulting in an
increase in the mean temperature of the Earth — a process known as the greenhouse ef-
fect. Some gases (such as water vapour) interact with this up-welling radiation strongly,
but they do not accumulate in the atmosphere as they have a short atmospheric lifetime.
Greenhouse gases that are less reactive (such as carbon dioxide and methane) have long
atmospheric lifetimes and accumulate over a period of years (known as long lived green-
house gases, LLGHG). This means that, despite being less efficient greenhouse gases than
some of the shorter lived species, perturbations to their emission causes a larger net effect
on climate over their lifetimes. Because of their long atmospheric lifetime, these major

greenhouse gases are relatively evenly distributed around the World.

Aerosol Effects on Climate

The effects of aerosols on the Earth’s radiative balance are classified into direct and
indirect (Haywood and Boucher, 2000; Twomey, 1977b). The direct effect consists of any
direct interaction of radiation with aerosol, such as absorption or scattering. It affects both
short and longwave radiation to produce a net negative RF (Charlson et al., 1992). The
magnitude of the RF due to the direct effect of an aerosol is dependent on the underlying

surface, as this affects the net amount of radiation absorbed or scattered to space. If a

highly scattering aerosol is ve a surface of low albedo! it has a greater RF than if

it was above a surface of hrz albedo. The converse is true of absorbing aerosol, with
the greatest RF arising from a highly absorbing aerosol over a surface of high albedo
(Haywood and Boucher, 2000).

Aerosols also affect the Earth’s climate though their role in cloud formation, known as
the indirect effect. Cloud droplets form onto pre-existing particles, known as cloud con-
densation nuclei (CCN). For any given meteorological conditions, an increase in CCN
can increase the number of cloud droplets. This increases the albedo of the cloud, re-
ducing the surface flux of solar radiation in a process known as the cloud albedo effect
(Twomey, 1977b). Evidence supporting the cloud albedo effect has been seen from the
effects of ship tracks (Ackerman et al., 2000b) and biomass burning (Andreae et al., 2004;
Kaufman and Fraser, 1997) on cloud albedo compared to ambient clouds. The direct and

cloud albedo effect are both first order effects and therefore are classified as radiative

IThe albedo of an entity is defined as the fraction of incoming radiation reflected by that entity.
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1.1. THE INFLUENCE OF AEROSOL

forcings by the IPCC (Forster et al., 2007).

An increase in cloud droplet number also acts to reduce the cloud droplet size (for
a given amount of water) which suppresses precipitation, increasing the cloud lifetime.
This increases the time-averaged cloud albedo and is known as the cloud lifetime effect
(Forster et al., 2007). This has been observed as the suppression of drizzle in ship tracks
(Ferek et al., 2000) compared to ambient clouds and inhibited precipitation in biomass
burning plumes (Rosenfeld, 1999). The cloud lifetime effect is classified as a climate
feedback (rather than a RF) by the IPCC due to the interdependence between it and the
hydrological cycle (Forster et al., 2007). However, it has previously been classified as a
negative RF (Hansen et al., 1997).

The semi-direct effect concerns the influence of absorbing aerosol, such as soot. It
encompasses many individual mechanisms, and in general is more poorly defined and un-
derstood than the direct and indirect aerosol effects. However, direct evidence of several
of these mechanisms has been reported. If absorbing aerosols are present in a layer aloft
in the atmosphere they can heat surrounding air which inhibits the condensation of water
vapour resulting in less cloud formation (Ackerman et al., 2000a). Additionally, heating a
layer of the atmosphere relative to the surface results in a more stable atmosphere which
inhibits convective uplift of moisture (Koren et al., 2004). The heating of the atmosphere
aloft also cools the surface resulting in less evaporation of surface water. The semi-direct
effect is sometimes classified as a positive RF (Hansen et al., 1997), although strictly it is
considered a climate feedback by the IPCC AR4 due to the interdependence between it
and the hydrological cycle (Forster et al., 2007).

All the aerosol climate effects have some reliance on the vertical distribution of aerosol
in the atmosphere, in particular their altitude in comparison to cloud cover. Aerosol below
cloud will interact with less sunlight than aerosol above cloud or in a clear sky, meaning
its role in the direct aerosol effect will be less. Absorbing aerosol over cloud cover is also
likely to result in a bigger change in albedo than if over cloud free ground. For aerosol to
be involved in the semi-direct aerosol effect it must be transported to the altitude of cloud
formation. The altitude of absorbing aerosol governs whether it will act to evaporate
existing cloud, or if it will stabilise the mixing of the atmosphere, both examples of the
semi-direct effect. The atmospheric lifetime of an aerosol (see Section 1.3) is dependent
on its altitude (Textor et al., 2006), with aerosol above cloud less likely to be removed,

leading to a greater time-averaged radiative forcing.

While there is mounting evidence supporting the significance of these various aerosol
effects, the magnitude of their influence remains uncertain. In particular, the semi-direct
aerosol effects are not well understood due to the variety of feedbacks which may interact
with each other in a complex manner. A schematic of aerosol effects, adapted from the
IPCC AR4 (Forster et al., 2007), can be seen in Figure 1.2. Aerosols tend to have short
atmospheric lifetimes compared to the long lived greenhouse gases — on the time scale of

days or weeks — meaning their distribution round the World is much more heterogeneous.
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Figure 1.2: Schematic of various aerosol radiative effects. Black dots represent aerosols,
white circles represent cloud droplets. Straight lines represent incident and reflected solar
radiation, wavy lines represent terrestrial longwave radiation. CDNC stand for cloud
droplet number concentration and LWC stands for liquid water concentration. Figure
adapted from the IPCC AR4 (Forster et al., 2007).

This leads to dramatically different aerosol radiative forcings in different parts of the
World. It is also the case that the localisation of some aerosol effects can have a complex

influence on regional meteorology, for instance to the hydrological cycle.

Effects on the Hydrological Cycle

In predicting the human impact of future climate change it is essential to better under-
stand the hydrological cycle which governs rainfall. Changes to the hydrological cycle
can lead to drought or flooding, which can have extreme effects on communities. It is
difficult to predict the behaviour of the hydrological cycle under future emissions scenar-
ios due to the complex interaction of global heating from greenhouse gases with the cloud
micro-physical effects of aerosol. Models and observations indicate that planetary surface
heating increases the amount of water vapour in the atmosphere at around 7% K—' due
to the increased capacity of the atmosphere to contain water (Wentz et al., 2007, and ref.
therein). This in turn is predicted to increase precipitation, although it is uncertain by how
much.

Aerosol can both enhance and inhibit precipitation. In some pristine environments
cloud droplet formation is thought to be limited by the number of CCN available (Poschl
etal., 2010). Precipitation can be caused by inadvertent or intentional “seeding” of clouds
with hygroscopic particles. For instance Biswas and Dennis (1971) demonstrated artifi-
cial cloud seeding using sodium chloride and Mather (1991) observed an increase of large
cloud drops downwind of a paper mill which was hypothesised to affect precipitation
rates. However, aerosols also inhibit precipitation through the semi-direct and indirect
effects. Koren et al. (2004) found that in Amazonia, heavy smoke from biomass burning

completely inhibited cumulus cloud formation, compared to 38% cloud cover in smoke-
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less conditions. Rosenfeld (1999) also demonstrated a similar effect in Borneo using
satellite data.

It also seems that aerosols can affect the hydrological cycle on a regional scale. As
Patra et al. (2005) highlight, change in the Indian monsoon is an important example of hy-
drological change impacting a wide region. Layers of absorbing pollution aerosol reduce
the sea surface temperature, reducing the amount of water vapour entering the monsoon
system. Agriculture accounts for around 16% of Indian GDP and employs over half a
billion people in India (US Central Intellegence Agency, 2011) and Indian crop yields are
historically linked to the monsoon (Parthasarathy et al., 1994). The failure of the Indian
monsoon has been linked to anthropogenic aerosol (Chung and Ramanathan, 2006; Patra
et al., 2005), with an estimated rainfall suppression of 10-20% (Chung and Ramanathan,
20006). It is also thought that suppression of Indian monsoon rainfall has increased pre-
cipitation in the African Sahel (Chung and Ramanathan, 2006), showing the hydrological
cycle of the World to be complex and interconnected.

It is still unclear if aerosols cause a net increase or decrease in precipitation (Levin and
Cotton, 2008; Rosenfeld et al., 2008). However, there is mounting evidence that aerosol
effects can perturb the hydrological cycle on a regional scale, often to the detriment of lo-
cal populations. Andreae (2007) believes that in virtually all terrestrial environments an-
thropogenic aerosol emissions modify the hydrological cycle, with pre-industrial aerosol

concentrations more similar to those in remote marine environments.

Effects on Atmospheric Chemistry

Aerosols play an important role in the chemistry of the troposphere by providing sur-
faces upon which chemical reactions can occur. They facilitate heterogeneous reactions
which are defined as reactions “in which one or more reactants undergo a change at an in-
terface” (Encycopaedia Britannica, 2011). In the context of aerosol this refers to reactions
between gas and condensed phase species at an aerosol surface. Such reactions change
the nature of the aerosol itself, and also affect concentrations of the gas phase species.

Understanding changes to physical properties of aerosol as a result of heterogeneous
reactions is important for predicting how they will affect climate. For instance, if an
aerosol becomes more hygroscopic (see Section 1.3) as a result it is more likely play a
role in the direct effect due to an increased scattering cross section (through activation
or swelling) and the indirect effect as a CCN. Reactions that change aerosol absorbance
will change their role in the direct effect. The atmospheric lifetime of an aerosol is also
linked to its hygroscopicity, as particles activated as cloud droplets are more likely to be
removed by precipitation.

Aerosol appeared to affect gas phase species after the eruption of Mount Pinatubo in
1991 (McCormick et al., 1995) when sulphate aerosol (formed from volcanic emissions
of sulphur dioxide; see Section 1.2) affected stratospheric ozone concentrations by in-

creasing the surface area upon which heterogeneous chemistry could occur. A major sink
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of stratospheric ozone is through its reaction with chlorine radicals, CI. It is thought that
the sulphuric acid aerosol allowed more conversion of relatively inert forms of chloride
into reactive Cl through heterogeneous reactions. Reactive forms of nitrate, which are
normally a sink for reactive CI were also heterogeneously converted to inert forms. Both
of these effects appeared to increase the amount of chloride reacting to deplete ozone.
The understanding of the heterogeneous chemistry of stratospheric sulphate is reasonably
advanced. However, one of the major challenges of aerosol science is to gain an under-
standing of how these processes govern tropospheric chemistry, particularly in organic

aerosol (see Section 1.4).

Other Aerosol Effects

While much aerosol research is currently focused on the climatic influence of aerosols,
they have long been studied for other reasons. Urban areas have been known to be major
sources of particulate pollution for many years. This was particularly apparent during the
industrial revolution where unbridled and inefficient combustion of coal caused buildings
to turn black with soot and helped to reduce the average life expectancy in working class
cities like Manchester to less 30 years old (Szreter and Mooney, 1998). The effects of
aerosol on buildings are not limited to unsightly blackening but also act to degrade the

materials through the deposition of acids (Grossi and Brimblecombe, 2002).

1.2 Understanding the Natural Background

In order to predict how anthropogenic activity will affect the Earth, it is necessary to
have a good understanding of the biogeochemical cycles which govern the transport and
transformation of important elements. Understanding how they affect aerosol formation,
evolution and removal is key to properly assessing and predicting atmospheric aerosol
climate effects. If we can understand better how we are perturbing these cycles we can
make informed decisions about how to manage our interactions with them in the future.
In order to assess the influence of anthropogenic aerosol direct, indirect and semi-direct
effects, it is essential to first quantify the effects due to the natural, unperturbed system.
Only then will the full nature of anthropogenic aerosol climate effects be understood,

allowing effective mitigation of their effects.

The Carbon Cycle

The carbon cycle has become increasingly relevant as it is being perturbed to a great
extent by anthropogenic activity, leading to the build-up of CO, in the atmosphere that
is playing a major role in climate change. While this is largely due to the combustion of
fossil fuels (especially during the latter part of the 20th Century), a significant amount of

carbon has been released from the biosphere as a result of anthropogenic land use change.
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The IPCC AR4 estimate that, during the 1990s, about 1.6 Gt C yr—! was released into the
atmosphere as a result of the destruction of natural ecosystems, compared to 6.4 Gt C yr—?
from fossil fuels (Denman et al., 2007). Half of the carbon emitted due to land use change
in the 1990s was from tropical Asia (Denman et al., 2007).

Plants, algae and some bacteria use the energy from sunlight to photosynthesise CO4
which results in carbon being reserved in the living tissue. This carbon is returned to
the atmosphere in the form of CO, through respiration in organism cells, decomposition
or combustion. Emission of volatile organic compounds (VOC) by vegetation is also a
significant natural source of carbon to the atmosphere — it has been estimated that VOC
emissions account for 3.5-39% of net ecosytem production of carbon' (NEP; Denman
et al., 2007; Kesselmeier et al., 2002). Globally, non-methane biogenic emissions of
VOCs are 5-10 times the anthropogenic emissions (Guenther et al., 1995; Kanakidou
et al., 2005). These VOCs can be oxidised in the atmosphere to form secondary organic
aerosol (SOA; see Section 1.4) or gas phase species such as CO,, both of which can
influence climate. Biomass burning is also a major route by which carbon reserved in the
biosphere is moved into the atmosphere, both in the form of CO, and aerosol.

Isoprene (2-methyl-1,3-butadiene) is emitted naturally by many different types of veg-
etation and is the most abundant non-methane hydrocarbon in the atmosphere, compris-
ing 44% of all VOC emissions (Guenther et al., 1995). It has long been considered an
insignificant source of secondary aerosol (Pandis et al., 1991). However, recent studies
have measured isoprene SOA in chambers and in the field (e.g. Chan et al., 2010; Claeys
et al., 2004; Surratt et al., 2006). While chamber yields are extremely low, it could be a
very important source of SOA as it is present in the atmosphere in such vast quantities.

About half the World’s forests are in the tropics (Food and Agriculture Organisation,
2010), however, the region is undergoing rapid land use change, with deforestation for
timber and agriculture (Achard et al., 2002; McMorrow and Talip, 2001) changing the
amount of carbon released to the atmosphere as VOCs. Tropical rainforests may be af-
fected not just by direct destruction, but by climate change itself. It seems that, as the
hydrological cycle (see Section 1.1) becomes more erratic with climate change, the ter-
restrial biospheric carbon sink may weaken as ecosystems are affected by drought (Zhao
and Running, 2010). A recent study by Lewis et al. (2011) highlighted the dangers posed
by deforestation of Amazonia. They found evidence to suggest that a reduction in precip-
itation caused by climate change caused tree mortality, which transferred stored carbon
to the atmosphere, exacerbating the initial climate change. It is estimated that tropical
forests contribute almost half of all global biogenic non-methane VOC emissions — about
500 Tg C yr—! compared to the global total of 1150 Tg C yr~! (Guenther et al., 1995).
They are an important source of carbon to the atmosphere and, as such, they could be an
important source of SOA, especially in remote regions where the role of anthropogenic

emissions is less.

! Net ecosystem production is defined as the amount of carbon taken up by the biosphere but not released
through other natural processes (decay or natural trauma) or combustion
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It is a complicated but important task to characterise the unperturbed biospheric sys-
tems, particularly in the tropics where land use change is rapid and widespread. Charac-
terising the unperturbed biospheric systems gives insight into what the implications of
future land use change is likely to be, allowing for informed decisions to be made on land
use change policy. It also provides a benchmark to measure any future, more extreme

perturbations against.

The Sulphur Cycle

Sulphur has a variety of important roles in the Earth’s system (Jacobson et al., 2000).
The vast majority of sulphur is reserved in the lithosphere, from which large amounts
are released through volcanic emissions of sulphur dioxide (SO2) and hydrogen sulphide
(HsS) (Allen et al., 2002; Graf et al., 1997). Many biological processes also emit sulphur-
containing gases. In particular, phytoplankton can move seawater sulphate (SO; ) to
the atmosphere through the formation of dimethyl sulphide (DMS; CH;SCH,). This has
been shown to be the dominant sulphur producing process in the open oceans (Andreae
and Raemdonck, 1983; Andreae et al., 1985) and, as such, is a major part of the sul-
phur cycle. It is possible for sulphate to be emitted from biomass burning although the
processes are highly uncertain (Gao et al., 2003). Anthropogenic activity introduces sul-
phur into the atmosphere mainly in the form of sulphur dioxide from the burning of coal
(and oil derivatives). Sulphur from ore smelting is also a significant anthropogenic source
(Jacobson et al., 2000).

Once emitted into the atmosphere, gaseous sulphurous species tend to have a short
lifetime (days) due to oxidation by the hydroxyl radical (OH), with the OH oxidation
of sulphur dioxide in particular creating sulphuric acid. Sulphur dioxide is also highly
soluble and it readily dissolves in cloud droplets where it can be oxidised, especially
under winter conditions when the photochemistry is less (Irwin and Williams, 1988),
with subsequent evaporation of the drop leaving the residual sulphate aerosol (Forster
et al., 2007; Irwin and Williams, 1988). Sulphuric acid produced from OH oxidation
of sulphur dioxide also condenses without the presence of water to form liquid aerosol
(Forster et al., 2007). It can then be neutralised by a base (usually ammonia) to form a
salt.

Globally about 72% of sulphate aerosol is produced anthropogenically from fossil fuel
combustion emissions, with phytoplankton emissions producing around 19% and volca-
noes accounting for about 7% (Forster et al., 2007). Most of the anthropogenic sulphate
is concentrated in the northern mid-latitudes where fossil fuel combustion emissions are
greatest. While anthropogenic emissions are thought to make up more than 80% of sul-
phate emissions in northern mid-latitudes (Bates et al., 1992) there are large parts of the
globe that are unaffected by anthropogenic emissions (Jacobson et al., 2000).

As sulphate aerosol is relatively abundant, it plays an important role in the global

climate balance. It scatters light efficiently and is hygroscopic, playing and important
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Figure 1.3: A schematic representation of particles of different aerodynamic diameter.
Adapted from (DeCarlo et al., 2004). Particles undergo a force imparted by moving air
(from left to right). Grey arrows represent the velocity of the particles after an acceleration
and black arrows represent the forces imparted. The irregular particle has the same mass
as the larger sphere but the same aerodynamic size as the smaller particle. All particles
have standard density.

role as CCN (Forster et al., 2007). Although much smaller than anthropogenic emis-
sions, volcanic emissions of sulphate can also significantly affect climate. If sulphurous
gas is injected into the stratosphere from the vigorous uplift produced in volcanic erup-
tions, it can form aerosol with an atmospheric lifetime of years, rather than the days or
weeks typical of the tropospheric aerosol. It is then free to affect atmospheric chemistry
(see Section 1.1) and climate through the direct effect, and, once it sediments back into
the troposphere, the indirect effect through the formation of cirrus clouds (Forster et al.,
2007; McCormick et al., 1995). These effects were measured after the eruption of Mount
Pinatubo in the early nineties which caused a mean global cooling of around 0.5°C, which
lasted for several years (Forster et al., 2007; McCormick et al., 1995; Stowe et al., 1992).

The sulphur cycle significantly affects climate through the biogenic and anthropogenic
production of aerosol. While sulphate sources and processes are better understood than
those of organic species, the uncertainty in their radiative forcing still remains large when
compared to LLGHG (Forster et al., 2007). While legislation has led to much of the
sulphur being removed from fossil fuels used in the West, many developing countries
still use fuel that is rich in sulphur (International Fuel Quality Center, 2009). A better
understanding of the sulphur cycle will lead to more accurate predictions of the effect

sulphate aerosols will have under future emissions scenarios.

1.3 Atmospheric Aerosol Properties

Size Definitions

Care has to be taken with the concept of aerosol “size.” Mere diameter will only suffice
for the cartoon of ball bearing-like particles. In reality aerosols are rarely of uniform shape
or density. The simplest size definition is the volume equivalent diameter, D, defined as
the diameter of a perfect sphere with the same volume as the subject particle. However in
practice this is an inconvenient property to quantify.

It is more convenient to define the size of an aerosol in terms of properties that are

more easily measured. A useful property of a particle is its aerodynamic diameter, D,,
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which is defined as the diameter of a sphere of unit density (1 g cm™) with the same
terminal velocity' as the particle. It is dependent on the density, size (D,) and shape of
the particle (Figure 1.3). It is also dependent on the Cunningham slip factor, which is
a correction to the drag predicted by Stoke’s law that is significant when the particle is
not in the continuum regime? (DeCarlo et al., 2004). The application of the Cunningham
slip factor for particles in the free molecular regime® leads to the definition of the vacuum
aerodynamic diameter (D,,). This is the size metric used in Aerosol Mass Spectrometer
measurements (see Section 2.1). It can be defined as

Dyo = L2 e (13.1)

Po X

where p, is the density of the particle, py is unit density, D, is the volume equivalent
diameter and Y is the shape factor in the free molecular regime (unity for a sphere and

greater for irregular shapes) (Jimenez et al., 2003).

Aerosol Sources and Sinks

Aerosol mass can be thought of as originating in one of two ways: it is either emit-
ted directly into the atmosphere (primary aerosol) or formed in the atmosphere from the
condensation of gases (secondary aerosol). Aerosols can be split into the size classes indi-
cated in Figure 1.4. Different sources and sinks are relevant to different sizes of particles,
leading to the formations of distinct size modes.

Particles smaller than 10 nm are known as ultrafine and are produced from bursts
of newly nucleated particles (Kulmala, 2003). Between diameters of around of 10 and
100 nm are the Aitken mode particles. These particles are relatively newly formed and of-
ten arise from growth on, or coagulation of, ultrafine particles. They are also emitted from
internal combustion engines are often a mode indicative of urban locations. As Aitken
mode particles age, they tend to increase in size due to coagulation with other particles
or condensation of gas phase species, forming the next classification of Accumulation
particles, which have diameters between about 100 nm and 1 ym. The process of coag-
ulation also serves to decrease the total aerosol number. Accumulation mode particles
have a relatively long lifetime in the order of days to weeks and are normally aged (that
is oxidised to some degree), with most of their mass being secondary in nature. Particles
in this mode are a similar size to the wavelength of most sunlight, meaning they interact
strongly through Mie scattering and, as such, are important for climate. They also tend to
have the highest total surface area of all the modes making them important when consid-

ering heterogeneous chemistry. Aerosols larger than 1 ym are known as coarse and are

"Velocity at which the gravitational weight of a particle is balanced by drag forces

ZParticles are defined as being in the continuum regime if the mean free path of the gas molecules is
much less than the radius of the particle

3Particles are defined as being in the free molecular regime if the mean free path of the gas molecules
is much greater than the radius of the particle
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Figure 1.4: Principal aerosol size modes, sources, sinks and processes affecting them.
Modified from Seinfeld and Pandis (2006).

generally created during mechanical processes such as vehicle tyre and brake degradation
or creation of surface dust.

The lifetime of a particle in the atmosphere is governed by the removal processes that
affect it. Aerosols are removed from the atmosphere by two types of process. Dry de-
position denotes any process that removes an aerosol from the atmosphere without the
aid of precipitation, such as gravitational settling, impaction on surfaces or electrostatic
deposition. Wet deposition denotes any process where the aerosol is removed by precip-
itation. This can happen through rain-out, when particles incorporated in cloud droplets
are deposited in precipitation, or by wash-out, where particles become incorporated into
precipitation after a collision. The deposition route of an aerosol depends on different fac-
tors such as its water solubility, its size and the amount of precipitation in its environment.

A summary of sources and sinks can be seen in Figure 1.4.

Coarse mode aerosols tend mainly to be removed by settling due to gravitational

forces, leading to a typical lifetime in the order of hours, although this can be signif-
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icantly longer if injected high into the troposphere, for instance by volcanoes or dust
storms (McKendry et al., 2001). They are also more susceptible to removal by impaction
on surfaces than smaller particles due to their larger aerodynamic diameters. The smaller
particles making up the accumulation mode are less susceptible to gravitational depo-
sition as their weight is small compared to the forces imparted by collisions with the
molecules of the suspending gas, that is their terminal velocity is low. These aerosols
have an atmospheric lifetime in the order of days to weeks so they accumulate in the
atmosphere. Removal of these particles is usually due to precipitation. The smallest par-
ticles (5100 nm) diffuse rapidly due to Brownian motion, meaning they are susceptible
to removal by random impaction on available surfaces. They also tend to be processed

into larger modes, both by condensation of gases and coagulation with other particles.

Condensation of Vapours

Describing the condensation of vapours in the atmosphere is important, both in order
to understand the conversion of water vapour to cloud droplets and the conversion of gas
phase species to aerosol mass. A vapour is defined as being a substance that is in the
gas phase but at a temperature below its boiling point. Vapours often exist in equilibrium
with a surface of the same substance, that is when molecules are leaving and joining the
surface at the same rate. For instance, when liquid water is introduced to dry air (in a
closed system), water molecules will enter the gas phase above the surface of the water.
However, until this occurs no water molecules exist in the gas phase that can enter the
liquid phase as the air is dry. As more water molecules evaporate and the concentration
of gas phase water molecules increases, the likely-hood of water condensing back to the
liquid phase increases until an equilibrium is reached. These gas phase water molecules
are referred to as a vapour. Given ideal assumptions, a range of terms can be defined to
describe the behaviour of vapours. The pressure exerted by a vapour in equilibrium with
a surface is known as the equilibrium vapour pressure. The partial pressure of a vapour is
defined as being the “pressure that would be exerted by a constituent gas of a mixture if it
alone occupied the space”(Oxford English Dictionary, 2010c). The sum of all the partial
pressures of a mixture is equal to the total pressure of the mixture (as stated by Dalton’s
Law).

Several factors govern the equilibrium vapour pressure of a substance. It increases
with temperature until the boiling point is reached, at which point the equilibrium vapour
pressure effectively becomes the environmental pressure. The curvature of a surface
changes the pressure of the vapour in equilibrium with it, known as the Kelvin Effect.
This says that the more convexly curved a surface is, the less well bound its molecules
are as they have fewer nearest neighbours to bond with. This has the effect of raising
the equilibrium vapour pressure. The term saturation vapour pressure is sometimes used
to refer specifically to the equilibrium vapour pressure above a flat surface. Equilibrium

vapour pressure is also affected when particles are composed of a mixture of substances,
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known as the Raoult Effect which states “the vapour pressure of a solution is proportional
to the mole fraction of solute in the solution” (Atkins and de Paula, 2002). It is possible
to illustrate this effect by extension of the above example of vapour in equilibrium with a
liquid water surface. If a solute, say sodium chloride, is dissolved in the liquid water, then
a proportion of the molecules at the surface will be sodium chloride, meaning less of the
surface molecules are water. This makes is less likely that an individual water molecule
can evaporate from the surface of the water, hence lowering the vapour pressure. This
idealised equilibrium thermodynamic description of condensation of water vapour above
a surface is known as Kohler theory. An analogous system, known as nano-Kohler theory
(Kulmala et al., 2004), can be used to describe the condensation of non-water species such
as organic vapours.

A net change of phase begins to occur when the partial pressure of a substance is
greater than its equilibrium vapour pressure. The degree to which this is true is measured
by supersaturation. Net condensation of a gas can happen for three reasons: if the ambient
temperature is lowered; if chemical reactions increase the partial pressure of a gas or lower
its vapour pressure; and because of an addition to the mixture lowering vapour pressures
through the Raoult effect. Gases will preferentially condense onto a surface (which in the
context of aerosol is named heterogeneous nucleation). In some circumstances, gases may
condense without a pre-existing surface in a process known as homogeneous nucleation.
The supersaturation needed for this to occur with water is higher than occurs naturally
in the atmosphere, however, homogeneous nucleation of aerosol has been observed in
several environments such as boreal forests (Allan et al., 2006; Laaksonen et al., 2008),
the Arctic (Pirjola et al., 1998) and marine environments (O’Dowd et al., 1999).

The size increase of an aerosol as a function of supersaturation is governed by the
Kelvin and Raoult terms. At small sizes the gradient of this function is positive due to the
dominance of the Raoult effect. Atlarger sizes the Kelvin term dominates and the gradient
becomes negative. The maximum supersaturation (when the two terms are balanced and
the gradient is zero) is known as the critical supersaturation. This means that when
an aerosol surpasses its critical supersaturation, it can grow in size indefinitely (or until
mechanical breakup of the droplet occurs) as the supersaturation is always greater than
the critical supersaturation for a particle of that size. This is referred to as activation of a
nucleus. It occurs during the formation of cloud droplets upon aerosol (Twomey, 1977a)
and can also occur during the condensation of non-water species such as organic vapours
upon aerosol (Kulmala et al., 2004).

The composition of an aerosol also plays an important role in its critical supersatura-
tion, which governs its ability to form cloud droplets (Gysel et al., 2007). Salts and other
ionic compounds tend to activate more easily as they readily dissolve in water because it
is polar. In general the hygroscopicity! of inorganic compounds is relatively well charac-

terised compared to organics. However, recent studies have started to find general trends

"hygroscopic is “said of bodies which readily absorb moisture from the air, so as to swell up, contract
in length, or change form or consistence” (Oxford English Dictionary, 2010d)
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in organic hygroscopicity. In particular Jimenez et al. (2009) have combined ambient and
chamber data to show that organic aerosol hygroscopicity increases as the aerosol be-
comes more oxidised (see Section 1.4). In order to accurately predict the indirect aerosol
effect, the number of activated CCN must be known. It is also the case that aerosol which
absorb water and swell increase their chance of interacting with solar radiation, therefore
increasing their role in the direct (and potentially semi-direct) aerosol effect. Therefore
it is important to be able to predict the size and compositional evolution of aerosol, and

then to be able to effectively relate these to predictions of water affinity.

1.4 Organic Aerosol

The term organic refers to any carbon containing molecules other than simple binary
compounds and salts. Originally it was used to describe any compound that originates
in a living organism and, as such, contains carbon (Oxford English Dictionary, 2010b).
Organic aerosols can be a large fraction of the sub-micron aerosol population, ranging
from 20 to 90% (Kanakidou et al., 2005), meaning accurately predicting their behaviour
is an important part of predicting aerosol climate effects. They can be emitted directly
into the atmosphere: sources of primary biogenic aerosols include pollen, fungal spores,
viruses, or detritus and primary anthropogenic sources include emissions from fuel com-
bustion or mechanical degradation such as that from vehicle breaks and tyres. These are
referred to as primary organic aerosol (POA). Organic aerosol can also be formed through
the oxidation of organic vapours, which tends to lower their saturation vapour pressure,
causing partitioning to the condensed phase. The volatility of a species ¢ is often expressed
as an effective saturation concentration

va
=S
i

Coa (1.4.1)

where C,,,, is the vapour concentration of ¢, Cy,, is the condensed phase concentration of
© and Cop 4 is the total organic aerosol concentration (Donahue et al., 2006). Atmospheric
organic compounds can be classified according to their C* values. In order of decreasing
volatility, they can be present entirely in the gas phase (volatile organic compounds; VOC;
C* > 10°ug m~3), almost entirely in the gas phase but with a very high potential to form
aerosol after a reaction (intermediate volatility organic compounds; IVOC; C* = 103-
10%ug m~—3), partitioned between phases with more than 1% of mass condensed (semi-
volatile organic compounds; SVOC; C* = 107'-103ug m~3) or entirely present in the
condensed phase (C* < 10~ ug m™3).

SOA has traditionally been thought of as formed from the oxidation of VOCs, however
work in the last few years has shown SVOCs and IVOCs may also be significant sources
of aerosol through the oxidation of their gas phase components. For instance, organics

traditionally considered involatile POA were shown to partition to the gas phase upon
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dilution, where they were then oxidised to form SOA (Robinson et al., 2007). Recently
it was found that the width of the organic aerosol plume downwind of a large oceanic
oil slick was greater than the width of the VOC plume. The VOC plume width was also
found to be a function of decreasing volatility. The conclusion was that SOA was formed
from the lower volatility species (IVOC) which evaporate more slowly, by which time the

slick has spread over a wider area (de Gouw et al., 2011).

Formation of Secondary Organic Aerosol Through Oxidation of Organic

Vapours

Kroll and Seinfeld (2008) provide a review of the chemistry of formation of SOA from
oxidation of VOCs. This and references therein are the basis for much of this section.
The main way VOCs are processed in the atmosphere is through gas phase oxidation
reactions. Oxidation of a molecule is defined as the loss of electrons when two or more
substances interact, one of which is often, but not always, oxygen. Usually the oxidation
of atmospheric VOCs occurs through reaction with the hydroxyl radical' (OH-), the nitrate
radical (NOs-) or ozone (O3). Oxidation of organic molecules can lower their equilibrium
vapour pressure, making them more likely to be present in the condensed phase. This
occurs through the addition of functional groups which increases the overall polarity of
the molecule (especially if the added group is polar). It can also occur from the increase
in molecular weight, especially if the species oligomerises to form a long chain molecule.
However, oxidation can also increase the equilibrium vapour pressure of a molecule by
fragmenting it into products of smaller molecular weight than the parent molecule.

The most important oxidant in the troposphere is the hydroxyl radical, which has
been calculated to destroy about 3.7 Pg of trace gases every year (Prinn, 2005). During

the daytime it is primarily formed via the photo-decomposition of ozone in the reaction

Os+hv — Oy +0('D) (1.4.2a)
O('D) + H,O — 20H- (1.4.2b)

at wavelengths < 319 nm (Seinfeld and Pandis, 2006). It can also be created by the
photolysis of nitrous acid (HONO). Since the main removal reaction for HONO is photo-
decomposition, it reaches a maximum at night-time (especially in urban areas because of
NO, emissions) but can be a source of OH in the morning (Seinfeld and Pandis, 2006).
The hydroxyl radical does not react with any of the major atmospheric gases but is highly
reactive with most trace gases. It is also often regenerated in catalytic cycles when react-
ing with trace gases. This means the supply of OH is not exhausted and sustains day time

levels of ~ 10° molecules cm 2 (Seinfeld and Pandis, 2006). It has a diurnal cycle as it

YA Free Radical (often just radical) is defined as “an uncharged atom or group of atoms having one
or more unpaired electrons”(Oxford English Dictionary, 2010a). They tend to be highly reactive and are
denoted by a dot which represents the unpaired electron, as in OH-
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is produced photolytically, and it is the dominant radical during the day. OH- is of partic-
ular importance in the tropics due to the reliance of mechanism 1.4.2 on solar radiation
and water vapour. The most important radical at night is the nitrate radical, however it
photolyses readily (it has a noontime lifetime of ~ 5 seconds) so is not important during
daylight hours (Seinfeld and Pandis, 2006).

One of the most important governing factors in the formation of SOA is the concen-
tration of reactive nitrogen oxides (NO or NOo, referred to as NO,). These are produced
naturally by lightning and from soil emissions, and anthropogenically from high tempera-
ture combustion (such as in vehicle engines). The effect of NO,, levels on SOA formation
has been the focus of much work recently but the effects appear to be complex. Generally
speaking, NO,, affects the type of reactions that occur in three ways: it affects the relative
proportions of the initial oxidants; fate of RO, radicals; and fate of RO. Under high NO,
conditions ROs reacts with NO,, at the expense of RO; + RO, or RO, + HO, reactions.
In general, small hydrocarbons (such as isoprene and monoterpenes) show lower SOA
yields when oxidised in the presence of NO,. However the converse seems to be true for
larger hydrocarbons (such as sesquiterpenes) that have been studied.

The formation of SOA from isoprene has been a subject of much work in recent years.
It was considered an insignificant source of SOA (Pandis et al., 1991) until organic aerosol
detected on filter samples from Amazonia (Claeys et al., 2004) was confirmed to be the
same as that from the chamber oxidation of isoprene (Surratt et al., 2006). Since then,
chamber studies have measured isoprene SOA such as epoxides (Paulot et al., 2009;
Surratt et al., 2010), tetrols (Kleindienst et al., 2009; Surratt et al., 2006, 2010) and
organosulphates (Surratt et al., 2008). The same species have subsequently been mea-
sured on ambient filter samples (Chan et al., 2010; Surratt et al., 2010). Until Froyd et al.
(2010) recently measured organosulphate isoprene SOA using the Particle Analysis by
Laser Mass Spectrometry (PALMS) technique, isoprene SOA had only been measured
on filter samples, leaving the high time resolution behaviour unexplored. Several fac-
tors seem to affect the amount and type of isoprene SOA formed, including relative NO,,
concentrations and the presence of sulphate (Carlton et al., 2009; Surratt et al., 2010).
Isoprene SOA is now considered likely to be a significant source of atmospheric aerosol
(Henze and Seinfeld, 2006), however the atmospheric processing of isoprene SOA and

burden is still poorly understood (Carlton et al., 2009).

Organic Aerosol Models

Due to the vast number of organic species and reactions present in the atmosphere, the
amount of VOC that is partitioned to the condensed phase is highly uncertain. Goldstein
and Galbally (2007) estimate that there have been between 10% and 10° different organic
compounds measured in the atmosphere, although many more may be present. They as-
sert that most atmospheric organics have not been directly measured, in either the gaseous

or aerosol phase. The sinks of a large proportion of VOCs emitted into the atmosphere
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are not known. They suggest that these organics are reacting to become SOA. Consensus
over organic aerosol sources has not been reached and there are still significant gaps in
our knowledge of the life-cycle of organic aerosol as a whole.

So called bottom-up models rely on detailed knowledge of chemical processing of
SOA precursors and associated partitioning. Highly explicit models representing thou-
sands of individual gas phase chemical reactions such as the Master Chemical Mechanism!
can be coupled with partitioning models (e.g. Johnson et al., 2006). These highly explicit
models are computationally expensive making them impractical for predicting SOA on
global scales. They rely on a good knowledge of precursor emissions, detailed knowledge
of the highly complex chemical processes that occur and accurate prediction of species
vapour pressures. However, if they can be made provide an accurate representation of at-
mospheric organic chemistry they should be highly skilled at predicting chemistry under
future perturbations.

Less explicit bottom up models use parameterisations of aerosol yields from cham-
ber experiments. Chamber oxidation experiments can measure the fraction of VOC that
partitions as SOA for different precursors and oxidising conditions (e.g. precursor, NO,,
and oxidant concentrations, relative humidity). This yield can then be used in SOA mod-
elling schemes. Like the highly explicit models, these models rely on a good knowledge
of VOC emissions, which can be a significant source of error. Guenther et al. (1995) es-
timated the uncertainty in BVOC emission rates to be a factor of three, probably higher
in the tropics. These models also rely on the behaviour of SOA chemistry in chambers
being representative of atmospheric processes. SOA formed under the conditions typical
of many chamber studies can have different composition and yields from that formed un-
der atmospherically representative levels (Shilling et al., 2009). Ng et al. (2010) showed
that data from chamber SOA only represented the less oxygenated fraction of atmospheric
organic aerosol, with SOA representative of highly aged atmospheric organics (which are
ubiquitous in the atmosphere) never reached. It is also impractical to separately param-
eterise SOA formation for all atmospheric organic compounds so decisions have to be
taken about which are the most important sources to study and what generalisations can
be made to unstudied species.

Many species in the atmosphere exist in an equilibrium between the condensed and gas
phases. Predicting the amount of a species present in each phase is particularly difficult
in the case of organics as their volatility constantly changes as it they are oxidised in
the atmosphere. Donahue et al. (2006) proposed a framework for the description of the
partitioning of aerosol named the Volatility Basis Set (VBS). The volatility of an aerosol
can be parameterised in terms of the VBS using measurements of volatility performed
in conjunction with chamber experiments. These parameterisations can then be used to
describe SOA formation in regional scale models (e.g Lane et al., 2008). The VBS has the

advantage of covering a large range of volatilities meaning it can capture partitioning of

'The Master Chemical Mechanism at the University of Leeds http://mcm.leeds.ac.uk/MCM
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Figure 1.5: Results of chamber oxidation of a-pinene displayed using the VBS.
Condensed material is represented by the green portion of the bars and vapours shown
by white portion. The point indicated with an arrow is where Cp4 = C* i.e. the same
amount of vapour and condensed phase is present in that bin. Reproduced from Donahue
et al. (2009)

aerosol that was previously considered involatile (Robinson et al., 2007). The description
of the vapour component of low volatility species allows for SOA formed from these
vapours to be predicted. Terms can be defined that quantify the volatility of a system
(Donahue et al., 2009; Shrivastava et al., 2006). The particle fraction (X),) is defined as
being the ratio of the organic particulate mass to the total organic mass (particulate and

gas). This can be expressed as

n C: —1
X, =Y _fi (1 + COA) (1.4.3)
=1

where f; is the mass fraction of species ¢ (particulate and gas), C; is the effective satu-

ration concentration of species i, Cp4 is the mass concentration of the absorbing organic
phase, and n is the number of components in the system. By measuring X; and Cp 4 ex-
perimentally, a value of C can be calculated. Cp 4 can be thought of as the total organic
aerosol concentration although there is some debate as to the effects of composition and
coatings. The volatility distribution of a species can then be expressed on a basis set of
C#: usually 1072, 1074, 10°, 10, 102, 103, 10* and 10° ug m~3. Figure 1.5 shows a-
pinene oxidation products expressed on a VBS. While the VBS provides a framework for
quantifying the volatility distribution and partitioning of an organic aerosol population, it
is highly empirical. Different approaches used to predict species volatility distributions
from first principles give a wide range of values, and little data currently exists to asses
which, if any, of these approaches are applicable to atmospheric species (Booth et al.,
2010).

Top-down modelling approaches apply estimates of well understood global sources
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and sinks in order to assess the likely size of the less well known. While these “back-of-
the-envelope” calculations make vast assumptions and have poor predictive skill accord-
ingly, they tend to negate the problems associated with bottom-up approaches such as a
lack of knowledge of detailed chemical schemes or extrapolations from laboratory data.

As such they often provide a better assessment of source and sink budgets.

Global Estimates of SOA

Hallquist et al. (2009) collated bottom-up and top-down OA estimates from a range of
studies in order to better constrain global SOA estimates. Their meta-analysis is sum-
marised here. Recent bottom-up estimates that combine anthropogenic and biogenic
fluxes of VOCs with yields from chamber experiments (Henze and Seinfeld, 2006; Henze
et al., 2008; Kanakidou et al., 2005) give a total biogenic SOA (BSOA) flux of around
9-50 Tg C yr—!. This is compared to a POA flux of 35 Tg C yr~! (Bond et al., 2004) and
an anthropogenic SOA (ASOA) flux of 1.4-8.6 Tg C yr—! (Henze et al., 2008). This gives
a total OA budget of around 50-90 Tg C yr—!.

Through various treatments of knowledge of atmospheric emissions and depositions,
Goldstein and Galbally (2007) suggest that bottom up estimates of SOA production could
be more than an order of magnitude too small. One value is calculated by balancing mass
of known sources and sinks of VOCs, by which they estimate the amount of SOA to be
510-910 Tg C yr!. Another estimate of SOA concentrations is performed by inspecting
the relationship of organic to sulphate aerosol. Sulphate aerosol fluxes are better con-
strained than those of organic aerosol as there is a more complete understanding of the
relatively simple chemistry that governs sulphate aerosol formation. By combining an es-
timate of the global sulphate flux with typical measured sulphate to organic ratios (~1:1)
a final value of 140-540 Tg C yr—! is reached. However, the majority of studies which
inform this ratio were performed in the northern mid-latitudes, meaning extrapolating to
other areas where the sulphate to organic ratio is likely to be different may introduce error.

This kind of top-down estimate has been updated by Hallquist et al. (2009) which
builds on the sulphate scaling approach, which they believe to be the most accurate,
to estimate the total SOA flux. They state that the assertion of Goldstein and Galbally
(2007) that bottom-up models under-predict SOA fluxes by a factor of 10-100 (requiring
11-70% of VOCs to condense) seems to be “unrealistically high”. The top-down sul-
phate scaling estimates of Hallquist et al. (2009) predict an OA flux of 150 TgC yr—!
(60240 Tg C yr!). This included primary and secondary OA from both biogenic and
anthropogenic sources. By then subtracting best estimates from the literature of POA
loadings they estimate SOA fluxes of 115 Tg C yr~! (25-210 Tg C yr!), or approx-
imately 70% of OA mass. This estimate compares favourably to the meta-analysis of
Aerosol Mass Spectrometer (AMS; see Chapter 2) data sets (Zhang et al., 2007) when
some broad assumptions about oxidised POA (for instance from biomass burning) are
made. The Hallquist et al. (2009) SOA estimate is towards the lower end of the Goldstein
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and Galbally (2007) estimates. By subtracting estimated contributions of anthropogenic
and biomass burning to SOA flux, Hallquist et al. (2009) arrive at a flux of BSOA of
90 Tg Cyr! (0-185Tg C yr™).

Global SOA estimates have been refined further by Spracklen et al. (2011), in discus-
sion at the time of writing. This study uses a set of AMS data form numerous studies
(including the results reported in this work in Chapter 4) to constrain SOA production
yields in a global chemical transport model. They estimate a total global SOA source of
140490 Tg yr!, of which 1348 Tg yr! is biogenic, 10046 Tg yr~! is anthropogenically
controlled (a definition of which is included on p.65), 23415 Tg yr~! is from conversion
of POA to SOA (mostly from biomass burning), and 343 Tg yr—! is from processing of
biomass burning VOCs. This translates to mean radiative forcings of -0.26+0.15 Wm™2
for the direct aerosol effect and -0.6_42%, Wm™2 for the indirect effect.

Of course, these top down estimates make substantial assumptions, but it does ap-
pear that they predict a vastly higher global carbon flux to SOA than is predicted by the
bottom-up considerations. The discrepancy implies that chamber experiment yields do

not provide a complete picture of atmospheric oxidation processes.

Ensemble Property Models

Explicitly modelling the vast amount of atmospheric organic species that are thought
to exist may be difficult due to the computational cost and need to parameterise all rele-
vant processes. Several conceptual models now exist for the description of organic aerosol
processing in terms of their ensemble properties, negating the need for a detailed under-
standing of individual mechanisms and species emissions. Zhang et al. (2005) decon-
volved an urban AMS organic mass spectrum using a component analysis algorithm that
relates individual marker peaks to source spectra contributing to the ensemble mass spec-
trum. By using m/z 57 (mostly C4Hg) as a marker peak for hydrocarbon-like organic
aerosol (HOA; a proxy for primary aerosol from vehicle combustion emissions) and m/z
44 (mostly COJ) as a marker peak for oxygenated organic aerosol (OOA; a proxy for
SOA and oxygenated POA) they were able to account for ~99% of the variance in their
dataset. This technique was applied to 37 existing data AMS datasets, which showed that
OOA was the dominant factor, particularly in rural studies (Zhang et al., 2007).

This deconvolution approach was improved by the introduction of positive matrix fac-
torisation (PMF, see Section 2.3), which Lanz et al. (2007) applied to an urban dataset.
They found that the OOA component was itself composed of sub-factors (as speculated by
Zhang et al. (2007)). These seemed to represent a highly oxygenated component (named
OOAT1) and a less oxidised component (named OOA2). Ulbrich et al. (2009) then pre-
sented a standardised approach for PMF analysis of AMS data (along with authoring
analysis software) the use of which is now widespread in the community.

Jimenez et al. (2009) applied the PMF analysis to 30 datasets resolving up to four fac-
tors (corresponding to the HOA, OOA1, OOA2 and any other factor). They proposed that
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newly formed semi-volatile aerosol is represented by OOA2 and that this is oxidised to
aerosol represented by OOA1. They refer to these as semi-volatile OOA (SV-OOA) and
low-volatility OOA (LV-OOA) respectively, and stress that these are points on a contin-
uum of aerosol oxidation rather than distinct aerosol types (Morgan et al., 2010; Ng et al.,
2010). This is supported by data they present from the Megacity Initiative: Local and
Global Research Observations (MILAGRO) project in Mexico city (DeCarlo et al., 2008).
This study compared high resolution AMS data from three ground sites (in Mexico city
itself, 30 km downwind and 63 km downwind) and aircraft data to find that the fraction
of OOA, O:C ratio and LV-OOA contribution all increased with ageing. By comparing
O:C with hygroscopicity measurements from several studies, they show that a generalised
link can be made between the two (Figure 1.6(a)). They propose a conceptual framework
where organic species evolution can be represented by progression through a 2-D space
of O:C vs. volatility. The effect of different types of chemical reactions to an organic
species in this space is shown in Figure 1.6(b).

Heald et al. (2010) propose a slightly different conceptual model that represents or-
ganic aerosol on a Van Krevelen diagram (H:C vs O:C) (Van Krevelen, 1950). They
found that data from a variety of contrasting environments (laboratory and field) pop-
ulated a very narrow space of the Van Krevelen diagram, characterised by a slope of
approximately -1, with aerosol progressing from top left to bottom right as it ages. In
addition, Kroll et al. (2011) propose describing the evolution of organic aerosol species in
a 2-D space of average carbon oxidation state! vs. number of carbon atoms. As organic
species are oxidised they tend to progress from bottom left, with low oxidation number
and a high number of carbon atoms, to top left, with high oxidation number and a low
number of carbon atoms.

Organic aerosols are complex and dynamic which makes prediction of their radiative
effects from first principles extremely difficult. The frameworks that have been presented
in the recent years go a long way to addressing this issue by aiming to characterise en-
semble aerosol properties. The goal is to relate relevant physical properties (e.g. light
absorption, number, size) to measurable properties of bulk aerosol, in the same way that
hygroscopicity seems to be closely related to the O:C ratio of organic aerosol. This will
then allow a better constraint on the way the significant and least well understood com-
ponent of atmospheric aerosol affects climate through direct interaction with sunlight and
its role as CCN. These nascent ensemble models hold huge potential for providing an ef-
ficient description of organic aerosol. A fuller characterisation of ambient organic aerosol
is essential in order to refine our understanding of organic aerosol processes. These con-
ceptual models have so far mainly or exclusively been tested in the northern mid-latitudes.
Aerosol distributions are heterogeneous due to their relatively short atmospheric lifetime.

Hence, in order to reach a fuller understanding of global organic aerosol, the pool of

'Oxidation state of an atom is defined as the charge it would take if it were to loose all electrons
participating in bonds to more electro-negative atoms, but gain all electrons participating in bonds to less
electro-negative atoms.
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Figure 1.6: Figures modified from Jimenez et al. (2009). (a) A generalised relation of
hygroscopic growth factor (measured with HTDMA) to aerosol O:C ratio (measured with
AMS) using data from field projects and chamber studies. (b) Schematic representation of
the ways different reactions move an organic species through the 2-D O:C vs C* (volatil-
ity) space. Organic species n can be affected by oligomerisation (volatility decreasing
but O:C staying constant), functionalisation (volatility decreasing and O:C increasing) or
fragmentation (resulting in at least two fragments with possibly increased volatility and
increased aggregate O:C). This results in organic species n+ 1 which can then be evolved
further. Labels in green indicate that organic species tend to move from bottom right to

(b)

top left as they are processed from VOCs to SV-OOA and LV-OOA.
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detailed datasets must be expanded to cover the regions which are uncharacterised.
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CHAPTER
TWO

THE AERODYNE AEROSOL MASS SPECTROMETER

The Aerodyne Aerosol Mass Spectrometer' (AMS) was used to make the majority
of the measurements presented in this thesis so its workings, calibration and analysis are
presented here. The AMS is a field deployable instrument that can provide quantitative
measurements of the chemical composition and aerodynamic size of aerosol particles.
It provides much higher time resolution data than off-line techniques, and avoids many
of the associated artifacts such as evaporation of volatile species and contamination of
samples. Its use has been demonstrated in a variety of field campaigns (e.g. Alfarra et al.,
2004; Jimenez et al., 2009), aircraft campaigns (e.g. Bahreini et al., 2003a) and laboratory
studies (e.g. Robinson et al., 2007). There have been several different models of the AMS
produced, namely the Quadrupole AMS (Q-AMS; Jayne et al., 2000), Compact Time of
Flight AMS (C-AMS; Drewnick et al., 2005) and the High Resolution Time of Flight AMS
(HR-AMS; DeCarlo et al., 2006). AMS design and techniques have been reviewed by
Canagaratna et al. (2007). This Chapter will describe the design, operation and analysis
of the two time-of-flight AMSs.

The instrument consists of three main sections: the inlet, particle sizing region and
the particle mass spectrometer region (Figure 2.1). The particles are sampled through an
aerodynamic lens that focuses the particles into a narrow beam. A supersonic expansion
at the exit of the lens imparts size dependent velocity upon the particles, meaning vac-
uum aerodynamic size (D,,) can be inferred from particle time of flight over a specific
distance. The particles are then vapourised on a heated surface and ionised by electron
impact. The resultant ions are extracted into the ion time of flight (IToF) mass spectrom-
eter where their mass to charge ratio is measured. These can then be grouped by species

type and summed to give speciated mass loadings as a function of time.

2.1 Design of the AMS

This section provides a description of the AMS technique, following the an aerosol

from entering the instrument to the logging of its data.

"Manufactured by Aerodyne Research Inc., 45 Manning Road, Billerica, MA, USA
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Figure 2.1: Schematic of the HR-AMS with V- and W-mode ion paths indicated.
Reproduced from DeCarlo et al. (2006). The C-AMS is comparable to the HR-AMS
running in V-mode but with a smaller mass spectrometer (and therefore ion path length).
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Figure 2.2: Modelled particle trajectories of 100 nm unit density spheres in the aerody-
namic lens. Reproduced from Jayne et al. (2000) and Zhang et al. (2002).

Inlet Technology

The aerosols are sampled through a critical orifice, typically 100 or 120 pm in diam-
eter. They then pass through an aerodynamic “lens” consisting of a series of concentric
apertures of decreasing diameter. The successive compressions and expansions cause the
particle trajectories to converge on the axis of the lens. The gas phase fraction expands
upon exiting the lens making it possible to skim the majority of it off with a skimmer cone
as it enters the second chamber. However, it is worth noting that even the enriched beam
is still dominated by the gas phase (a factor of 10> — 10° by mass). An extensive fluid
dynamics model of the lens (Figure 2.2) has calculated a 100% transmission efficiency
for particles between 30 nm and 700 nm, gradually diminishing to ~ 40% up to 2.5 um.

Particles smaller that this are lost as they follow the gas streamlines and are skimmed
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off. Larger particles are lost by impaction on the lens interior. The AMS is kept under
vacuum by five turbo-molecular pumps, or turbo-pumps. As well as directly evacuating
the instrument, several of the turbo-pumps act to back those evacuating higher vacuum

sections of the instrument.

Particle Time of Flight Region

The beam then passes into the particle time of flight (PToF) region. It is modulated
with a mechanical chopper wheel consisting of a rotating disk with two radial slits. The
chopper can be positioned in-line with the beam without rotating so as to block it (the
blocked position, used for measurements of the background signal), out of line to let
it pass freely (the open position) or in-line rotating to transmit pulses of particles (the
chopped position). These positions are changed depending on the mode of operation of
the instrument. The flight time of pulses of particles in the chopped mode, from the chop-
per to detection, can be measured, with the start time established using the signal from
an infra-red photo-diode pair monitoring through the chopper slit. As the time between
vapourisation and detection is comparatively negligible, the time until detection is equiva-
lent to the time taken for a pulse to travel from the chopper to the vapouriser — a distance
of 0.395 m in the Manchester HR-AMS. As the particles have a size dependent velocity
this can be used to produce size resolved measurements. The resolution of the size mea-
surement is governed by the size of the packet across time of flight space, a smaller packet
giving higher resolution. This can be controlled by changing the rotation frequency or slit
width (known as the duty cycle) of the chopper (typically 150 Hz and 2% respectively).
However, while reducing the duty cycle increases the sizing resolution, it reduces the sin-
gal to noise ratio as a smaller proportion of the particles are analysed. Care also has to be

taken that pulses are not so close as to overlap before detection.

Vapourisation and Ionisation

The beam impacts on a heater (~550°C) at a pressure of <10~7 Torr. A component of
the aerosol population is flash vapourised on impact; these are defined as non-refractory
(NR). Some particles, such as black carbon, mineral dust and sea salt do not vapourise
(defined as refractory) and are not detected by the AMS. Some particles are also not
vapourised as they rebound off the heater. This is mitigated by using an inverted conical
heater made from porous tungsten (Figure 2.3). After vapourisation of the particle, the
resultant molecules are then ionised using 70 eV electron impact (EI). During ionisation
most molecules are fragmented because of the high energy of the electrons. However, if
the energy of the ionising electrons is consistent then the distribution of fragment ions
is repeatable and can be accounted for in the data analysis (see Section 2.3). 70 eV

El is a standard ionisation method so AMS spectra can be compared to mass spectral
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Figure 2.3: Schematic of AMS vapouriser and ioniser (Canagaratna et al., 2007).

databases such as the one run by the National Institute of Standards and Technology!
(NIST). Studies, for example Alfarra et al. (2004), show that the AMS and NIST spectra
are qualitatively comparable. However, two systematic differences have been observed in
AMS spectra due to the harsh vapourisation. Firstly, there is a greater tendency for long
chain species to fragment, however this does not occur to such an extent as to prevent
useful comparison. Secondly, the thermal decomposition of highly oxidised molecules
on the surface of the AMS vapouriser has a tendency to form CO; fragments. This
phenomenon allows for insight into the degree of oxidation from inspection of the m/z

44 COJ peak, a practice now commonplace in the AMS community.

Mass Spectrometer

The ions are focused into a beam using tuned electric fields. Pulses of ions are then
extracted orthogonally from this beam into the ion time of flight mass spectrometer? where
they are detected using a Micro-Channel Plate (MCP). Tons of mass-to-charge ratio m/ z,

accelerated through a voltage V', have a time of flight ¢, over a distance L of

1/2

m 1

t= —— 2.1.1
(z 2V> ( )

A mass spectrum, in terms of m/z, is generated by measuring the ion time of flight (not
to be confused with particle time of flight). The mass spectrometer has two different
configurations consisting of different ion drift lengths: V-mode with a path length of
1.3 m and W-mode with a path length of 2.9 m (as shown in Figure 2.1). In the V-mode
the ion beam is reflected off a reflectron before reaching the MCP. In the W-mode the ion
beam is reflected off the reflectron, off a hard mirror and back off the reflectron before
arriving at the MCP. As well as reflecting the ion beam, the reflectron also increases the

mass resolution by accounting for the kinetic energy distribution of the ions. It consists of

T“Mass Spectra” in NIST Chemistry WebBook, NIST Standard Reference Database Number 69.
National Institute of Standards and Technology, http://webbook.nist.gov.
2Tofwerk AG, H-ToF Platform, Thun, Switzerland
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2.1. DESIGN OF THE AMS

an electrostatic field, and is employed in such a way that ions with a higher kinetic energy
travel deeper into the reflectron so have a slightly longer path length, meaning ions of
the same m/z arrive over a shorter period of time. The longer path length of the W-
mode means ions have greater temporal separation for a given mass difference, providing
a higher m/z resolution. However, the ion beam diverges with distance meaning the
increased resolution comes at a loss of sensitivity. This means the V-mode is the most
sensitive mode and W-mode has the highest resolution. The HR-AMS can be set to run
in either V or W-mode. Section 2.3 deals with high resolution mass spectrometry in more
detail. The C-AMS has only one configuration, which is similar to the V-mode of the
HR-AMS but with a shorter path length of 0.43 m.

Modes of Operation

Custom software is used for data acquisition, real time data pre-processing, display
of initial data and timing control. Typical timing settings for the ion extraction pulses
are 30 us (33 kHz) for V-mode and 50 ps (20 kHz) for the W-mode although these can
be adjusted to observe different m/z ranges. The signal from the MCP is amplified by
a pre-amplifier before being sampled at 1 GHz by an 8-bit analogue-to-digital converter
(ADC).! The ADC has a digital threshold that is set as part of the routine calibrations.
This has the effect of detecting ion pulses but rejecting electronic noise.

The AMS has several different modes of operation (Jimenez et al., 2003). In the mass
spectrum (MS) mode the beam is alternately blocked and unblocked by the chopper. The
blocked spectrum is subtracted from the open spectrum to account for any background
signal ions. Spectra are co-averaged on the ADC to avoid an unmanageable quantity
of data. These spectra are then transferred to the computer RAM where they can be
averaged further. The time over which the spectra are averaged is defined by the user and
is typically of the order of seconds or minutes depending on the time resolution and data
burden desired. In the Particle Time of Flight (PToF) mode the spectra from each packet
are recorded sequentially on the data acquisition card. This provides mass spectra as a
function of PToF for each chopper cycle. The MS and PToF mode are usually routinely
interchanged as part of the general alteration mode of the logging software. There is
a third mode, called the Brute Force Single Particle (BFSP) mode, which is used for
recording single particle events. This is similar to the PToF mode except that all the data
from a chopper cycle is recorded with no on-board averaging. This data can then be
filtered with user definable thresholds for one or more m/z. This mode is not used to
record ambient data as it has a very low duty cycle (~3%) due to the amount of data that
has to be transferred from the board to the computer. However this mode is useful for the

IE calibration (see Section 2.2).

1 AP240, Acqiris, Geneva, Switzerland
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2.2 Quantitative Measurement and Calibrations

Mass Loading

The following section details the various calibrations that allow the production of
quantitative measurements from the AMS. The pure voltages output to the logging com-
puter must be converted into ion rates and then, in turn, to mass concentrations of chemical
species. The velocity of the aerosols also needs to be converted into vacuum aerodynamic
diameter. These calibrations were originally detailed by Jayne et al. (2000) and Jimenez
et al. (2003).

The logging computer receives data in the form of the voltage output by the pre-
amplifier which is proportional to current output by the MCP. To remove the voltage
signal due to electronic noise, a threshold is applied which is based on the signal detected
with the MCP off. The remaining signal is then converted into detected ion rates (in ions
per second, Hz) by dividing by the average single ion strength (in V s). This is measured
as part of routine calibrations, normally once a day in the field. The particle beam is
blocked (either by closing the inlet or by moving the chopper to the blocked position)
allowing single ions from background gas phase material to be measured. These single
ion peaks are then averaged to find the average single ion strength.

The single ion strength is dependent on the MCP gain which degrades through use
meaning the MCP voltage must be increased over time to maintain consistent sensitivity.
Care must be taken to set the MCP gain correctly: too low and the single ions may not
provide a big enough signal for them to be distinguished from the electronic noise; too
high and the output voltage of the pre-amplifier may be above the 0.2 V maximum of the
ADC, causing it to saturate. A higher gain also causes the MCP to deteriorate faster.

The amount of ions detected then needs to be converted in to speciated mass concen-
trations. Ion rates, 7, in detected ions per second (Hz) can be converted to ambient mass
loadings, C, in ug m® by using

MW

C=10"- ml (2.2.1)
where MWV is the relative molecular weight of the species in g mol™?, @ is the volumet-
ric flow rate into the instrument in cm?® s=!, Ny is Avagadro’s number' and I F is the
ionisation efficiency (Bley, 1988; Jimenez et al., 2003). The ionisation efficiency is a di-
mensionless quantity that equals the ratio of the amount of detected ions to the amount of
molecules in the detection region. It depends on the chance of a molecule being ionised,
the transmission efficiency of the ion passing through the IToF region and associated DC
optics, and the detection efficiency of the MCP. The factor of 10'2 is included to convert
from g cm™3 to ug cm? (given the use of the other units stated above).

The purpose of the ionisation efficiency calibration (also called the nitrate calibra-

! Avagadro’s number, N4 = 6.022 x 1023 mol~".
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tion) is to calculate the / ' of a specific molecule that can then be used as a comparative
standard for other molecules. Ammonium nitrate (NH4,NO3) aerosols are used as they
vapourise very efficiently and do not leave a background signal due to their relatively
high volatility. They also yield very few fragment ions making the calculation of resultant
signal relatively simple. Nitrate aerosols are generated from a nebuliser and dried, either
by dilution with dry air or with a Nafion drier. They are then passed through a Differential
Mobility Analyser (DMA; Knutson and Whitby, 1975) which size selects particles with
a mobility diameter of 350 nm, a size which has a good transmission efficiency though
the AMS and produces significant number of ions per particle. The average mass of the
particles is calculated by applying the density of ammonium nitrate (1.752 g cm®) and a
“Jayne” shape factor of 0.8, as described in Jayne et al. (2000). The ionisation efficiency
of nitrate, [ E'yo,, can then be calculated by comparing the average pulse size of a particle
to its mass. Multiply charged particles are filtered out by rejecting particles with too large
a vacuum aerodynamic diameter during post processing.

This provides a measure of [ Eyp,, but it must be generalised in order to quantify
the mass concentrations of other molecules. The ionisation cross section of a molecule
is proportional to the number of electrons in that molecule. The molecular weight of the
molecule is to a first order also proportional to the number electrons in the molecule for
most of the species found in the atmosphere. By assuming the molecular weight of a

species, M W5, is proportional to its ionisation cross section, the equation

MW, MWyo.
=RIE,———= 222
IE, IENo, ( )
can be used to give a species specific form of Equation 2.2.1 of the form
1 MWnyo
Cs = ST, ) x 10" 223
(RIESIENogQNA ) ( )

where the subscript s denotes a species specific quantity, [/ F' is the relative ionisation
efficiency and all the other symbols have their usual meanings. R/ E is a species specific

quantity that is established in laboratory experiments (Alfarra, 2004).

Air Beam Correction

The MCP degrades with use, with the effect that the amount of signal produced per
ion detected is reduced. This effect is largely accounted for by employing the ion rate
calibrations described in Section 2.2. However, because the MCP degrades continuously,
the correction can be improved by applying it as a function of time. The degradation in
sensitivity can be assumed to be constant as a function of ion mass. This means that the
efficiency loss can be quantified by measuring the change of the air beam signal which
can be assumed to provide a constant input to the instrument. Conventionally the largest

air signal at m/z 28 (N3) is used to calculate a time dependent correction factor which
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gives a constant air beam signal (Allan et al., 2003). The air beam correction accounts for
any change in sensitivity that affects the gas and particle phases consistently. In addition
to MCP degradation this includes any time dependent changes of the filament emission

current or the transmission efficiency of ions through the mass spectrometer.

Collection Efficiency

Upon entering the instrument only a fraction of the particles are successfully vapour-
ised and detected. Particles can be lost through deposition in the lens interior, lack of
contact with the vapouriser caused by divergence of the aerosol beam, and rebound from
the vapouriser surface. These effects are quantified by the ratio of NR particles introduced
into the instrument to the amount of particles successfully vapourised, which is known
as the Collection Efficiency (CE). It is governed by many factors such as composition,
phase, humidity and morphology. Measurements of CE have been carried out on many
campaigns (e.g. Alfarra et al., 2004; Salcedo et al., 2007) and in most cases is found to
be ~0.5, ranging between 0.43 and 1. Observations have shown that the CE can change
suddenly between ~0.5 and 1. This has been attributed to a change in the phase of the
particle surface, with solid aerosol being more likely to rebound than liquid (Matthew
et al., 2008). The CE is determined by comparison to an external standard. It is common
practice to convolve the AMS total mass series to a total volume series, using assumed
organic and inorganic densities (Cross et al., 2007). This can then be compared to total
volume series from size distribution instruments such as a DMPS. The inverse of this

factor is applied to Equation 2.2.3 to provide quantitative measurements.

Particle Size

The AMS must be calibrated to relate the velocity of a particle through the PToF

region to its aerodynamic diameter using the empirical equation

v=u 4+ —2 0 (2.2.4)

v+ (e

where v is the velocity of gas in the aerodynamic lens, D,, is the vacuum aerodynamic
diameter, v, is the gas velocity after the lens (that is the asymptotic velocity as D,, tends
to zero) and D* and b are empirical parameters (Jayne et al., 2000). A velocity calibra-
tion is done once a campaign using calibration particles of accurately known size, density
and shape, usually polystyrene latex spheres (PSLs).! The heater temperature must be
increased to ~800 °C in order to rapidly vapourise the PSLs. Even so the resulting ions
have a spread in arrival time due to the finite vapourisation time. The leading edge of the

arrival peak is taken to be representative of the arrival time at the vapouriser. The four co-

Polystyrene Latex spheres, from Duke Scientific, Palo Alto, California with diameters ranging from
90 to 1000 nm
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Group Molecule/Species Ton Fragments Mass Fragments
Water H,0 £, H,0* HO*, 0" 18,17, 16
Ammonium NH, <- NH,*, NH,", NH* 17,16, 15
Nitrate NO, - [NO,", NO," NO* 63, 46, 30
Sulfate H,S0, <+ H,80,~, HSO,", SO+ 98, 81, 80
S0O,*, SO* 64, 48
Organic CH,0, &, HO0' CO' COo," 18,28, 44
(Oxygenated) H,C,0%, HCO,", C H =~ 43,45, .
Organic CH, - C.H,_ * 27,29 41,
(hydrocarbon) 43,55,57,69,71...

Table 2.1: The main ion fragments in the AMS and their relation to atmospheric species
type. The most useful fragments for identification of species are highlighted in bold.
Reproduced from Canagaratna et al. (2007).

efficients are entered into the data acquisition software and used in real time calculations
of particle sizes.

The velocity calibration assumes a constant lens pressure. This can be problematic,
most commonly if the critical orifice becomes partially blocked or if the environmental
pressure changes (normally with altitude of an aircraft). The pressure in the lens is logged
by the AMS computer via an auxiliary input, meaning that it is possible to correct for this
retrospectively. By performing the standard velocity calibration over a range of inlet
pressures it is possible to derive the dependence of the velocity of a particle on both its

diameter and the lens pressure (Bahreini et al., 2003b).

2.3 Data Analysis Techniques

Fragmentation

During the vaporisation/ionisation process particles are often split into constituent
1ons in a process known as fragmentation (Chapter IV, McLafferty and Turecek, 1993).
One of the major challenges of mass spectrometry is to be able to ascertain the parent
molecules of these fragments during data analysis. A signal at any particular integer m/z
can be made up from contributions of fragments from several parent ions of different
m/z. For instance, nitrate (NO3) produces two main fragments: m/z = 30 from NO™
and m/z = 46 from NOJ . These are the two signals that are measured during the mass
calibration detailed in Section 2.2. There is another smaller signal at m/z = 63 from
HNO;)r which is not included in the calculation, meaning, somewhat counter intuitively,
that the RIEno, > 1. Table 2.1 shows some of the main fragments produced in the

AMS. Complications arise when one m /2 channel has contributions from several different
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Figure 2.4: A species resolved mass spectrum from OP3 (see Chapter 4). RI E; has been
set to one for all species meaning masses are reported as nitrate equivalent.

species. This can be resolved by relating fragments in mixed peaks to fragments in non-
mixed peaks, as described by Allan et al. (2004). The data analysis suite designed by
Allan et al. (2003) uses a comprehensive table of predictable fragmentation patterns to

resolve fragments onto their parent ions. This can be represented as
I, = M1, 2.3.1)

where the I, is a vector containing the mass spectrum of species s, I, is the ensemble
mass spectrum and Mg is a square conversion matrix of the a; multipliers specific to the
species. The conversion matrix is derived from laboratory studies of ion fragmentation
ratios. In practice this matrix is fairly simple and a non-circular solution can be found.
The analysis software also allows for the construction of a time dependent table.

This gives a new version of Equation 2.2.1 of the form

MW
_ 1012 s
Cs =107 TE.O N, E I, (2.3.2)

i

where ) I ; is the sum of all the elements of the fs vector, that is the sum of all the frag-

(2
ments of species s. An example of a species resolved mass spectrum that was produced

using these techniques can be seen in Figure 2.4.

High Resolution Mass Spectrometry

The C-AMS can resolve mass spectra to unit 1m/ z, a resolution of ~1000 (Canagaratna
et al., 2007). The HR-AMS has two modes of operation, as detailed in Section 2.1. The
V-mode, a similarly shaped but longer ion flight path to that of the C-ToF, can resolve
slightly more than unit m/z, a resolution of ~2500 (DeCarlo et al., 2006). The W-mode,
with the longest ion path length, has a greater than unit m/z resolution of as high as
~5000 (DeCarlo et al., 2006). All resolutions are quoted for typical working m /2 ranges.

Tons are nominally of integer m/z values. However, different ions contributing to the
same integer m/z peak have slightly different masses due to the differing mass defects

of the constituent ions. A comparison of the resolving power of the C-, V- and W-modes
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Figure 2.5: The m/z = 43 peak resolved using the C-AMS, HR-AMS V-Mode and HR-
AMS W-mode. Reproduced from DeCarlo et al. (2006).

can be seen in Figure 2.5, with the resolution of the W-mode great enough to resolve the
different constituent ions of the m/z 43 peak.

Aiken et al. (2007, 2008) pioneered work measuring atomic oxygen-to-carbon (O:C),
organic-mass-to-organic-carbon (OM:0OC), nitrogen-to-carbon (N:C) and hydrogen-to-
carbon (H:C) ratios. Elemental analysis software developed by Sueper and quantifies
various elemental ratios, and has become an established analysis technique in recent years.

The W-mode can also be useful for fine tuning the fragmentation tables. The default
fragmentation table is defined for a typical dataset and, while fine turning the table is
part of standard procedures, these unit mass resolution techniques can be inaccurate. The
W-mode can be used to directly investigate the relative contributions of different ions to
the unit mass resolution peak, and the table can be adjusted accordingly. The V-mode can

then be used with the new table to provide more accurate speciated mass loadings.

Positive Matrix Factorisation

In terms of the AMS, Positive Matrix Factorisation (PMF) analysis seeks to represent
the time series of mass spectra measured by the AMS as a time dependent combination
of a number of static factor spectra. These factors can be attributed to different groups
of atmospheric species by comparison of the factor spectra to those identified in previous
studies, and by comparison of the factor time series to contemporaneous measurements.
It 1s a statistical technique that has been adapted for the AMS from a general technique
first developed by Paatero and Tapper (1994) and refined by Paatero (1997). Specifically,

the ensemble mass spectrum time series is represented in a m X n matrix, X, consisting
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of m measurements in time of n m/z values. This matrix can then be resolved into
two matrices, X = GF, where F is a p x n matrix and G is a m X p matrix. The
number of factors is denoted by p. These represent the different sources that could be
contributing to the ensemble. The source activity is represented by the score, denoted
by the columns, p, of matrix G. As physically meaningful values of the score cannot
be negative, the solution is constrained to positive solutions. The optimum number of
factors, p, is not usually known, so in practice solutions are found for a range of different
p values. Solutions depend (albeit to varying amounts) on starting parameters (seeds) and
rotational ambiguity (fpeak) which are both set by the user. The criterion for the optimum
value of p, the starting seed and value of fpeak is how interpretable the factors are, that
is, how much they correspond to what the user expects to see. Choosing the most suitable
solution requires a priori knowledge and is a subjective step.

Proprietary software has been developed for PMF analysis by Paatero, and methods
for its application to AMS data are described in Ulbrich et al. (2009). They have gone
some way to standardise the analysis procedures used in the PMF analysis of AMS data in
an effort to limit the inherent subjectivity. Since being adopted by the AMS community,
PMF has proven a useful tool in the analysis of organic mass spectra. Jimenez et al.
(2009) successfully applied PMF to 30 datasets from across the northern mid-latitudes,
finding that ensemble organic mass spectra are typically composed of three or four factor
spectra (see Section 1.4). Details of the PMF analysis performed as part of this thesis can

be found in Appendix D.
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TROPICAL AEROSOLS

3.1 Aerosol Measurements In The Tropics

To date the majority of detailed aerosol studies have been performed in the northern
mid-latitudes (Jimenez et al., 2009; Zhang et al., 2007). The paucity of measurements
elsewhere in World is a limitation on global aerosol models, as asserted by Spracklen
et al. (2011) who state that:

...the biogenic and biomass SOA sources [predicted by their work] are not
well constrained due to the limited number of organic aerosol observations
in regions and periods strongly impacted by these sources. To further im-
prove the constraints by this method, additional observations are needed in

the tropics and the Southern Hemisphere.

Those studies which have been performed in the tropics have focused on the continen-
tal land masses of Africa and South America. The maritime continent of islands in the
western Pacific are largely uncharacterised, despite representing a substantial portion of
the tropics. The vertical dispersion of aerosol, whist important for predicting radiative
forcing, is not well predicted by models (Heald et al., 2005; Textor et al., 2006). There is
a World-wide lack of sufficient in-situ aerosol composition profile data, with no detailed
aerosol chemical composition altitude profiles performed over the rainforests of either

Amazonia or South East Asia in particular.

Tropical Aerosol Measurements

The African Monsoon Multi-disciplinary Analysis (AMMA; Lebel et al. (2010)) was a
large interdisciplinary project that combined long term measurements with intensive mea-
surements from research aircraft and multiple ground sites. This region, which is domi-
nated by savannah, is known to be a large source biomass burning aerosol, mostly from
agricultural burning, and is also a source of mineral dust and biogenic aerosol. Aerosol
AMS composition measurements were made from the NERC Facility for Airborne Atmos-

pheric Measurement (FAAM) BAe-146 research aircraft during periods dominated by
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biomass burning (Capes et al., 2008) and biogenic emissions (Capes et al., 2009). The
measurements of biomass burning aerosol showed them to be widespread across the re-
gion (in contrast to studies in northern mid-latitudes) and confirmed Africa to be one of
the World’s largest sources of biomass burning aerosol (Capes et al., 2008). Biogenic or-
ganic aerosol loadings in West Africa were found to be in line with the range predicted by
global models (Capes et al., 2009). However, when SOA concentrations were predicted
from measured VOC data using a similar bulk yield scheme to these models, Capes et al.
(2009) found that the ratio of modelled to measured values was 4.5-15. Hence these
global models predicted the correct organic aerosol loadings in West Africa due to for-
tuitous cancelling of errors. Better agreement was achieved by using more up-to-date
yields, although they were still highly imprecise, with modelled to measured values rang-
ing from 0.7-6.5. Although it was not focused on in the publish papers, there was also
a significant concentration of sulphate aerosol detected which was thought to be from

terrestrial or marine DMS emissions or anthropogenic emissions.

All detailed atmospheric aerosol measurements in or above rainforests have been
conducted in Amazonia. It is by far the largest rainforest in the World and, as such,
plays a very substantial role in the biospheric production of VOCs and associated BSOA
(Heald et al., 2008). Since the late 1980s, nine projects have been performed to measure
Amazonian aerosol (Martin et al., 2010b). Many of these projects focused on the intense
biomass burning in the region, while some that were performed during the wet season
focused on biogenic emissions. The Large Scale Biosphere-Atmosphere Experiment in
Amazonia (LBA; performed in various intensives between 1998 and 2001) was a long
term experiment into the effect of the Amazon rainforest on the atmosphere (Avissar
et al., 2002). The most recent study of biogenic aerosol, and also the first to employ
an AMS, was the Amazonian Aerosol Characterization Experiment (AMAZE-08; Martin
et al., 2010a)) performed in Amazonia in 2008.

Martin et al. (2010b) provide a review of more than 20 years of atmospheric mea-
surements in Amazonia and the salient results are summarised here. In-basin sources
across most of Amazonia (apart from some urbanised areas) are dominated by biospheric
emissions producing both primary and secondary biogenic aerosol. The primary parti-
cles are actively produced by flora (from the ejection of fungal spores and pollen) and
passively (as leaf and soil debris). Substantial production of SOA occurs through conden-
sation onto pre-existing particles or possibly nucleation of new particles. The influence of
in-basin biomass burning emissions (natural and anthropogenic) is large but intermittent,
mostly governed by rainfall. Out-of-basin biomass burning emissions from Africa can
influence Amazonia intermittently throughout the year. Long range transport of African
dust can also dominate particulate mass concentrations periodically. Marine aerosol from
the Atlantic (i.e. sea salt and sulphate from DMS processing) are progressively removed
(through wet and dry deposition) as air masses travel from the coast to central Amazonia.

However, marine aerosol loadings, while normally present at very low levels, can remain
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significant over central Amazonia. During periods not influenced by biomass burning or
dust, around half the sub-micron sulphate in general is attributable to marine emissions,
with the rest from processing of terrestrial DMS emissions. Due to large seasonal and
regional variability in sources and sinks, Amazonian aerosol show large variation across

space and time.

Chen et al. (2009) segregated AMS measurements from AMAZE-08 into in- and out-
of-basin periods based on levels of correlation between sulphate and organic aerosol con-
centration, and inspection of back trajectories. It was found that sub-micron aerosol load-
ings during in-basin periods were dominated by BSOA. This is supported by filter analysis
from the same period, which showed that ~85% of the ground level sub-micron aerosol
was pure SOA, with another ~10% mixed SOA and inorganic (Poschl et al., 2010). Chen
et al. (2009) also observed a minor inorganic contribution from sulphate which was at
loadings consistent with production of aerosol from processing of terrestrial DMS emis-
sions. Inspection of high mass resolution AMS data showed that any sub-micron primary
biological aerosol present was at undetectably small concentrations. In contrast to this,
out-of-basin periods had higher total aerosol loadings and organic aerosol that was more
oxidised. While still being dominated by organic aerosol, there was a more significant
sulphate aerosol fraction. This suggested the influence of long range transport of biomass
burning emissions from West Africa and sulphate from processing of marine emissions.
Comparison of organic aerosol loadings to the GEOS-Chem model showed and under-

prediction of 35%.

During LBA, the number/size distribution always showed Aitken and accumulation
modes, with average diameters of 68 nm and 151 nm respectively and a mean concentra-
tion of ~450 cc™! (Zhou et al., 2002). During AMAZE-08 a similar bi-modal number/size
distribution was observed but at lower loadings of ~200 cc~*(Poschl et al., 2010). Krejci
et al. (2005a) made aerosol size measurements from an aircraft over Surinam, where
they attributed 50-85% of accumulation mode aerosol number concentration growth ob-
served in the boundary layer during the day to primary particle emissions from the rainfor-
est. However, the increase in accumulation mode number concentrations (75-130 cc™!)
seems anomalously high when compared to those measured it in an environment rich in
bioaerosol of a similar size (<10 cc™!) (Matthias-Maser and Jaenicke, 1995). It seems
more likely that the growth of the accumulation mode Krejci et al. (2005a) observed was
due to SOA formation. Martin et al. (2010b) state that it is likely that both primary and

secondary aerosol are transported throughout and above the surface mixed layer.

Fisch et al. (2004) characterised boundary layer heights in Amazonia during the wet
and dry seasons (less than 1500 m and up to 2000 m respectively). Krejci et al. (2005a)
found that the Amazonian turbulent convective boundary layer grows from a nocturnal
height of ~250 m to ~1500 m by the early afternoon. In general, late afternoon convective
boundary layer depths >1000 m are typical in the Amazon Basin, although the variability
is high Martin et al. (2010b). Martin et al. (2010b) state that the nocturnal boundary layer
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is “typically a few hundred meters or less” with a residual layer above that is usually
preserved until the next morning. Surface emissions get rapidly mixed throughout the
convective boundary layer in the afternoon, acting to dilute their concentrations (Martin
et al., 2010b). In fair weather conditions turbulence at the top of the boundary layer
entrains cleaner air from aloft and in rainy weather convective clouds act to lift aerosol to
higher levels (Martin et al., 2010b).

There are no high time resolution in-situ aerosol profile composition measurements
in the tropics, with the only composition data available from filter samples. Krejci et al.
(2005b) performed single particle analysis of filter samples from three atmospheric lay-
ers, however characterisation of chemical species was poor, with the composition of 64%
of the particles “not determined”. Only particle number concentrations were reported,
however they showed that a significant number of sub-micron aerosol in the boundary
layer over the rainforest and ocean was “mineral dust”, probably transported from West
Africa. The majority of particles above the marine and terrestrial mixed layers were
“not determined”, however Krejci et al. (2005b) hypothesise that they are biogenic in
nature. Detailed characterisation of sub-micron aerosol composition above rainforest re-

mains very poorly characterised during biogenically dominated periods.

3.2 Current Issues with Tropical Organic Aerosols

A large fraction of global organic aerosol mass has been shown to be secondary in
nature, however, despite recent advances, the mechanisms by which they are formed are
still poorly understood (de Gouw et al., 2005; Hallquist et al., 2009; Heald et al., 2005;
Jimenez et al., 2009; Volkamer et al., 2006; Zhang et al., 2007). The comparison of top-
down to bottom-up organic aerosol estimates (see Section 1.4) leads to two major ques-
tions: is there evidence that there exist organic aerosol precursors that are not currently
being measured; and what proportion of VOCs are processed to SOA in the atmosphere?
Goldstein and Galbally (2007) cite evidence that VOCs are routinely being under mea-
sured, for instance laboratory chamber studies commonly show discrepancies between
the amount of precursor VOC and total measured amount of oxidised gas and particle
phase carbon. There is also indirect evidence that there are unmeasured VOCs in the at-
mosphere. The presence of VOCs can be inferred by observing their chemical influence
on oxidant levels and their stable products. Goldstein et al. (2004) argued that observed
ozone loss in a forest canopy was due to oxidation of terpenes which was corroborated by
the discovery of oxidation products of ozone and terpenes. However, these terpenes have
not been measured directly, perhaps because they are so unstable as to be hard to measure
without affecting their composition with conventional techniques (Goldstein et al., 2004).

Other studies have measured SOA with unknown VOC precursors. For example Heald
et al. (2008) reported that bottom-up models under-predicted organic aerosol concentra-

tions in the free troposphere by a factor of 10-100, despite correctly predicting black

64



3.2. CURRENT ISSUES WITH TROPICAL ORGANIC AEROSOLS

carbon and sulphate aerosol concentrations. It is thought that this could be due to forma-
tion of SOA not included in current models that is long lived enough to be transported
into the free troposphere. Similarly, Volkamer et al. (2006) reported that bottom-up SOA
models based on chamber yields vastly under-predict loadings in a range of polluted en-
vironments (by almost an order of magnitude after a few hours of VOC oxidation). This
is a surprising result in that conditions in chambers (precursor and oxidant levels, RH,
temp etc.) would be expected to be relatively representative of this environment com-
pared to pristine environments. Volkamer et al. (2006) suggest that a significant amount
of missing SOA in models could be due to inaccurately represented oxidation of anthro-
pogenic VOCs. By extrapolating from field data from Mexico City, they estimate that
anthropogenic SOA could account for as much as one third of global SOA levels (3—
25 Tg yr—1), despite AVOC emissions making up only around 10-20% of global VOC
emissions (Guenther et al., 1995; Kanakidou et al., 2005).

Recent work has blurred the line between the definitions of “anthropogenic” and “bio-
genic” organic aerosol, implying that anthropogenic emissions could be increasing the
aerosol yields of BVOCs, which may go some way to explain the larger under-prediction
of SOA in polluted regions (Hoyle et al., 2011). While the mechanisms are as yet unclear,
it was hypothesised that anthropogenic aerosol emissions could provide an increased sur-
face area for biogenic species to partition onto, or provide surface area upon which het-
erogeneous reactions could occur. It was also though that anthropogenic emissions of
NO, may increase biogenic organic mass yields (see Section 1.4). The anthropogenic en-
hancement of biogenic aerosol formation has been further elucidated by Spracklen et al.
(2011). By inspecting measurements of *C in organic aerosol they were able to con-
strain the amount of aerosol that was directly from processing of AVOCs compared to
the amount produced from anthropogenically enhanced formation from BVOCs. They
found 10% of organic aerosol in the northern mid-latitudes was formed from processing
of AVOCs and 90% formed from anthropogenic enhancement of BVOC processing. The
term anthropogenically controlled organic aerosol has been coined to refer to the fraction
produced from the enhanced processing of BVOC:s.

Another potential source of missing BSOA is from the oxidation of isoprene (Carlton
et al., 2009; Henze and Seinfeld, 2006). Previously considered an insignificant source of
SOA (Pandis et al., 1991), it now seems that, despite low chamber yields, it is significant
by virtue of its abundance in the atmosphere. In fact, Henze and Seinfeld (2006) modelled
that its inclusion could increase the global SOA burden by more than a factor of two.
However, significant uncertainties in isoprene SOA formation processes and atmospheric
yields still remain (Carlton et al., 2009).

Whilst ubiquitous in the atmosphere, SOA is clearly poorly understood. The SOA bur-

den, assuming the IPCC A1B! scenario, has been predicted to increase by 36% over the

'The A1B scenario describes a future World of rapid economic growth, population that peaks mid-21st
century, a reduction in the polarisation of wealth and a balanced reliance on fossil fuel and non-fossil fuel
energy sources (Parry et al., 2007).
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next century due to increased biological and anthropogenic emissions and so will only be-
come of more importance in coming years (Heald et al., 2008). Hallquist et al. (2009) esti-
mate that bottom-up models are under-predicting BSOA by a factor of two and Volkamer
et al. (2006) estimate they are under-predicting ASOA by a factor of between ~5-50. The
tropics are an essential part of the global biosphere (see Section 1.2), emitting around half
of all gas phase non-methyl organic species released into the atmosphere. Previous stud-
ies have tended to measure higher aerosol concentrations in anthropogenically dominated
environments then in biogenically dominated (Jimenez et al., 2009), however, rescent
studies suggest much of this may be from anthropogenic processing of BVOCs (Hoyle
et al., 2011; Spracklen et al., 2011). This suggests that, while remote tropical aerosol
burdens may currently be relatively low, there is a large latent source of SOA that will
develop as regional anthropogenic pollution increases. Given the current high rate of land
use change across the tropics, this is an important issue for predictions of tropical aerosol

loadings in the future.

3.3 Remaining Challenges

Aerosols are clearly an important and uncertain factor in the prediction of climate
change under future emission scenarios. In order to improve these predictions, it is nec-
essary to better understand the physical properties of aerosol that govern their interaction
with climate such as optical absorbance and hygroscopicity. To predict the extent of these
interactions we need to understand aerosol sources, sinks and evolution in the atmosphere,
as well as the both their horizontal and vertical distributions. In particular, organic aerosol
constitutes a substantial part of these uncertainties due to the complex and dynamic pro-
cesses that govern their lifetimes. To mitigate the effects of anthropogenic emissions, it
is first necessary to gain an understanding of the pre-industrial atmosphere. Once the un-
perturbed system is constrained, a better understanding of the effects of perturbations to
the system will follow.

Anthropogenic activity is changing the aerosol climate forcing through destruction
of natural sources and introduction of new sources of aerosol. Accurate prediction of
aerosol climate effects under future land use and emissions scenarios relies on the accurate
characterisation of the natural systems that underly anthropogenic perturbations. It is
important, then, that the pre-industrial particulate burden is known (or as close to it as is
possible) so that any anthropogenic changes can be quantified. While much progress has
been made in recent years, the formation and evolution of organic aerosol is still shrouded
in uncertainty. In particular the formation of SOA from isoprene is a pivotal issue. This
is due in part to the large amounts of isoprene that the biosphere emits, which means that
even small changes in our understanding of the processes can have a significant impact
on the global picture of isoprene SOA.

The tropics are an essential part of the World’s climatological system due to the high
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solar flux. They are also home to a highly active, complex and substantial portion of the
World’s biosphere. However, this system is being rapidly affected by active deforestation
for agriculture, timber and general urbanisation. Such rapid and drastic changes to such
an important part of the biosphere is likely to significantly affect the atmosphere. Indeed,
Rockstrom et al. (2009) highlight land use change as one of the “planetary boundaries”
that must be controlled if mankind is to thrive in the future. While the tropics as a whole
have been under-represented in previous aerosol studies (with only a handful of stud-
ies in Amazonia and Africa) there have been no detailed composition studies performed
in South East Asia in particular. Despite being a vital part of the tropical biosphere,
atmospheric composition in a rainforest has only been studied in Amazonia. The patch-
work of islands that make up South East Asia is home to substantial amounts of rainfor-
est, however the regional atmospheric make-up could be significantly different to that of

Amazonia.
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CHAPTER
FOUR

THE OP3 PROJECT

4.1 Overview and Objectives

The patchwork of tropical islands that make up the “maritime continent” of South
East Asia represents a significant portion of the tropics. This region is home to substantial
amounts of tropical rainforest but it is likely its atmospheric composition and dynamics
are different to those of the Amazon Rainforest. The influence of the sea may be much
greater — addition of marine species is likely to result in different atmospheric compo-
sition to Amazonia and may also affect the chemical processing of rainforest emissions.
While much of the region is covered in rainforest, there is also potentially significant ur-
banisation. This is in contrast to the Amazon Rainforest where huge areas of the forest
remain uninterrupted. The rainforests of South East Asia are being destroyed at a greater
absolute rate than those of South America, despite being only about 40% the size (Achard
et al., 2002). South East Asian deforestation is mostly motivated by the cultivation of
palm oil plantations (McMorrow and Talip, 2001). In 2007 palm oil was responsible for
almost 60% of the global vegetable oil market and its production has been increasing at a
rate of 8% per year (between 1974 and 2007; Carter et al., 2007). It is widely used in high
street products and is also increasingly in demand for use as biofuel (Carter et al., 2007).

The Oxidant and Particulate Project Above a South East Asian Rainforest project
(OP3) was a large National Environmental Research Council (NERC) funded consortium
project consisting of eight UK institutions, three Malaysian institutions and other partners
from around the World. It was conducted in Sabah, the Malay region of Northern Borneo
in South East Asia between April and July 2008. Ground measurements were performed
in Danum Valley, an area of protected primary and secondary rainforest. The ground site
was around 40 km from the coast of Borneo at its closest. Aircraft measurements were
also carried out during June 2008 using the FAAM aircraft. A detailed overview of the
project can be found in Hewitt et al. (2010).

The key objectives of the project as a whole were

1. to understand how emissions of reactive trace gases from a tropical rainforest me-

diate the production and processing of oxidants and particles in the troposphere,
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and

2. to better understand the impact of these processes on local, regional and global scale

atmospheric composition, chemistry and climate.

In contrast to the Amazonian projects, OP3 provided an opportunity to study the influ-
ence of a local marine emission source on terrestrial biogenic emissions. The proximity of
local oil palm plantations also gave the opportunity to assess the influence of their emis-
sions — the first step in gauging the effect of regional land use change on aerosol. This
thesis endeavours to meet the above objectives through using on-line ground and aircraft

AMS measurements of aerosol composition to answer the following questions:

1. Are regional aerosol sources in this marine influenced tropical rainforest environ-
ment different from the previously studied tropical environments and, if so, what

are the individual source contributions?
2. If sources are different, is the atmospheric processing of aerosol affected?
3. Is there any evidence that the land use change is affecting atmospheric aerosol?

4. What effect does Borneo have on regional aerosol concentrations, both from terres-

trial emissions and island dynamics?

The three included papers present: an analysis of regional sources that influence the
ground site, using two distinct but complimentary back trajectory analysis techniques;
a description of the effect transport of air over Borneo has on aerosol populations and
their altitude distribution throughout the troposphere; and identification of a novel iso-
prene SOA signal in AMS mass spectra, including quantification of the amount of iso-
prene SOA in Borneo and comparison to other projects in regions dominated by biogenic

isoprene and terpene emissions.
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4.2. PAPER I: SOURCE ATTRIBUTION DURING THE OP3 PROJECT USING
BACKWARDS AIR MASS TRAJECTORIES

4.2 Paper I: Source attribution during the OP3 project

using backwards air mass trajectories

N. H. Robinson, H. M. Newton, J. D. Allan, M. Irwin, J. F. Hamilton, G. Mills, C. E.
Reeves, G. McFiggans and H. Coe

Under discussion for the Atmospheric Chemistry and Physics OP3 special issue

Supporting Material reproduced in Appendix B

Overview

This paper uses backwards air mass trajectories to assess the dependence on air mass
origin of species abundance and physical properties measured from the ground site in
Boreno during the OP3 project. Established marine halocarbon tracers showed marine
origins, implying the techniques are applicable in this setting and emphasising the impor-
tance of marine sources of aerosols. A period dominated by biomass burning emissions
was identified from in-situ measurements, supported by the MODIS fire-count product.
Off-island air masses were characterised by: marine halocarbon tracers; strongly corre-
lating sulphate and ammonium aerosol, probably from marine DMS emissions, volcanoes
and/or long range transport of anthropogenic emissions; strongly correlating nitrate and
chloride aerosol, probably from marine sodium chloride reacting with terrestrial nitrate;
and highly aged organic aerosol, from long range transport of biogenic or anthropogenic
aerosol. On-island air was characterised by: biomass burning aerosol and gases; and
fresh organic aerosol from oxidation of rainforest emissions. Organic aerosol thought to
be from isoprene oxidation shows signs of originating over the oil palm plantations, which
have been shown to emit five times as much isoprene as the rainforest. It appears that tran-
sit across the interior of Borneo results in depletion of regional aerosol and enhancement
of terrestrial aerosol.

This work provides the first characterisation of aerosol composition in this region of
the tropics and highlights how different it is from that in other parts of the World. Aerosol
loadings were much lower than has been measured in the northern mid-latitudes and,
while total aerosol loadings are similar, composition is markedly different to that mea-
sured in Amazonia, with much greater sulphate loadings in Borneo. This is likely to be
due to the greater marine influence in South East Asia. This paper shows that atmospheric
composition is heterogeneous through the tropics, and that it is likely the “maritime-
continent” region is significantly different to the continental regions previously studied.
More subsequent studies need to be performed to characterise this significant portion of
the tropics better. This study also acts to characterise atmospheric composition in a lo-

cation that is beginning to be affected by land use change. This can act as a benchmark
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for the assessment of future more severe changes to atmospheric composition caused by

regional land use change.
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Abstract. Atmospheric composition affects the radiative cloud condensation nuclei measured in air masses of marine
balance of the Earth through the creation of greenhouse gasesigin. The prevailing sector during the majority of mea-
and the formation of aerosols. The latter interact with in- surements was south-easterly, which is from the direction
coming solar radiation, both directly and indirectly through of the coast closest to the site, with a significant influence
their effects on cloud formation and lifetime. The tropics inland from the south-west. This analysis shows that ma-
have a major influence on incoming sunlight however therine and terrestrial air masses have different dominant chem-
tropical atmosphere is poorly characterised, especially outical sources. Comparison with the AMAZE-08 project in
side Amazonia. The origins of air masses influencing a meathe Amazon basin shows Bornean composition to arise from
surement site in a protected rainforest in Borneo, South Easa different, more complex mixture of sources. In particular
Asia, were assessed and the likely sources of a range dfulphate loadings are much greater than in Amazonia which
trace gases and particles were determined. This was coris likely to mainly be the result of the marine influence on the
ducted by interpreting in situ measurements made at the sitgite. This suggests that the significant region of the tropics
in the context of ECMWF backwards air mass trajectories.made up of island networks is not well represented by extrap-
Two different but complementary methods were employedolation from measurements made in the Amazon. In addi-
to interpret the data: comparison of periods classified bytion, itis likely that there were no periods where the site was
cluster analysis of trajectories, and inspection of the depeninfluenced only by the rainforest, with even the most pris-
dence of mean measured values on geographical history dfne inland periods showing some evidence of non-rainforest
trajectories. Sources of aerosol particles, carbon monoxideerosol. This is in contrast to Amazonia which experienced
and halocarbons were assessed. The likely source influencggriods dominated by rainforest emissions.

include: terrestrial organic biogenic emissions; long range
transport of anthropogenic emissions; biomass burning; sul-
phurous emissions from marine phytoplankton, with a pos-4
sible contribution from volcanoes; marine production of in-

organic mineral aerosol; and marine production of halocar order to assess and predict the anthropogenic influence on
bons. Aerosol sub- and super-saturated water affinity wagjimate, it is also important to understand the natural role of
found to be dependent on source (and therefore composine piosphere. One way the biosphere can affect climate is
tion), with more hygroscopic aerosol and higher numbers ofinrgygh its role in aerosol production. This aerosol can then
interact with solar radiation directly, acting to scatter short-
wave radiation to space, and indirectly through its role as

Correspondence tdd. Coe cloud condensation nuclei (CCN) acting to influence cloud
BY (hugh.coe@manchester.ac.uk) brightness and persistend@gnman et a}.2007).

Published by Copernicus Publications on behalf of the European Geosciences Union.
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The tropics have a large influence on global climate due taregions around the coast, so there is potential for influence
the high surface flux of solar radiation, however to date theof anthropogenic pollution in the form of combustion related
comprehensive data needed to fully characterise the gas aremissions from transport, power stations or biomass burning.
aerosol composition in these environments has been scarc&here is an abundance of volcanoes near Borneo which are a
The tropics contain about half the World's forede¢d and  known source of sulphurous gases that are processed in the
Agriculture Organisation?010, playing a major role in the  atmosphere to form aeros®dndis et a.1995 Allen et al,
global biosphere. This natural background is being affected?002, which may contrast to other tropical studies that have
by anthropogenic activity such as deforestation and land useot reported a volcanic influenc€lfen et al. 2009 Capes
changes. It is important to assess the extent to which anet al, 2008.
thropogenic activities are affecting tropical aerosol, and their Measurements were made as part of the Oxidant and Par-
subsequent effects on climate. ticulate Photochemical Processes Above a South East Asian

Intensive field studies have been performed in AmazoniaRainforest (OP3) project in protected rainforest in Sabah,
(ACP special issue OP3/ACES: Oxidant and particle pho-Borneo {Hewitt et al, 2010. This region extends from
tochemical processes above a south-east Asian tropical raiaround 4 N to the north coast of the island. Investigating
forest), Martin et al, 2010 JGR special issue 10Avissar  the relationship between composition and synoptic flow can
et al, 20029 and West Africa (ACPD special issue AMMA provide insight into significant regional sources. Two differ-
Tropospheric Chemistry and Aerosolsgbel et al, 2010 ent but complementary methods employing back trajectories
but until now data from South East Asia has been limited.are used to attribute geographical sources, which can then
Specifically, the AMAZE-08 project in Amazonia found that be linked to likely emission sources. The focus of the pa-
sub-micron aerosol was dominated by biogenic secondaryer is on species with a long enough atmospheric lifetime
organic aerosol (BSOA) with elevated levels of oxidised or- (hours or more) to be suitable for the analyses; mainly sub-
ganic aerosol (OOA) and sulphate during periods influencednicron aerosol composition and physical property measure-
by out-of-basin sources, which were attributed to biomassments, but also long lived trace gases such as CO and halo-
burning transport from Africa or a marine influendghegn  carbons. Specifically the issues dealt with are the separation
etal, 2009. The major source of submicron aerosol in West of atmospheric species originating on- and off-island and the
Africa is from biomass burning during the dry season andattribution of likely sources.

BSOA during the monsoon seas@gpes et a|2009 2008.

It also experiences high sulphate loadings which may be du% Methods

to the influence of the Atlantic Ocean, although data cover-

age and quality did not allow this to be drawn as a conclusion2.1 Instrumentation

Borneo is home to one of the largest expanses of rainfor-
est in the world making it an important part of the biosphere Measurements were performed at the Bukit Atur site
and a potentially large source of volatile organic compounds(4°5849.33’ N, 1175039.05'E, 426 m a.s.l.) during two
(VOC) and associated BSOA. There is widespread deforperiods: 7 April-4 May (OP3-1) and 23 June—23 July (OP3-
estation on Borneo where land is being given over to log-1ll). Measurements from the intervening period (OP3-II)
ging and, particularly, palm oil productioMgcMorrow and  were made from a different measurement site and are not
Talip, 2001), meaning the role of the biosphere in the region detailed here. An overview of measurement techniques and
is changing. Global palm oil production grew by 8% per a description of the measurement site can be found in the
year between 1976 and 2006, with the majority of productionOP3 overview papeiiewitt et al.(2010. There was poor
in Malaysia and Indonesi&C@rter et al.2007. It has been data coverage during OP3-| and, though air mass characteri-
shown that oil palms are a large source of isoprene in Bor-sations of both periods are presented in Sefr reference,
neo (five times more than the rainforeldewitt et al, 2009. results presented here focus on OP3-III.

Isoprene has previously been found to produce secondary or- Aerosol composition was measured using a High Resolu-
ganic aerosol (SOA) in chambers and field studieaéys tion Aerodyne Aerosol Mass Spectrometer (AMZCarlo

et al, 2004 Surratt et al. 2006 2008 Paulot et al. 2009 et al, 2006 Canagaratna et aR007) — a state of the art in-
Kleindienst et al. 2009 Surratt et al. 2010 Chan et al. strument capable of providing detailed bulk composition and
2010 and is thought to produce a substantial fraction of theaerodynamic sizing measurements of aerosols with a time
SOA in Borneo Robinson et a).2017). As Borneo is an  resolution of minutes. It is limited to measurements of sub-
island, marine influences could be much larger than that irmicron non-refractory aerosol, where non-refractory (NR) is
Amazonia and Africa. The oceans are a source of dimethybperationally defined as a species that volatilises quickly (on
sulphide (DMS) produced by phytoplanktokii@ster et al, time-scales of less than a second) after impaction on the tung-
2006, minerals contained in sea wat#fi(lero, 1974, halo-  sten vaporiser (hominally run at 60G). Conversion of AMS
carbons Butler et al, 2007) and OA ©’'Dowd et al, 2004 aerosol mass loadings into total aerosol volume (assuming
Novakov et al. 1997 Facchini et al. 200§. Borneo has organic and inorganic densities as@noss et al.2007) al-

a population of around 16 million people, mostly inhabiting lowed for comparison with a DMPS sampling from the same
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inlet, and limited to the same size range. The instrumentset al, 2005 Gysel et al. 2009, which measures the size
agreed and correlated wel £ 0.92) and a linear regression change of an aerosol experiencing a certain change in rela-
of AMS vs. DMPS volume series gave a gradient of 0.45.tive humidity (RH). This is expressed in terms of the growth
The collection efficiency (CE) factor accounts for the likeli- factor (GF) defined as the ratio of the “dry” to “wet” size
hood that a particle will be successfully vapourised and de— in this case the sizes at15% and 90% RH, respec-
tected once in the AMS, and has typically been found to betively (GFyg). The supersaturation needed to activate a parti-
around 0.5 in other projectdatthew et al.2008. The gra-  cle to a cloud droplet (critical supersaturation;.gpwas
dient of the linear regression is consistent with this and a CEmeasured as a function of size using a Droplet Measure-
of 0.5 has been applied to all the AMS data. ment Technologies dual column Cloud Condensation Nu-
Despite extensive fragmentation, individual peaks in thecleus counter (CCNc; DMT model 10Boberts and Nenes
mass spectrum provide more information about aerosol com2003 Lance et al.2008 Irwin etal, 2011, 201Q Good et al,
position. Insight into the photochemical age of organic 20103 downstream of a differential mobility particle sizer
aerosols (OA) can be gained from théz44 (mainly )  (DMPS;Williams et al, 2000 2007). Both the HTDMA and
to 43 (mainly GH30" and Q;H;“) peaks Ng et al, 201Q CCNc perform measuremen'Fs as a function qf d{;l%_%
Jimenez et a.2009 Morgan et al, 2010. Organic spectra RH) aerosol size, selected using Vienna style differential mo-

with a low fa4 and high fa3 (where f, denotes the fraction Pility analysers (DMA;Winkimayr et al, 1993. The HT-
of the organic mass an/z = x) are less oxidised and can DMA measured at six sizes between 32 and 258 nm and the

be thought of as semi-volatile aerosol (SV-OOA) which ex- CCNc measured at 11 diameters between 57 and 224 nm.

ist in an equilibrium between the gas and condensed phase§€r0so! optical absorption was measured with a Thermo
Aerosol with high f44 and low f43 are more oxidised and Scientific model 5012 Multi Angle Absorption Photometer
can be thought of as low volatility aerosol (LV-OOA) which (MAAP; Petzold and Schonlinne2004 which reports in
exists mainly in the condensed phase. black carbon equivalent loading. _

In reality organic aerosol exist in a continuum between The halocarbon measurements were made using gas

these two endpoints that can be expressed by points on a Z_Bhromatography—mass spectrometry (GC-MS). The analysis

fasa VS. faz space. The peak at/z60 can be used as a marker was cmjducteq on-site_at Bukit Atur. Whole air samples
for fresh biomass burning{farra et al, 2007 Capes et . were dried using a Nafion contra-flow drier and were pre-

2008, being a peak associated with levoglucosan and otheFoncentrated using a Markes International UNITY and On-

) . ine Air Server with a Carbograph B and Carboxen 1000 trap.
anhydrous sugars which are compounds widely reported tq'he UNITY was coupled to the Agilent 6890 GC and the
be emitted during biomass burnin§ifnoneit et al. 1999

Jordan et al 2008. It has been shown that as organic aerosolMSS973 N mass spectrometer. The results presented here are

S : . : from analysis on this GC-MS system in negative ion chemi-
ages (with increasingy4 and decreasingsz) its mass spec- R .
. - ; cal ionization (NICI) mode\(Vorton et al, 2008. Litre sam-
tral signature becomes similar and dominatechiig44 re-

. X ples were taken hourly (collected over a period of 40 min)
Ig\]/la()r%zf]se?;f%%rfgv(cFlggans et 82005 Ng et al, 2010 from a position 30 m up the GAW toweHgwitt et al, 2010

) ) . and separated on a Restek RTX-502.2 column. Calibrations
The unit mass resolution organic aerosol data from theyere performed every 8 samples using the UEA 2006 Stan-
AMS were analysed using positive matrix factorisation garq reference gas which is calibrated against the “NOAA
(PMF). This is a multivariate technique that endeavours tooq03” scale for CHBg, CH,Br and CHBr and the “NOAA
explain the bulk organic AMS mass spectral time series inogp4” scale for CHI (Laboratory Earth Systems Research
terms of time series of differing amounts of static “factor” g|gpa] Monitoring Division 20089. Gas phase CO measure-

spectra which can then be linked to distinct componentsyents were made using an Aerolaser AL5002 fluorescence
of the ensemble organic aerosol maBadtero and Tapper jnstrument Gerbig et al, 1999.

1994 Paaterp1997 Ulbrich et al, 2009. The details of the
PMF analysis of the OP3 data were originally published in3 5 Analysis of back trajectories
Robinson et al(2011). The dependence of the solution on

starting parameters (seeds) and rotational ambiguity (foeakpackwards air mass trajectories (back trajectories) were gen-
was explored. In short, the most satisfactory solution wasgrated using the British Atmospheric Data Centre Web Tra-
found to be the four factor solution. The results of the PMF jectory Service using European Centre for Medium-Range
analysis are discussed in more detail in SB@. The high  \neather Forecasts (ECMWF) wind fiel®XDC, 20063 at
mass resolution of the AMS also enables the separation of 125 x 1.125 resolution. These trajectories show the mod-
ions at the same unit mass resolution by resolving the iorg|ied history of an air mass from a particular time and place
mass defects. in terms of geographical position and pressure altitude. One
Subsaturated aerosol water affinity was measured asrajectory per hour was generated for the whole of the OP3
a function of size using a single column Hygroscopicity project — a total of 720 trajectories for OP3-1 and 794 for
Tandem Differential Mobility Analyser (HTDMACubison  OP3-lIl. Trajectories originate at the latitude and longitude
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of the ground measurement site and a pressure altitude aflence time are shown in Fid. for 36 h back trajectories
950 hPa, and were calculated backwards for the precedinduring OP3-1 and OP3-Ill. These are calculated by counting
seven days with a 30 min time resolution. No trajectories im-the number of trajectory data points in each cell for all tra-
pacted the surface during the time-scales investigated. jectories and normalising to the probability density function
Two distinct but complementary methods were used to in-inherent in the polar geometry. The polar probability density
terpret back trajectories: construction of a map showing thefunction can be calculated using
dependence of the mean value of the studied quantity mea-
sured at the site on air mass residence time in specific ref,;(r) = (1)
gions; and a comparison of periods classified by cluster anal- 2 Rr
ysis of trajectories. These methods provide a means of sepavhereRr is the limit of the radial distance from the origin of
rating influences of different geographical locations on mea-the trajectories and is the mean distance of each cell from
surements made from the ground site. Elevated measuremestigin of the trajectoriesAshbaugh 1985. To assess the
values associated with regions can in turn be attributed tqjependence of a measured quantity on air mass history, the
likely sources. Similar approaches have been used in thalue at the observing site at the time of arrival of a given tra-
past to assess sources: for example, in Mace Head, Wesjectory is added to the grid cell that contains each trajectory
ern Ireland,Cape et al(2000 used trajectory cluster anal- point. Doing this for all trajectories and dividing by the total
ysis to interpret trace gas measurements Bassford et al.  number of trajectory points in each cell gives the mean value
(1999 used aresidence time analysis to separate two discretgeasured at the ground site for an air mass that has passed
sources of methyl iodide — a coastal source and a sub-tropicajver that cell. These plots are henceforth referred to as mean
Atlantic ocean source. The trajectory residence time analyvalue maps.
sis was pioneered bsshbaugh(1985 who used it to at- Figure 2 shows an example mean value map of bromo-
tribute measurements of sulphate aerosols made in the Grarférm (CHBrs) during OP3-1Il. Measurement techniques are
Canyon National Park to source regions. These methods argetailed in Sec®.1 In interpreting mean value maps it is im-
particularly useful in analysing the OP3 data as the compleXportant to remember that air mass trajectories that regularly
local topography at the measurement site means local wingravel through a non-source region before travelling through
vector data are likely not to be representative of the directiong source region will show artificially elevated levels in the
of air mass origin. While ECMWF trajectories do not explic- non-source region, henceforth called “Shadowing”_ For ex-
itly represent complex terrain and boundary layer processesample, in Fig.2 there appears to be bromoform south of the
they should still be a good indicator of regional synoptic sjte in the region around 5, 117 E, however this may
transport over the time scales presented here. The analysgg artificial if the east coast is a source region. A similar ar-
presented are suited to analysis of species with a long atmagument can be made if trajectories regularly travel through
spheric lifetime compared to the trajectory durations useda source region before travelling through a removal region
i.e. for species such as aerosol particles, carbon mOﬂOXidgor examp|e a region of elevated levels of precipita’[ion act-
and halocarbons which are the focus of this paper. ing to remove aerosol) resulting in the source region not be-
Typically, of the seven day trajectories, only the 36 h clos-ing resolved. As a wider range of conditions are sampled,
est to the measurement site were used, although the sevehese artificial data would be expected to be of less impor-
day trajectories are discussed for context in S&dt. Many  tance with unaffected data dominating. It is also the case
of the species studied here have atmospheric lifetimes longeh general that increasing data coverage will tend to resolve
than this and it is possible that more insight into far field sources more accurately as the influence of isolated events
sources could be gained from their use, however we focus oiis outweighed by representative conditions. In order to as-
shorter trajectories to minimise the introduction of erroneoussess the potential extent of these effects, the percentage of
analysis. This is caused by: the “shadowing” effect demon-the entire set of calculated back trajectories that was used in
strated in SecR.2.1below; the dependence of the density of the construction of each mean value map is displayed. It is
trajectory data points on proximity to the receptor site which also important to be able to quantify the degree of similarity
is inherent in the polar geometry; and the increase in the erpetween different mean value maps. This is done by calcu-
ror of modelled trajectories with increased time calculated|ating the Pearson’s of a scatter plot of the intensities of
backwards. corresponding grid points.

2.2.1 Residence time analysis of back trajectories 2.2.2 Agglomerative hierarchical cluster analysis of

back trajectories
The statistical method first described Bghbaugh(1985

was extended to give an indication of geographical origins ofTrajectories were processed using the custom made cluster
measurements made at the ground site. For a given measuranalysis routine described Morgan et al.(2009 based on
ment, a geographical grid is constructed — all grids presentethe method described iBape et al(2000. At the start of
here used a cell size of ¥ x 0.1°. Maps of trajectory res- the analysis, each trajectory is assigned its own cluster. An
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Fig. 1. Residence time of air masses in previous 36 h for all trajectories d(@)r@P3-1 andb) OP3-11l. Colour is number of trajectory data

points (normalised to geometric probability density function), expressed in the resulting procedure defined units (p.d.u.). Trajectory receptor

site (the measurement site) marked with a black dot.

squared distance are agglomerated. This continues until all
C:», trajectories are in one cluster. The optimum number of clus-
ters may then be chosen, so as to maximize between cluster
variance and minimize within cluster variandgape et al.
FL 20 2000. The choice of the optimum number of clusters is
subjective, however this has been shown to be the most ap-
propriate technique for analysing meteorological trajectories
(Kalkstein et al. 1987). The suitability of a solution oV
clusters can be assessed using several scores. An increase in
the root mean squared (RMS) distance between clusters in-
dicates that two dissimilar clusters have been agglomerated
10 (Cape et al.2000. A sharp decrease of the coefficient of
determinationk?, defined as

[
()]
(mdd) figH2

Latitude (°)

Y within cluster varianc
R2_1_ Z ( e

. - . 3
(variance of all trajectorigs
31% N
. 2
11'6 11'3 1;'30 1;'32 is a subjective indicator of the number of clusters to retain
Longitude (°) (Kalkstein et al. 1987. Similarly to Morgan et al.(2009

andCape et al(2000, an indication of the number of major
Fig. 2. Example mean value map of bromoform (CHBduring clusters is defined as the number Qf cIu;ters containing more
OP3-I1l using 36 h trajectories. Grey is median value, red is greatethan 3 % of the total number of trajectories.
than median, blue is less than median and white denotes no data The project was split into a series of successive twelve
coverage. Percentage of trajectories used denoted below key.  hour periods. These were classified according to the clus-
ters that their constituent trajectories belonged to, similar to

_ ) Cape et al(2000: if trajectories belonging to more than one
average linkage method was used based on calculating thgyster were present, the period was deemed “unclassified”,

squared distance between trajectories at each time step usiRgherwise it was deemed to be influenced by that cluster. This
2 2 2 removes periods of transition between air mass cluster, leav-

d(xi,x;) ZZ{(’C’“ = X)" + Oki = Yij) "+ (Pri — Pij) }(2) ing comparatively stable conditions and enabling compari-
k son between measurements influenced by different clusters.
wherex, yr and p; are the coordinates of; or x;. At Mean, median and percentiles of measured quantities were
each step in the analysis the two clusters with the lowestalculated for data influenced by each cluster. These cluster
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Fig. 3. R?, RMS and number of major clusters (containin@ % of trajectories) as a function of number of clusters in solutiorfdpOP3-I
and(b) OP3-lIl. Solid lines are for one subset of trajectories and dashed lines are for the other.

averages are discussed in S&and presented in full in Ta- Table 1. Details of four cluster solution and resultant period classi-
ble 4. fication for OP3-l.

In order to establish the robustness of the solution, the tra-
jectories were split into two subsets: two day back trajec-
tories of one hour time resolution released every two hours
were used, with the alternate set similar but using trajecto-

No. of constituent
trajectories (%)

Cluster name No. of 12 h periods

(%) attributed

ries from the intervening hours. The reduction in trajectory El;;ttré}leasterly zzgé (fg%) 1155 ((2255 (;f))
time resolution was necessary to improve computational ef- Terrest?/ial 236 (33 %) 18 (31 %)
ficiency. For both OP3-1 and OP3-IlI, cluster scores (Bg. Westerly 51 (7%) 2 (3%)
and means (Fig<t and5) show little difference between tra- Unclassified 9 (15 %)

jectory subset showing the cluster analysis solutions to be
stable to perturbations, and are combined for classification
and all subsequent analysis.

The scores for OP3-I (Fig3a) show the first major step Taple 2. Details of five cluster solution and resultant period classi-
change at the four cluster solution which is summarised infication for OP3-I11.

Fig. 4 and Tablel. Italics will be used for clarity when re-
ferring to cluster names, which are defined in Figgand>5.
The main influence on the site is split evenly between the

No. of constituent
trajectories (%)

Cluster name No. of 12 h periods

(%) attributed

North-easterly Easterlyand Terrestrial clusters. Air masses

. ! ) ) North-easterly 41 (5%) 2 (3%)
associated with th&Vesterlycluster. Air masses associated Marine 460 (58 %) 33 (50 %)
with the Westerlycluster are of minor influence, making up Coastal 107 (14 %) 5 (8%)
only 3% of the classified periods, and can generally be dis-  Terrestrial 141 (18 %) 10 (15 %)
regarded. Westerly 41 (5%) 3 5%)

The scores from OP3-111 (Figdb) show the first major step Unclassified 13 (20 %)

change at the five cluster solution which is summarised in
Fig. 5 and Table2. The major influence on the site was from
the south-westerly Marine cluster. The Coastal cluster from

the south and the Terrestrial cluster from the south-west alsq_g Positive matrix factorisation of organic aerosol mass

had significant influence. There were two more clusters; the
North-easterlyandWesterlybut both are of minor influence

spectra

(consisting of 3% and 5 % of classified periods, respectively)pifferent PMF solutions were explored as a function of start-

and can generally be disregarded. Figl®eSect.3.1, shows

ing conditions (seed) and rotational ambiguity (fpeak) as de-

the clusters influencing the measurement site during OP3-llk;jled in Robinson et al(2011), and the most satisfactory
(displayed as a coloured bar) for comparison to the aerosoo|ytion was a four factor solution with fpeak—1. This so-

composition data.

lution was found to have negligible dependence on starting
seed. Solutions with greater than four factors were found to
be unsatisfactory due to “mixing” of factors (as described in
Ulbrich et al, 2009, unrealistic factor spectra consisting of
one or two peaks with little signal at othev/z, or lack of
convergence. The factor mass spectra are shown in6Fig.
with the time series shown in FidO0.
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Fig. 4. OP3-I cluster meafa) latitude and longitude angb) pressure altitude in units of hPa different from starting altitude of 950 hPa.
Colours are consistent between plots. Solid and dashed lines show solutions from each subset.
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Fig. 5. OP3-lll cluster meara) latitude and longitude angb) pressure altitude in units of hPa different from starting altitude of 950 hPa.
Colours are consistent between plots. Solid and dashed lines show solutions from each subset.

The four factors can be attributed sources from inspectiorished spectral(anz et al, 2007 Zhang et al.2007). Spec-
of the mass spectral signature as follows. The first factortra such as OOAL are considered highly oxidised and have
named 91Fac, shows some similarities to previously pub-been linked to low volatility oxygenated organic aerosol
lished mass spectra of biomass burning emissiédiarta (LVOOA; McFiggans et a).2005; similarly, spectra such
et al, 2007 Allan et al, 2010 for instance a prominemh/z ~ as OOA2 are considered less oxidised and have been linked
91 peak, which can be indicative of aromatic species. Itto semi-volatile organic aerosol (SVOOAjmenez et al.
does not show then/z60 and 73 peaks normally associated 2009. However such assertions are impossible without a di-
with levoglucosan, an established biomass burning marker imect volatility measurement. While these factors are resolved
AMS measurementsAffarra et al, 2007). However these as separate factors, they represent what are in reality different
levoglucosan peaks have been shown to reduce with ageingnds of a continuum of OA oxidationhl§ et al, 201Q Mor-
of biomass burning aerosaCépes et al2008, implyingthe  gan et al.2010. OA is gradually oxidised from OOA2-like
91Fac may be from far field biomass burning emissions.  to OOA1-like aerosol over time, which would be represented
The second and third factors are named OOA1 and OOA’Lby the PMF factors as a reduction in OOA2 and a concurrent
respectively because of their similarity to previously pub- increase in OOAL.
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The last factor, named 82fac because of its promingat Longitude (°)

82 peak, is not similar to any mass spectra widely reported

in the Ilterature. I_ts measurement during the OP_3 l:)rOJeCtFig. 7. Average daily large scale precipitation (m) from the
was reported ifRobinson et al(2011) who provide evidence  gyropean Centre for Medium-Range Weather Forecast Integrated
that it is associated that it is the product of isoprene oxida-Forecasting System model reanaly8#DC, 20061 at 1125 x
tion. A similar factor has since been reported in rural North 1.125 resolution during OP3-II1. Values below-210~3m are not
America where it was also associated with isoprene oxidashown for clarity.
tion (Slowik et al, 2011). Further investigation into the likely
sources linked to these factors will be made through the anal-
ysis presented in this paper. most accurate and their density is highest. The residence time
plot shows that the site is mostly influenced by air masses
from the south east. There is no influence from the major ur-
banised regional areas in mainland Malaysia (around Kuala
Lumpur, east of Borneo), Singapore (south west of Borneo)
and Indonesia (around Jakarta, south west of Borneo). Many
air masses travel over Sulawesi (arourds2 12T E). The
majority of the 16 million people inhabiting Sulawesi live at
The major cities in Borneo are all located on the coast,the far south. The plot showing the average minimum pres-
with the biggest settlements on the south west of the issure of trajectories passing over each cell shows trajectories
land. The interior of Borneo is a mountainous unsettled andravelling over the island to generally be from a greater maxi-
undeveloped region of rainforest. Average daily large scalemum altitude than trajectories transported from the east coast
precipitation from the ECMWF Integrated Forecasting Sys-of Borneo. The distribution of trajectory minimum pressures
tem model reanalysis shows increased precipitation in thénas a mean of 909 hPa, median of 938 hPa and a tenth per-
interior of Borneo (Fig.7; BADC, 2006H. It is likely that  centile value of 821 hPa. This corresponds to a ninetieth per-
this increased precipitation is due to the orography inland.centile maximum altitude of approximately 1.8 km a.s.l. with
Precipitation inhibits long range transport of aerosol. Thisthe majority of trajectories having a maximum altitude close
means air masses from the southwest of the site will tend tdo that of the receptor site.
have reduced concentrations of background aerosol. These The Moderate Resolution Imaging Spectroradiometer
air masses will have relatively greater amounts of locally pro-(MODIS) fire count Davies et al.2009 Justice et a).2002
duced aerosol. Giglio, 2003 shows hotspots/open fires detected in the wider
Figure8 shows a trajectory residence time plot, and the av-region during OP3-1ll in Fig9. The majority of fires are
erage minimum pressure (maximum altitude) of the trajecto-concentrated to the south west of the measurement site in
ries passing through each cell, both using seven day back tra¥ietnam, mainland Malaysia, Sumatera, Indonesia and South
jectories. These provide context for the more detailed anal\Western Borneo. The seven day trajectories show none of
yses presented herein which use shorter (36 h) trajectorieshese regions to be an influence on the measurement site. The
This means the more detailed analyses only use trajectorirajectories that travel up from the south of the island (largely
data from relatively close to the receptor site where they areassociated with th@errestrialand Coastal clusters) are likely

3 Results

3.1 Overview of measurements and their regional
setting

Atmos. Chem. Phys., 11, 9608630 2011 www.atmos-chem-phys.net/11/9605/2011/
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Fig. 8. (a) Residence time of air masses in previous 7 d for all trajectories during OP3-IIl. Colour is number of trajectory data points
(normalised to geometric probability density functioft)) mean minimum pressure of trajectories passing through that cell in in previous
7 d. Trajectory receptor site (the measurement site) marked with a black dot.

3.2 Halocarbons

The bromoform (shown previously in Fi@®) and dibro-
momethane (CbBr2; not shown) mean value maps show
very similar profiles £ = 0.90) which is unsurprising as
these compounds are well correlated in the atmospiBere (

ler et al, 2007 Yokouchi et al, 2005 Zhou et al, 2008.

The time series collected at Bukit Atur also confirms this
as their time series are well correlated. Bromoform and di-
bromomethane show elevated levels over coastal and ma-
rine regions compared to terrestrial regions, this is consistent
with other studies which have shown them to be produced
by macro-algaeGarpenter and Lis200Q Goodwin et al,
1997 Quack et al.2007). In particular the south-east coast

Latitude (°)

100 110 120 130 A A . . . .
Longitude () of Sabah is a region of seaweed cultivation which is reflected

in the high concentration seen in air masses from this region.

Fig. 9. MODIS hotspot/active fires coloured by temperature of

The methyl iodide mean value map (F is similar to
event during OP3-11I. Site marked with green star. y P (Figa)

those of the polybrominated compounds, however, there are
some differences in features (mean value map correlations

to have the most biomass burning influence due to on—islancﬁ"c r =0.70 with bromoform and with dibromomethane).

fires, and perhaps fires further afield on the Lesser Sunda I§=ike the polybrominated compouan, the mthyI lodide map
lands in South East Indonesia (arouridmy 125 E). shows high values to be predominantly attributable to off-

Aerosol measurements made in Borneo show a contrastin{fland sources. This is consistent with whole air samples col-

situation to Amazonia with much higher sulphate and ammo-eCteOl in the boundary layer during the OP3 flight campaign

nium loadings, much more similar to those measured in wesf" tlhezglAAM BdAe-1I46 a(ijrcrafthrﬂewitt etéclg iz)gg Newton
Africa (Table3). The time series of aerosol composition is etal, D), and analysed on the same GC-MS system set-up

shown in Fig10with a bar indicating the classification of the as desgnbed in Sea.10f this paper. Dgta from .th's aircraft
air mass (see Se@.2.9 influencing the measurement site. campaign showed a clear concentration gradient from sea-
to-land, with highest concentrations of methyl iodide seen

off the south-east coast of Sabah. The pattern of high val-
ues seen over the sea in the methyl iodide mean value map is
similar to that seen in the polybrominated compound mean
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Fig. 10. Stacked time series of total sub-micron non-refractory aerosol split by composition (se2.§dot. OP3-IIl. The inorganics and

organics are shown on separate axes, with the organics split into their constituent PMF factors. The split point between Period Of Interest
(POI) One and Two is marked with a dashed blue line (see 3d)t. The campaign mean aerosol loadings are shown as stacked bars to

the right of the time series. Colour of bar at top indicates class of air mass influencing site (se®.SHct.bar indicates unclassified
(changeable) air mass.

value maps. In particular the methyl iodide and polybromi- Table 3. Comparison of sub-micron non-refractory aerosol loadings

nated mean value maps all show a region of high values off,q m-3) from different tropical campaigns. Bornean and Amazo-
the coast to the immediate east of Bukit Atur which extendspian (Chen et al. 2009 measurements are campaign averages of

east (to around N, 120° E). This shared feature suggests ground site intensives. West African measurements are averages
a co-located source of methyl iodide and the polybromi-of low altitude data over several flights, screened to remove (local)
nated compounds; possibly it is even the same source, pdsiomass burning and anthropogenic influenCages et a).2008
tentially macro algae, which have been shown to produce alR009.

three of these compoundSdrpenter and Lis200Q Manley

et al, 1992. Other studies have observed correlations be- Borneo Amazonia West Africa
tween methyl iodide and these polybrominated compounds, Organic 0.74 0.64 101
but noted the inconsistency of their correlation, suggesting Sulphate 0.61 0.15 0.82
different production mechanisms for the methyl iodide and Ammonium  0.21 0.02 0.36
polybrominated compound®qtler et al, 2007). Methyl Total 1.6 0.82 2.26

iodide shows less separation between terrestrial and marine
air masses than the polybrominated compounds. This con-
sistent with previous studies, which have shown methyl io-
dide to have a mixture of marine and terrestrial sourBesl (

. : both land and coastal areas. This area is known to comprise
et al, 2002 Smythe-Wright et a).2006 Sive et al, 2007 P

oil palm plantations and there are similarities between the
and be emitted during biomass burningok et al, 2005 me?hyl br%mide mean value map and 82Fac (Fitg) dis-
Mead et al.2008. cussed in SecB.4 although overall correlation is not high

In stark contrast to the other three halocarbons presente@i = 0.32). It is currently unknown whether oil palm trees
here the waters immediately east of Bukit Atur aroufitN4  are actually a source of methyl bromide. However, other
120° E do not appear to be a productive region for methyl activities associated with the oil palm plantations such as
bromide (Fig.11b). There is some marine contribution, pre- biomass burning, a known source of methyl bromikiead
dominantly from the coastal zone south of Sabah included iret al, 2008 Reeves 2003, may also contribute to the lo-
the extent of these maps, which is consistent with known ma-<alised high values. Moreover, a coastal source cannot be
rine sources of methyl bromide such as macro al@akér, discounted as responsible for this feature, possibly a macro
2001, Cox et al, 2005. Higher values (8-9 pptv) are seen algae source. The mean value plot for methyl bromide shows
over an area to the north of Bukit Atur (5.48) covering  an elevated feature to the south west of the measurement site,
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Fig. 11. Mean value maps fofa) methyl iodide, CHI and (b) methyl bromide CHBr. Grey is median value, red is greater than median,
blue is less than median and white denotes no data coverage. 36 h trajectories used.

in a similar location to that seen in the methyl iodide map v - ;M
though the exact grid boxes differ. As discussed earlier small -
scale biomass burning may be a contributing factor to this
feature, in addition tropical vegetation has been suggested as
a weak source of methyl bromidBlgi et al, 2010.

3.3 Nitrate and chloride aerosol

Latitude (°)

The nitrate (Fig.12) and chloride (not shown) mean value

maps and time series are similar=€ 0.76) suggesting the

two species may be components of the same aerosol. The

greatest aerosol loadings are mostly associated with ma-

rine air from the south-east. Elevated loadings shown to

the far south over the Sangkulirang Peninsula (around, 1

117.% E) may be atrtificial, caused by the preceding or sub-

sequent transit of the air mass over the sea. Cluster aver- 16 118 120 122

ages show nitrate and chloride to be associated with air of Longitude (°)

marine origin, with greater loadings in thdarine cluster

than theTerrestrial Campaign average loadings of nitrate Fig. 12. Mean value map for nitrate. Grey is median value, red is

(0.03 g nT3) and chloride (0.01 ug n?) are very low how-  greater than median, blue is less than median and white denotes no

ever they are high when compared to Amazonia (0.01p§m data coverage. 36 h trajectories are used.

and 0.00 pg m3, respectively). The diurnal profile of nitrate

and chloride loadings shows them to be strongly elevated

around midnight with low levels throughout the day. known to fragment consistently. The ratio of the mean ambi-
Nitrate (NG} ) is produced in the atmosphere by oxidation ent NO* and Nq signals is significantly greater than during

of NOx on the time-scale of hourslewitt et al.(2009 found  calibrations using ammonium nitrate (5.4 vs. 2.6). The AMS

that NG levels in Borneo, while typically lower than those has been shown to be poor at measuring organic nitrates di-

found in more developed countries such as USA and Europerectly as GHyN™ or C;HyO,N* (Farmer et al.2010, with

were highest over the oil palm plantations where the sourcesignificant mass (30 %) detected at the Nfeaks Rollins

were vehicle emissions, combustion and crop fertilisation.et al, 2010, which make up AMS “nitrate” measurements

The AMS nitrate loading is derived from two fragments usually associated with inorganic nitrate. However the ma-

(NO* and Nq atm/z30 and 46) and during OP3 these var- jority of organic nitrate mass is still thought to be measured

ied, indicating that the nitrate that is detected is unlikely to at the GHyN™ and GHyO,N* peaks Rollins et al, 2010

be purely in the form ammonium nitrate (NNO3), as thisis  and there is little correlation of these signals with the NO
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9616 N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

and Nq (r =0.29), implying any role of organic nitrates to the OOAZ2 factor. OOAZ2 is a relatively minor fraction of
be low. the total organic aerosol, making up only 11 % compared to
A likely source of chloride containing aerosol is sodium OOA1 which makes up 47%. This is expected in an en-
chloride particles from sea water, however the AMS cannotvironment such as Borneo where there are influences from
measure sea salt particles well as they are usually too largéar field sources such as off-island anthropogenic sources
to be successfully sampled and they vapourise slowly ( and OA from oceanic emissions, meaning more aged organic
lan et al, 2004. There is no excess ammonium (WHle-  aerosol could dominate.
tected after the neutralisation of sulphate in Borneo, mean- The ratio of mean value maps of OOAl to OOA2 (ex-
ing nitric acid will not readily be neutralised. The introduc- tent of oxidation; Fig13) shows the oxidised aerosol to be
tion of nitric acid (HNG) to aqueous sodium chloride par- originating externally to the island compared to the less ox-
ticles would force the chloride to partition to the gas phaseidised aerosol which originates in the island interior. This
in the form of hydrogen chloride (HCI). This leads to aque- implies the highly oxidised OA is from long range transport
ous sodium nitrate particles that are more easily volatilisedof aerosols that are emitted from sources external to the is-
by the AMS. The liberated hydrogen chloride can then reactland, either biogenic or anthropogenic. Figafshows low
to form aerosol which is detected by the AMS. While there OA oxidation in air masses travelling across the centre of the
are no direct measurements of the composition of the chloisland, a region of enhanced precipitation (Fiy). Wet re-
ride containing aerosol, it is likely that they are in the form moval of aerosol is likely to lead to depleted concentrations
ammonium chloride. of regional aerosol (highly aged OA) and relatively increased
The nitrate and chloride diurnal profiles show a very strongconcentrations of more locally produced aerosol. This local
increase at night, which may be driven by partitioning of aerosol is likely to be BSOA generated from rainforest pro-
vapours as the temperature reduces. A dense layer of foguced precursors as there were not any other major sources
formed across the forest every night which may have facili-known to be nearby (e.g. biomass burning, large settlements),
tated nitrate and chloride aerosol reformation occurring in theespecially in the inland region.
aqueous phase. Furthermore, the measurement site, locatedThe oil palm plantations in Borneo have been shown to
on a ridge top, protruded above the planetary boundary layebe a substantial source of isoprene, with emissions per unit
top every night Pearson et 312010 which may have intro-  area five times higher than the rainforesegitt et al, 2009.
duced more marine influenced aerosol that would be typicaRobinson et al(2011) showed that isoprene was a signifi-

of the regional background. cant source of BSOA at the measurement site in Bukit Atur,
linking isoprene derived BSOA to a distinctivie/z82 peak
3.4 Organic aerosol in the AMS organic aerosol mass spectrum and the asso-

ciated 82Fac PMF factor. The mean value map of 82Fac

The OOA1 mean value map shows both off-island and on-(Fig. 14a) shows higher than average loadings in air masses
island sources (Fidl3a). TheMarine andTerrestrial period from the immediate north, north-east and south-east. These
averages (0.33 and 0.29 ug respectively) show, while are all areas of oil palm agriculture, as shown in Fig. 1b of
both sources are significant, the off island source is largerHewitt et al.(2010. The air masses associated with these
The greatest concentrations of OOA1 are in marine/coastadreas also have particularly low maximum altitudes mean-
air masses. These are likely to be the result of long rangéng they are likely to be particularly influence by local sur-
transport of highly oxidised regional emissions with a possi-face emissions (Fig8). The cluster averages show higher
ble contribution from processed biomass burning at the star82Fac loadings from air masses associated witH\thene
of the measurement period (see S8d). Itis likely thatthe  cluster tharTerrestrial (0.18 vs. 0.12 pg M, respectively),
on island source of OOA1 represents the aged component afhich in this case corresponds to air masses from the Sem-
BSOA from the rainforest and the components of regionalporna Peninsula region to the immediate south-east of the site
long range transport aerosol that is not removed through wefapproximately 4.5N, 118 E). The north-easterly cluster,
deposition during transit across the island. The inland OOAlwhich corresponds to air mass from the oil palms to the north,
is changeable, showing both high and low loadings, and it isshows high average loadings (0.14 pg¥) although there
conceivable that the amount of inland OOAL is driven by theis a low amount of data from this period as stated earlier.
level of precipitation inland. Loadings are periodically high across the rest of the island

The OOA2 mean value map (Fi@3b) shows a strongly  signifying additional inland sources. The 82Fac OA makes
terrestrial source of aerosol, wilarine and Terrestrial pe- up a significant proportion of the total OA (24 %Robin-
riod loadings of 0.11 and 0.07 ugm respectively. It shows son et al.(2011) speculated that the formation of isoprene
elevated loadings across much of the island with the ex-SOA may be catalysed by the high sulphate loadings in Bor-
ception of the known oil palms to the immediate north and neo: acidic sulphate has been shown to affect isoprene SOA
south of the measurement site. This suggests the rainforformation in chambers (although through a mechanism un-
est is a source of freshly produced BSOA from the oxida-likely to yield them/z82 marker detected in BorneSurratt
tion of rainforest VOC emissions which are represented byet al, 2010 and acidic aerosol has been shown to catalyse the

Atmos. Chem. Phys., 11, 9608630 2011 www.atmos-chem-phys.net/11/9605/2011/



N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories 9617

i
o
5]
> 2 >
< g <
2 3 2
® - ®
| |
P S e
T T T T T T T T
116 118 120 122 116 118 120 122
(a) Longitude (°) (b) Longitude (°)
/¥
7
6
5o
= g
Y 4
5 o
5 o
£ °E
-]
-
2
1
T T T T
116 118 120 122

(C) Longitude {°)

Fig. 13. (a)OOAL1, (b) OOA2 and(c) the ratio of the OOA1 and OOA2 mean value maps, equivalent to OA oxidation. Grey is median value,
red is greater than median, blue is less than median and white denotes no data coverage. 36 h trajectories are used.

heterogeneous reactive uptake of 1,4-hydroxycarbonyls (esand sulphate show greater loadings inlttexrine cluster than

tablished isoprene oxidation products) to condensed phasi the Terrestrial cluster (0.25 vs. 0.09 ugm™ for ammo-

species likely to yield then/z82 peak (im and Ziemann  nium and 0.75 vs. 0.25ugm for sulphate, respectively),
2009. The mean value map of excess sulphate (E4).  which is consistent with the mean value maps.

shows the main source to the south-east of the site, in one of

. X L Ammonia is produced from the natural breakdown of urea
the regions associated with isoprene SOA. It should be note(é 'a IS procu . W y

nd uric acid excretion from animals and emissions from
fertiliser. It is the primary basic gas in the atmosphere and
ould be expected to be present in Borneo. Sulphate aerosol
often produced from processing of anthropogenic emis-
sions of SQ from fossil fuel combustion. South East Asia
uses more sulphur rich vehicle fuéh{ernational Fuel Qual-
3.5 Sulphate aerosol ity Center 2009 than western countries meaning anthro-
pogenic fossil fuel combustion may be of particular influ-
The mean value map correlation=£ 0.93) suggests that sul- ence in the region. Sulphate is also produced naturally by
phate (Fig.15) and ammonium are components of the sameprocessing of phytoplankton DMS emissidfidster et al,
aerosol, with the ion balance indicating this is likely in the 2006 and gaseous sulphur emitted by volcanddkef et al,
form of ammonium sulphate. Cluster averages of ammoniun2002. Previous studies have used the methane sulphonic

that sulphate aerosol that is neutralised by the time of arriva
at the measurement may be acidic closer to the coast where
has had less time to be neutralised by terrestrial ammoniurTi1S
sources.
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Fig. 14. Mean value maps ofa) 82Fac andb) excess sulphate (defined as moles of charge of sulphate greater than moles of charge of
ammonium plus % 109 to account for spread of neutral values). Grey is median value, red is greater than median, blue is less than median
and white denotes no data coverage. 36 h trajectories are used.

acid peak (MSA; CHSGsH) of the high resolution AMS v - |
mass spectrum as a marker for DMS derived sulphate aerosol -

(Zorn et al, 2008. The yield of MSA relative to sulphate
from atmospheric DMS oxidation has been shown to be
much lower in tropical conditionBates et al.1992 Allan

et al, 2009 and no MSA signal was apparent in the Borneo
dataset.

\olcanic activity was reported around the time of the OP3
project from Ruang (735 m), an island north of Sulawesi, In-
donesia, East of Borneo and Mount Papandayan (2665 m) on
Java, Indonesia, to the South of Born¥erfzke et al.2010),
and could be responsible for some of the sulphate aerosol de-
tected. However, if the back trajectories are assumed to be
reliable when extended to the seven day limit (R8g.these
regions did not influence the site.

A scatter plot of sulphate loading vs. OA loading, coloured 116 118 120 122
by cluster, is shown in Figl6, similar to the method used Longitude ()
in Chen et al.(2009 when analysing aerosol composition
in Amazonia. Figure S1 of the Supplement shows the sam&i9- 15. Sulphate mean value map. Grey is median value, red is
scatter plot coloured by/z44:43 (OA oxidation). Lines in- greater than median, bI_ue is _Iess than median and white denotes no
dicate the modal centres of the histogram of values of thedata coverage. 36 h trajectories are used.
sulphate to OA ratio. It should be noted that some level of
correlation is to be expected between aerosol loadings due

to shared removal processes, hence points at all three lingge Marine, Coastal and North-easterlyclusters. These
show a degree of correlation. Line A indicates points of highpoints show generally higher oxidation. This is consistent
sulphate concentration with little dependence on OA loadingith an internally mixed regional background that is removed
which are characteristically associated with Marineclus-  through wet deposition in inland Borneo. It is possible that
ter. They also show a varied level of OA oxidation. They arethe aerosol associated with line B could be sulphate from
consistent with sources of sulphate external to Borneo thatimilar sources to that associated with line A, but with OA
are not necessarily associated with production of OA — suchnass added during transit over conurbations on the east coast
as marine DMS production or volcanic emissions. of Borneo, however this is not likely given the high level of
Line B indicates points of correlated high sulphate and OAOA oxidation which suggests long atmospheric lifetime, and
concentration which are characteristically associated withthe lack of association with individual cities. Most likely,

Latitude (°)
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Fig. 16. SOy loading vs. OA loading coloured and numbered by
cluster. Lines, labelled with letters, indicate different proposed de-
pendencies. Lines represent modes of thg:8 ratio histogram

of values.

line B result from long range transport, which may well be
a combination of anthropogenic and biogenic sources. Bio

genic sources of organic matter are most likely to be of ter-

restrial origin and those of sulphate are likely to be marine in
nature.

Line C indicates points of high OA loading with a weaker
dependence on sulphate loading, which are characteristicall
associated with th&errestrial and Westerlyclusters. They
show a range of levels of OA oxidation. This is consistent
with biogenic production of SOA, providing a mixture of
more and less aged OA.

For the region including the measurement site and the se

9619

they are transported through these regions of enhanced pre-
cipitation (Fig.7).

3.6 Combustion emissions

High aerosol loadings at the beginning of the measurement
period are associated with air masses from the south of
the measurement site. This can be seen by splitting the
data set into two periods of interest (POI): POI1 before
00:01a.m. 29 June 2008 UTC and POI2 after. This point
was chosen because of the drop in both organic and inorganic
aerosol loadings and is indicated in Fif. POI1 was influ-
enced by air from the east coast of Borneo, and experienced
greater amounts of OA (1.34 vs. 0.62 pg#jy OOAL1 (0.76

vs. 0.27 uygm?3), CO (177 vs. 98 ppb; Figl7), BC (0.36

vs. 0.18 ugm?3; Fig. 18) and 91Fac (0.15 vs. 0.12 ugm

Fig. 19) than POI2. These quantities are all indicative of
pollution. The 91Fac factor may suggesting biomass burn-
ing specifically due to its resemblance to previously reported
biomass burning spectrd\ifarra et al, 2007 Allan et al,
2010, although it is a minor factor making up only 18 %
of total OA mass over the whole project. Trajectories also
tended to be influenced by air masses that have higher max-
imum altitudes during POI1 compared to POI2, with me-
dian minimum trajectory pressures of 880 hPa vs. 946 hPa

hd tenth percentile pressures of 653 hPa vs. 886 hPa, respec-

tively.

During POI2, CO and 91Fac show strongly on-island
sources implying that biomass burning still influences the
site, albeit to a lesser extent. It is less evident that an on-
island source of BC dominates during POI2, with elevated
amounts to the south, both on and off-island. There is
¥ disparity between inland BC and CO measurements dur-
ing POI2, with the dominant CO source being inland and the
dominant BC source being more coastal and marine. This
would be explained if the BC and CO were emitted from
biomass burning on the south coast of Borneo (or even fur-
ther upwind) and then transported across the island. The BC

to the south-east, where the majority of sulphate containingvould be depleted inland through wet removal but the CO

air masses came from: DMS emissions from phytoplank-
ton are predicted to contribute around 30-40 % of total col-
umn sulphateGondwe 2003 Kloster et al, 2006; around

concentrations would be largely unaffected. Any BC from
shipping off the east coast that was insignificant compared to
biomass burning emissions in POI1 would then be apparent

40-50 % of surface sulphate is predicted to be from anthroin POI2. Modelled loadings of BC (0.2—0.5 pghfor the

pogenic emissionsTgai et al, 2010 with < 10 % of surface
sulphate concentrations predicted to be from shipping emis
sions Capaldo et a).1999; and around 30 % of surface sul-
phate predicted from volcanic emissioiaréf et al, 1997).

region;Koch et al, 2009 are consistent with the BC equiva-
tent loadings for POI1 and POI2.

The MODIS fire count shows more open fire activity on
Borneo at the beginning of the campaign, with an average of

Itis likely that the apparent elevated sulphate loadings overd2 events per day in POI1 compared to 10 in POI2. The fires

the oil palms to the south-east of the site are mainly due to there mainly confined to the coast with particularly high activ-
preceding transport of the air across marine source regionsty on the south-west of the island. This is also true of the
There may also be elevated sulphate loadings due to the proxvider region as a whole, with an average of 193 events per
imity of marine sources such as DMS production and ship-day in POI1 compared to 176 in POI2 (for the region shown
ping as well as an increased anthropogenic influence. Thé Fig. 9). This is consistent with POI1 being particularly
fact that sulphate and ammonium loadings are depleted inheavily influenced by aged biomass burning in the region, ei-
land is probably due to the wet removal of the aerosols agher transport of aged off-island biomass burning emissions,
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Fig. 17. Mean value maps of CO durir(@) POI 1 andb) POI 2. Colour scale is centred round the median value of the CO mean value map
for the whole campaign.
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Fig. 18. Mean value maps of aerosol absorbance (expressed as black carbon equivalent loadinga)deéhd and(b) POI 2. The colour
scale is centred round the median value of the BC mean value map for the whole campaign.

or more local on-island biomass burning emissions. It isinto consideration, it is likely that the OOA1 in POI1 is from
also the case that air masses during POI1 descended from combination of long range transport of OA and on-island
higher altitudes than POI2, with mean minimum pressures ofproduction and ageing of biomass burning OA. Further sepa-
838 hPa and 931 hPa and tenth percentile values of 652 hRation of these sources during POI1 is not possible given the
and 886 hPa, respectively. The introduction of free tropo-short time scale and small range of trajectories sampled.

spheric air may increase the dominance of biomass burning e inorganic aerosol components and 82Fac are also all
species which are likely to be transporte_d from their SOUrC&yreater in POIL than POI2. There has been some evidence
to the upper troposphere by pyroconvection. in the literature that sulphate gases produced from biomass
It is possible that there is an oxidised aerosol influenceburning can condense onto biomass burning aerosol down-
from the south eastern coast of the island, particularly duringwind of fires, so this could be a potential sulphate source
POI1. The enhanced OOAL loadings during POI1 may be(Gao et al. 2003. However, coastal and marine air masses
due to processed emissions from biomass burning. In POl2lominate POI1 compared to POI2, which has a more bal-
the majority of oxidised aerosol is in air masses external toanced mixture of coastal/marine and inland air masses. This
the island, implying long range transport of OA. Taking this would explain the greater inorganic loadings in POI1, as

Atmos. Chem. Phys., 11, 9608630 2011 www.atmos-chem-phys.net/11/9605/2011/



N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories 9621

/e i
0.25 0.25
0.20 0.20
2 2
= 0.15 o — 0.15 o
— o — o
g z g 3
k= 010 3 £ 0103
o - © -
- -
0.05 0.05
74%
S e —
T T
116 118 120 122 116 118 120 122
(a) Longitude (°) (b) Longitude (°)

Fig. 19. Mean value maps of 91Fac duria) POl 1 and(b) POI 2. Colour scale is the consistent between plots and is centred round the
median value of the 91Fac mean value map for the whole campaign.

these aerosols are thought to be marine in origin (sulphat@ver Bongao island (BN, 120 E), which are air masses as-
and chloride) or formed by reaction with marine aerosol (am-sociated with low sulphate levels (Fig3) and less oxidised
monium and nitrate). While 82Fac is not thought to be ma-aerosol (Fig.13). As previously stated, the AMS does not
rine in origin, it is associated with marine air masses as thesefficiently measure sea salt, however if primary externally
pass over the oil palm plantation to the south east of the sitemixed sea salt aerosol was present it would be expected to
It can also be speculated that some other controlling factobe apparent in HTDMA data as a population of particles
involved in the 82Fac OA was increased during POI1 (e.g.with a high 2) growth factor in the upper dry size chan-
sulphate aerosol acidity or oxidation rates). Acidic sulphatenels Good et al. 20103. Such a mode was not observed,
has previously been shown to affect isoprene SOA formatiorjustifying the comparison of AMS and hygroscopicity data.
and Slowik et al, 2011) also showed theim/z82 containing  The hygroscopicity mean value maps are supported by the
PMF factor may be associated with elevated sulphate concereluster averages. The hygroscopicity instruments have less
trations. However, it appears that 82Fac shows little relationdata coverage than the AMS, not making measurements dur-
to the biomass burning markers throughout the project, suging the beginning of the measurement period when aerosol
gesting that the increase during POI1 is unrelated to biomaskadings were high in air mass from due south over the
burning. OOA2 showed a very slight decrease in loadings beSangkulirang Peninsula{N, 117.5 E). Taking this into ac-
tween POI1 and POI2 (0.09 vs. 0.08 g however this  count, higher Ghp and lower St values are measured in
change is so small as to be within the uncertainty of the in-air masses associated with higher ammonium sulphate mass
strument and analysis methods. fraction, and conversely lower G@f-and higher S§;; val-

ues are measured in air mass associated with lower ammo-

3.7 Dependence of hygroscopicity on regional source nium sulphate mass fraction. This is consistent with the lit-
erature which shows ammonium sulphate to be more hygro-

Figure 20 shows mean value maps of hygroscopicity mea_sco.pic than atmospheric QA in bpth sub- apd §upersaturated
surements for two given aerosol sizes. These are represefigdimes Petters and Kreidenweig2007 Swietlicki et al,
tative of other measured sizes, with an average0.9 for ~ 2008. If a single hygroscopicity parameter can be used to
six sizes between 32 and 258 nm for theggFean value ~ €XPlain water uptake then GF and ;aSmean value plots
maps and an average= 0.7 for ten sizes between 57 and would be expected to_ anti-correlate. While ther_e is gener-
202 nm for the S§i mean value map. A complete discus- ally good antl-corr_elatlon, there are some _exceptlons. '_I'he_se
sion of aerosol hygroscopicity and its relation to composi-ShOL_‘ld be the subjeqt of further |nve.st|gat|.on to gstabllsh_lf
tion and size is detailed ihwin et al. (2010. The subsat- _th.|s is QUe .merely tq m_strumenFaI or inversion artifacts, or if
urated growth factor (between 0 and 90 % relative humid_lt. is |nd|cat_|ve of limitations of single vanaple parameterisa-
ity: GFgo) shows good separation between terrestrial andions (as discussed iyood et al.2010h Irwin et al, 2010.
marine air masses for both sizes, with higher aerosayGF

measured in air of marine origin. Critical supersaturation

(S&:it) shows highest values from the south-west and east
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Fig. 20. Mean value maps of: sub-saturated growth factor(&53 nm particles an¢b) 155 nm particles; and critical supersaturation for
(c) 63 nm particles an@d) 149 nm particles. Grey is median value, red is greater than median, blue is less than median and white denotes no
data coverage. 36 h trajectories are used.

4  Summary dide has previously been reported from terrestrial vegetation
and soil as well as biomass burning, all of which may con-
In general, many species demonstrated an association withibute to the inland sources. Biomass burning has been re-
either terrestrial or marine air masses. These are representg@rted as a source of methyl bromide and there is some ev-
by data from theTerrestrial and Marine clusters which are  idence for emission from tropical vegetation. In contrast to
displayed in Tabled. The analysis of halocarbons shows the other halocarbons, the methyl bromide mean value map
bromoform and dibromomethane to be strongly associate@howed low mixing ratios in air masses directly east of the
with coastal and marine air mass. These species are estabite. There does seem to be some marine contribution, specif-
lished marine tracers and this result provides validation forically from the coast directly south of the site. It also showed
the back trajectory analysis presented here. Particularly higlsome elevated mixing ratios in air masses from directly north
mixing ratios were observed in air masses associated with aand south of the site. This may be due to biomass burn-
area of seaweed cultivation directly east of the site. Methyling associated with the oil palm plantations however other
iodide was associated with similar air masses as the polybiomass burning markers were not observed to be significant
brominated compounds but it is unclear if it is produced from of this region. It could also be due to the proximity of coastal
similar sources or by a different mechanism. It shows somesources such as macro algae. It is unclear if the oil palms
departure from the polybrominated compounds, with inlandthemselves are a source of methyl bromide.
levels not as uniformly low. Elevated inland values are also
present in the methyl bromide mean value map. Methyl io-
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Table 4. Averages of data during 12 h periods classified as belonging tM#ree and Terrestrial clusters. Values quoted in the form

mean (media%gg} 3//3”3) Marine and Terrestrial data sets that are significantly different with a 95% confidencelevel (using the two tailed
Mann-Whitney U testCheung et a).1997), which is nonparametric) are marked with an asterisk.
Borneo Amazonia
Terrestrial Marine All In Outof All
basin  basin
Aerosol composition
Organics (ug m°) 0.68(0.6498% 0.70(0.62%) 07406333 | 050 080 067
OOAL* (ugn3) | 029025078 03302794 035027019
00A2* (ugn3) | 011010 007007839 0.08(0.08LH
82Fac* (ug ) 0.12(0.09%%8) 018(0.14223) 0.18(0.1333)
91Fac* (ugnT3) 0.16 (0.15320)  0.12(0.0953>)  0.13(0.10030H
Sulphate* (ug ) 027026935 0.75(0.723%%) 061050089 | 004 030 015
Ammonium* (ugnt3) | 0.09(0.0932 0.25(0.24333) 0210193 0.02
Nitrate* (ug ni3) 0.03(0.023h 004003385 0.04(0.083) 0.01
Chloride* (ug n3) 0.01(0.0038%)  0.01(0.0133%)  0.01(0.0138%) 0.00
Absorbance* (ugm®) | 0.19(0.16338) 0.21(0.17323)  0.22(0.183:3})
Hygroscopicity
GFgo* [53 nm] 130(1.29+3% 142141191 1.38(13813)
GFgo* [155nm] 1.46(1.4913%) 158(1.581%%) 1.53(1.54199)
SSyit* [63 nm] 0.63 (0.6 0.48(0.47939) 0.53(0.54%3)
SSit* [149 nm] 026 (02593}  0.20(0.17323)  0.22(0.208-2))
Gas composition
CO* (ppbv) 111(110130)  984(943%28)  101(10653%)
CHBr3* (pptv) 110(1.13528) 161156159 1.48(1.45115)
CHgBr2* (pptv) 0.81(0.838) 0.95(0.953) 0.91(0.9%)
CHgl* (pptv) 1.03(1.08Y12) 109108538 1.08(1.0828)
CHgBr (pptv) 6.73(6.68L33) 6.92(6.90L23) 6.80(6.6952%)

Particulate nitrate and chloride show very similar time se-nocturnal profile may be caused by the reformation of nitrate
ries trends and their mean value maps show their associatioand chloride aerosols in nocturnal fog droplets or their likely
with marine air. They exhibit a consistent diurnal profile with partitioning to the gas phase as the temperature increases dur-
sharply elevated levels around midnight. Inspection of theing the day. It may also be associated with sampling of free
AMS mass spectral information shows that the nitrate is un-tropospheric air when the boundary layer dropped below the
likely to be present as ammonium nitrate or organic nitratesmeasurement site, as was observed by LIDAR measurements
The sea is an established source of sodium chloride aerosolPearson et 312010. While loadings of nitrate and chloride
however this is not generally detected due to its slow vapouri-are small, they are higher than were measured in Amazonia
sation time in the AMS. Nitric acid may be produced by pro- which is consistent with greater influence of a marine source.
cessing of biogenic NQfrom soil (particularly from the fer- Levels of sulphate and ammonium are much higher than
tilised oil palms plantations) and anthropogenic Nénis-  in the AMAZE-08 project in the rainforest of the Central
sions from settlements on the coast. This nitric acid couldAmazon basin wher€hen et al(2009 performed a simi-
displace chloride from marine sodium chloride particles tolar analysis of sulphate and OA correlation to assess aerosol
give aqueous sodium nitrate aerosol that is more efficientlyorigin. This led to the classification of “in-basin” and “out-
vapourised by the AMS than sodium chloride. It is likely of-basin” influences. 40% of the AMAZE-08 project was
that the liberated chloride is detected in the form of ammo-classified as being influenced by in-basin periods which were
nium chloride although it is unclear if this is the case. The dominated by (relatively unoxidised) OA (0.5 ug#), with
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little sulphate influence (0.04 pgm). These were deemed only periods influenced bYerrestrial air masses, this gives
to be influenced mainly by BSOA freshly produced from an estimated loading of between 0.23 and 0.52 pig,room-
rainforest VOC emissions. The out-of-basin periods, com-pared to 0.5 ug m® of OA seen in-basin in Amazonia. This
prising 30 % of the project, were less dominated by OA lower contribution from the Bornean rainforest is likely to be
(0.8 ug n3), which was more oxidised, with more sulphate mainly due to the difference in the size of the source regions.
influence (0.3pugm?3). During these periods the measure-  The beginning of the campaign was dominated by high
ment site was more influenced by long range transport ofaerosol loadings, due in particular to sulphate and the organic
emissions from a variety of sources, probably processedOA1 and 82Fac PMF factors. This period was also associ-
DMS emissions from the Atlantic and biomass burning from ated with increased CO, BC, 91Fac and all inorganic species.
West Africa. This is in contrast to Borneo which experienced The MODIS satellite shows this to be a period of enhanced
much higher sulphate loadings (0.61pg¥h A study in fire activity around the coast of Borneo, particularly on the
West Africa measured similarly high levels of sulphate assouthwest of the island. The beginning of the measurement
were observed during OP3, which may be due to the maringeriod is influenced by coastal air running up the east coast
influences during the West African monsoon phase. of Borneo. It is likely that the increased biomass burning ac-

Organic aerosol is most oxidised in marine air massestivity caused the increased CO, BC and 91Fac loadings. It
Sulphate was associated with marine air masses and showésl also likely that processed organic biomass burning emis-
varying levels of correlation with organic aerosol. Sul- sions contributed to the increased OOA1 loadings. It is pos-
phate unassociated with organic aerosol showed an off-islandible that some of the sulphate aerosol is from condensation
source and is likely to be mainly from the processing of ma-of gases emitted from biomass burning. However, the cor-
rine DMS emissions. Air masses travelling over the moun-relation is not high £ = 0.45) between the OOA1 and sul-
tainous interior of Borneo show depressed levels of regionaphate time series during POI1 suggesting that, if this is oc-
background aerosol which is probably due to greater wet recurring, it is a relatively small contribution. In addition to
moval by orographically induced convective precipitation. aerosol emissions from biomass burning, the enhanced inor-
These air masses are also associated with less oxygenategenic and OOA1 aerosol loadings during POI1 could be due
OA, presumably because the removal of regional aerosol into the dominance of coastal air, a reduction in precipitation
creases the relative dominance of BSOA produced close tgausing less wet removal, or an increase in oxidation rates.
the measurement site. It should be noted that the sulphat@he latter two could themselves be consequences of biomass
loading inTerrestrialair masses (which are most representa-burning emissions.
tive of rainforest conditions) is even greater than the out-of-  Aerosol hygroscopicity showed marked differences be-
basin classified data from Amazonia. This implies that, whiletween terrestrial and marine air masses, however the data
regional aerosol is probably being depleted inland throughcoverage does not include the period of more intense biomass
wet deposition, a significant amount of aerosol is transportechurning. The most hygroscopic aerosol associated with the
across the length of the island. Emissions from agriculturesame air masses as high ammonium sulphate concentrations.
seemed to influence the site with isoprenoid BSOA show-As sulphate aerosol is more hygroscopic than (even highly
ing elevated levels over the major oil palm plantations to theoxidised) organic aerosol, the sulphate to organic mass ra-
north and south of the site, which is consistent with measuretio would be expected to be the driving factor in the aerosol
ments showing oil palm to emit five times as much isoprenehygroscopicity.
as the natural rainforestiéwitt et al, 2009.

OA associated with sulphate also showed an off-island
source and an increased level of oxidation. This is likely5 Conclusions
to be long range transport of internally mixed aerosol. The
sources are likely to be a combination of both anthropogenicThe results are consistent with a regional background of sul-
and biogenic sources of both OA and sulphate but the OAphate and aged organic aerosol that is removed by wet de-
has aged considerable during transport. It is unclear howposition in the interior of Borneo. This may be expected on
much of this background signal is biogenic, anthropogenican island, where off-island sources are likely to be distant
or pyrogenic. It is also possible that the organic backgroundenough to contribute to an aged background. Seven day air
may be wholly or in part due to marine biological sources mass trajectories show the site was influenced by the least
(O'Dowd et al, 2004. A fraction of the OA showed only populated areas with the least amount of detected fires, when
a weak association with sulphate. This predominantly arose&eompared to the wider region. Given this it is likely that bio-
during air periods influenced by on-island air masses andogical sources dominated the regional background.
is likely to be biogenic aerosol from processing of VOCs Both the Marine and Terrestrial clusters had much
emitted by the rainforest. Emissions from the rainforest inhigher sulphate loadings (0.75 and 0.27 pgftnrespec-
Borneo are likely to be measured at Bukit Atur as relatively tively) than were measured in Amazonia (0.15 Ui
fresh aerosol and so would be expected to be represented hwhich is probably due to a greater marine influence. The
OOAZ2 and 82Fac, plus some fraction of OOAL. Consideringrainforest ecosystem has also been reported as a minor source

Atmos. Chem. Phys., 11, 9608630 2011 www.atmos-chem-phys.net/11/9605/2011/



N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

9625

of sulphur gases (and associated aerosol) in the Amagon ( References

dreae et aJ.1990, but the analysis presented here shows if
this is present it is a comparatively minor source, Wighres-
trial air masses containing 65 % less sulphate tanine.

The sulphate appears to be largely neutralised to ammo-
nium sulphate by time of arrival at the site, probably by ter-

Alfarra, M. R., Prevot, A. S. H., Szidat, S., Sandradewi, J.,

Weimer, S., Lanz, V. A., Schreiber, D., Mohr, M., and Bal-
tensperger, U.: Identification of the mass spectral signature of or-
ganic aerosols from wood burning emissions, Environ. Sci. Tech-
nol., 41, 5770-57740i:10.1021/es062289B007.

restrial ammonium. The rainforest and oil palms appear toA”an' J. D., Bower, K. N., Coe, H., Boudries, H., Jayne, J. T.,

be sources of BSOA, with an estimated mean concentration
of 0.26 ugnT3, however there are no periods where local

BSOA dominates as was the case in the AMAZE-08 project.
The region is influenced by some level of biomass burning,
although, apart from the beginning of the measurement pe-
riod, this appears to be a relatively minor source. Far field

Canagaratna, M. R., Millet, D. B., Goldstein, A., Quinn, P. K.,
Weber, R. J., and Worsnop, D. R.: Submicron aerosol compo-
sition at Trinidad Head, California, during ITCT 2K2: its re-
lationship with gas phase volatile organic carbon and assess-
ment of instrument performance, J. Geophys. Res., 109, D23S24,
d0i:10.1029/2003JD004208004.

biomass burning emissions may be so aged as to be part dflan, J. D., Topping, D. O., Good, N., Irwin, M., Flynn, M.,

the regional background, however inspection of seven day
back trajectories were not associated with areas of particu-
larly high fire activity in the region. There also appears to be
a minor influence at night from marine chloride reacting with
terrestrial nitrate.

Williams, P. I., Coe, H., Baker, A. R., Martino, M., Nieder-
meier, N., Wiedensohler, A., Lehmann, S.,ul\r, K., Her-
rmann, H., and McFiggans, G.: Composition and properties
of atmospheric particles in the eastern Atlantic and impacts on
gas phase uptake rates, Atmos. Chem. Phys., 9, 9299-9314,
doi:10.5194/acp-9-9299-2002009.

In general Borneo shows a wider range of influences thamjian, J. D., Wiliams, P. 1., Morgan, W. T., Martin, C. L.,

Amazonia. Despite data coverage lower than other compara- Flynn, M. J., Lee, J., Nemitz, E., Phillips, G. J., Gallagher, M. W.,
ble analyses the methods proved useful in assessing the ori- and Coe, H.: Contributions from transport, solid fuel burning and
gin of species measured. This study shows that the Amazon, cooking to primary organic aerosols in two UK cities, Atmos.

whilst clearly an important part of the biosphere, is not repre-

Chem. Phys., 10, 647-66@0i:10.5194/acp-10-647-20,12010.

sentative of the tropics as a whole. The “maritime continent”Allen, A. G.,  Oppenheimer, M. F., Baxter, P. J, Hor-

region needs to be considered separately from the Amazon,

as being a heterogeneous and complex mixture of biogenic,
marine and anthropogenic influence.

Supplementary material related to this

article is available online at:
http://www.atmos-chem-phys.net/11/9605/2011/
acp-11-9605-2011-supplement.pdf

AcknowledgementsThanks to Gavin McMeeking (Colorado State

rocks, L. A., Galle, B.,, McGonigle, A. J. S., and Duf-
fell, H. J.: Primary sulfate aerosol and associated emissions
from Masaya Volcano, Nicaragua, J. Geophys. Res., 107, 4682,
doi:10.1029/2002JD00212Q002.

Andreae, M. O., Berresheiem, H., Bingemer, H., Jacob, D. J.,

Lewis, B. L., Li, S.-M., and Talbot, R. W.: The atmospheric sul-
fur cycle over the Amazon Basin. Il. Wet season, J. Geophys.
Res., 95, 16813-1682d0i:10.1029/JD095iD10p16813990.

Ashbaugh, L.: A residence time probability analysis of sulfur con-

centrations at grand Canyon National Park, Atmos. Environ., 19,
1263-1270¢0i:10.1016/0004-6981(85)902561085.

University) and Mathew Evans (The University of Leeds) for useful Avissar, R., Silva Dias, P., Silva Dias, M., and Nobre, C. A.

conversations in the preparation of this manuscript. Thanks also
to Minnie Wong (Fire Information and Resource Management
System) for providing archived MODIS fire data. The OP3 project

The Large-Scale Biosphere-Atmosphere Experiment in Amazo-
nia (LBA): insights and future research needs, J. Geophys. Res.,
107, 80864d0i:10.1029/2002JD002702002.

was funded by the UK Natural Environment Research Council British Atmospheric Data Centre: European Centre for Medium-

[grant number NE/D002117/1]. We thank the Malaysian and Sabah
Governments for their permission to conduct research in Malaysia;

the Malaysian Meteorological Department (MMD) for access to British Atmospheric Data Centre:

the Bukit Atur Global Atmosphere Watch station and their long
term ozone record; Leong Chow Peng (formerly of MMD) for
her support in the early stages of the project; Waidi Sinun of
Yayasan Sabah and his staff and Glen Reynolds of the Royal

Range Weather Forecasts back trajectority://badc.nerc.ac.
uk/data/ecmwf-op(last access: January 2010), 2006a.
European Centre for
Medium-Range Weather Forecasts. ECMWF Operational
Analysis  data, http://badc.nerc.ac.uk/view/badc.nerc.ac.
uk ATOM _dataentECMWF-OP (last access: October 2010),
2006b.

Society’s South East Asian Rain Forest Research Programme anBlaker, J.: Emissions of C§Br, organochlorines, and organoiodines

his staff for logistical support at the Danum Valley Field Centre;
the NERC Facility for Ground-based Atmospheric Measurements

from temperate macroalgae, Glob. Change Sci., 3, 93-106,
doi:10.1016/S1465-9972(00)000212D01.

and Halo Photonics for support with the LIDAR deployment; Bassford, M. R., Nickless, G., Simmonds, P. G., Lewis, A. C.,

Phua Mui How of the University Malaysia Sabah for his help with
the land cover map; and the rest of the OP3 project team for their
individual and collective efforts. This is paper number 525 of the

Royal Society’s South East Asian Rainforest Research Programme.

Pilling, M. J., and Evans, M. J.: The concurrent observation of
methyl iodide and dimethyl sulphide in marine air; implications
for sources of atmospheric methyl iodide, Atmos. Environ., 33,
2373-2383d0i:10.1016/S1352-2310(98)004031899.

Bates, T. S., Calhoun, J. A., and Quinn, P. K.: Variations in the

Edited by: R. MacKenzie

www.atmos-chem-phys.net/11/9605/2011/

methanesulfonate to sulfate molar ratio in submicrometer marine

Atmos. Chem. Phys., 11, 968§-2011



9626 N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

aerosol particles over the South Pacific Ocean, J. Geophys. Res., cles in the Amazon Basin, Geophys. Res. Lett., 36, L20806,
95, 813-816, 1992. doi:10.1029/2009GL039882009.

Bell, N., Hsu, L., Jacob, M., Schultz, M. G., Blake, D. R., But- Cheung, Y. K., and Klot, J. H.: The Mann Whitney Wilcoxon
ler, J. H., King, D. B., Lobert, J. M., and Maier-Reimer, E.: Distribution Using Linked Lists, Statistica Sinica, 7, 805-813,
Methyl iodide: atmospheric budget and use as a tracer of ma- , 1997.
rine convection in global models, J. Geophys. Res., 107, 4340Claeys, M., Graham, B., Vas, G., Wang, W., Vermeylen, R., Pashyn-
do0i:10.1029/2001JD001152002. ska, V., Cafmeyer, J., Guyon, P., Andreae, M. O., Artaxo, P,

Blei, E., Hardacre, C. J., Mills, G. P,, Heal, K. V., and Heal, M. R.:  and Maenhaut, W.: Formation of secondary organic aerosols
Identification and quantification of methyl halide sources in  through photooxidation of isoprene, Science, 303(5661), 1173—
a lowland tropical rainforest, Atmos. Environ., 44, 1005-1010, 1176,doi:10.1126/science.1092805004.
doi:10.1016/j.atmosenv.2009.12.02810. Cox, M. L., Sturrock, G. A., Fraser, P. J., Siems, S. T., and Krum-

Butler, J. H., King, D. B., Lobert, J. M., Montzka, S. A., Yvon- mel, P. B.: Identification of regional sources of methyl bromide
Lewis, S. A, Hall, B. D., Warwick, N. J., Mondeel, D. J., Ay- and methyl iodide from AGAGE observations at Cape Grim, Tas-
din, M., and Elkins, J. W.: Oceanic distributions and emissions of mania, J. Atmos. Chem., 50, 59-7d9i:10.1007/s10874-005-
short-lived halocarbons, Global Biogeochem. Cy., 21, GB1023, 2434-5 2005.
doi:10.1029/2006GB002732007. Cross, E., Slowik, J., Davidovits, P., Allan, J., Worsnop, D.,

Canagaratna, M. R., Jayne, J. T., Jimenez, J. L., Allan, J. D., Al- Jayne, J., Lewis, D., Canagaratna, M., and Onasch, T.: Labora-
farra, M. R., Zhang, Q., Onasch, T. B., Drewnick, F., Coe, H., tory and ambient particle density determinations using light scat-
Middlebrook, A., Delia, A., Williams, L. R., Trimborn, A. M., tering in conjunction with aerosol mass spectrometry, Aerosol
Northway, M. J., DeCarlo, P. F., Kolb, C. E., Davidovits, P., and  Sci. Technol., 41, 343-35%0i:10.1080/02786820701199736
Worsnop, D. R.: Chemical and microphysical characterization 2007.
of ambient aerosols with the aerodyne aerosol mass spectromezubison, M., Coe, H., and Gysel, M.: A modified hygro-
ter., Mass Spectrom. Rev., 26, 185-2@@i:10.1002/mas.20115 scopic tandem DMA and a data retrieval method based
2007. on optimal estimation, J. Aerosol Sci., 36, 846-865,

Capaldo, K., Corbett, J. J., Kasibhatla, P., Fischbeck, P., and Pan- doi:10.1016/j.jaerosci.2004.11.008005.
dis, S. N.: Effects of ship emissions on sulphur cycling and ra- Davies, D. K., llavajhala, S., Wong, M. M., and Justice, C. O.: Fire
diative climate forcing over the ocean, Nature, 400, 743-746, information for resource management system: archiving and dis-
doi:10.1038/234381999. tributing MODIS active fire data, IEEE Trans. Geosci. Remote

Cape, J. N., Methven, J., and Hudson, L. E.: The use of tra- S., 47, 72-790i:10.1109/TGRS.2008.200207809.
jectory cluster analysis to interpret trace gas measurement®eCarlo, P. F., Kimmel, J. R., Trimborn, A., Northway, M. J.,
at Mace Head, Ireland, Atmos. Environ., 34, 3651-3663, Jayne, J. T., Aiken, A. C., Gonin, M., Fuhrer, K., Horvath, T.,
doi:10.1016/S1352-2310(00)000982000. Docherty, K. S., Worsnop, D. R., and Jimenez, J. L.: Field-

Capes, G., Johnson, B., McFiggans, G., Williams, P. I., Hay- deployable, high-resolution, time-of-flight aerosol mass spec-
wood, J., and Coe, H.: Aging of biomass burning aerosols over trometer, Anal. Chem., 78, 8281-8289, 2006.

West Africa: aircraft measurements of chemical composition, Denman, K., Brasseur, G., Chidthaisong, A., Ciais, P., Cox, P.,
microphysical properties, and emission ratios, J. Geophys. Res., Dickinson, R., Hauglustaine, D., Heinze, C., Holland, E., Ja-
113, DO0C15d0i:10.1029/2008JD009843008. cob, D., Lohmann, U., Ramachandran, S., Dias, P. D. S.,

Capes, G., Murphy, J. G., Reeves, C. E., McQuaid, J. B., Hamil- Wofsy, S., and Zhang, X.: Couplings Between Changes in the
ton, J. F., Hopkins, J. R., Crosier, J., Wiliams, P. I., and Climate System and Biogeochemistry, Chap. Couplings, Cam-
Coe, H.: Secondary organic aerosol from biogenic VOCs over bridge University Press, Cambridge, UK and New York, NY,
West Africa during AMMA, Atmos. Chem. Phys., 9, 3841-3850, USA, 2007.
doi:10.5194/acp-9-3841-2002009. Facchini, M. C., Decesari, S., Rinaldi, M., Carbone, C., Finessi, E.,

Carpenter, L. J. and Liss, P. S.: On temperate sources of bromoform Mircea, M., Fuzzi, S., Moretti, F., Tagliavini, E., Ceburnis, D.,
and other reactive organic bromine gases, J. Geophys. Res., 105, and O’Dowd, C. D.: Important source of marine secondary or-
20539-20547¢l0i:10.1029/2000JD900242000. ganic aerosol from biogenic amines, Environ. Sci. Technol., 42,

Carter, C., Finley, W., Fry, J., Jackson, D., and Willis, L.: Palm oil  9116-9121d0i:10.1021/es8018382008.
markets and future supply, Eur. J. Lipid Science Technol., 109,Farmer, D. K., Matsunaga, A., Docherty, K. S., Surratt, J. D., Se-
307-314d0i:10.1002/€jlt.200600252007. infeld, J. H., Ziemann, P. J., and Jimenez, J. L.. Response of an

Chan, M. N., Surratt, J. D., Claeys, M., Edgerton, E. S., Tan- aerosol mass spectrometer to organonitrates and organosulfates
ner, R. L., Shaw, S. L., Zheng, M., Knipping, E. M., Ed- and implications for atmospheric chemistry, P. Natl. Acad. Sci.
dingsaas, N. C., Wennberg, P. O., and Seinfeld, J. H.: Charac- USA, 107, 6670-667%0i:10.1073/pnas.09123401,®010.
terization and quantification of isoprene-derived epoxydiols in Food and Agriculture Organisation: Global Forest Resources As-
ambient aerosol in the Southeastern United States, Environ. Sci. sessment 2010: Main Report, Bernan Assoc, Rdrtip;//books.
Technol., 44, 4590-4596, 2010. google.com/books?id=vEcJTWEACAR&pgis=1 (last access:

Chen, Q., Farmer, D. K., Schneider, J., Zorn, S. R., Heald, C. L., January 2011), 2010.

Karl, T. G., Guenther, A., Allan, J. D., Robinson, N., Coe, H., Froyd, K. D., Murphy, S. M., Murphy, D. M., de Gouw, J. A,

Kimmel, J. R., Pauliquevis, T., Borrmann, Sggehl, U., An- Eddingsaas, N. C., and Wennberg, P. O.: Contribution
dreae, M. O., Artaxo, P., Jimenez, J. L., and Martin, S. T.: Mass of isoprene-derived organosulfates to free tropospheric
spectral characterization of submicron biogenic organic parti- aerosol mass., P. Natl. Acad. Sci. USA, 107, 21360-21365,

Atmos. Chem. Phys., 11, 9608630 2011 www.atmos-chem-phys.net/11/9605/2011/



N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

doi:10.1073/pnas.10125611®010.

Gao, S., Hegg, D. A., Hobbs, P. V., Kirchstetter, T. W., Magi, B. I.,
and Sadilek, M.: Water-soluble organic components in aerosols
associated with savanna fires in Southern Africa: identifica-
tion, evolution, and distribution, J. Geophys. Res., 108, 8491,
doi:10.1029/2002JD002322003.

Gerbig, C., Schmitgen, S., Kley, D., Volz-Thomas, A., Dewey, K.,

and Haaks, D.: An improved fast-response vacuum-UV reso-International Fuel Quality Center:
nance fluorescence CO instrument, J. Geophys. Res., 104, 1699—

1704,d0i:10.1029/1998JD100031999.
Giglio, L.: An enhanced contextual
rithm for MODIS, Remote Sens. Environ.,
doi:10.1016/S0034-4257(03)001842003.
Gondwe, M.: The contribution of ocean-leaving DMS to the global
atmospheric burdens of DMS, MSA, $Cand NSS S¢, Global
Biogeochem. Cy., 17, 1056pi:10.1029/2002GB001932003.
Good, N., Topping, D. O., Allan, J. D., Flynn, M., Fuentes, E., Ir-
win, M., Williams, P. I., Coe, H., and McFiggans, G.: Consis-
tency between parameterisations of aerosol hygroscopicity and
CCN activity during the RHaMBLe discovery cruise, Atmos.

87, 273-282,

9627

Phillips, G. J., Pike, R., Plane, J. M. C., Pugh, T., Pyle, J. A.,
Reeves, C. E., Robinson, N. H., Stewart, D., Stone, D.,
Whalley, L. K., and Yin, X.: Overview: oxidant and parti-
cle photochemical processes above a south-east Asian tropical
rainforest (the OP3 project): introduction, rationale, location
characteristics and tools, Atmos. Chem. Phys., 10, 169-199,
doi:10.5194/acp-10-169-2012010.

International Desil Rank-
ings — Top 100 Sulphuhttp://www.ifqc.org/UserFiles/file/Misc/
DieselRankings0909(1).pdflast access: April 2010), 2009.

fire detection algo- Irwin, M., Good, N., Crosier, J., Choularton, T. W., and McFig-

gans, G.: Reconciliation of measurements of hygroscopic growth
and critical supersaturation of aerosol particles in central Ger-
many, Atmos. Chem. Phys., 10, 11737-117%#;10.5194/acp-
10-11737-20102010.

Irwin, M., Robinson, N., Allan, J. D., Coe, H., and McFiggans, G.:

Size-resolved aerosol water uptake and cloud condensation nu-
clei measurements as measured above a Southeast Asian rainfor-
est during OP3, Atmos. Chem. Phys. Discuss., 11, 3117-3159,

doi:10.5194/acpd-11-3117-2014011.

Chem. Phys., 10, 3189-3208pi:10.5194/acp-10-3189-2010 Jimenez, J. L., Canagaratna, M. R., Donahue, N. M., Pre-

2010a.

Good, N., Topping, D. O., Duplissy, J., Gysel, M., Meyer, N. K.,
Metzger, A., Turner, S. F., Baltensperger, U., Ristovski, Z.,
Weingartner, E., Coe, H., and McFiggans, G.: Widening the
gap between measurement and modelling of secondary or-
ganic aerosol properties?, Atmos. Chem. Phys., 10, 2577-2593,
doi:10.5194/acp-10-2577-2012010b.

Goodwin, K. D., North, W. J., and Lidstrom, M. E.: Production of
bromoform and dibromomethane by giant kelp: factors affect-
ing release and comparison to anthropogenic bromine sources,
Limnol. Oceanogr., 42, 1725-1734, 1997.

Graf, H.-F., Feichter, J., and Langmann, B.: Volcanic sulfur emis-
sions: estimates of source strength and its contribution to the
global sulfate distribution, J. Geophys. Res., 102, 10727-10738,
doi:10.1029/96JD03263.997.

Gysel, M., McFiggans, G., and Coe, H.: Inversion of tandem differ-

vot, A. S. H., Zhang, Q., Kroll, J. H., DeCarlo, P. F,, Allan, J. D.,
Coe, H., Ng, N. L., Aiken, A. C., Docherty, K. S., Ulbrich, I. M.,
Grieshop, A. P., Robinson, A. L., Duplissy, J., Smith, J. D.,
Wilson, K. R., Lanz, V. A., Hueglin, C., Sun, Y. L., Tian, J.,
Laaksonen, A., Raatikainen, T., Rautiainen, J., Vaattovaara, P.,
Ehn, M., Kulmala, M., Tomlinson, J. M., Collins, D. R., Cu-
bison, M. J., Dunlea, E. J., Huffman, J. A., Onasch, T. B., Al-
farra, M. R., Williams, P. I., Bower, K. N., Kondo, Y., Schnei-
der, J., Drewnick, F., Borrmann, S., Weimer, S., Demerjian, K.,
Salcedo, D., Cottrell, L., Griffin, R., Takami, A., Miyoshi, T.,
Hatakeyama, S., Shimono, A., Sun, J. Y., Zhang, Y. M,,
Dzepina, K., Kimmel, J. R., Sueper, D., Jayne, J. T., Hern-
don, S. C., Trimborn, A. M., Williams, L. R., Wood, E. C.,
Middlebrook, A. M., Kolb, C. E., Baltensperger, U., and
Worsnop, D. R.: Evolution of organic aerosols in the atmosphere,
Science, 326, 1525-152@0i:10.1126/science.1180353009.

ential mobility analyser (TDMA) measurements, J. Aerosol Sci., Jordan, T., Seen, A., and Jacobsen, G.: Levoglucosan as an atmo-

40, 134-151¢0i:10.1016/j.jaerosci.2008.07.01209.
Hewitt, C. N., MacKenzie, A. R., Di Carlo, P., Di Marco, C. F,,

spheric tracer for woodsmoke, Atmos. Environ., 40, 5316-5321,
doi:10.1016/j.atmosenv.2006.03.02B06.

Dorsey, J. R., Evans, M., Fowler, D., Gallagher, M. W., Hop- Justice, C., Giglio, L., Korontzi, S., Owens, J., Morisette, J.,

kins, J. R., Jones, C. E., Langford, B., Lee, J. D., Lewis, A. C.,
Lim, S. F., McQuaid, J., Misztal, P., Moller, S. J., Monks, P. S.,
Nemitz, E., Oram, D. E.,, Owen, S. M., Phillips, G. J.,

Roy, D., Descloitres, J., Alleaume, S., Petitcolin, F., and Kauf-
man, Y.: The MODIS fire products, Remote Sens. Environ., 83,
244-262, 2002.

Pugh, T. A. M., Pyle, J. A., Reeves, C. E., Ryder, J., Siong, J.,Kalkstein, L. S., Tan, G., and Skindlov, J. A.: An evaluation of three
Skiba, U., and Stewart, D. J.: Nitrogen management is essen- clustering procedures for use in synoptic climatological classifi-
tial to prevent tropical oil palm plantations from causing ground-  cation, J. Appl. Meteorol., 26, 717-730, 1987.

level ozone pollution., P. Natl. Acad. Sci. USA, 106, 18447- Kleindienst, T. E., Lewandowski, M., Offenberg, J. H., Jaoui, M.,

18451,d0i:10.1073/pnas.09075411,0809.

Hewitt, C. N., Lee, J. D., MacKenzie, A. R., Barkley, M. P,
Carslaw, N., Carver, G. D., Chappell, N. A., Coe, H., Col-
lier, C., Commane, R., Davies, F., Davison, B., DiCarlo, P.,

and Edney, E. O.: The formation of secondary organic aerosol
from the isoprene + OH reaction in the absence ofyN®t-
mos. Chem. Phys., 9, 6541-6588;:10.5194/acp-9-6541-2009
2009.

Di Marco, C. F.,, Dorsey, J. R., Edwards, P. M., Evans, M. J., Kloster, S., Feichter, J., Maier-Reimer, E., Six, K. D., Stier, P., and

Fowler, D., Furneaux, K. L., Gallagher, M., Guenther, A.,
Heard, D. E., Helfter, C., Hopkins, J., Ingham, T., Irwin, M.,
Jones, C., Karunaharan, A., Langford, B., Lewis, A. C,,

Wetzel, P.: DMS cycle in the marine ocean-atmosphere system —
a global model study, Biogeosciences, 3, 29-¢#i;10.5194/bg-
3-29-2006 2006.

Lim, S. F., MacDonald, S. M., Mahajan, A. S., Malpass, S., Mc- Koch, D., Schulz, M., Kinne, S., McNaughton, C., Spackman, J. R.,

Figgans, G., Mills, G., Misztal, P., Moller, S., Monks, P. S., Ne-
mitz, E., Nicolas-Perea, V., Oetjen, H., Oram, D. E., Palmer, P. I.,

www.atmos-chem-phys.net/11/9605/2011/

Balkanski, Y., Bauer, S., Berntsen, T., Bond, T. C., Boucher, O.,
Chin, M., Clarke, A., De Luca, N., Dentener, F., Diehl, T.,

Atmos. Chem. Phys., 11, 968§-2011



9628 N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

Dubovik, O., Easter, R., Fahey, D. W., Feichter, J., Fillmore, D., cross, D.: Methyl halide emission estimates from domestic
Freitag, S., Ghan, S., Ginoux, P., Gong, S., Horowitz, L., biomass burning in Africa, Atmos. Environ., 42, 5241-5250,
Iversen, T., Kirkeag, A., Klimont, Z., Kondo, Y., Krol, M., doi:10.1016/j.atmosenv.2008.02.0@008.

Liu, X., Miller, R., Montanaro, V., Moteki, N., Myhre, G., Millero, F. J. The physical chemistry of seawa-

Penner, J. E., Perlwitz, J., Pitari, G., Reddy, S., Sahu, L., ter, Annu. Rev. Earth Planet. Sci., 2, 101-150,
Sakamoto, H., Schuster, G., Schwarz, J. P., Seland, @., Stier, P., doi:10.1146/annurev.ea.02.050174.00053%4.

Takegawa, N., Takemura, T., Textor, C., van Aardenne, J. A.,Morgan, W. T., Allan, J. D., Bower, K. N., Capes, G., Crosier, J.,
and Zhao, Y.: Evaluation of black carbon estimations in  Williams, P. I., and Coe, H.: Vertical distribution of sub-micron

global aerosol models, Atmos. Chem. Phys., 9, 9001-9026, aerosol chemical composition from North-Western Europe and
doi:10.5194/acp-9-9001-2002009. the North-East Atlantic, Atmos. Chem. Phys., 9, 5389-5401,

Laboratory Earth Systems Research Global Monitoring Division:  doi:10.5194/acp-9-5389-2002009.

NOAA Calibration Scales for Various Trace Gask&p://www. Morgan, W. T., Allan, J. D., Bower, K. N., Highwood, E. J., Liu, D.,
esrl.noaa.gov/gmd/ccl/scales.htiifhist access: August 2008), McMeeking, G. R., Northway, M. J., Williams, P. I., Krejci, R.,
2008. and Coe, H.: Airborne measurements of the spatial distribution

Lance, S., Medina, J., Smith, J. N., and Nenes, A.: Mapping the of aerosol chemical composition across Europe and evolution
operation of the DMT continuous flow CCN counter, Aerosol  of the organic fraction, Atmos. Chem. Phys., 10, 4065-4083,
Sci. Technol., 40, 242—-254, 2006. doi:10.5194/acp-10-4065-20,12010.

Lanz, V. A., Alfarra, M. R., Baltensperger, U., Buchmann, B., Ng, N. L., Canagaratna, M. R., Zhang, Q., Jimenez, J. L., Tian, J.,
Hueglin, C., and Favot, A. S. H.: Source apportionment of sub- Ulbrich, I. M., Kroll, J. H., Docherty, K. S., Chhabra, P. S.,
micron organic aerosols at an urban site by factor analytical mod- Babhreini, R., Murphy, S. M., Seinfeld, J. H., Hildebrandt, L.,
elling of aerosol mass spectra, Atmos. Chem. Phys., 7, 1503— Donahue, N. M., DeCarlo, P. F., Lanz, V. A.,&®bt, A. S. H.,
1522,doi:10.5194/acp-7-1503-2002007. Dinar, E., Rudich, Y., and Worsnop, D. R.: Organic aerosol

Lebel, T., Parker, D. J., Flamant, C., Bas] B., Marticorena, B., components observed in Northern Hemispheric datasets from
Mougin, E., Peugeot, C., Diedhiou, A., Haywood, J. M., Aerosol Mass Spectrometry, Atmos. Chem. Phys., 10, 4625—
Ngamini, J. B., Polcher, J., Redelsperger, J.-L., and Thorn- 4641,d0i:10.5194/acp-10-4625-20,12010.
croft, C. D.: The AMMA field campaigns: multiscale and mul- Newton, H. M., Reeves, C. E., Mills, G. P., and Oram D. E.:
tidisciplinary observations in the West African region, Q. J. Roy.  Organohalogens in and above the rainforest of Borneo, to be sub-
Meteor. Soc., 136, 8—-380i:10.1002/qj.4862010. mitted to Atmos. Chem. Phys., 2011.

Lim, Y. B. and Ziemann, P. J.: Kinetics of the heterogeneous converNovakov, T., Corrigan, C., Penner, J., Chuang, C., Rosaria, O., and
sion of 1,4-hydroxycarbonyls to cyclic hemiacetals and dihydro-  Bracero, O. M.: Organic aerosols in the Caribbean trade winds:
furans on organic aerosol particles., Phys. Chem. Chem. Phys., a natural source?, J. Geophys. Res.-Atmos., 102, 21307-21313,
11, 8029-803%0i:10.1039/b904333KR009. 1997.

Manley, S. L., Goodwin, K., and North, W. J.: Laboratory pro- O’'Dowd, C. D., Facchini, M. C., Cavalli, F., Ceburnis, D.,
duction of bromoform, methylene bromide, and methyl iodide  Mircea, M., Decesari, S., Fuzzi, S., Yoon, Y. J., and Putaud, J.-
by macroalgae and distribution in nearshore Southern California P.: Biogenically driven organic contribution to marine aerosol,
waters, Limnol. Oceanogr., 37, 1652-1659, 1992. Nature, 431, 676—680, 2004.

Martin, S. T., Andreae, M. O., Althausen, D., Artaxo, P., Baars, H., Paatero, P.: Least squares formulation of robust non-negative
Borrmann, S., Chen, Q., Farmer, D. K., Guenther, A., Gun- factor analysis, Chemometr. Intell. Lab., 37, 23-35,
the, S. S., Jimenez, J. L., Karl, T., Longo, K., Manzi, A.,,  do0i:10.1016/S0169-7439(96)000441997.

Miller, T., Pauliquevis, T., Petters, M. D., Prenni, A. J., Paatero, P. and Tapper, U.. Positive matrix factorization:
Poschl, U., Rizzo, L. V., Schneider, J., Smith, J. N., Swi- a non-negative factor model with optimal utilization of er-
etlicki, E., Tota, J., Wang, J., Wiedensohler, A., and Zorn, S. R.: ror estimates of data values, Environmetrics, 5, 111-126,
An overview of the Amazonian Aerosol Characterization Ex-  doi:10.1002/env.3170050208994.

periment 2008 (AMAZE-08), Atmos. Chem. Phys., 10, 11415- Pandis, S. N., Wexler, A. S., and Seinfeld, J. H.: Dynam-
11438,d0i:10.5194/acp-10-11415-2012010. ics of tropospheric aerosols, J. Phys. Chem., 99, 9646—9659,

Matthew, B., Middlebrook, A., and Onasch, T.: Collection effi-  do0i:10.1021/j100024a003995.
ciencies in an aerodyne aerosol mass spectrometer as a functidPaulot, F., Crounse, J. D., Kjaergaard, H. G.jr¢n, A,
of particle phase for laboratory generated aerosols, Aerosol Sci. St. Clair, J. M., Seinfeld, J. H., and Wennberg, P. O.: Unexpected
Technol., 42, 884-89810i:10.1080/0278682080235672008. epoxide formation in the gas-phase photooxidation of isoprene.,

McFiggans, G., Alfarra, M. R., Allan, J., Bower, K., Coe, H., Cu- Science, 325, 730-7380i:10.1126/science.1172912009.
bison, M., Topping, D., Williams, P., Decesari, S., Facchini, C., Pearson, G., Davies, F., and Collier, C.: Remote sensing of the
and Fuzzi, S.: Simplification of the representation of the organic tropical rain forest boundary layer using pulsed Doppler lidar,
component of atmospheric particulates, Faraday Discuss., 130, Atmos. Chem. Phys., 10, 5891-59@ibj:10.5194/acp-10-5891-
341, 341-362¢0i:10.1039/b419435¢005. 201Q 2010.

McMorrow, J. and Talip, M. A.. Decline of forest area in Petters, M. D. and Kreidenweis, S. M.: A single parameter repre-
Sabah, Malaysia: relationship to state policies, land code sentation of hygroscopic growth and cloud condensation nucleus
and land capability, Global Environ. Change, 11, 217-230, activity, Atmos. Chem. Phys., 7, 1961-19dbj:10.5194/acp-7-
doi:10.1016/S0959-3780(00)0005920)01. 1961-20072007.

Mead, M., Khan, M., White, I., Nickless, G., and Shall- Petzold, A. and Schonlinner, M.: Multi-angle absorption photome-

Atmos. Chem. Phys., 11, 9608630 2011 www.atmos-chem-phys.net/11/9605/2011/



N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

ter — a new method for the measurement of aerosol light absorp-
tion and atmospheric black carbon, J. Aerosol Sci., 35, 421-441,
doi:10.1016/j.jaerosci.2003.09.00%04.

Quack, B., Peeken, I., Petrick, G., and Nachtigall, K.: Oceanic

9629

Wennberg, P. O., and Seinfeld, J. H.: Atmospheric chemistry
special feature: reactive intermediates revealed in secondary or-
ganic aerosol formation from isoprene., P. Natl. Acad. Sci. USA,
15, 6640—664570i:10.1073/pnas.09111141,@010.

distribution and sources of bromoform and dibromomethane inSwietlicki, E., Hansson, H.-C., Hameri, K., Svenningsson, B.,

the Mauritanian upwelling, J. Geophys. Res., 112, C100086,
doi:10.1029/2006JC003803007.

Reeves, C. E.: Atmospheric budget implications of the temporal
and spatial trends in methyl bromide concentration, J. Geophys.
Res., 108, 4343J0i:10.1029/2002JD002942003.

Roberts, G. and Nenes, A.: A continuous-flow streamwise thermal-
gradient CCN chamber for atmospheric measurements, Aerosol

Massling, A., McFiggans, G., McMurry, P. H., Petaja, T,
Tunved, P., Gysel, M., Topping, D., Weingartner, E., Bal-
tensperger, U., Rissler, J., Wiedensohler, A., and Kulmala, M.:
Hygroscopic properties of submicrometer atmospheric aerosol
particles measured with H-TDMA instruments in various envi-
ronments — a review, Tellus B, 60, 432—-469j:10.1111/j.1600-
0889.2008.00350,2008.

Sci. Technol., 39, 206-221¢0i:10.1080/027868290913988 Tsai, |.-C., Chen, J.-P., Lin, P.-Y.,, Wang, W.-C., and Isak-

2005.

Robinson, N. H., Hamilton, J. F., Allan, J. D., Langford, B.,
Oram, D. E., Chen, Q., Docherty, K., Farmer, D. K,
Jimenez, J. L., Ward, M. W., Hewitt, C. N., Barley, M. H.,
Jenkin, M. E., Rickard, A. R., Martin, S. T., McFiggans, G., and
Coe, H.: Evidence for a significant proportion of Secondary Or-
ganic Aerosol from isoprene above a maritime tropical forest,
Atmos. Chem. Phys., 11, 1039-10%0j:10.5194/acp-11-1039-
2011 2011.

Rollins, A. W., Fry, J. L., Hunter, J. F., Kroll, J. H., Worsnop, D. R.,
Singaram, S. W., and Cohen, R. C.: Elemental analy-
sis of aerosol organic nitrates with electron ionization high-
resolution mass spectrometry, Atmos. Meas. Tech., 3, 301-310,
doi:10.5194/amt-3-301-2012010.

Simoneit, B., Schauer, J. J., Nolte, C. G., Oros, D. R., Elias, V. O.,
Fraser, M. P., Rogge, W. F.,, and Cass, G. R.: Levoglucosan,
a tracer for cellulose in biomass burning and atmospheric
particles, Atmos. Environ., 33, 173-188pi:10.1016/S1352-
2310(98)00145-91999.

Sive, B. C., Varner, R. K., Mao, H., Blake, D. R., Wingenter, O. W.,
and Talbot, R.: A large terrestrial source of methyl iodide, Geo-
phys. Res. Lett., 34, L178080i:10.1029/2007GL030522007.

Slowik, J. G., Brook, J., Chang, R. Y.-W., Evans, G. J., Hayden, K.,
Jeong, C.-H., Li, S.-M., Liggio, J., Liu, P. S. K., McGuire, M.,
Mihele, C., Sjostedt, S., Vlasenko, A., and Abbatt, J. P. D.: Pho-

sen, |. S. A.: Sulfur cycle and sulfate radiative forcing simulated
from a coupled global climate-chemistry model, Atmos. Chem.
Phys., 10, 3693—-37080i:10.5194/acp-10-3693-20,12010.

Ulbrich, I. M., Canagaratna, M. R., Zhang, Q., Worsnop, D. R., and

Jimenez, J. L.: Interpretation of organic components from Posi-
tive Matrix Factorization of aerosol mass spectrometric data, At-
mos. Chem. Phys., 9, 2891-29118:10.5194/acp-9-2891-2009
2009.

Venzke, E., Wunderman, R. W., McClelland, L., Simkin, T.,

Luhr, J. F., Siebert, L., and Mayberry, G. (Eds.): Global Volcan-
ism, 1968 to the Present, Smithsonian Institution, Global Vol-
canism Program Digital Information Series, GVPh&tp://www.
volcano.si.edu/reportglast access: February 2009), 2010.

Williams, 1., Gallagher, M. W., Choularton, T. W., Coe, H.,

Bower, K. N., and McFiggans, G.: Aerosol development and in-
teraction in an urban plume, Aerosol Sci. Technol., 32, 120-126,
doi:10.1080/027868200303822000.

Williams, P. 1., McFiggans, G., and Gallagher, M. W.: Latitudi-

nal aerosol size distribution variation in the Eastern Atlantic
Ocean measured aboard the FS-Polarstern, Atmos. Chem. Phys.,
7, 2563-2573d0i:10.5194/acp-7-2563-2002007.

Winklmayr, W., Reischl, G. P., Lindner, A. O., and Berner, A.:

A new electromobility spectrometer for the measurement of
aerosol size distributions in the size range from 1 to 1000 nm,
J. Aerosol Sci., 22, 289-296, 1991.

tochemical processing of organic aerosol at nearby continentalWWorton, D. R., Mills, G. P., Oram, D. E., and Sturges, W. T..

sites: contrast between urban plumes and regional aerosol, At-
mos. Chem. Phys., 11, 2991-300#)i:10.5194/acp-11-2991-
2011, 2011.

Smythe-Wright, D., Boswell, S. M., Breithaupt, P., Davidson, R. D.,

Gas chromatography negative ion chemical ionization mass spec-
trometry: application to the detection of alkyl nitrates and halo-
carbons in the atmosphere, J. Chromatogr. A, 1201, 112-119,
2008.

Dimmer, C. H., and Eiras Diaz, L. B.: Methyl iodide produc- Yokouchi, Y., Hasebe, F., Fujiwara, M., Takashima, H., Sh-

tion in the ocean: implications for climate change, Global Bio-
geochem. Cy., 20, GB3008pi:10.1029/2005GB002642006.
Surratt, J. D., Murphy, S. M., Kroll, J. H., Ng, N. L., Hildebrandt, L.,
Sorooshian, A., Szmigielski, R., Vermeylen, R., Maenhaut, W.,
Claeys, M., Flagan, R. C., and Seinfeld, J. H.: Chemical compo-

iotani, M., Nishi, N., Kanaya, Y., Hashimoto, S., Fraser, P,
Toom-Sauntry, D., Mukai, H., and Nojiri, Y.: Correlations and
emission ratios among bromoform, dibromochloromethane, and
dibromomethane in the atmosphere, J. Geophys. Res., 110,
D23309,d0i:10.1029/2005JD0063023005.

sition of secondary organic aerosol formed from the photooxida-Zhang, Q., Jimenez, J. L., Canagaratna, M. R., Allan, J. D., Coe, H.,

tion of isoprene, J. Phys. Chem. A, 110, 9665—-9690, 2006.

Surratt, J. D., Gomez-Gonzalez, Y., Chan, A. W. H., Vermeylen, R.,
Shahgholi, M., Kleindienst, T. E., Edney, E. O., Offenberg, J. H.,
Lewandowski, M., Jaoui, M., Maenhaut, W., Claeys, M., Fla-
gan, R. C., and Seinfeld, J. H.: Organosulfate formation in bio-
genic secondary organic aerosol, J. Phys. Chem. A, 112, 8345-
8378,d0i:10.1021/jp80231Qr2008.

Surratt, J. D., Chan, A. W. H., Eddingsaas, N. C., Chan, M.,
Loza, C. L., Kwan, A. J.,, Hersey, S. P., Flagan, R. C,,

www.atmos-chem-phys.net/11/9605/2011/

Ulbrich, I., Alfarra, M. R., Takami, A., Middlebrook, A. M.,

Sun, Y. L., Dzepina, K., Dunlea, E., Docherty, K., DeCarlo, P. F.,
Salcedo, D., Onasch, T. B., Jayne, J. T., Miyoshi, T., Shi-
mono, A., Hatakeyama, S., Takegawa, N., Kondo, Y., Schnei-
der, J., Drewnick, F., Borrmann, S., Weimer, S., Demerjian, K.,
Williams, P., Bower, K. N., Bahreini, R., Cottrell, L., Grif-

fin, R. J., Rautiainen, J., Sun, J. Y., Zhang, Y. M., and
Worsnop, D. R.: Ubiquity and dominance of oxygenated species
in organic aerosols in anthropogenically-influenced Northern

Atmos. Chem. Phys., 11, 968§-2011



9630

N. H. Robinson et al.: Source attribution during the OP3 project using back trajectories

Hemisphere midlatitudes, Geophys. Res. Lett., 34, 101029Zorn, S. R., Drewnick, F., Schott, M., Hoffmann, T., and Bor-

d0i:10.1029/2007GL029972007.

Zhou, Y., Mao, H., Russo, R. S., Blake, D. R., Wingenter, O. W.,
Haase, K. B., Ambrose, J., Varner, R. K., Talbot, R., and
Sive, B. C.: Bromoform and dibromomethane measurements in
the seacoast region of New Hampshire, 2002—2004, J. Geophys.
Res., 113, D0830%0i:10.1029/2007JD009103008.

Atmos. Chem. Phys., 11, 9608630 2011

rmann, S.: Characterization of the South Atlantic marine bound-
ary layer aerosol using an aerodyne aerosol mass spectrometer,
Atmos. Chem. Phys., 8, 4711-472@0i:10.5194/acp-8-4711-
2008 2008.

www.atmos-chem-phys.net/11/9605/2011/



72



4.3. PAPER II: THE ELEVATION OF AEROSOL BY ISLAND
THERMODYNAMICS AS OBSERVED AROUND BORNEO

4.3 Paper II: The elevation of Western Pacific regional
aerosol by island thermodynamics as observed around

Borneo

N. H. Robinson, J. D. Allan, G. Allen and H. Coe
Published September 2011

Supporting Material reproduced in Appendix C

Overview

An assessment of the effect transport of air mass over Borneo has on regional aerosol
was performed by inspecting aircraft aerosol composition profiles in the context of at-
mospheric thermodynamic data. Profiles were performed upwind over the ocean, in East
Sabah over the ground site and oil palm plantations, and downwind during take-off and
landing at the airport on the west coast. It was found that the upwind aerosol population
was confined to a shallow marine boundary layer. As the air mass advected over East
Sabah it appears that it is lofted above the well mixed surface layer, identifiable from
inspection of tephigrams. As the day progresses, this lofted layer progresses from being
sulphate dominated to also having a significant organic aerosol population. This is likely
to be due to the photochemical production of SOA from processing of both rainforest and
oil palm VOC emissions, providing evidence that the upper troposphere is influenced by
island sources. By the time of arrival on the west coast of Borneo, the lofted aerosol is
often dominated by organic aerosol.

These are the first reported vertical profile aerosol measurements in South East Asia.
The change in altitude relative to cloud cover has implications for the direct, indirect and
semi-direct aerosol climate effects. It also has implications for the atmospheric lifetime
of these aerosol as they are more likely to be above precipitation that would otherwise
remove them through wet deposition, extending their atmospheric lifetime, and therefore
their time averaged radiative effects. This paper provides evidence that the long chain of
islands stretching from continental South East Asia to Australia may provide a significant

regional source of aerosol to the free troposphere.

Contributions of authors

Allan assisted with performing measurements, interpretation of the data and prepara-
tion of the manuscript. Allen prepared the synoptic charts and tephigrams, assisted with
interpretation of the data and preparation of the manuscript including writing some text

interpreting the synoptic meteorology. Coe assisted in preparation of the manuscript.

73



CHAPTER 4. THE OP3 PROJECT

Robinson performed aerosol measurements and analysis, collation of profiles, inter-

preted the data and wrote the manuscript.

74



Manuscript prepared for Atmos. Chem. Phys.
with version 3.2 of the IZTEX class copernicus.cls.
Date: 3 November 2011

The elevation of Western Pacific regional aerosol by
island thermodynamics as observed around Borneo

N.H. Robinson', J.D. Allan'?, G. Allen!, and H. Coe!

I'The Centre for Atmospheric Science, School of Earth Atmospheric and Environmental Science,
The University of Manchester, UK
2The National Centre for Atmospheric Science, The University of Manchester, UK

Correspondence to: H. Coe

(hugh.coe@manchester.ac.uk)

Abstract. Vertical profiles of aerosol chemical composition were measured throughout the lower
troposphere of Borneo, a large tropical island in the western Pacific Ocean. Aerosol measurements
were made both upwind and downwind of Borneo, as well as over the island itself, using an Aero-
dyne Aerosol Mass Spectrometer on board the UK BAe-146 research aircraft. Two meteorological
regimes were identified — one dominated by isolated terrestrial convection (ITC) which peaked in
the afternoon, and the other characterised by more regionally active mesoscale convective systems
(MCS). Upwind profiles show aerosol to be confined to a shallow marine boundary layer below
930£10 hPa. As this air mass advects over the island with the mean near-surface synoptic flow
during the ITC-dominated regime, it is lofted above the terrestrial surface mixed layer to altitudes of
between 945422 and 740444 hPa, consistent with a coupling between the synoptic steering level
flow and island sea breeze circulations. Terrestrial aerosol was observed to be lofted into this higher
layer through both moist convective uplift and transport through turbulent diurnal sea-breeze cells.
At the peak of convective activity in the mid-afternoons, organic aerosol loadings in the lofted layer
were observed to be substantially higher than in the morning (by a factor of three). This organic
matter is dominated by secondary aerosol from processing of biogenic gas phase precursors. By the
time the air mass reaches the west coast of the island, terrestrial aerosol is enhanced in the lofted
layer. Such uplift of aerosol in Borneo is expected to increase aerosol lifetimes downwind, as they
are above the boundary layer and therefore less likely to be lost by wet or dry deposition. It is also
likely to change the role they play in the semi-direct and direct aerosol effects. The long chain of
islands extending from Malaysia to Australia may all similarly be expected to present an orographic
barrier to low level mean flow. This would lead to significant transport of aerosol into the tropical

free troposphere across the western Pacific region.



1 Introduction

Aerosol particles interact with incoming solar radiation directly by absorbing and scattering sunlight
and indirectly by affecting the properties of clouds through their role as cloud condensation nuclei
(CCN). In order to accurately predict their influence on climate it is important to be able to effectively
model their residence time in the atmosphere, as well as their effects on the Earth’s radiative balance.
The altitude of aerosol is a governing factor of their atmospheric lifetime, with aerosol at lower
altitudes more likely to be removed through wet deposition (Balkanski et al., 1993). Aerosol altitude
relative to cloud cover affects the direct aerosol effect (Liao and Seinfeld, 1997), with absorbing
aerosol above cloud (which has a high albedo) tending to have a greater net radiative influence, and
aerosol below cloud tending to interact with less incoming solar radiation. Aerosol altitude also plays
a role in the semi-direct aerosol effects (Johnson et al., 2004), with local heating of different levels
of the atmosphere causing a decrease in relative humidity and potentially an increase in atmospheric
stability.

The tropics experience a higher top of the atmosphere flux of sunlight than any other region of
the Earth meaning they play an important role in governing global climate. They are estimated to
contribute almost half of global biogenic volatile organic carbon (BVOC) emissions (Guenther et al.,
1995). BVOC:s are oxidised in the atmosphere and condense as biogenic secondary organic aerosol
(BSOA) (Hallquist et al., 2009). The emissions profiles of BVOCs and the processes by which
they are oxidised to SOA are uncertain (Kanakidou et al., 2005; Hallquist et al., 2009) making
modelling of organic aerosol challenging. Understanding the way BSOA is formed from tropical
BVOC emissions is an important part of modelling the global radiative influence of aerosol. Despite
this, there is a paucity of detailed in-situ aerosol measurements made in the tropics (e.g. Jimenez
et al., 2009). Some studies have been performed in the large tropical continents of South America
(Martin et al., 2010a) and Africa (Lebel et al., 2010), however until now the significant region of the
tropics in the “maritime continent”” of South East Asia has remained uncharacterised. The behaviour
of aerosol around tropical islands is potentially very different to the continental locations previously
studied: an increased influence of marine species could make SOA chemistry very different, and
the thermodynamics of the local atmosphere may be complicated by the interaction of marine and
terrestrial boundary layers with sea breeze systems.

Detailed measurements of aerosol have been performed in West Africa and Amazonia. The
African Monsoon Multidisciplinary Analysis (AMMA,; Lebel et al., 2010) campaign in West Africa
made measurements of aerosol composition and physical properties. Airborne aerosol composition
measurements showed influences from biomass burning and biogenic secondary organic aerosol
(BSOA) (Capes et al., 2008, 2009). It was found that biomass burning played a role in elevating
aerosol high into the troposphere. Several experiments have also been performed in Amazonia. The
Large-Scale Biosphere-Atmosphere (LBA) experiment (Avissar et al., 2002) consisted of several

measurement intensives that observed aerosol properties in Amazonia, during both periods domi-



nated by biomass burning (e.g. Chand et al., 2006) and the natural background (e.g. Claeys et al.,
2004). In particular, Krejci et al. (2005) made airborne measurements of aerosol size distributions
and composition over the ocean east of French Guyana and the Amazon rainforest. They found
aerosol over the ocean to be confined to a shallow boundary layer of around 600 m. Over the rain-
forest the nocturnal boundary layer was less than 250 m, the lowest altitude flown. Three hours after
sunrise the rain forest mixed layer was observed to be 800 m, growing to 1200-1500 m by early after-
noon. Aerosol was measured in and above this layer and was attributed to primary biogenic aerosol
and aerosol produced from processing in shallow convective clouds. Martin et al. (2010b) assert that
mixing of surface aerosol high into the atmosphere by shallow and deep convective clouds is ubiqui-
tous throughout Amazonia. More recently the Amazonian Aerosol Characterization (AMAZE-08)
experiment made detailed ground based measurements of aerosol chemical and physical properties
(Martin et al., 2010a). They classified periods of in-basin influence which were dominated by pro-
duction of rainforest BSOA, and periods of out-of-basin influence that had additional marine and
biomass burning aerosol (Chen et al., 2009).

The role tropical islands play in generating convection as isolated heat sources has been inves-
tigated previously in the Tiwi Islands, off the north cost of Australia (Crook, 2001). This is the
location of a large convective storm named Hector which forms daily during the transition seasons.
Crook (2001) modelled convection due to an elliptical isolated heat source representing the Tiwi
islands and found that convection was most vigorous when the synoptic flow was slow and aligned
with the major axis of the heat source. They also found that isolated heat sources such as tropical
islands cause more convective uplift than continental coastlines. This island convection was thought
to be generated in two different ways. Firstly, when low-level moisture is great, evaporatively pro-
duced cold pools prevent the inland progression of sea breezes. The interaction of these cold pools
and the sea breeze cell then forms further convection. Secondly, when low-level moisture is less,
the sea breeze cells can progress inland until they converge, generating more convection between
the cells. Crook (2001) propose the question of what size of island is the most conducive to forming
convection, with islands that are too large preventing the interaction between sea breeze cells on
opposing coasts and islands that are too small reducing the residence time of air masses over land
where they can be heated and become unstable. Its is not clear what the optimal island size is, how-
ever the convection associated with Hector is great, suggesting that their maximum width of around
150 km is an efficient size.

This paper reports findings from the Oxidant and Particulate Photochemical Processes Above a
South East Asian Rainforest (OP3) project (Hewitt et al., 2010). This large consortium project was
performed on the island of Borneo, South East Asia, between April and July 2008 and consisted of
intensive studies from both ground and airborne measurement platforms. Borneo is one of the largest
islands in the World and the interior is widely populated with rainforest. This is despite increasing

settlement and logging of the exterior, mainly due to oil palm cultivation (McMorrow and Talip,



2001). The Crocker Mountain Range runs down the centre of the island, with the tallest peak, Mount
Kinabalu (4095 m), situated near the region where measurements reported here were made. Previous
studies from this project have reported a large off-island aerosol influence with much greater sulphate
concentrations than were measured in other similar studies in Amazonia, and an on-island influence
of BSOA from oxidation of isoprene and other BVOCs (Robinson et al., 2011a,b). The terrestrial
boundary layer was characterised using doppler lidar measurements (Pearson et al., 2010) which
detected an aerosol layer up to around 450 m above ground level during the day, although they state
interpretation of mixed layer height is complicated by the influence of clouds and humidity. They
also suggest that an observed decrease in aerosol concentration throughout the day may be caused
by the mixing of cleaner air aloft into the boundary layer through cloud processes.

Here we report measurements of aerosol composition made during aircraft altitude profiles, in the
context of corresponding thermodynamic measurements. By comparing profiles upwind over the
ocean, over the island and over the downwind coast of the island we provide insight into the effect
that transportation of regional air mass over Borneo has on the distribution of aerosol throughout the

local troposphere, and its implications downwind.

2 Methods and instrumentation

Measurements were made on board the UK’s BAe-146-301 large Atmospheric Research Aircraft
(ARA) operated by the Facility for Airborne Atmospheric Measurements (FAAM), hereafter the
BAe-146. This aircraft is equipped with a range of instrumentation to measure trace gas composition,
cloud microphysics and standard thermodynamic data as well as aerosol size, composition and phys-
ical properties (Hewitt et al., 2009, 2010). The BAe-146 measurements were performed in conjunc-
tion with ground measurements made in the Danum Valley conservation area (4.981°N,117.844°E).

A full description of the ground based aerosol measurements can be found in Robinson et al. (2011b).
2.1 Opverview of aircraft flight plans

Each research flight lasted approximately five hours and usually consisted of sets of profiles over
adjacent regions of rainforest and oil palm agriculture, hereafter collectively referred to as “East
Sabah” (Fig. 1; Tab. 1; flight plans summarised in Hewitt et al. (2010)). This region is approximately
40 km away from the coast at the nearest point, with air masses influencing the region tending to
travel over coastline approximately 90 km away (Fig. 1(a)). Deep profiles, from ~1000 hPa (150 m)
to ~460 hPa (6500 m) were interrupted by stacked straight and level runs (SLR; at 100-250, 1500,
3000 and 6500 m). Flying through clouds was avoided when possible. Data from profiles performed
when taking off and landing at Kota Kinabalu airport on the west coast are also used in this study.
Two flights were performed each day (before and after local noon), with a total of ten flights during

which the aerosol instrumentation was successfully operated. Six of these flights were in East Sabah
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Fig. 1. Typical research flights B385a and b on the 11/07/08. (a) topographic map of Borneo with flight track
coloured by time. Kota Kinabalu (KK) airport and “East Sabah” are indicated. A typical back trajectory is
marked by the dashed black line. Air mass is moving from east to west and has a transit time of ~30 hrs from
coast to coast. (b) flight altitude showing a series profiles interrupted by straight and level runs. The red dot
on the y-axis marks the trajectory release altitude of 880 hPa or 1.26 km (above the well mixed surface layer)

descending to around 903 hPa upwind of Borneo. Both plots have lines coloured on the same time scale.

and two were upwind. Another two were in a region of heavy agro-industrial activity in the south
of Sabah and are not included here, with the exception of the profiles above the airport described
above. Each day was assigned one flight number with the morning and afternoon flights indicated

with the suffixes “a” and “b.”

3 Synoptic Meteorology

Two meteorological regimes were identified from inspection of satellite images during the fly-

ing campaign, with the 11th, 13th and 14th July showing isolated disorganised convection form-



Flight name Date Region No. of profiles used  Meteorological Regime

B385 11/07/08 East Sabah 6 ITC
B386 13/07/08 East Sabah 7 ITC
Agro-industrial region in south
B387 14/07/08 4 ITC
Sabah (airport profiles used)
B388 16/07/08 East Sabah 5 MCS
B389 17/07/08 Upwind 6 MCS

Table 1. Details of flights performed

ing over Borneo (isolated terrestrial convection; ITC), and the 16th and 17th showing the domi-
nance of mesoscale convective systems (MCS). Synoptic 3-D wind reanalyses charts from the Inte-
grated Forecast System (IFS, cycle 33r1) European Center for Medium Range Weather Forecasting
(ECMWEF) for the Tropical Western Pacific region are plotted in Fig. 2. Examples are shown of the
11 July 2008 and 16 July 2008, both at 0600 UTC (2 pm local time), corresponding to flights B385
and B389, respectively. Operational reanalyses of horizontal and vertical wind data evaluated on hy-
brid model sigma levels were interpolated onto the 900 hPa isobar to illustrate 3-dimensional motion
diagnosed by the model in a plane of upper boundary layer vertical dynamics in the mid-afternoon.
It is important to emphasise that vertical dynamics in the ECMWF model are parameterised from
large-scale horizontal wind divergence fields and are therefore not expected to capture local scale
(sub-degree) circulations such as see-breeze circulations explicitly. Rather, such analyses are useful
in illustrating mean ascent and descent of airmasses due to synoptic weather patterns and large scale
uplift. The large size of Borneo and therefore large mean influence on convection through surface
heating can be expected to manifest in the reanalysis divergence field and therefore to capture mean
ascent and descent over the island well. We use ECMWF fields to this end alone.

Fig. 2(a) shows the typical synoptic regime during much of the OP3 campaign; with black ar-
rows showing near-surface easterly trades over Borneo and blue contours illustrating net uplift of air
through the 900 hPa level, consistent with active convection during afternoon solar heating of the
land surface. Several areas of strong downward motion are observed around the island, which are
suggestive of the potential capture of larger see-breeze circulations, seen as closed cells between the
warmer land and cooler sea surface around the island. The horizontal and vertical extent of such
circulations can be expected to be controlled by the horizontal wind direction and strength and the
buoyancy of land-heated air parcels. Satellite images corresponding to the thermodynamic charts
in Fig. 2, are shown in Figure 3. These show thermal infrared (10.4 pm) radiances from Chan-
nel 4 of the Multi-Functional Transport Satellite (MTSAT-1R) geostationary satellite operated by
the Japanese Meteorological Agency (JMA) and provided by the National Environmental Research
Council (NERC) Earth Observation and Data Acquisition and Analysis Service (NEODAAS). Fig.
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Fig. 3. Thermal infra-red images from the Multi-Functional Transport Satellite (MT-SAT-1R), operated by
the Japanese Meteorological Agency (JMA) and provided by the National Environmental Research Council
(NERC) Earth Observation and Data Acquisition and Analysis Service (NEODAAS). Images are of (a) the
11/07/08 and (b) 16/07/08, both at 2 pm local time. (a) shows little cloud cover upwind of Borneo to the south-
east, with clouds forming over the island, particularly downwind of the Crocker Mountain range, suggesting
the role of orographically induced convection. (b) shows the dominance of an MCS system to the north-east of
Borneo, with little convective activity over the island. (a) is typical of conditions on the 13th and 14th of July

and (b) is typical of conditions on the 17th of July.

3(a) shows the cloud regime on the afternoon of 11 July 2008. Over Borneo a number of small, iso-
lated clouds are observed, representative of shallow moist convection and consistent with the mean
ascent seen in ECMWEF reanalysis in Fig 2(a). A larger-scale cloud feature to the South West of
the island with cirrus advecting to the South West with the upper level flow represents an area of
deeper, more organised convection. Satellite images for the 13th and 14th of July (see supplemen-
tary material) show similar ITC as the 11th so, herein, we refer to this period as the ITC-dominated
regime.

Fig. 2(b) shows the synoptic picture on 16 July 2008. This is very different to that seen on the
11 July 2008 in Fig. 2(a). On this day, there is net descent over Borneo. Fig. 3(b) shows the likely
explanation for this deviation from the typical convective regime over Borneo — a number of upper
level cirrus streaks are observed across the island, aligned on a roughly southwest/northeast vector
and parallel to the upper level wind direction (not shown here). This mature cirrus is consistent with
the active MCS seen to the northeast associated with the convergence seen in Fig 2(b). The extensive
cirrus over Borneo is consistent with a much-reduced surface insolation and therefore weaker surface
convection. It should be noted that, while Fig 2(b) shows mean descent over the island, there is still

a region of uplift in the northwest of Borneo which is co-located with the Crocker Mountain Range



and, as such, is likely to be caused by orographic uplift. Satellite images for the 17th July (see
supplementary material) show a similar influence from regional MCS systems so, herein, we refer

to this period as the MCS-dominated regime.

4 Data Handling

The boundaries between atmospheric layers were estimated from inspection of aerosol profiles and
tephigrams (constructed from thermodynamic data recorded from the BAe-146, and presented in
Section 5 and the supplementary material). The estimated altitudes of the boundaries between dif-
ferent air mass layers were based on sudden changes in aerosol loadings and inversions in tephigram
profiles. The majority of the time, boundaries were based on discernible changes in both these diag-
nostics. Occasionally a change was only discernible in one diagnostic, in which case this was used
as the boundary level. Average aerosol concentrations were calculated from the data in the discreet
diagnosed atmospheric layers for each aircraft profile, which were then subsequently averaged to
gain a quantity representative of all corresponding profiles. Stated uncertainties are quoted as the
standard deviation of the set of individual profile averages, and therefore reflects the variability be-
tween profiles. As such, values based on single profiles are not stated with standard deviations. All
aerosol loadings are reported in g sm~3, defined as g m~2 at 273 K and 1013 hPa with no conden-
sation or evaporation of aerosol matter. Average aerosol loading and wind profiles are reported here
with the individual profiles included in the Supplementary Material. Tephigrams were not averaged
to facilitate analysis of fine-scale structure in the vertical. Representative tephigrams are displayed

alongside the averaged profiles, with all other tephigrams displayed in the Supplementary Material.
4.1 Instrumentation

A GPS-aided Inertial Navigation (GIN) system, consisting of an Applanix POS AV 510 system pro-
vided attitude, position and BAe-146 velocity data. The GIN sampled data at 50 Hz and recorded
data at 32 Hz. A 5-hole turbulence probe mounted on the aircraft nose was used in conjunction with
the GIN system to provide 3-D wind fields and high frequency (32 Hz) turbulence measurements.
Thermodynamic instruments include a General Eastern GE 1011B Chilled Mirror Hygrometer mea-
suring dew-point temperature and a Rosemount/Goodrich type-102 True Air Temperature sensor,
which recorded data at 32 Hz using a non de-iced Rosemount 102AL platinum resistance immersion
thermometer mounted outside of the boundary layer of the aircraft near the nose. The turbulence
probe also used measurements from the GIN and measurements of the ambient air temperature to
correct for kinetic effects. These thermodynamic instruments are used here to calculate tephigrams
and wind direction profiles (see Section 5).

Aerosol was sampled through a Rosemount inlet (Foltescu et al., 1995) via approximately 0.7 m

of stainless steel tubing with a total residence time of ~4 s in the inlet system. Accumulation mode



aerosol losses have previously been shown to be negligible (Osborne et al., 2007). Aerosol composi-
tion was measured using a Compact Time-of-flight Aerodyne Aerosol Mass Spectrometer (C-AMS;
Drewnick et al. (2005); Canagaratna et al. (2007)). This instrument provides online size resolved
aerosol composition data. It is limited to sub-micron aerosol that is non-refractory (NR), a term
operationally defined to mean the aerosol vaporises rapidly at a temperature of 600°C. Although
other aerosol types were present in Borneo, measurements reported here focus on organic and sul-
phate aerosol which were the most abundant species. The C-AMS was operated in two modes: a
~10 s time resolution mode for profiles and a ~30 s time resolution mode during SLRs and tran-
sit. Aerosol number size distributions were measured using a wing mounted Passive Cavity Aerosol
Spectrometer Probe (PCASP), an optical sizing instrument (Walter Strapp et al., 1992; Liu et al.,
1992).

4.2 Establishing the AMS collection efficiency

The C-AMS data were processed using standard calibration and data analysis techniques (Allan
et al., 2003; Allan, 2004). Upon contact with the C-AMS vaporiser, a proportion of the particulate
matter is undetected due to rebound from the vapouriser. This effect is quantified by the collection
efficiency (CE), which is defined as the fraction of aerosol introduced to the instrument that is suc-
cessfully vapourised and detected. The CE has previously been shown to be a function of particle
phase, composition, shape, relative humidity and heater geometry, and in previous studies has been
found to be between 0.43 and 1 with a typical CE ~ 0.5 (Salcedo et al., 2007). The CE of the C-
AMS was determined by convolving the speciated mass loading time series into a total volume time
series using assumed organic and inorganic densities determined by Cross et al. (2007). This was
then compared to total sub-micron volume measured by the PCASP. The CE of the High Resolution
AMS (HR-AMS; DeCarlo et al., 2006) used at the ground site was previously determined to be ~0.5
after a similar comparison to the associated Differential Mobility Particle Sizer (DMPS; Williams
et al., 2000) total volume time series. Applying a similar CE of 0.5 to the FAAM C-AMS leads to
over-measurement compared to the PCASP and a CE of 1 is found to give better agreement (Figure
4(a)). Comparison of total aerosol volume measured from the ground site and the BAe-146 show
good agreement during fly-bys of the ground site when a CE of 1 is applied to the C-AMS data
(Figure 4(b)).

A likely reason for different observed CEs in the ground and BAe-146 AMSs is that aerosol
sampled in the BAe-146 is more humid due to the lack of a drying system. This has been observed to
cause a CE closer to unity at RHs greater than around 80% (Allan et al., 2004; Matthew et al., 2008).
The RH in the BAe-146 AMS sample line can be estimated from the ambient RH, the differential
between cabin and ambient temperatures, and the pressure increase caused by the motion of the

aircraft using Equation 1.
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Fig. 4. (a) Total sub-micron aerosol volume measured by the C-AMS vs. the PCASP. Plot using all available
data from the BAe-146. 1:1 line shown in black. (b) comparison of total sub-micron aerosol volume measured
from the ground site (DMPS and HR-AMS) and BAe-146 (PCASP and C-AMS) during ground site fly-bys.
Conversion of AMS particulate mass to volume uses assumed organic and inorganic densities (Cross et al.,

2007). Data shown with BAe-146 C-AMS CE = 1 and ground HR-AMS CE = 0.5.
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where ¢ is the dynamic pressure, p is the static pressure, p is the density of ambient air, v is the
aircraft velocity, p(H2O) 4. is the ambient partial pressure of water, p(H20);,,; is the internal partial
pressure of water, p* is similarly the saturation vapour pressure, A, B and C' are constants (8.07131,
1730.63 and 233.426 respectively), T}, is the cabin temperature and RH;,,; is the relative humidity
in the line at the time of sampling. This gives an estimated median inlet line RH of 79% for all data,
98% below an altitude of 1 km, 83% between 1-3 km and 56% above 3 km meaning much of the
sampled aerosol was humid enough that it may have been sampled with a CE of 1. In contrast, the
AMS at the ground site sampled air dried using a 780 tube Nafion counter flow drier, with a resultant
median sample RH of 76% (Whitehead et al., 2010; Robinson et al., 2011a). A CE of 1 is used for
all BAe-146 measurements reported herein. It should be noted that this will lead to under-reporting
of aerosol loading in circumstances where the CE is less than unity, by as much as 50% assuming
a lower bound CE of 0.5. This may be particularly relevant in the upper free troposphere where the
inlet RH was likely to be lower due to the positive internal/external temperature differential, however

it is impossible to determine this effect accurately through a total mass closure given the low aerosol

11



loadings at higher altitude.

5 Results
5.1 Upwind

Flight B389 (17/07/08) is notable in that measurements were performed upwind of the island. Four
upwind profiles were preformed between 09:45 and 12:00 local time. Upwind aerosol profiles show
a shallow surface layer up to an average estimated height of 930410 hPa (770 m). Correspond-
ing wind vector profiles show some shear at the same level and tephigrams indicate weak mixing
with a capping inversion at the same level, or no mixing at all. Of the four upwind profiles, one
has notably lesser aerosol loadings in the surface layer, however light rain was observed when this
low altitude data was sampled which may have been responsible for depleting local aerosol con-
centrations through wet deposition. Taking data in the surface layer across the four profiles gives
average aerosol loadings of 0.744-0.48 ;g sm—3 of organic aerosol and 0.8840.22 pg sm~? of sul-
phate aerosol, with data above the surface layer giving averages of 0.064-0.04 ;g sm~? for organic
aerosol and 0.26+0.06 p1g sm~? of sulphate. Discounting the rain affected flight gives surface layer
averages values of 0.8840.32 and 0.974-0.12 p1g sm~2 for organic and sulphate aerosol respectively.

Averages of the three profiles unaffected by rain are shown in Fig. 5.
5.2 [East Sabah — ITC-dominated regime

The morning profiles over East Sabah were performed between 10:00 and 12:00 and the afternoon
profiles between 16:00 and 18:00 local time. In total, four morning profiles and five afternoon
profiles were successfully recorded in this region during the ITC-dominated regime. The morning
aerosol profiles show a shallow surface layer below an average estimated height of 922+14 hPa
(890 m) containing organic (0.9040.50 ug sm~3) and sulphate (1.0540.24 pug sm~3) aerosol.
Above this is a layer up to an average estimated height of 714420 hPa (3050 m) that contains
elevated sulphate aerosol loadings (1.0740.18 pg sm~3) and relatively low organic aerosol loadings
(0.28+0.15 pg sm~3). Very low organic and sulphate aerosol loadings were measured above this
(0.0240.03 and 0.0840.04 11g sm~? respectively). These layers are referred to (in order of increas-
ing altitude) as Layer One, Layer Two and Layer Three. Tephigrams indicate that Layer One is
typically well mixed with a capping inversion at the top. The boundary between Layers One and
Two was observed to be regularly marked by a layer of cumulus clouds, consistent with the expected
lifting condensation level seen in the tephigrams. The tephigrams show little indication of vertical
mixing in Layer Two with occasional weak inversions throughout the layer. The wind vector profile
tends to show a change from southerly to easterly winds through Layer Two, sometimes with strong
shear but usually with a gradual transition. Average profiles and an example tephigram are shown in

Figure 6.
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Fig. 5. Averaged altitude profiles (median and interquartile ranges) (a) organic and sulphate aerosol loading and
(b) wind direction. (c) shows a typical tephigram detailing ambient temperature (red) and dewpoint temperature

(blue). Averages comprise three profiles (during the MCS-dominated regime) from flight B389 in the morning
of 17/07/08, and the tephigram is was performed at 10:30 local.
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Fig. 6. Average altitude profiles (median and interquartile ranges) during mornings of the ITC-dominated
regime over East Sabah of (a) organic and sulphate aerosol loading and (b) wind direction. (¢) shows a tephi-

gram detailing ambient temperature (red) and dewpoint temperature (blue). Averages comprised four profiles
on 11/07/08 and 13/07/08. Tephigram from 11/07/08, 11:01 local.
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Afternoon profiles show a slightly deeper well mixed layer up to an average estimated height
of 914+£10 hPa (960 m) and a similar change in wind shear through Layer Two, compared to
the morning profiles. Layer One has similar aerosol loadings as in the morning (1.014-0.22 and
0.89+0.12 pg sm~2 of organics and sulphate respectively). Layer Two tends to show and increase

in organic aerosol loadings compared to the morning (to 0.8540.09 11g sm~3

, an increase by a factor
of 3), to amounts similar to the average sulphate loadings in Layer Two (0.91+0.19 g sm~3). Layer
Three still shows low aerosol loadings of both organics and sulphate (0.07£0.02+ and 0.07+0.07
g sm~3 respectively). Average aerosol and wind direction profiles and an example tephigram are
shown in shown in Fig. 7.

Two of the afternoon profiles (Fig. 8) were performed in the vicinity of intense cumulonimbus
formation (such as can be seen in the satellite images in Fig. 3(a)), which were not included in the
group of profiles discussed above. They show aerosol profiles that have relatively constant loadings
to a height of at least 700 hPa (no AMS data exists above this altitude), consistent with strong mixing.
The tephigrams indicate boundary layer mixing to a height of above 900 hPa, possibly to as high as

~830 hPa.

6 East Sabah — MCS-dominated regime

Only one morning and one afternoon profile was recorded over East Sabah during the MCS-dominated
regime. The morning profile (Fig. 9) shows a well mixed Layer One with approximately half the
organic and sulphate loadings measured during the ITC-dominated regime (0.51 and 0.42 pg sm—3
respectively) up to a similar altitude (920 hPa, 890 m). Layer Two shows a very strong sulphate
layer (0.73 pg sm~3) with low organic concentrations (0.19 pg sm~?), again up to a similar altitude
(690 hPa, 3330 m) as observed during the ITC-dominated regime. Sulphate and organic loadings
(0.01 and 0.02 pg sm~3 respectively) were very low in Layer Three, similar to the ITC-dominated
regime.

The afternoon profile (Fig. 10) was markedly different to the morning profile with similar sulphate
loadings to the morning (0.59 g sm~2) but a large increase in organic loadings (1.40 pg sm™3)
in Layer One. Compared to the morning profile, Layer Two showed an increase in organics (to
0.38 ;1g sm—3) and a substantial decrease in sulphate (to 0.39 ;g sm—2). Layer Three was at a similar
altitude (690 hPa) as the morning, with similarly low organic and sulphate (0 and 0.11 pg sm~—3)

loadings.
6.1 Kota Kinabalu — ITC-dominated regime

Profiles from take-off and landing at Kota Kinabalu airport on the west coast of Borneo (Fig. 12) also
often show three distinct layers. In total 15 such profiles were performed, of which nine were during

the ITC-dominated period (consisting of three morning, five early afternoon and one late afternoon
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Fig. 7. Average altitude profiles (median and interquartile ranges) during the afternoons of the ITC-dominated
regime over East Sabah of (a) organic and sulphate aerosol loading and (b) wind direction. (¢) shows a tephi-

gram detailing ambient temperature (red) and dewpoint temperature (blue). Averages comprised three profiles
on 11/07/08 . Tephigram from 11/07/08, 17:11 local.
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Fig. 8. Average altitude profile (median and interquartile ranges) during a period of cumulonimbus activity
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(c) shows a tephigram detailing ambient temperature (red) and dewpoint temperature (blue). Averages of two
profiles on 13/07/08, with the tephigram at 15:30 local.
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Fig. 9. Average altitude profile (median and interquartile ranges) during the mornings of the MCS-dominated
regime over East Sabah of (a) organic and sulphate aerosol loading and (b) wind direction. (c¢) shows a tephi-

gram detailing ambient temperature (red) and dewpoint temperature (blue). One profile on 16/07/08, 10:30
local.
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Fig. 10. Average altitude profile (median and interquartile ranges) during the afternoons of the MCS-dominated
regime over East Sabah of (a) organic and sulphate aerosol loading and (b) wind direction. (c¢) shows a tephi-

gram detailing ambient temperature (red) and dewpoint temperature (blue). One profile on 16/07/08, 15:38
local.
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profiles). The tephigrams tend to show Layer One to be a very shallow mixed layer to an average
estimated height of 940+25 hPa (670 m), slightly lower than was seen over East Sabah. The level
of organic and sulphate aerosol in Layer One (1.5240.77 and 0.7740.21 pg sm~?) stayed relatively
constant throughout the day, although the large stated standard deviations reflect that there was
significant variation between days. Layer Two extended above this to an average estimated height
of 768+45 hPa (2430 m). There also appears to be stronger wind shear in layer two on the west
coast than over East Sabah and upwind of the island, with an onshore wind in Layer One shearing
180° to be an offshore wind through Layers Two and Three. Sulphate aerosol concentrations in
Layer Two showed no significant change during the day, though they were slightly greater in the
afternoon than in the morning (0.6840.32 pg sm—3 and 0.52+0.14 ug sm~3 respectively). Organic
aerosol in Layer Two was observed to increase more substantially throughout the day, with morning
and early afternoon profile averages of 0.941+0.32, 1.7440.78 respectively. Layer Three had low
aerosol loadings for organic and sulphate aerosol of 0.084-0.09 and 0.13+0.11 zg sm~3 respectively.
Average profiles and an example tephigram are shown in Figure 11. This tephigram shows Layer
Two is strongly separated from Layer One, with a layer of dry air around 930 hPa and humid air
above this up to 800 hPa.

6.2 Kota-Kinabalu — MCS-dominated regime

Six profiles were performed over Kota Kinabalu during the MCS-dominated regime (consisting of
two morning, three early afternoon and one late afternoon). The profiles are markedly different
from those of the ITC-dominated regime. A shallow well mixed layer is often poorly defined
by the tephigrams and there is little wind shear. Sulphate is present in very low concentrations,
with no growth through the day and little difference between Layers One and Two (0.36£0.19 and
0.314+0.19 g sm™? respectively when averaged over the day). Organics concentrations are also not
observed to grow significantly through the day, but are present in greater concentrations in Layer

One than Layer Two (1.41£0.71 and 0.884-0.63 ;1g sm~2 respectively when averaged over the day).

7 Discussion

Altitude profiles were performed upwind, over and downwind of Borneo from east to west, approx-
imately following air mass trajectories. Profiles recorded upwind of Borneo show a shallow surface
layer of sulphate, and sometimes organic, aerosol. Synoptic charts (Fig. 2) and satellite images (Fig.
3) indicate that there are two regimes present — one dominated by ITC and the other dominated by
the influence of MCS. A total of 19 profiles were recorded during the ITC-dominated regime, with
12 during the MCS-dominated regime. Profiles over East Sabah and the west coast of Borneo tend
to show three layers (numbered with increasing altitude for reference). Average aerosol loadings

and layer division heights for the different regions and meteorological conditions are displayed in
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Fig. 11. Averaged altitude profiles (median and interquartile ranges) during the ITC-dominated regime over
Kota Kinabalu on the west coast of Borneo of (a) organic and sulphate aerosol loading and (b) wind direction,
coloured by component of direction parallel to the onshore wind, Vpara, (i.e. positive values onshore and
negative offshore) to emphasise the sea-breeze wind shear. (c) shows a tephigram detailing ambient temperature
(red) and dewpoint temperature (blue). Averages comprised nine profiles from 11/07/08, 13/07/08 and 14/07/08.
Tephigram from 13/07/08, 14:20 local.

21



Upwind E. Sabah (AM) E. Sabah (PM) E. Sabah (cb) KK (AM) KK (midday) KK (PM)
ITC-dominated regime
Org L1 (ug sm—3) — 0.90£0.50 1.01£0.22 0.84+0.08 1.72+£0.81 1.40+£0.81 2.82
Sulph L1 (ug sm—3) — 1.054+0.24 0.89+0.12 0.84+0.21 0.87+0.17 0.71£0.22 0.76
L1/L2 alt (hPa) — 922414 914+10 assumed 915 945422 937429 963
Org L2 (ug sm—3) — 0.28+0.15 0.85+0.09 1.12£0.53 0.94+0.32 1.74£0.78 2.29
Sulph L2 (ug sm~3) — 1.07+£0.18 0.91£0.19 0.81£0.21 0.52+0.14 0.68+0.32 0.74
L2/L3 alt (hPa) — 714420 734+51 — 740+44 786+41 747
Org L3 (g sm~3) — 0.02+0.03 0.07£0.02 — 0.02+0.02 0.09£0.10 0.14
Sulph L3 (ug sm~3) — 0.08+0.04 0.07£0.07 — 0.13£0.02 0.22+0.14 0.27
n profs 0 4 3 2 3 5 1
MCS-dominated regime
Org L1 (ug sm—3) 0.74£0.48 0.51 1.40 — 1.41£0.19 1.20£0.33 0.63
Sulph L1 (ug sm—3) 0.88+0.22 0.42 0.59 — 0.28+0.05 0.28+0.07 0.30
L1/L2 alt (hPa) 930+10 920 920 — 94914 953424 908
Org L2 (ug sm—3) 0.06£0.04 0.19 0.38 — 0.53+0.10 0.66+0.08 0.87
Sulph L2 (ug sm~3) 0.26+0.06 0.73 0.39 — 0.21£0.01 0.2540.02 0.24
L2/L3 alt (hPa) — 690 690 — 723430 689+115 723
Org L3 (ug sm—3) — 0.01 0 — 0.15£0.18 0.07£0.08 0.00
Sulph L3 (ug sm—3) — 0.02 0.11 — 0.03£0.00 0.05£0.02 0.08
n profs 4 1 1 0 2 3 1

Table 2. Summary of average estimated heights of layer boundaries, and average aerosol loadings in different
layers. Uncertainties on figures represent standard deviation of averages from each individual profile and repre-
sent variability between profiles. No clear divide in layers was seen during cumulonimbus activity (cb) in East

Sabah so a division was assumed at the same height as other local profiles.

Table 2.
7.1 ITC-dominated regime

During the ITC-dominated regime, the profiles over East Sabah show that at the start of the day Layer
One has small but significant sulphate and organic aerosol loadings while Layer Two is dominated
by sulphate. As the day progresses organic aerosol loading tended to increase in Layer Two until it
was at a similar concentrations to the sulphate aerosol. A smooth transition between aerosol loadings
at the normal heigh of divide between Layers One and Two was observed in profiles that were taken
during periods of observed cumulonimbus formation. Profiles over Kota Kinabalu on the west coast
of Sabah showed Layer Two to have high organic loadings which increased throughout the day, in
contrast to the surface loadings which did not.

The sulphate loadings in Layer Two over East Sabah suggest that the air was influenced by off
island sources. The origin of sulphate in Borneo has been extensively discussed in Robinson et al.
(2011b) which shows surface sulphate loadings to be greater in back trajectories that originate ex-

ternally to the island. They conclude that the sulphate is potentially from a variety of sources, with
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the most likely source being the production of dimethyl sulphide (DMS) from processing of phyto-
plankton emissions (Kettle and Andreae, 2000). Comparison to the upwind profiles suggests that the
shallow marine boundary layer aerosol was being lofted by the time it reaches East Sabah. While
the upwind profiles were performed during the MCS-dominated regime, they are likely to be repre-
sentative of prevailing marine conditions, with high sulphate concentrations confined to a shallow
boundary layer. The tephigrams over East Sabah show it was likely that Layer One represents a
boundary layer well mixed by turbulence and shallow convection. The direction of synoptic winds
has been shown to weaken sea-breeze circulations where it opposes the direction of the seaward
branch of the sea-breeze outflow (Gahmberg et al., 2010; Atkins and Wakimoto, 1997). This ap-
peared to be the case in East Sabah as wind profiles, while showing a gradual wind shear, did not
show sudden shear associated with strong sea breeze circulations.

Doppler lidar measurements performed at the ground site (an altitude of 198 m above sea level) in
East Sabah (Pearson et al., 2010) show a maximum gradient in backscatter (associated with the top of
the surface layer of aerosol) at an average heigh of ~650 m above sea level between 09:00 and 18:00
local. Those measurements also observed an average cloud base height that started increasing from
09:00 to a relatively constant height of ~1050 m between 12:00 and 17:00. The lidar measurements
were performed during 10 weeks of April and June, earlier than the flying period of OP3 which
was in July. The surface layer height derived from cloud base height is consistent with the in-situ
BAe-146 measurements, which give an average estimated surface layer height of ~960 m during the
afternoon. However, substantial amounts of aerosol were observed above the maximum backscatter
gradient level during the flying campaign

As the day progresses there was less segregation between aerosol concentrations in Layers One
and Two over East Sabah. However, the tephigrams suggest that there was still a relatively shallow
well mixed surface layer. It is likely that aerosol was being mixed from Layer One into Layer
Two in discreet events. The aerosol profiles recorded during periods of cumulonimbus formation
show a smooth transition in aerosol loadings at the normal height of divide between Layers One
and Two. The associated tephigrams also show a very deep mixed layer. This strongly supports
mixing of aerosol, and aerosol precursors, from Layers One to Two by convection events as the
day progressed. It might be expected that a proportion of the uplifted sulphate aerosol is lost to
wet deposition where deep convection is active, which is indeed observed as a smooth decreasing
vertical gradient. It should be noted that wet removal would be likely to be less significant for
gas phase aerosol precursors. Previous work has attributed the daily increase in tropospheric organic
aerosol loadings during OP3 to photochemical processing of BVOCs (Robinson et al., 2011a). These
may form aerosol after being lofted, either though photochemical processing or, if they are semi-
volatile, condensation due to the reduced temperature higher in the troposphere. It is likely that
orographically induced deep convection is even more common downwind of East Sabah where there

is more elevated topography, as is highlighted in Fig. 2(b).
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Synoptic winds aligned with the seaward branch of a sea-breeze outflow (such as were present
on the west coast of Borneo) have been shown to strengthen sea breezes (Gahmberg et al., 2010;
Atkins and Wakimoto, 1997). This generally seemed to be the case in Kota Kinabalu, with ~180°
wind shear between on and offshore winds seen in the average altitude profile. A more stable sea
breeze may also have been created by the relatively straight west coast of Borneo, compared to the
east coast which is made up of several bays and peninsula. Aerosol was almost always present to
a height of between 800 hPa and 700 hPa. The amount of organic aerosol in Layer Two increased
throughout the day, with the average profiles showing a distinct layer of high aerosol concentrations
in Layer Two over Kota Kinabalu by midday. These layers are often associated with comparatively
humid air. This is consistent with Layer Two being influenced by BSOA which would be expected
to be associated with water vapour due to transpiration and evaporation alongside the emission of
SOA precursor gases from vegetation. While Borneo is large, the east and west coast of Sabah are
only around 250 km apart and it is not clear if this is close enough to allow interaction between the
opposing sea breeze cells such as that seen on the Tiwi islands, which are smaller at around 150 km
(Crook, 2001). It is also not clear what effect the intervening orography would have on Borneo,
compared to the Tiwi islands which are relatively flat.

The profile-to-profile variability is great over Kota Kinabalu when compared to east Borneo
(which is apparent from the larger standard deviations). It is likely that aerosol transported across the
width of the island (~300 km) experiences a varying amount of wet removal in the inland mountain-
ous region of Borneo, where orographically induced convective precipitation may be greater. This
would also explain the relative dominance of organic aerosol, which is replenished en-route through
processing of terrestrial vegetation emissions, in contrast to off island sulphate (and organics) which
are not. This suggests that mixing processes over the island increase the aerosol loadings in Layer
Two by introducing upwind boundary layer aerosol and aerosol produced from on-island sources
during transit across the island.

This suggests that Layer Two represents air mass transported across the width of the island, which
undergoes conversion from being dominated by off-island sulphate and organics to being dominated
by BSOA. It should be noted that air sampled above 3 km was estimated to have an RH of 56%,
meaning it is likely that the reported loadings for Layer Three should be doubled due to a reduced
CE.

Figure 13 shows a conceptual illustration of the dynamical processes expected to be active in
the local afternoon during periods dominated by ITC. The synoptic winds in the lower troposphere
were consistent westerly trades throughout the course of the campaign (Fig. 2). The steep central
island topography of Borneo and the open plains on the east of the island have the effect of regularly
forcing deep convective development to the east of the Crocker Mountain range. This is consistent
with the ECMWF reanalysis shown in Fig. 2(a) which shows mean assent of air over the island,

and the satellite image shown in Fig. 3(a) which shows what appear to be isolated convective clouds
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over Borneo. In our conceptual picture, the rich source of organic aerosol over the region of oil
palm and rainforest is mixed with maritime air already relatively rich in off-island aerosol (Fig.5(a))
and uplifted in deep moist convection. However, the seaward convective outflow of the sea-breeze
cell induced by this convection opposes the direction of the synoptic flow and is therefore likely to
be weak and turbulent, with uplifted air instead advected westward over the island. The net effect
on the eastern side of Borneo is a very efficient ventilation of the island surface layer in the local
afternoon, with uplift and westward advection of air rich in organic aerosol and partially depleted in
sulphate aerosol.

On the western side of the island, the thermodynamic picture is very different. In this case, the
upper boundary layer seaward convective outflow of the sea-breeze cell is aligned with the synoptic
flow, thus strengthening the sea-breeze circulation and elongating the cell along its horizontal axis
(Gahmberg et al., 2010; Atkins and Wakimoto, 1997). The net effect of this alignment is a weaker
surface return flow, resulting in weaker convergence inland and therefore reduced convection and
a greater degree of recirculation within the sea-breeze cell and overall a weaker ventilation of the
western side of the island. Overall, the effect of the island on the regional background aerosol
composition is to lift surface air rich in marine sulphates and add biogenic organics. It is not clear
what aerosol profiles are like downwind of the west coast sea breeze, however it would be expected

that the aerosol would remain lofted.
7.2 MCS-dominated regime

The majority of profiles performed during the MCS-dominated regime were upwind of Borneo (four)
or over Kota Kinabalu of the west coast (nine). Only two profiles were performed over East Sabah
(one morning and one afternoon) making it difficult to generalise about the effect this regime has
on aerosol transport across the island. The substantial sulphate concentrations in Layer Two in the
morning are largely removed by the afternoon, possibly by heavy rain events associated with an
MCS. Organic aerosol loadings grow between morning and afternoon but the highest concentrations
are near the surface, with a more rapid drop-off with altitude than seen in the ITC-dominated regime.
This suggests surface emissions that are inefficiently mixed through the troposphere. This is consis-
tent with the ECMWF reanalysis shown in Fig. 2(b) which shows no mean ascent of air mass, and
the satellite image shown in Fig. 3(b) which shows Borneo to be covered by cirrus outflow from an
MCS, which would be expected to reduce insolance and therefore terrestrial convection. It is also
likely that higher heavy precipitation associated with the MCS system act to remove aerosol.

The averaged profile of Kota Kinabalu on the west coast, which does consist of a significant
number of profiles, is markedly different from that of the ITC-dominated regime. Tephigrams tend
to show little mixing and the wind profiles show far less wind shear than in the convective-dominated
regime. This may be associated with extensive cirrus advecting from the active MCS to the northwest

differential heating of land and sea to set up a sea breeze, such as that which was observed in the ITC-
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dominated regime. It should be noted that, despite lower loadings in Layer Two over Kota Kinabalu
than in the ITC-dominated regime, there were still significant aerosol loadings up to 712+71 hPa.
Surface level back trajectories during the MCS-dominated regime were deemed ‘“unclassified” by
Robinson et al. (2011b), meaning they were highly changeable, which may be significant of MCS
influence. Borneo is influenced by the south edge of the MCS, which might be expected to bring
westerly winds, however trajectories released from 800 hPa (the altitude of Layer Two) show a
south-easterly influence, similar to those in the ITC-dominated regime. It may be that the trajectory
wind field inaccurately captures the MCS, or it may be that the clouds are being released from the

rotation of the MCS and carried by the synoptic flow over Borneo.

8 Conclusions

Aerosol were being lofted higher into the atmosphere as a result of transit over Borneo, both by local
direct convection and interactions with the local island circulation. This was regularly observed dur-
ing OP3 in ITC-dominated periods. In contrast, periods when Borneo was affected by nearby MCS
systems and their cirrus outflows were observed to result in less convective uplift due to reductions
in insolation. Aerosol profiles upwind of Borneo show the vast majority of aerosol to be present
below 930+£10 hPa. During the ITC-dominated regime, aerosol was present in substantial quantities
up to an average estimated height of 768445 hPa as it leaves the west coast of the island, although
substantial aerosol concentrations were occasionally observed up to ~680 hPa, often with low sul-
phate loadings above this up to a height of ~600 hPa. The surface mixed layer over the downwind
coast was estimated to be below 947123 hPa. The aerosol population in the layer above this showed
a slight increase in sulphate aerosol concentrations throughout the day of 0.52+0.14, 0.68+0.32 and
0.74 pg sm~3 around 10:00, 13:00 and 18:00 respectively. Organic aerosol loadings in in this upper
layer showed a more substantial increase of 0.94+0.32, 1.744-0.78 and 2.29 pg sm~3 around 10:00,
13:00 and 18:00 respectively.

A similar elevated layer of high aerosol concentrations was seen in profiles upwind of this over
the island during the ITC-dominated regime. This layer tended to be dominated by sulphate aerosol
in the morning (1.0740.18 pg sm—2) with organic aerosol concentrations growing throughout the
day (from 0.2840.15 to 0.8540.09 ug sm~3). Profiles in the vicinity of cumulonimbus clouds
show very smooth transitions in aerosol loadings between the normal surface mixed layer height and
above, strongly implying that moist convective uplift helps loft terrestrial aerosol above the turbulent
mixed layer.

Transit of air masses over Borneo during periods dominated by ITC appears to deplete concentra-
tions of regional aerosol though wet removal, whilst enhancing concentrations of SOA from terres-
trial VOC emissions emissions. During periods influenced by MCS systems, there is less efficient

transport of aerosol through the troposphere, either due to a reduction of surface insolation and asso-

26



ciated convection or a greater amount of wet removal of aerosol. Aerosol that is elevated by its transit
over Borneo will have a longer atmospheric lifetime as it is more likely to be above precipitation that
would deplete it through wet removal. It is possible that this interaction between marine boundary
layer aerosol and terrestrial emissions and dynamics, is spread across the whole of the “maritime
continent” network of tropical islands. This would present a regional orographic barrier to westerly
marine air flowing from the Pacific. Widespread elevation of aerosol could have implications down-
wind, especially if the air masses travel to the pristine south Indian Ocean. The change in aerosol
composition, from being dominated by sulphate to being dominated by fresh organic aerosol will
lower the hygroscopicity of the aerosol population, affecting CCN concentrations downwind. This
is the first comprehensive study in this region to analyse regional aerosol composition in the context
of dynamical interactions between a tropical island and synoptic flow patterns, both in terms of local
emissions and lofting. Assessing the effects of islands such as Borneo on regional aerosol allows
effective modelling of aerosol lifetimes and, therefore, their impact on cloud formation, atmospheric

chemistry and ultimately climate.
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Fig. 12. Averaged altitude profiles (median and interquartile ranges) during the MCS-dominated regime over
Kota Kinabalu on the west coast of Borneo of (a) organic and sulphate aerosol loading and (b) wind direc-

tion. (c) shows a tephigram detailing ambient temperature (red) and dewpoint temperature (blue). Averages
comprised eight profiles from 16/07/08 and 17/07/08. Tephigram from flight 16/07/08 12:38 local.
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Fig. 13. Conceptual illustration of the dynamical processes as would be expected in local afternoon. Air mass
travels from east (right) to west (left). Layers One, Two and Three indicated by L1, L2 and L3 with divisions
marked with dashed line. It should be noted that the layer divisions were different between place and time.
(A) sulphate and organics in a shallow marine boundary layer carried by synoptic flow. (B) synoptic flow is
opposed to the sea-breeze circulation which is weekend. Turbulent mixing occurs between top of cell and
synoptic flow. (C) shallow well mixed layer capped with cumulus clouds. (D) deep convective uplift lofts
more organic aerosol, with precipitation events removing the regional aerosol. (E) orography induces uplift.
(F) synoptic flow strengthens sea-breeze circulation. Some transfer of aerosol from synoptic flow to sea-breeze

circulation which is recirculated.
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Overview

This paper describes evidence that a significant proportion of organic aerosol in Borneo
is from oxidation of isoprene. It also speculates that it may be produced through a for-
merly unreported mechanism. PMF analysis of the ground site AMS organic mass spec-
tral data yielded four factors: named OOA1, OOA2, 91Fac and 82Fac. In particular the
82Fac, which was highly robust to changes in initial settings in the PMF analysis, showed
a distinctive peak at m/z 82. Inspection of high-resolution AMS data showed the majority
of this signal to be from CsHgO™, and off-line GC x GC/ToF-MS analysis of filter samples
further identified it as methylfuran. The m/z 82 signal in the aircraft data set was found
to correlate with gas phase isoprene oxidation products. Comparison with other projects
showed the m/z 82 signal, both in terms of fraction of total mass and peak prominence,
was larger in data sets from isoprene dominated environments then in terpene dominated
environments.

This work shows that isoprene SOA makes up and unusually large fraction of the
organic aerosol population in Borneo. As the oil palm plantations are high isoprene emit-
ters, this has implications for the organic aerosol burden under future land use change. It
is also the first time that isoprene SOA has been identified using an AMS, opening up the

opportunity for other in-situ high time resolution measurements in subsequent studies.

Contributions of authors

Hamilton performed filter sampling and associated GCx GC/ToF-MS analysis. Allan
assisted with field AMS measurements and data analysis. Langford gathered and anal-
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sisted with manuscript preparation. Barley performed aerosol partitioning modelling and
provided relevant text for Section 4. Jenkin and Rickard assisted with preparation of the
manuscript and with interpretation of the data. Martin assisted with preparation of the
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Abstract. Isoprene is the most abundant non-methane biodated with) a strong MF signal. Assuming that this factor is
genic volatile organic compound (BVOC), but the processesgenerally representative of isoprene SOA, isoprene derived
governing secondary organic aerosol (SOA) formation fromaerosol plays a significant role in the region. Comparisons
isoprene oxidation are only beginning to become understoodvith measurements from other studies suggest this type of
and selective quantification of the atmospheric particulateisoprene SOA plays a role in other isoprene dominated envi-
burden remains difficult. Organic aerosol above a tropicalronments, albeit with varying significance.

rainforest located in Danum Valley, Borneo, Malaysia, a high
isoprene emission region, was studied during Summer 2008
using Aerosol Mass Spectrometry and offline detailed char- _
acterisation using comprehensive two dimensional gas chro1 Introduction
matography. Observations indicate that a substantial fraci der t h ional and alobal i ts of an-
tion (up to 15% by mass) of atmospheric sub-micron organicn order to assess the regional and global iImpacts of an

aerosol was observed as methylfuran (MF) after thermal dest_hropogenlc aerosols, it is necessary 10 quantily the con-

orption. This observation was associated with the simulta—tr.IbUtlon O.f thg natqral baquround. Aerospls can interact
I[ectly with incoming radiation by scattering or absorp-

neous measurements of established gas-phase isoprene og

dation products methylvinylketone (MVK) and methacrolein lon, or .|nd|rectly through. their effect on cloud forn_1at|on
(MACR). Observations of MF were also made during ex- and lifetime. A large fraction of the background particulate

perimental chamber oxidation of isoprene. Positive matrixmatter in the atmosphere is composed of organics thought
to be formed by secondary processes from biogenic pre-

factorisation of the AMS organic mass spectral time series .
produced a robust factor which accounts for an average oﬁursors Kanakidou et aJ.2003. Isoprene (2-methyl-1,3-

. tadiene) is potentially a major source of secondary or-
23% (0.18 pg m3), reaching as much as 53% (0.50 ug¥ uta . .
of the total oraganic loading, identified by (and highly corre- ganic aerosol (SOA)I-(enzg gnd $§|nf¢]c2009, but h|ghly.
time resolved atmospheric identification of isoprene derived

SOA have so far proven elusiveddllquist et al, 2009.
In Amazonia, 2-methyltetrols identified on ambient filter

Correspondence tdd. Coe samples were hypothesised to arise from isoprene oxidation
BY (hugh.coe@manchester.ac.uk) (Claeys et al.2004), and subsequently found to be present

Published by Copernicus Publications on behalf of the European Geosciences Union.
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in chamber photo-oxidation of isoprene under low,Nfon- forest. The inlet sampled at a rate of 1500 | mirthrough a
ditions (<1 ppb of NQ, with isoprene:NQ ~500:1;Surratt ~ 30m long, 15cm i.d. diameter polypropylene tube insulated
et al, 2006. Low NOy isoprene chamber studies have iden- against solar heating. Air was then sub-sampled isokineti-
tified reactive photo-oxidation products in the gaseous andally from the centre of this flow at 35Imit. To avoid
particulate phases such as epoxidesulot et al.2009 Sur- condensation in the lines, sampled air was dried using a 780
ratt et al, 2010, tetrols Surratt et al.2006 201Q Kleindi- tube Nafion drier using a dry air counter flow, where the air
enst et al.2009 and organosulphateSqrratt et al.2008. was decelerated to the laminar flow regime. After drying the
These isoprene derived SOA species have also been meai was decelerated further before being sampled by the suite
sured offline in field studieQhan et al.201Q Surratt et al. of online instruments. Comparison of size distributions at the
2008. top and bottom of the inlet show that the aerosol transmission
While previous work has identified a number of poten- efficiency is approximately 70% in the size range 0.3-1 pm
tially important mechanismsChan et al.201Q Paulot et al. and comparison of total number series show a transmission
2009, the ambient measurements are largely based on ofefficiency of >96% for the smaller particles that dominate
fline analysis of bulk samples. These measurements are linthe number modeé/Nhitehead et al2010. The aircraft mis-
ited by low time-resolution, which prevents detailed photo- sions consisted of two separate sets of stacked straight and
chemical analysis and comparison to rapidly changing pailevel runs (at 100-250, 1500, 3000 and 6000 m) over regions
rameters, such as photolysis rates and oxidant concentraf rainforest (centred around the ground site) and homoge-
tions. However, one recent study has measured isoprenaeous agro-industrial region of oil palm agriculture (centred
SOA online, with IEPOX-derived organosulphates being de-around 5.25N, 118.25 E). Aerosol was sampled on board
tected using Particle Analysis by Laser Mass Spectrometrythe FAAM through a Rosemount inleE@ltescu et a).1995
(PALMS; Froyd et al, 2010. and approximately 0.7 m of stainless steel tubing with a total
The Aerodyne Aerosol Mass Spectrometer (AM@ina-  residence time of4 s in the inlet system.
garatna et a).2007) allows for online measurements of or-  Filter samples (Thermo Scientific Partisol) were collected
ganic aerosols with a high time resolution and has been usedt the ground site from a height of 10m. Particles less
previously for studies concerning isoprene oxidation (e.g.than 2.5um were collected onto pre-fired quartz filters which
Capes et al.2009. While the AMS reports bulk organic were transported and stored -a20°C until analysis. Or-
matter, the indentification of specific chemical markers is re-ganic aerosol material was thermally desorbed from the
quired for more comprehensive biogenic source apportiondilter for off-line analysis by comprehensive two dimen-
ment. sional gas chromatography with detection by Time-of-Flight
Here we present results from intensive measurements ifMass Spectrometry (G& GC/ToF-MS) Phillips and Beens
an isoprene-dominated tropical forest environment and at1999 Hamilton et al, 2004. A dual stage commercial
tempt to interpret a previously unreported chemical markerthermal desorption injector was used incorporating a ther-
within the measurements. Factor analysis and comparison@al desorption unit (TDU) connected to a programmable-
with other datasets are used to estimate its importance bottemperature vaporisation (PTV) injector, CIS-4 plus (Gers-
locally and in a global context. tel, Mulheim an der Ruhr, Germany), using a heated trans-
fer line. 10-20 mg of filter paper containing each different
sample was loaded into cleaned thermodesorption tubes us-
2 Measurements ing tweezers to ensure no contamination of the sample. The
GC x GC/ToF-MS system consisted of an Agilent 6890 (Ag-
Measurements were made above a South East Asian Rairlent Technologies, Palo Alto, CA, USA) gas chromatograph
forest at the Danum Valley Conservation Area Global Atmo- and a Pegasus Ill TOF-MS (LECO, St. Joseph, MI, USA).
spheric Watch (GAW) station, Sabah, in Malaysian BorneoThe first column was a non-polar DB5 (2900.32 mm i.d.
(4.98T N, 117.844 E) as part of both the Oxidant and Par- x0.25um film thickness) and the second column a DB17
ticulate Photochemical Processes Above a South East Asiafl.5 mx 0.10 mm i.d.x0.10 um film thickness).
Rainforest project (OP3Hewitt et al, 2009 2010 and the Ground and airborne VOC measurements were made us-
Aerosol Coupling in the Earth’s System (ACES) project, dur- ing Proton Transfer Reaction Mass Spectrometry (PTRMS)
ing June and July 2008. A wide suite of aerosol, gas, radica(Lindinger et al, 1998. Ground VOC measurements were
and meteorological instruments were deployed in order tomade using an inlet separate to the one described above
study the local atmospheric chemical processes as comprend further details can be found rangford et al. (2010
hensively as possible. In addition to the ground-based meaand Murphy et al. (2010. The PTRMS can measure
surements, airborne measurements were made using instrmethylvinylketone (MVK) and methacrolein (MACR), both
ments aboard the Facility for Airborne Atmospheric Mea- first generation isoprene oxidation products. These species
surements (FAAM) BAe 146 aircraft. have the same molecular mass and cannot be separated using
At the ground site, air was sampled from a height of 33 mthis technique, so are reported as the sum of the two, referred
above ground level on the top of a ridge surrounded by rainto as MVK + MACR.

Atmos. Chem. Phys., 11, 1038850 2011 www.atmos-chem-phys.net/11/1039/2011/



N. H. Robinson et al.: Evidence for a significant proportion of SOA from isoprene 1041

Online aerosol composition was measured using two <=

Inoganics
Aerodyne time of flight Aerosol Mass Spectrometers; a high gq\‘ﬁw M ‘ f “: —— Sulphats
mass resolution version (HR-AMSPgCarlo et al. 20_0@ N e 4 A g — Nitrate
for measurements at the 33 m level of the ground site mea- § . K oraan
surement tower, and a compact version (C-AMS)e(vnick 3 M M 'hj O rotal org
et al, 2005 for airborne measurements on the FAAM. The £ oL -5 EAGAEM o I AV L M IRGBRIE — B2F2c

01/07/2008 11/07/2008 21/07/2008
Time

AMS provides quantitative online measurements of sub- <

micron non-refractory aerosol composition and size. Despite 16
extensive fragmentation of particulate matter species, com- _4 4
positional information can be gained from inspection of ions “g,,

in the mass spectra. For example, the ratio#44 (mainly 20 e
CO}L) to m/z43 (mainly GH30™) can be used as a proxy 08 0.10

for the oxidation of organic aerosolMérgan et al. 201Q g

Ng et al, 2010 andm/z60 can be used as a marker for fresh 20'4 ot org 0.05

biomass burningAlfarra et al, 2007 Capes et al.2008. s - MF o
The high resolution mode of the HR-AMS can resolve ion 24% 3%
mass at a higher resolutiorv4300) than the C-AMS, allow- 007 erosol comp &6~ Organic comp 08 oFac comp

ing separation of ions with different elemental composition (PMF)

detected at the sanma/z _ . _ . . .
Fig. 1. Top, time series of inorganic and, below that, organic aerosol

Positive matrix factorisation (PMF) analysis was also Per- | adi - .

. : . oading as measured by the AMS. The organic time series also de-
formed o_n the organlcl HR-AMS unit mass r?so'“t'on data'tails them/z82 containing PMF factor (82Fac). On the bottom are
This multivariate technique attempts to explain the AMS en-par5 showing: the mean aerosol composition (with same colour
semble organic mass spectral time series as the sum of timgheme as in the time series legend); an expansion of the organic
series of differing amounts of static “factor” spectra which component to show the individual PMF factors; and an expansion
can then be linked to distinct contributions to the total or- of the 82Fac to show the contribution from MF which is calculated
ganic massRaatero and Tapper | 1994 Paaterp1997 Ul- from the GHgO™ signal using Eq. (1).
brich et al, 2009. Details of this analysis are included in
the Supplement. In short, a variety of solutions were cal- i i L i
culated exploring different starting parameters and rotationafStarting seed) or Wh?n rotational ambiguity in the solutions
ambiguities, and the most satisfactory solution was obtained'@s explored (fpeak; see Supplement and Ejg. It was

; ; 2
when four factors were used. A detailed discussion of theClosely correlated with then/z82 peak with an* of 0.86.

results of PMF analysis will be included Robinson et al. Als_o, the other_factors contained largely insignificant contri-
(20113. butions from thiam/z
GCx GC chromatography was used to investigate the

source of them/z82 ion, as shown in Fig3. The dom-
3 Results inant peak was identified as methylfuran (MF) based on a

standard solution retention time and electron ionisation mass
Total sub-micron non-refractory organic aerosol mass wasspectrum, although under this column set, the 2- and 3-
less in Borneo than typical measurements in the Northerrinethylfuran isomers cannot be separated. It is clear that
mid latitudes, which have an average of 2.8 pgfnfor re- there are no other substantial contributions &0+, The
mote sitesZhang et al.2007). A mean organic matter load- AMS m/z82 peak was found to occur in conjunction with
ing of 0.74 pg e was measured from the ground site, which & prominenim/z53 peak (Pearsonis® of 0.96) correspond-
is comparable to a mean loading of 0.64 pgnmeasured  ing to C4Hg“, the most abundant electron ionisation fragment
in Amazonia Chen et al.2009. A time series of organic ion of MF (NIST mass spec databasiein 2009. Com-
and inorganic sub-micron non-refractory aerosol loading isbined with the GG« GC/ToF-MS results, this suggests that
shown in Figl. The ambient organic spectra from both AMS them/z82 fragment in the AMS can be attributed to the MF
instruments shows a distinctive peaknatz82 (Fig.2a and  molecular ion, and confirms that the filter-identified MF was
b), a feature not seen in the mid-latitude environments thaarticulate and was not attributable to a gaseous artifact.
make up the majority of ambient AMS observations to date. An AMS spectrum of pure 3-methylfuran (3MF) (Fige)
Furthermore, the high mass resolution capability of the HR-was obtained by nebulising commercially available 3MF
AMS was able to attribute the majority of the/z82 peak  (Fisher Scientific, UK; 98% pure) suspended in deionized
of the AMS mass spectrum to the@sO™ ion (Fig.2b and  water in the laboratory. A background spectrum of deionized
c). One of the PMF factors exhibited strong signals 4482 water measured using the same equipment was subtracted
and 53, henceforth called 82Fac, which was found to be veryto remove any influences from contamination sources. The
robust when subjected to variations in the starting conditionameasured sample spectrum compared well to the 3MF

www.atmos-chem-phys.net/11/1039/2011/ Atmos. Chem. Phys., 11, 10892011
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Fig. 2. Various AMS mass spectra showing a MF peakn&t82, including(a) a C-AMS mass spectrum measured aboard the FAAM aircraft
during a period of higlm/z82 signal,(b) a high resolution mass spectrum measured from the ground site during a period of high MF signal,
(c) detail of them/z82 peaks during the same period of high MF sig(@)lthe 82Fac organic aerosol factor from PMF analysis of the ground
site mass spectra aifel) a mass spectrum of 3MF suspended in water and measured in the laboratory.

The average diurnal profile of thesBgO™ signal shows
f an increase throughout the day with a maximum in the early
Masses at m/z = 82 ,' evening (Fig4a). This is also the case for the diurnal pro-

f file of the fraction of organic aerosol atBsO™" (Fig. 4b).

These elevated levels in the evening may be caused by par-
titioning of semi-volatile aerosol as the ambient temperature
drops. They may also be transported from the isoprene rich
oil palm plantations Kewitt et al, 2009 close to the site
(around 30 km), causing a time lag between production and
measurement. The first-generation isoprene oxidation prod-
ucts MVK+MACR, also show a strong diurnal cycle linked

methyl furan
4 0.84 ok to the peak in the emission of isoprene at midday with the
2nd1ﬁqton“9“ tme (3) delay caused by the photochemical reaction rate. If it is as-
sumed that the &40 signal has a similar precursor, the
fact it peaks later in the day could imply that it is produced
Fig. 3. GCx GC chromatogram ofm/z82. The first and second by a longer or slower sequence of reactions.

retention times (s) are plotted against the y- and x-axis respectively.

The dominant peak is based on methyfuran. Airborne PTRMS measurements of MVK+MACR, and

AMS measurements oh/z82 were also compared (Fif).

) The median of the AM3n/z82 andm/z53 peaks measured
reference spectrum (NIST mass spec datalfien 2009 iy the boundary layer over each of eight individual flights

and the unusual features of the ambient organic spectrunygrrelated well with gas phase MVK+MACR, with respec-
such as the prominent/z82 and 53 peaks. Inspection of the jye pearson’s-2 values of 0.92 and 0.87. This shows that
high resolutiorm/z82 peak of the pure 3MF mass spectrum pqih measurements exhibited systematically similar daily in-
showed only @_HGO+ ions to be present, comprising 13% of reases, which would be expected if they shared a common
the total organic mass. precursor. A substantiaf/z82 signal was observed through-
out the surface mixed layer to a height of 3000 m, with little
signal observed in the lower free troposphere above @alp.
That MF was measured throughout the boundary layer shows

Atmos. Chem. Phys., 11, 1038850 2011 www.atmos-chem-phys.net/11/1039/2011/
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Fig. 5. AMS m/z82 aerosol loading (in pg sn¥, defined as pg m>

at 273 K and 1013 hPa with no condensation of evaporation) vs.
PTRMS gas phase MVK+MACR as measured in the boundary
layer from the FAAM research aircraft. Each data point repre-
sents the median of all boundary layer data collected during a single
flight. Bars are 25th and 75th percentiles.

found to correlate with isopren®lpntzka et al. 1995. The
likelihood of MF being present in the condensed phase was
investigated using methods to estimate first the normal boil-
ing point Nannoolal et al.2004), and then the vapour pres-
sure (Nannoolal et aJ.2008, evaluated as being the best
available for atmospheric purposd3afley and McFiggans
2010. A literature boiling point was used(rness 1956
(338.65 K) with the above vapour pressure method to give
an estimated value of 0.217 atm at 298.15 K. This value was
then used to estimate the abundance of MF that would be ex-

that it is of regional importance. Altitude profiles show the pected to be presentin secondary organic aerosol under equi-
AMS aerosol signal am/z82 increases throughout the day, librium conditions at 298.15K. Using a partitioning model

at all altitudes in the boundary layer, which is consistent(Barley et al, 2009 with a reasonable and representative set
with production from photochemical processing of precur- of assumptions (2 pg 1 of completely involatile, perfectly
sors rather than direct emission from the surface. This in-organic core of molar mass 320 g méMith total concentra-
crease in the afternoon is also observed in the altitude protion of the considered molecule set to 2 ugi) it was es-

file of gas phase MVK+MACR (Fig6b), although this in-

timated that MF contributed.41x 10~° pg n3 to the con-

crease is mostly below 2000 m. The averaged values of ordensed mass (7.05610-8% by mass). Based upon an equi-
ganic mass and/z82 at the lowest altitudes are similar to librium partitioning consideration, MF should not be present
those measured at the ground site at the same time of dain the condensed phase in detectable quantities under reason-
The altitude profiles are consistent with semi-volatile aerosolable atmospheric conditions.

partitioning at the top of the boundary layer where itis cooler,
with a change of temperature of 298 K600 m to 283 K

That MF is measured from condensed material may be ex-
plained if it is directly incorporated into the particles by some

at~3000 m. This may also explain the disparity between themeans other than absorptive partitioning, such as reversible

MVK+MACR profile and them/z82 profile at the top of the

boundary layer.

4 Possible sources of MF

reactive uptake. However, no such mechanism is known.
Instead, we hypothesise that MF measurements are a result
of decomposition of some condensed phase isoprene photo-
oxidation product upon the thermal vaporisation used in the
GCx GC and AMS analyses reported here. This is sup-
ported by the association of detected MF with the gas-phase

Previous studies have presented evidence of gas-phassoprene photo-oxidation products MVK + MACR. The diur-
methylfuran formation through oxidation of isoprene by OH nal profiles shown in Fig4 also support this, being consis-
radicals: MF has been measured in simulation chamber student with comparisons of day and night filter samples from

ies of isoprene oxidatiomAtkinson et al, 1989 Ruppert and
Becker 200Q Sprengnether et a002 and, in a study of a

previous studies which show greater levels of isoprene SOA
markers during the day when isoprene emissions and pho-

rural US forest, ambient measurements of gaseous MF wertochemistry are greateskdurtchev et al.2008 lon et al,

www.atmos-chem-phys.net/11/1039/2011/
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2005. Known potential sources of isoprene SOA include els higher than in Borneo, they do provide a possible can-
epoxides Paulot et al. 2009 Surratt et al. 2010, tetrols  didate for a mechanism that yields MF measurements. Two
(Surratt et al.2006 201Q Kleindienst et al.2009, perox-  unsaturated &hydroxycarbonyls (4-hydroxy-2-methyl-but-
ides Surratt et al.2006 or oligomers Surratt et al.2010 2-enal and 4-hydroxy-3-methyl-but-2-enal), are known to be
(formed through accretion reactions) but at present it is unformed as substantial first generation products of the OH-
clear how they would produce MF upon volatilisation. It is initiated degradation of isoprene, with their collective molar
conceivable that this relation of MF to MVK+MACR could yield reported to be approximately 15-20% in a number of
be caused by terpene photo-oxidation products produced atstudies performed in the presence of N@lbeit at higher
similar rate to isoprene products. However, there is no evi-concentrations than in the atmosphekavok et al, 1995
dence in the literature for MF formation from terpene photo- Zhao et al. 2004 Baker et al. 2005. Hydroxycarbonyls
oxidation, in contrast to various isoprene mechanistic stud-have also been observed in N@ee systems with a col-
ies. This suggests that the MF could be a product of a formective yield approaching 20¥R(ppert and Becke2000),

of isoprene SOA not previously identified. with the dominant contribution estimated to be attributable
The previously reported isoprene:NQatio measured to the above 1,4 isomersénkin et al. 1998 and substan-

during OP3 had a typical value of 20:Héwitt et al, tial formation may occur under the range of conditions of the

2009 which is comparable to ratios in NGimited cham-  OP3 field campaign.

ber oxidation studies of isoprene (elgane et al. 2008. Similar partitioning calculations as for MF were per-

The formation of gas-phase 3MF during isoprene photo-formed for G-hydroxycarbonyls. They were estimated to
oxidation studies has previously been attributed to cycli-have a boiling point of 463.06 K and a vapour pressure
sation/dehydration of unsaturate@ €,4-hydroxycarbonyls at 298.15K of 3.38 10°atm. The G-hydroxycarbonyls
formed Sprengnether et al2002 Dibble, 2007, in a pro-  contributed 9.05 10 %:gm=3 to the condensed mass
cess that would also be possible during the heating involved4.5x 10%% by mass). It is apparent from these calcu-
in the analyses reported here. AKO™ ion has been at- lations that, if either or both of the fchydroxycarbonyls
tributed to the fragmentation of 1,4-hydroxycarbonyls in pre- are degrading upon measurement to give MF, it must it-
vious isoprene photo-oxidation studiegh@o et al. 2004). self be a degradation product of another, less volatile com-
This signal was present in the ambient mass spectrum in Borpound. Again it is unclear howgchydroxycarbonyls could
neo and was covariant with the molecular ion of MF with a be formed from established isoprene or terpene SOA species.
Pearson's-2 of 0.57 but absent in the laboratory 3MF spec- One possibility is that some isoprene SOA could be in the
trum, consistent with the hypothesis that unsaturated 1,4form of peroxyhemiacetals which produce MF upon analy-
hydroxycarbonyls are the source of the ambient MF measis. Hydroperoxide species (ROOH), such as isoprene de-
surements. While these studies were performed gt @ rived hydroxyhydroperoxides, can be formed under (low
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NOy) NOy-limited conditions where R&+HO, reactions  be made using the 82Fac from the PMF analysis of the HR-
become important. Under such conditions peroxyhemiacAMS unit mass resolution spectrum (see Supplement). It
etals can be formed from the (reversible) reactions of iso-should be noted that the mass spectrum of 82Fac deip.
prene derived 1,4-hydroxycarbonyls with hydroperoxidesis more complex than the 3MF laboratory mass spectrum
and hydroperoxides with aldehydes. The formation of high(Fig. 2e) implying other organic components also contribute
molecular weight peroxyhemiacetals has been characterisetd the 82Fac PMF factor. However, the close correlation of
in previous studies of condensed organic material formed2Fac withm/z82 (% = 0.86) identifies it as being derived
from the ozonolysis of alkene and monoterpene systdms ( from the same organic aerosol as MF, either directly as other
bias and Ziemann200Q Docherty et al. 2005. Future = components that are also formed on thermal degradation, or
chamber studies investigating isoprene SOA should seek tindirectly as isoprene SOA species that are produced simul-
identify the potential sources ofsehydroxycarbonyls and taneously but through a different mechanism.
MF in analytical measurements. Note that it is conceivable that isoprene SOA produced at
a different rate to the MF-precursor aerosol may also be con-
) tributing to other factors (such as OOA2), although we have
5 Mass estimates of MF related aerosol no evidence to suggest this is the case. Itis likely that, if MF

The fraction of the ambient/z82 peak present as8s0* is indeed indicative of isoprene SOA, the 82Fac PMF factor
6

: . . . rovides a good estimate of the amount of isoprene SOA in
was calculated as a function of time using the high reso-p g P

. the region.
lution AMS data. Averaged over the whole data set, these g

time series have a ratio of mean values of 80%, showing the
CsHeO™ ion to be the major contributor to the/z82 mass. 6 Global extent of ME
This high resolution time series was scaled to the unit mass

resolution data to ensure consistency with calibrations, andy,.p, 4 prominen/z82 signal has not been reported in pre-
used to derive a quantitative estimate of theH60™ sig-  \jously published studies over biogenic sources of VOCs.
nal (used in Figl). By scaling the laboratory 3MF spec- yoever, analysis of HR-AMS mass spectra from a study in
trum sclltsm/282 peak is the same magnitude as the ambient,e Amazon Basin, previously published as part of the Ama-
CsHeO™ signal, it is possible to estimate an upper limit o ;4nian Aerosol Characterization Experiment (AMAZE-08)

the MF loading detected, Minp, using (Chen et al.2009, also shows evidence fors8s0 during
3MF N periods dominated by in-Basin sources, though with a lower
MFamb= mCsHeoamb (1) mean signal comprising 0.5% of the organic mass, compared
S

to the mean gHgO™ signal of 1% measured in Borneo. Ta-
where 3MFR is the total organic loading of the laboratory ble 1 comparesn/z82 and GHgO™ signals from projects
sample spectrum, gHeo;mb is the GHeO™ signal in the  in various locations around the World showing the fractional
ambient spectrum andsBlgO is the GHeO™ signal inthe  contribution 0fm/z82 to the total organic matter and its com-
laboratory 3MF sample spectrum{z82 loading). This es-  parison with the adjacent peaks, which is an indicator of how
timation method assumes thaglgO™ is entirely from the  distinct the signal is compared to other peaks in that part of
molecular ion of a thermal fragment rather than a fragmentthe mass spectrum. Though these two metrics are useful for
ion produced during ionization. Given that the GC-MS re- comparing projects, care should be taken in their interpreta-
tention times of then/z82 peak from analysis of field and tion as both are vulnerable to conflating circumstances: for
laboratory samples were the same, and the tendency of oxyexample, them/z82 peak will appear as a low fraction of
genated organic species to generate oddfragments un-  the total mass if MF yielding aerosol is present in low levels
der ionization fcLafferty and Turecek1993, this is con-  compared to other organic aerosol, and if large amounts of a
sidered to be a reasonable assumption. The mean ambieapecies that fragment at masses aromfizB2 are measured
CsHeO™ signal measured at the ground site during OP3 waghen them/z82 peak may be a significant fraction of the total
1.0% of the mean ambient total organic aerosol loading. Ac-mass without being prominent. It should also be noted that
counting for fragments of the molecular MF ion, this gives it is impossible to assess the contribution of non-MF ions to
a mean MEmp loading of 0.06 ug m3, or 8% of the organic  m/z82 peaks unless high mass resolution data is available.

aerosol. The maximum (95th percentile) Mfploading was The m/z82 peak in the rainforest environments is more
0.14 pgn3, and the maximum fractional loading was 15% prominent, implying these measurements are from stable
of the simultaneously measured total organic aerosol. molecular ions, rather than background fragments resul-

The mass of particulate SOA due to isoprene oxidationtant from the breakup of non-MF-precursor organic aerosol.
in the ambient will be greater than the mass of MF it pro- Higher levels of GHgO" yielding aerosol have been mea-
duces upon analysis, meaning this approach underestimatasired in these two isoprene dominated rainforest environ-
the loading of isoprene derived SOA. An estimate of the to-ments than in a North American temperate forest of mixed
tal amount of organic aerosol due to isoprene oxidation carterpene and isoprene influence (BEARPEX campaign, see
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Table 1. Comparison of % of organic aerosol signal measuren/a82 and at GHgO™, the ratio of organien/z82 to the mean adjacent

organic peak heights, and the % of the organiz82 peak that is §HgO™, at different locations across the World, and in isoprene oxidation
experiments (isoprene:NG- 200: 1) in the Harvard Environmental Chamber. Standard errors calculated from propagation of standard
deviations of time series are shown (where appropriate). The Borneo data points are from the OP3 project as reported in this paper. The
Amazonia data are from the AMAZE campaign as reporte€hgn et al(2009, in-basin classification. The boreal European data were
collected as part of the EUCAARI campaigdulmala et al, 2009. The North American temparate data (see Appendix A) were taken as

part of the BEARPEX campaign.

Borneo Borneo Chen et al. European North American  Isoprene SOA
ensemble  PMF factor Amazonia boreal temperate in HEC
org82:org 1.240.01% 3.82% 0.68<0.01% 0.480.01% 0.46-<0.01% 0.44<0.01%
CsHgO™:0rg 1.010.01% 0.5&0.01% 0.23:0.01% 0.48-<0.01% 0.4%<0.01%
82:avg(81,83) 2.140.02 5.84 1.180.01 0.66:0.02 0.4%<0.01 3.38:0.05
CsHgOT:0rg82  81.5:0.4% 74.6:0.6% 506t1% 98.2:0.2% 97.2:0.4%

Appendix A), which in turn has higher levels than a terpeneof isoprene. Volatility modelling calculations showed MF to
dominated environmenK{lmala et al, 2009. This is con-  be too volatile to be present in the condensed phase mean-
sistent with the detection of MF being a result of isopreneing it is likely to be a product of some other molecule, pro-
derived SOA. duced upon the vapourisation involved in both the AMS and
HR-AMS data from low NQ isoprene photo-oxidation GCx GC analyses. One such potential condensible MF pre-
experiments (isoprene:NG- 200: 1) in the Harvard Envi-  cursor could be peroxyhemiacetal oligomers, derived from
ronmental ChambeiK(ing et al, 2010 also show anm/z82 gas-phase isoprene photo-oxidation products such as unsat-
peak distinct from the adjacent peaks. Whilethi282 peak  urated 1,4-hydroxycarbonyls. However, the actual specific
is responsible for less signal than in either of the tropicalMF precursor (or precursors) require laboratory identifica-
field studies (0.4% of total organic mass), the prominancetion. Future work will attempt to detect thva/z82 peak in
of the GHgO™ ion atm/z82 strongly suggests that the same the laboratory, both from established isoprene SOA and from
SOA formation mechanism is taking place and could be iso-the compounds suggested here. Comparisons of two met-
lated through further laboratory work. Sulphate levels inrics, m/z82 fractional organic mass and peak prominence,
Borneo are around four times greater than in the Amazonshow that isoprene dominated environments seem to have
Inspection of back trajectories suggests marine and anthrogreater MF loadings than terpene dominated. @82
pogenic sources of sulphate external to BornRolinson  peak was also observed in isoprene oxidation chamber ex-
et al, 20119. A charge balance of sulphate and ammonium periments. PMF analysis of the HR-AMS mass spectral time
ions show excess sulphate over the oce&ubinson et al.  series yielded a robust factor that was characterised by strong
20110 compared to the ground site where charge is usuallym/z82 and 53 signals.
balanced. As acidic sulphate had been shown to play an im- The ubiquity of the enhanceh/z82 peak at all mea-
portant role in isoprene SOA fomation in previous studies, itssurement locations influenced by isoprene suggests that the
prescence may contribute to the greater significance of MF irmechanism forming this SOA is important in all high iso-
Borneo, although chamber studies have not shown sulphatgsrene/low NQ (i.e. NGO, limited) environments, which are
isoprene SOA mechanisms likely to yield MByrratt et al.  widespread throughout the unpolluted tropics. Given the
2010. lower fractional contribution in the Amazon, it could be spec-
ulated that other factors may decide its importance, such as
the presence of acids, which have been shown to be impor-
7 Conclusions tant in other SOA studied.{m and Ziemann2009 Surratt
etal, 2010.
AMS and GCx GC measurements of organic aerosol com- Although progress is being made, evidence from cham-
position in Borneo identified a MF signal at/z82 and 53, ber studies of isoprene photo-oxidation still does not reveal
the parent ion and major fragment respectively. This wasa consistent picture, with greater variation in isoprene SOA
confirmed by laboratory measurements of a 3MF sampleyields than for systems such aspinene Carlton et al.
which showed the samm®/z82 and 53 peaks. The/z82 sig-  2009. Models estimating the global contribution of isoprene
nal was present throughout the boundary layer with the signaSOA give a wide range of value€érlton et al,2009. Better
increasing throughout the day, associated with the isoprenagreement with measurements can be reached with top-down
oxidation products MVK + MACR through correlation of air- approachesGapes et a).2009, however these do not ac-
craft data and diurnal profiles of ground data. This is consis-count for any conflating uncertainties in processes and emis-
tent with production of SOA from photochemical processing sions, so are of limited use as predictive tools under future
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climates, CQ concentrations and land uses. While estab-Supplementary material related to this

lished isoprene SOA such as IEPOX derived organosulphatearticle is available online at:

may be the precursor aerosol to MF measurements, it is unhttp://www.atmos-chem-phys.net/11/1039/2011/

clear what mechanism could produce MF from these speciesacp-11-1039-2011-supplement.pdf

It is possible therefore that MF is produced from previously

unidentified isoprene product(s). As such, identification of
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4.5 Summary of Other Findings from the OP3 project

Various other publications have shed light on aerosol and gas phase composition since
the OP3 project was performed, and the salient results are summarised here. Long term
rainfall data from Danum Valley showed that 2008 was an exceptionally wet year with
the lowest seasonal variability in the last 23 years (Hewitt et al., 2010). The average
yearly rainfall at the site is around 30% higher than the AMAZE-08 project (Martin et al.,
2010a). A photograph time series of a typical day is shown in Figure 4.1. During the night
fog formed in the boundary layer, which dropped below the level of the measurement site.
As the sun rose in the early morning the fog dissipated and a mixed layer started to form.
By the early afternoon the well mixed surface layer had grown in depth and was capped
by cumulus clouds. Convection was often strong enough to produce thunderstorms by late
afternoon. This sequence is confirmed by in-situ Doppler Light Detection and Ranging
(LIDAR) measurements performed during OP3-I at a nearby site, which observes fog at
night and a growing well mixed layer through the day (Pearson et al., 2010). This is
consistent with the aerosol and thermodynamic data presented in Section 4.3.

Gabey et al. (2010) performed measurements of primary biological aerosol particles
(PBAP) using a Wide Interest Biological Sampler (WIBS), an ultra violet fluorescence
technique. These particles may play and important role in the hydrological cycle as gi-
ant CCN or highly efficient IN, and have been shown to be important IN in Amazonia
(Prenni et al., 2009). PBAP showed clear diurnal patterns in both the Bukit Atur site, and
the below-canopy site which was situated in a nearby valley. Particularly large concentra-
tions (up to ~4000 [~!) were observed in the understory, with the peak occurring in mid-
afternoon. Lower concentrations (50-200 /~!) were observed at the above canopy site.
The major mode was between 2 and 4 um at both sites. It was thought to be composed
primarily of fungal spores emitted in the rainforest understory due to its fluorescence and
relation to ambient relative humidity. This mode may be depleted with land use change
as oil palm plantations are less conducive to fungus growth (MacKenzie et al., 2011).
There was also a non-fluorescent mode between 0.8 and 1.5 ym which was attributed to
transport from without the rainforest.

Further measurements of the understory were reported in Whitehead et al. (2010).
Flux measurements show that the above-canopy site and the below-canopy site were de-
coupled at night as a shallow nocturnal boundary layer formed in the valley. During the
day the two sites are coupled by large scale sporadic turbulent events which transported
sub-micron aerosol through the forest canopy. This was supported by in-canopy AMS
composition measurements' (performed by analysis of in canopy bag samples; Figure 4.3)
which were comparable to simultaneous measurements performed above canopy. DMPS

number/size distributions from the above-canopy site? consistently showed a dominant

'Robinson performed AMS measurement (in collaboration with co-authors) and analysis, and aided in
preparation of the manuscript
2Robinson performed DMPS measurements (in collaboration with co-authors) and analysis
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Figure 4.1: Time sequence of photographs through a typical day at the ground site.
Reproduced from MacKenzie et al. (2011)

mode at around 50 nm with a second mode at 150 nm, and a mean total number concen-
tration of ~1300 cc~! (Figure 4.2(a)). This distribution was not affected during periods
of upward particle flux from the rainforest understory, implying emissions were insignif-
icant or similar to those above canopy. The volume/size distribution (not reported in
Whitehead et al. (2010), but included here for completeness in Figure 4.2(b)) showed one
mode around 200-300 nm. There was no relationship apparent between the two sites for
super-micron aerosol. There was little net particle flux detected at the above-canopy site
with both upward and downwards fluxes occurring during the day. In 80% of the days
an upward particle flux was measured between 9 AM and 10 AM local time, which was

attributed to the break-up of the nocurnal boundary layer.

The AMS aerosol composition measurements and period classifications (reported in
Section 4.2) from the Bukit Atur site were used by Irwin et al. (2011) for the analysis of
aerosol sub- and super-saturated hygroscopicity. While CCN concentrations were higher
in Borneo than those observed in Amazonia (701 cc™! at a super-saturation of 0.73% cf.
162 cc! at a super-saturation of 0.82% (Gunthe et al., 2009) respectively), they are still
low when compared to most terrestrial environments. Irwin et al. (2011) reiterate the
differences in hygroscopicity in the Marine and Terrestrial clusters (reported in Section

4.2), and the consequent relation to aerosol composition.
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Figure 4.2: (a) number/size and (b) volume/size log normal distributions, averaged over
all DMPS data from the ground site during OP3-I11.

Aircraft and ground based measurements from the rainforest and the oil palm plan-
tations were compared to assess the impact of land use conversion (Hewitt et al., 2010;
MacKenzie et al., 2011). MacKenzie et al. (2011) contrasted the atmospheric composi-
tion above the two land use types.! They found that the rainforest was dominated by iso-
prene but also with significant amounts of monoterpenes present (a-pinene, camphene,
limonene and ~y-terpinene). It might be expected that the relatively strong VOC source in
the rainforest would lead to a depletion of OH, however observed OH levels were much
higher than those predicted by models, implying some kind of OH recycling (a similar
result to that observed in Surinam; Lelieveld et al., 2008). The oil palm plantations show
greater isoprene (Figure 4.4) and NO, concentrations with the monoterpenes relatively
less important. Hewitt et al. (2010) cite the agro-industrialisation of the oil palms as the
most likely source of the increased NO,, concentrations, from combustion of fuel but also
from the intensive fertilisation of the crops. They warn that if NO, concentrations were
to reach those of North America or Europe with further industrialisation, ozone concen-
trations would be likely to reach levels harmful to human health. This is a particular issue
at the oil palm plantations due to the dominance of isoprene which is conducive to ozone

formation in the presence of NO,. (It should be noted that the VOC:NO,, ratio is greater

'Robinson performed AMS data analysis and interpretation, and aided in preparation of the manuscript
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Figure 4.3: Aerosol composition as a function of height above the ground within the rain-
forest canopy. Air was sampled from different heights into Teflon bags before being sam-
pled with the HR-AMS. The points mark the concurrent loadings measured at the above
canopy site. Published in Whitehead et al. (2010) with measurements (in collaboration
with other co-authors) and analysis performed by Robinson.

over the oil palm plantations despite the increased NO,. concentrations, and both the rain-
forest and plantations are NO,, limited.) MacKenzie et al. (2011) also say that the ratio of
isoprene to the sum of two first generation isoprene oxidation products, methylvinylke-
tone (MVK) and methacrolein (MACR), was the same at a height of 1 m above the oil
palm plantations and a height of 100—150 m about the rainforest. This suggests that the
mixing of the boundary layer occurs much faster than the chemical lifetime of isoprene.
MacKenzie et al. (2011) reported that AMS aerosol measurements showed greater
organic and sulphate aerosol loadings over the oil palms than the rainforest (17% and 20%
respectively) which was stated as a modest difference compared to the large differences
in VOC concentrations. Organic aerosol is also more oxidised over the oil palms than
the rainforest, with an m /2 44:43 ratio (indicative of the degree of oxidation; see Section
1.4) of 1.35 compared to 1.26 respectively. Organic aerosol and m/z 44:43 ratio were not
found to corelate with markers of anthropogenic influence suggesting any anthropogenic
organic aerosol source was not dominant. Palm oil processing plants were major local
sources of organic aerosol with loadings >100ug m~3 within the chimney plume. The
mass spectrum was similar to that observed of biomass burning in other studies. It is not

clear, however, to what extent palm oil processing plant emissions are a regional source.
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Figure 4.4: Boundary layer isoprene measurements performed on the BAe-146 research
aircraft by Hewitt et al. (2009). The map colours indicate the land use, with white areas
predominantly oil palm plantations. Isoprene mixing ratios marked with coloured points
show that isoprene concentrations are higher to the over the oil palm plantations to the
north of the ground site.

Misztal et al. (2010) measured organic gas and aerosol fluxes from a palm oil planta-
tion during OP3 and during the Aerosol Coupling in the Earth’s System (ACES) project,
a sister project to OP3 which was performed between the OP3-I and OP3-III measure-
ment intensives. PTRMS measurements showed particularly large emissions of estragole
(1-ally-4-methoxybenzene) from the plantations, a species which was not previously con-
sidered to be of global importance and is not included in the MCM. GC-MS analysis of
leaf cuvettes and Teflon flower enclosures showed that the estragole was emitted from
the flowers of the oil palms. Estragole has previously been shown to be an attractant for
weevils which efficiently pollinate the oil palms. It is thought to be semi-volatile, mean-
ing it is likely that some of its mass was present in the condensed phase. This proportion
was estimated by sampling nebulised estragole with an AMS and identifying major peaks
(m/z 15, 53, 70, 77, 91, 115, 147) which could then be summed in the ambient mass
spectrum. This approach is similar to that presented in Section 4.4 to estimate the amount
of methyfuran aerosol, except that all of the major estragole peaks are likely to have had
significant contributions from other species, meaning that this is an extreme upper bound
estimate. This showed that there is a factor of approximately 1 x 103-1 x 10* more es-
tragole in the gas phase than the condensed phase. Estragole is thought to react readily
with OH and Os, but it is not clear how much aerosol is formed from its oxidation prod-
ucts in the atmosphere. Given the large gas phase loadings, and previous chamber studies
which have measured ozoneolysis aerosol mass yields as high as 6% (Lee et al., 2006), es-

tragole and its products could make a significant contribution to the organic aerosol mass
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Figure 4.5: A schematic of aerosol processes in Borneo. Sulphate (probably from DMS)
and highly oxidised organic aerosol (OOA1) arrive at the east coast via long range trans-
port with the synoptic flow in the marine boundary layer (MBL). These are lifted higher
into the atmosphere by sea breeze cells (SBC) and moist convection. The oil palm plan-
tations (and settlements near the coast) are a source of biomass burning aerosol (BBOA)
and other anthropogenic organic aerosol (AOA). The oil palms are also a major source
of isoprene, estragole, and terpenes, and associated BSOA. The rainforest understory is a
source of PBAP, however, the supermicron PBAP are not efficiently transported through
the canopy. BSOA is also created from rainforest emissions of terpenes and isoprene.
Precipitation, of which there is more inland were the orography increases moist convec-
tion, acts to remove aerosol. The inland sources of aerosol, that is BSOA, are replenished
en-route, while the regional and coastal aerosol are depleted. The BSOA leaves the island
in the lower and mid free troposphere, where its atmospheric lifetime is likely to be longer
than the aerosol population upwind, which was confined to the MBL.

in Borneo. The similarity of estragole to the terpenes means it is likely that any estragole

SOA detected by the AMS at Bukit Atur would be expressed as part of the OOA?2 factor.

A cartoon of main aerosol processes in Borneo is shown in Figure 4.5.
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CONCLUSIONS

This thesis provides insight into aerosol composition and processes in a previously
unstudied region of the World. The tropics experience a higher top of the atmosphere
solar flux than any other region meaning that aerosol effects have proportionally more
influence on global climate. South-East Asia represents a significant and previously un-
explored portion of the tropics. The measurements show important differences to pre-
viously studied environments, both in the northern mid-latitudes and in Amazonia. It is
likely that the data reported in this thesis are more representative of South-East Asia as a
whole than any existing data sets. The organic aerosol measurements have already been
used (as part of a larger collection of AMS datasets) to inform a global model which es-
timates the magnitude of SOA climate effects (Spracklen et al., 2011). South-East Asia
is also experiencing rapid land use change, with rainforest being logged to make way for
oil palm agriculture. This thesis can aid future studies of the effects of regional land use
change, both by acting as a benchmark to compare further changes against, and through

the identification of possible production of isoprene SOA from oil palm emissions.

5.1 Summary of Findings

Sub-micron NR aerosol composition at the surface was, on average, approximately
half organic and half ammonium sulphate with the remaining inorganics making up less
than 3%. Factor analysis of the organic mass spectra yielded four factors. Some of the
factors were similar to those regularly observed in other studies: OOA1 and OOA2 rep-
resenting respectively more and less oxidised OA were observed. One factor had some
similarities to biomass burning emissions measured in previous studies, although it was
present in low amounts suggesting relatively little influence of local biomass burning
emissions on the measurement site. (This does not proscribe an influence from long range
transport of aged biomass burning emissions that could be included in the OOA1 factor.)
A PMF factor was associated with isoprene SOA for the first time.

Two methods using analysis of back trajectories showed sulphate loadings tended to

be greater in air masses that did not travel across the interior of the island. Aircraft mea-
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surements also directly detected sulphate upwind to the east of Borneo. In contrast, the air
masses that travelled over the interior of Borneo from the south-west tended to show lower
sulphate loadings (although they were still high when compared to Amazonia). Aircraft
measurements from the downwind (west) coast of Borneo showed lower sulphate than
measurements upwind on the east of Borneo. Taken together this implies an off-island
source, and an inland sink of sulphate aerosol. It is likely that aerosol is being removed
through precipitation as it travels across the island. This is corroborated by ECMWF
reanalysis which shows greater levels of precipitation inland, particularly over the moun-
tainous interior, as well as greater rainfall and cloud cover measured at the rainforest site
compared to the oil palm site (MacKenzie et al., 2011). When taken as a whole this

provides convincing evidence for a sulphate source external to the island.

It is likely that a significant proportion of this sulphate is from processing of marine
DMS emissions from phytoplankton. This is a well established sulphate source in ma-
rine environments, and its influence may be expected to be prevalent on an island such
as Borneo. It is also possible that volcanic emissions are responsible for some of the re-
gional sulphate, however sulphate rich air masses showed no association with volcanic
events reported during the project. There seems to intermittently be some degree of cor-
relation between sulphate and organic aerosol. The highly oxidised factor is associated
with air masses that originate externally to the island, and it is likely to be from long
range transport of organic aerosol. This aerosol could be from primary or secondary and
biogenic or anthropogenic sources. The correlation could be indicative of long range
transport of simultaneous anthropogenic emissions of sulphate and organics, such as that
from fossil fuel combustion. However, there is no particular association of air masses
with any large conurbations. It may also be internally mixed marine biogenic sulphate
and organic aerosol. It is not known what fraction of the OOA1 was from aged regional
biomass burning emissions. However inspection of seven day trajectories showed the site
to be influenced by air mass from regions of comparatively low biomass burning activity

suggesting this to be a minor contribution.

The remainder of the organic aerosol is associated with air masses that travel across
the island. Aircraft altitude profiles over the island show production of SOA from photo-
chemical processing of precursors as the day progresses. Aircraft mass spectra tended to
show similarities to the 82Fac and OOA?2 factors, which are both associated with BSOA.
Back trajectory analyses show isoprene SOA may be particularly associated with the oil
palm plantations, which have been reported to emit five times as much isoprene as the
rainforest (Hewitt et al., 2009). The OOA2 shows contrasting sources to 82Fac which

suggests it signifies a different source of fresh organic aerosol such as terpene SOA.

Transport of air mass across the island lofts aerosol higher into the troposphere, com-
pared to the upwind region where aerosol is confined to a shallow marine boundary layer.
This is likely to be caused by the interaction of synoptic flow with marine sea breeze cir-

culations and moist convection over the island. There also appears to be a depletion in
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regional sulphate (and organic) aerosol and an enhancement of BSOA from processing of
terrestrial on-island VOC emissions.

Emissions from biomass burning were observed at the beginning of the campaign,
although not to the same extent as has been observed in biomass burning dominated peri-
ods in West Africa (Capes et al., 2008) and Amazonia (Artaxo et al., 2002). This period
was also associated with an increase in loadings of aerosol not typically associated with
biomass burning. This may be explained if fire emissions increased regional oxidant lev-
els, increasing the amount of secondary aerosol production. It could also be due to a
suppression of regional precipitation by biomass burning aerosol emissions, which has

previously been reported in Borneo (Rosenfeld, 1999).

5.2 Implications

The current picture of tropical aerosol composition

Total sub-micron NR aerosol loadings in Borneo (1.6 ;g m~3) are lower than in pre-
vious studies of remote rural sites in the northern mid-latitudes (an average of 5.9 ;g m—3
for “remote/rural” sites in Zhang et al. (2007)). Some of the remote coastal sites (i.e.
Chabogue Point, Duke Forest and Mace Head) show the most similarity to Borneo, with
approximately equal amounts of organic and ammonium/sulphate aerosol. However, they
all have around twice the total aerosol loading observed in Borneo.

Sulphate aerosol loadings (0.61 pg m~3) were much greater than in the only other
AMS study performed in a rainforest environment, namely Amazonia (0.15 g m—2; Chen
et al. (2009)). Organic aerosol levels in Borneo (0.74 g m~2), while lower than the
average remote rural loading in the northern mid-latitudes (2.8 ;g m™? using same data as
above), were comparable to the concentrations of organic aerosol observed in Amazonia
(0.67 ug m—3; Chen et al. (2009)). The average m/z 44:43 ratio (which signifies organic
aerosol ageing) was observed to be 2.2 in Borneo compared to 1 for in-basin and 1.3-2
for out-of-basin sources in Amazonia (Chen et al., 2009). This shows organic aerosol in
Borneo to be more aged than in Amazonia on average, which may be expected given the
greater role far field organic sources would play in Borneo, as the major near field sources
are constrained to the island.

The AMMA campaign in West Africa did detect relatively high concentrations of
sulphate aerosol although these were not the primary foci of publications. These AMS
measurements were performed over a large spatial scale and in a variety of conditions
ranging from intense biomass burning to remote biogenic background. This makes it dif-
ficult to establish what data would be suitable for a direct comparison to the OP3 project.
However, in Section 4.2 a comparison is drawn by averaging only data classified as being
of low altitude and biogenic influence. This average appears to show fairly similar aerosol
composition to Borneo, with organic and sulphate concentrations of 1.01 and 0.82 g m—3

respectively. It is possible that the sulphate in West Africa was due to emissions from the
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Atlantic Ocean. It is also possible that the screening applied to remove biomass burning
and anthropogenic influence (both potential sulphate aerosol sources) could not account

for regional background signals, which could have been high.

It is clear that aerosol composition in Borneo during OP3 is different to most northern
mid-latitude environments previously studied using AMS techniques. There may be some
similarities to aerosol composition in West Africa but this dataset is complicated by strong
regional sources and may not be directly comparable as it is measured from an airborne
platform. While there are still very few datasets from tropical rainforest environments,
aerosol composition in Borneo appears to be strikingly different to the Amazon, with

much higher concentrations of sulphate aerosol.

Global models predict there to be between 0-3 ;g m~2 of organic aerosol in North
Borneo (Chung and Seinfeld, 2002; Lack et al., 2004; Tsigaridis and Kanakidou, 2003).
The measured organic aerosol concentrations are consistent with this range however the
models are highly uncertain. Capes et al. (2009) found that, while their organic aerosol
loadings were in agreement with these same models, this was likely to be due to conflating
errors, with calculations based on detected VOC levels underestimating organic mass by
an order of magnitude. By using more up-to-date yields they were able to improve the
accuracy of the modelled loadings, but they were still imprecise. More recently, Chen
et al. (2009) used the GEOS-Chem model to predict organic aerosol concentrations in
Amazonia during the period of the AMAZE-08 project, and found an under-prediction of
only 35%, although they state that the modelled value is highly uncertain.

Concentrations of SOA formed in Borneo can be estimated to be at least OOA?2 and
82Fac (0.26 g m~?3) and at most all of the organic aerosol (0.74 g m~3). Similarly, POA
concentrations can be estimated to be at most 91Fac and OOA1 (0.31 g m—3). It should
be noted that this POA estimate is an upper bound as almost all of the OOA1 is likely to
be secondary. Henze and Seinfeld (2006) and Tsigaridis and Kanakidou (2007) predict
around 0.5 g m—> of SOA to be present in Borneo, with the latter stating that virtually all
SOA was biogenic. It should be noted that the region where OP3 was performed in North
Borneo was predicted to have lower SOA loadings than reported above. However, this is
likely to be caused by the relevant model pixel containing regions of both land and sea, so
loadings predicted for the nearest inland pixel were used instead. More recently Utembe
et al. (2011) predicted 0.5-1 g m~—3 of organic aerosol in Borneo with 0.1-0.5 g m—3

of that SOA. These values are consistent with the ranges stated above.

The concentration of PBAP (probably fungal spores) detected in the understory of the
rainforest by Gabey et al. (2010) is likely to be significant in terms of total aerosol mass
given the dominance of a supermicron mode. However Whitehead et al. (2010) show it
is unlikely that these aerosols are efficiently transported out of the rainforest understory
where they are produced. The WIBS technique does not resolve sub-micron particles well
and it may be possible that PBAP contribute in this regime, however inspection of AMS

mass spectrum peaks associated with model PBAP (unpublished data by J. Schneider, as

86



5.2. IMPLICATIONS

in Chen et al. (2009)) show that, if present, they do not contribute a significant amount
of mass. PBAP are insignificant in terms of aerosol number, with only 4 cc~! measured
compared to the DMPS total sub-micron number of 1300 cc™!. It may be possible that
low concentrations of PBAP are important as ice nuclei in the region, as was the case in
Amazonia (Prenni et al., 2009), however there is no evidence to suggest this. It seems,

then, that the sub-micron particles are likely to be the most significant on a regional scale.

The AMS data did not allow effective resolution of composition resolved size distri-
butions due to the low aerosol concentrations and relatively low signal-to-noise ratio of
the HR-AMS (when compared to previous models such as the C-AMS, see Section 2.1).
However sub-micron size distributions were measured and reported in Whitehead et al.
(2010), showing a number/size distribution with two modes (at ~50 nm and ~150 nm),
and a volume/size distribution with only one mode (~250 nm). The mono-modal vol-
ume/size distribution suggests that the aerosol detected using the AMS are likely to
be largely internally mixed, with fresher aerosol tending to condense onto pre-existing
aerosol. The number/size distribution showed similar modes to aerosol in Amazonia,
which had modes at 68 nm and 151 nm (Zhou et al., 2002). However, number concentra-
tions in Borneo (~1300 cc™!) were higher than Amazonia, which had a mean concentra-
tion of 450 cc~! (Zhou et al., 2002).

MacKenzie et al. (2011) reported that different aerosol composition was measured
over different land use types on the FAAM aircraft. They also comment that this differ-
ence is slight when compared to the differences observed in gas phase species. Section
4.2 showed that a significant amount of regional aerosol is transported onto the island,
particularly in conditions dominated by south-westerly air flow, as was the case during
the flying campaign. Section 4.3 then showed that these regional aerosol are depleted
(probably through wet deposition) as they travel across the island, and on-island sources
of aerosol become more important. More rainfall was observed at the rainforest site than
the oil palm plantation site (MacKenzie et al., 2011) which would act to deplete aerosol
concentrations leading to a greater amount of freshly produced aerosol, which could be re-
plenished en-route. This would explain the higher concentrations of aged organic aerosol
and sulphate (both thought to be typical of the regional background) nearer the coast,
and the less aged depleted aerosol concentrations further downwind (inland). The greater
differences observed in gas phase composition than particulate composition over the two
regions is likely to be because aerosol tend to have a longer atmospheric lifetime than
VOC:s. This would allow transport of aerosol between the oil palm and rainforest regions,
reducing any differences due to surface emissions. This also means that island emissions
dominate the VOC population, as opposed to the aerosol population which has a signif-
icant off-island component. The local VOC population is, therefore, more sensitive to
changes in surface emissions. The relatively modest difference in aerosol population be-
tween rainforest and oil palms should not be treated as evidence that land use conversion

is of little consequence for aerosol composition, as it is hard to say to what extent aerosol
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measured in and above the rainforest are currently influenced by oil palm emissions (and
vice versa).

Global organic aerosol models appear to predict concentrations in Borneo better than
in other regions, particularly the northern mid-latitudes (Volkamer et al., 2006). However
there has been evidence from previous studies that this may be due to conflating errors
(Capes et al., 2009). Although modelled organic aerosol concentrations are consistent
with measured concentrations in Borneo, bespoke SOA bottom-up calculations should be
performed with contemporaneously measured VOC data in future work. Doing this will
test the accuracy of the model and its mechanisms, and by using more up-to-date models
it may be possible to improve the precision.

Aerosol hygroscopicity was found to be related to composition, specifically the or-
ganic:inorganic (i.e. organic:sulphate) ratio (Irwin et al., 2011). While CCN concentra-
tions were found to be higher than in Amazonia, they are still low when compared to most
continental sites reinforcing the “green ocean” analogy which observes that pristine rain-
forest conditions are similar to those found in the remote marine environment (Roberts
etal., 2001). That aerosol hygroscopicity was observed to vary depending on composition
highlights the influence aerosol emissions in South East Asia can have on climate through

indirect aerosol effects.

Isoprene SOA

Isoprene SOA has been the focus of much debate and research in recent years. Until
recently it was considered to have too low an SOA yield to generate significant amounts
of aerosol, however this picture has changed and it is now thought to be a large global
source (Carlton et al., 2009; Henze and Seinfeld, 2006). The work presented in Section
4.4 identifies substantial amounts of isoprene SOA in Borneo. An AMS peak which is,
so far, unique to isoprene SOA was identified. This in itself is an important result as it
allows for the identification of isoprene SOA in other studies which use AMS techniques,
of which there are many. In addition there is only one other reported instance of isoprene
SOA being measured with a high time resolution instrument (i.e. not filter measurements;
Froyd et al., 2010). Enabling the AMS identification of isoprene SOA allows for more
comparison of concentrations to contemporaneous high time resolution measurements of
precursors and photochemical parameters.

Slowik et al. (2011) reported a similar factor from combined PMF analysis of two sets
of simultaneous AMS measurements, both from rural sites around 70 km apart in south
western Ontario. In general, this factor is only a minor contributor to the total organic
mass. However, for a period of a few days it is a substantial factor, especially at one of
the sites where it is the dominant factor, present in concentrations of around 8 pg m—3.
This period was associated with high isoprene and sulphate concentrations. Slowik et al.
(2011) attribute the m/z 82 yielding factor to isoprene SOA on the back of the work

presented in Section 4.4. Similarly, they also suggest the presence of sulphate could be a
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controlling factor in the formation of this isoprene SOA.

Using PMF analysis, isoprene SOA was estimated to make up 23% (0.18 pg m—3)
of the organic aerosol population on average in Borneo — a substantial amount of the
organic aerosol present. The compound that directly yields the novel signal (methylfuran)
makes up 8% of the organic aerosol alone. It is not clear how any established isoprene
SOA could be yielding the exact signal detected by the AMS. This may be due to a lack of
understanding of the precise way the isoprene SOA is processed in the instrument during
detection. However, it may also be indicative of a novel type of isoprene SOA. If this is the
case, then identification of the novel formation mechanism is likely to improve modelling
of isoprene SOA and therefore SOA in general.

It appears that isoprene SOA was considered to be zero for the global organic aerosol
models that predicted the correct range of values for Borneo (discussed above; Chung
and Seinfeld, 2002; Lack et al., 2004; Tsigaridis and Kanakidou, 2003). This supports
the assertion made by Capes et al. (2009) that these models may serendipitously predict
the correct organic aerosol loadings, as the work presented here shows isoprene to be
a significant SOA source. After the revelation that isoprene could be a very important
source of SOA despite the low yields by Henze and Seinfeld (2006), models seem to more
precisely predict concentrations in Borneo. Henze and Seinfeld (2006) and Tsigaridis and
Kanakidou (2007) both predicted around 0.15 ug m—3 (30% of total SOA) of isoprene
SOA in Borneo. These values are in-line with the observations reported here.

While the isoprene SOA signal has now been reported in other studies, the large quan-
tities present in Borneo are, so far, unique. It is possible that production of methylfuran
yielding aerosol in Borneo is facilitated by atmospheric chemistry that is different to the
other studies. Three properties of Borneo that have been shown to affect isoprene SOA
chemistry in previous studies, and may therefore control the formation of methylfuran
yielding isoprene SOA are:

1. High isoprene concentrations, particularly due to oil palm emissions but also from

the rainforest.
2. A'low NO,:VOC ratio due to the relatively small local anthropogenic influence.

3. High concentrations of sulphate which, while neutralised by the time of arrival at
the ground site, was found to be acidic nearer the coast. Additionally, the coast is

also where isoprene rich oil palms tend to be situated.

These qualities would be expected to be common to much of the “maritime continent”
meaning that methylfuran yielding isoprene SOA, and isoprene SOA in general, may
be of particularly great importance throughout this large unstudied region of the tropics.
As such one recommendation of this thesis is further study of the regional importance
of these aerosol and the mechanisms by which they are formed. This may be achieved
by searching for notably large concentrations of methylfuran yielding aerosol in further

projects in other regions of the “maritime continent”. While methylfuran yielding aerosol
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was observed in chamber isoprene oxidation as part of the work reported here, it was
at low concentrations compared to those observed in Borneo. Further work should be
performed in oxidation chambers to probe aerosol formation in conditions representative

of the Bornean atmosphere.

Effects of Island Dynamics on Regional Aerosol

Convection and orography in Borneo appear to act as mechanisms that loft aerosol
into the lower and mid free troposphere. This will have implications downwind, as the
aerosol would be expected to be above a greater amount of regional precipitation resulting
in less wet deposition and a longer atmospheric lifetime. The extension in aerosol life-
time, and the change in altitude relative to cloud cover will affect the direct, indirect and
semi-direct aerosol effects in the region. Similar processes are likely to occur along the
whole island chain from continental South East Asia to Australia and hence may provide
a substantial source of tropical terrestrial aerosol to the free troposphere. Future regional
transport modelling should attempt to incorporate the average increased altitude of aerosol
downwind of the island. They should also attempt to accurately emulate the increase of
terrestrial organic aerosol and the decrease in regional aerosol as air mass travels across
the island. Aerosol may be being recirculated in the downwind sea breeze, causing it to
accumulate throughout the day. If this is the case then it may be expected that the aerosol
would be released when the sea breeze circulation is at its weakest (approximately sunrise
and sunset) and the synoptic flow can carry the aerosol away. Future studies of the region
should be vigilant for pulses of elevated aerosol concentrations approximately 12 hours

apart downwind of Borneo, or other tropical islands.

Aerosol in Borneo Under Future Land Use Change

Borneo, and the tropics in general, are likely to undergo profound land use changes
in the future. The VOC emissions of oil palms were shown to be different to the rain-
forest, with much higher isoprene (Hewitt et al., 2010; MacKenzie et al., 2011) and
estragole (Misztal et al., 2010) emissions than the rainforest. This work shows BSOA
from the oxidation of isoprene is a major contributor to the total organic aerosol mass
in Borneo. Hence it is likely that the regional isoprene SOA burden will increase in the
future. At present it is unclear what proportion of the organic aerosol measured in Borneo
was BSOA from estragole, either from partitioning of estragole itself, or its oxidation
products. However, it may be a significant fraction given the yields observed in chamber
experiments. The estragole organic aerosol burden should be the focus of future studies,
as this also would be expected to increase in the future. The local anthropogenic aerosol
burden in Borneo does not appear to be as large as the biogenic but this may change in the
future. One of the least predictable atmospheric effects of future development is the po-

tential for a latent source of anthropogenically controlled BSOA which could be realised
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as anthropogenic pollution increases across the region. Hoyle et al. (2011) report that sev-
eral studies suggest as much as 50% of the detected organic mass was anthropogenically
controlled SOA, with Spracklen et al. (2011) placing this figure at 90%. Assuming the
value of Hoyle et al. (2011) to be typical, the implication is this effect could more than
double aerosol loadings from biogenic precursors if anthropogenic pollution increases.

5.3 Recommendations and Outstanding Questions

The work presented here is an important contribution to the global set of detailed in-
situ aerosol measurements. However, there is still a lack of measurements in the tropics,
particularly in South East Asia. It is recommended that further similar studies are per-
formed to assess to what extent these data are representative of the wider region. Similarly
it is not clear how representative the period of study was, for instance, while the influence
of local biomass burning was relatively low during OP3, it may be much more significant

during the biomass burning season in March/April (Dwyer et al., 2000).

These results provide important insight into organic aerosol processes in Borneo, and
elsewhere. Two unexpected and potentially very significant sources of BSOA in Borneo
were identified: estragole (Misztal et al., 2010) and isoprene. Comparison of the AMS
isoprene signal to data from other locations indicate Borneo has unusually large isoprene
SOA concentrations. While it is clear that the detection of methylfuran signifies isoprene
SOA, it is not clear how this molecule could be produced by degradation of any estab-
lished isoprene SOA upon analysis. More work should be done to investigate the atmo-
spheric composition of MF-yielding isoprene SOA. This should proceed by attempting to
identify MF-yielding isoprene SOA in chamber studies. The particular abundance of this
isoprene SOA in Borneo combined with the particularly high sulphate loadings suggest
that sulphate may be affecting the isoprene chemistry. As such, chamber oxidation exper-
iments attempting to identify MF-yielding SOA should further investigate the effect of the
presence of sulphate aerosol, particularly at the NO,, limited, high relative humidity con-
ditions representative of Borneo. Similarly, more work should be done investigating the
oxidation products of estragole to try and constrain the amount of SOA that may be pro-
duced given the emissions in Borneo. Modelling of organic aerosol concentrations, whilst
consistent with the measurements, are imprecise. Work should be done to allow explicit
models of organic aerosol to include accurate descriptions of isoprene and estragole SOA

in Borneo.

The discovery of anthropogenically controlled BSOA has cast much doubt on the
predictive ability of organic aerosol models under future land use change scenarios. It
is potentially a large source of tropical aerosol in the future given increased regional
urbanisation, which appears inevitable. More studies should attempt to further constrain

its production in future chamber studies and field work.
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5.4 Closing Remarks

This work presents the first characterisation of aerosol composition in a climatolog-
ically important region of the World which is under-represented in the literature. These
measurements have already been applied to the issue of climate change, on the micro-
physical scale through comparison with measurements of aerosol cloud forming potential
(Irwin et al., 2011), and in a model that estimates the global climate effects of secondary
organic aerosol (Spracklen et al., 2011). The significant concentration of sulphate aerosol,
which is likely to be due to the proximity of marine sources, makes aerosol composition
different from other studies in rainforest environments. Important questions have been
raised about the processing of VOC emissions, in particular isoprene. This work suggests
that there is still progress to be made uncovering the way isoprene SOA is formed in the at-
mosphere. Even when considering the OP3 results, the region still remains under-studied.
However, in the absence of further studies, this work stands as a valuable representa-
tion of the region. The OP3 project provided an important opportunity to study a once
pristine region that is in the early stages of anthropogenic development, and it provides
a benchmark that future, more extreme, perturbations to the regional biosphere can be
measured against. Increased urbanisation in the region could unlock a latent source of
organic aerosol, with pollution acting to more efficiently convert the plentiful BVOCs to
SOA. This could have implications not only for climate, but for the health of the new
settlers. Given the increase in global demand for palm oil and the aspiration for devel-
oping countries such as Malaysia to achieve a first world standard of living, it seems that
further destruction of the rainforest ecosystems and conversion to palm oil plantations is

inevitable.
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APPENDIX
B

SUPPORTING MATERIAL FOR PAPER I

The following Appendix is a reproduction of the supporting material for Paper I, itself
reproduced in Section 4.2. It details air mass classifications for use in the analysis of other

OP3 datasets, as well as supplementary figures.
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This supporting material includes any figures that could not be included in the principal text but
may be relevant for the interested reader. Figure S1 shows a scatter plot of organic vs sulphate
aerosol, similar to the Figure 14 in Section 3.5 of the principal text. It is coloured by level of organic
m/z 44:43 (a proxy for oxidation). Points at line A show a range of oxidation levels, points a line B
show generally high levels of oxidation and points at line C show generally low levels of oxidation.
This supports the assertion from the main text that the points at different lines are related to different

sources:

— points at line A are from periods dominated by natural sulphate emissions that are not neces-
sarily related to organic emissions (for example from marine dimethyl sulphide production or

volcanic emissions) meaning a range of oxidation levels is sampled

— points at line B are representative of long range transport of organic aerosol which is highly
oxidised. This is associated with sulphate which is either emitted simultaneously or coats the

organic aerosol during transit.

— and points at line C which are from periods of inland air that is dominated by comparatively
local biogenic aerosol and biomass burning meaning the aerosol are less oxidised and less

related to sulphate.
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Fig. 1. SOy loading vs organic matter loading numbered by cluster. Point colour signifies m/z 44:43 mag-
nitude, a proxy for oxidation. Lines, labelled with letters, indicate different proposed dependencies. Lines

represent modes of the SO4:org ratio histogram of values.

Tables 1 and 2 detail the precise times of the cluster analysis period classifications of OP3-I and

OP3-I1I respectively, and are included here for reference.



OP3-1 15/04/2008 20:00 | 4 27/04/2008 20:00 | 4
04/04/2008 08:00 | 1 16/04/2008 08:00 | 4 28/04/2008 08:00 | 4
04/04/2008 20:00 | 1 16/04/2008 20:00 | 4 28/04/2008 20:00 | 4
05/04/2008 08:00 | 1 17/04/2008 08:00 | 4 29/04/2008 08:00 | 4
05/04/2008 20:00 | 1 17/04/2008 20:00 | 2 29/04/2008 20:00 | 4
06/04/2008 08:00 | 1 18/04/2008 08:00 | 2 30/04/2008 08:00 | 4
06/04/2008 20:00 | 1 18/04/2008 20:00 | 2 30/04/2008 20:00 | 4
07/04/2008 08:00 | 1 19/04/2008 08:00 | 2 01/05/2008 08:00 | 4
07/04/2008 20:00 | 0 19/04/2008 20:00 | 2 01/05/2008 20:00 | 4
08/04/2008 08:00 | 2 20/04/2008 08:00 | 2 02/05/2008 08:00 | 4
08/04/2008 20:00 | 1 20/04/2008 20:00 | 2 02/05/2008 20:00 | 4
09/04/2008 08:00 | 1 21/04/2008 08:00 | O 03/05/2008 08:00 | O
09/04/2008 20:00 | 1 21/04/2008 20:00 | 1 03/05/2008 20:00 | O
10/04/2008 08:00 | 1 22/04/2008 08:00 | 1 03/05/2008 20:00 | O
10/04/2008 20:00 | 0 22/04/2008 20:00 | 1 03/05/2008 20:00 | 0
11/04/2008 08:00 | O 23/04/2008 08:00 | 1 03/05/2008 20:00 | O
11/04/2008 20:00 | 2 23/04/2008 20:00 | O 03/05/2008 20:00 | O
12/04/2008 08:00 | 2 24/04/2008 08:00 | 2 03/05/2008 20:00 | O
12/04/2008 20:00 | 2 24/04/2008 20:00 | 2 03/05/2008 20:00 | O
13/04/2008 08:00 | 2 25/04/2008 08:00 | 2 03/05/2008 20:00 | O
13/04/2008 20:00 | 0 25/04/2008 20:00 | 0
14/04/2008 08:00 | 4 26/04/2008 08:00 | 3
14/04/2008 20:00 | 4 26/04/2008 20:00 | 3
15/04/2008 08:00 | 4 27/04/2008 08:00 | O

Table 1. Cluster analysis period classifications for OP3-1. Times are start times of six hour periods in local time
(UTC+8) where: 0 is unclassified; 1 is Easterly; 2 is North-Easterly; 3 is Westerly; and 4 is Terrestrial and
defined in Section 2.2.2 of the principal text.



OP3-111 01/07/2008 20:00 | 3 13/07/2008 08:00 | 3
20/06/2008 20:00 | 5 02/07/2008 08:00 | O 13/07/2008 20:00 | 3
21/06/2008 08:00 | 5 02/07/2008 20:00 | 1 14/07/2008 08:00 | 3
21/06/2008 20:00 | 0 03/07/2008 08:00 | 1 14/07/2008 20:00 | 3
22/06/2008 08:00 | 2 03/07/2008 20:00 | 1 15/07/2008 08:00 | 3
22/06/2008 20:00 | 2 04/07/2008 08:00 | 5 15/07/2008 20:00 | 3
23/06/2008 08:00 | 2 04/07/2008 20:00 | 5 16/07/2008 08:00 | O
23/06/2008 20:00 | 2 05/07/2008 08:00 | 5 16/07/2008 20:00 | 0
24/06/2008 08:00 | 2 05/07/2008 20:00 | 5 17/07/2008 08:00 | O
24/06/2008 20:00 | 0 06/07/2008 08:00 | 5 17/07/2008 20:00 | O
25/06/2008 08:00 | 0 06/07/2008 20:00 | 5 18/07/2008 08:00 | 3
25/06/2008 20:00 | 3 07/07/2008 08:00 | O 18/07/2008 20:00 | 3
26/06/2008 08:00 | 3 07/07/2008 20:00 | 3 19/07/2008 08:00 | 3
26/06/2008 20:00 | 3 08/07/2008 08:00 | 3 19/07/2008 20:00 | O
27/06/2008 08:00 | 3 08/07/2008 20:00 | 3 20/07/2008 08:00 | 4
27/06/2008 20:00 | 3 09/07/2008 08:00 | 3 20/07/2008 20:00 | 4
28/06/2008 08:00 | 3 09/07/2008 20:00 | 3 21/07/2008 08:00 | O
28/06/2008 20:00 | 3 10/07/2008 08:00 | 3 21/07/2008 20:00 | O
29/06/2008 08:00 | 3 10/07/2008 20:00 | 3 22/07/2008 08:00 | O
29/06/2008 20:00 | 3 11/07/2008 08:00 | 3 22/07/2008 20:00 | 5
30/06/2008 08:00 | 3 11/07/2008 20:00 | 3 23/07/2008 08:00 | 5
30/06/2008 20:00 | 3 12/07/2008 08:00 | 3 23/07/2008 20:00 | 0
01/07/2008 08:00 | 3 12/07/2008 20:00 | 3

Table 2. Cluster analysis period classifications for OP3-III. Times are start times of six hour periods in local
time (UTC+8) where: 0 is unclassified; 1 is North-Easterly, 2 is Coastal; 3 is Marine; 4 is Westerly; and 5 is

Terrestrial as described in Section 2.2.2 of the principal text.
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SUPPORTING MATERIAL FOR PAPER 11

The following Appendix is a reproduction of the supporting material for Paper II, itself
reproduced in Section 4.2. It details aircraft profiles used in averages but not included in

the main paper.
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1 Introduction

This supplement details aircraft altitude profiles that were not included in the main text. Profiles that
were not performed over a small constrained area (usually due to flight control restrictions) were
rejected. It should be noted that some profiles were recorded on a lower time resolution (30 s rather

than the usual 10 s) due to restrictions switching instrument modes. All times are middle points of
profiles in local time (UTC+8).

2 Upwind profiles

Fig. 1. Upwind marine profile. Flight B389a, 17/07/2008 09:55:15.
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Fig. 2. Upwind marine profile. Flight B389a, 17/07/2008 11:19:39. Precipitation observed in the boundary
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Fig. 3. Upwind marine profile. Flight B389a, 17/07/2008 11:52:03.
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3 East Sabah Profiles

3.1 Morning
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Fig. 4. East Sabah morning profile. Flight B385a, 11/07/2008 11:01:30.
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Fig. 5. East Sabah morning profile. Flight B385a, 11/07/2008 11:46:15.
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3.2 Afternoon
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Fig. 8. East Sabah afternoon profile. Flight B385b, 11/07/2008 16:37:00.
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Fig. 9. East Sabah afternoon profile. Flight B385b, 11/07/2008 17:11:50.

500+

600+

Press (hPa)
~
(=]
(=]
L

@
=

=3
1

900+

1000 -

T
00 04 038 12
Loading (ng sms)

(a)

(a)

(a)

(° clockwise from N)

(b)

__lsobars (pressure) .....mass mixing ratlo q,
__saturated adiabats __dry adiabats (8)

(©

B385 Prof 7
- T TSAT 7
500 ing speed T ) Y N\ Lon: 117.831
O 10ms \ W /et 509673 ]
] R 1
< ms \ \ ilute h: 9.2
600+ YN AN A ;>
. WGP &
! ! [l
5 © ‘“\//\ 2! i1 Kl
700 \ 1\ i
[ , VT 4700
< ° I [
= ( 2 N A
. . NN N N
2 goo- o \ N A R RPN,
& . C (D WL SR
° b N NS
o cn D QLR ]
8001 - OISR
00
°
B ‘q\;@‘,’yh,'&/
B Qe e /
N N
1000 S Bt NATIN AT Noog
0 90 180 270 360 9% (9/kg)
Wind source dir.

(° clockwise from N)

(b)

__lsobars (pressure) .....mass mixing ratlo q,
__saturated adiabats __dry adiabats (8)

(©

B385 Prof 8
_ T~ T TS T
5007 wina speed NNy N\ ton: 117.795
O 10ms A9 N 7 Lk 513155 (]
© Amst ( VG UTC h: 9.9 lls00
600+ TN N
PO al D
5 N N Lt i A
= Vi 144 L3 Ker
o %72
g 700 Oﬂgw AN N T N 0o
= ANED ; ,\\[yr 7
4 N A4
& 8004 VNG N T e )
\ | I 1 Xe | L 2800
\ T~ 3771
11 I
D QL ! ]
900 EANR OV 7
! 900
WA AN
o ey Y
1000 - TN N A %
Sl e N £ 000
0 90 180 270 360 9% (9/kg)
Wind source dir.

(° clockwise from N)

(b)

__lsobars (pressure)

mass mixing raflo q,

_ _saturated adiabats __dry adiabats (8)

Fig. 10. East Sabah afternoon profile. Flight B385b, 11/07/2008 17:58:06.

(©



Press (hPa)

500+

600+

7004

800+

900+

1000 “————1—
0.0 0.5 1.0 1.5 2.0
Loading (pg sms)

(a)

ty.

Press (hPa)

500

600

7004

8004

900+

Wind Speed
10ms’

4
1ms

1000+

0

90 180 270 360
Wind source dir.

(° clockwise from N)

(b)

B386 Prof 8
TS T
VONYT N\ Lon: 117917
\ \ Lat: 5.16888
) v h H
WA Ut he B 1
WU 600
N N
v
\ \ (S I L)
A NG i A
| G~
\ U\//\ ) 1 l ’ (NN
VN N4700
O N
T2 S| N
N\ A e
\ !
VN R N
| A d
! L Xe | ('] 14800
b NG
U Ke ) 4 1
NNy YR
(R D" G, 300
Z
\ N TN
[
e N R
4 !
L L 000
T T
7 o (a/k) 10 B 0

__isobars (pressure)

mass mixing rafio g,

__salurated adiabats __dry adiabals (6)

(©)

Fig. 11. East Sabah afternoon profile. Flight B386a, 13/07/2008 16:32:06. Performed during a period of
cumulonimbus activi



4 Kota Kinabalu Profiles

4.1 Morning
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Fig. 12. East Sabah afternoon profile. B385a, 11/07/2008 09:17:07.
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Fig. 13. Kota Kinabalu morning profile. B386a, 13/07/2008 09:10:07.
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Fig. 14. Kota Kinabalu morning profile. B387a, 14/07/2008 09:03:18.
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Fig. 15. Kota Kinabalu morning profile. B388a, 16/07/2008 08:52:21.
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4.2 Around Midday
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Fig. 17. Kota Kinabalu around midday profile. B385a, 11/07/2008 12:56:35.
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APPENDIX
D

SUPPORTING MATERIAL FOR PAPER III

The following Appendix is a reproduction of the supporting material for Paper III,
itself reproduced in Section 4.4. It outlines the positive matrix factorisation analysis of

the organic mass spectra.
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Evidence for a Significant Proportion of Secondary
Organic Aerosol from Isoprene Above a Maritime
Tropical Forest: Supplementary Material

Robinson, N. H., et al. Atmos. Chem. Phys. Discuss.

Scope

This purpose of this document is to describe the methods used to generate the PMF factor
outputs used in the main article. This includes how the data was handled, the outputs
generated and the methods used to choose the most appropriate solution set. No attempt is
made to interpret chemically the outputs of the analysis beyond assigning names for the
factors based on marker peaks or comparisons with previously published material. The
analysis was handled in a similar manner to Allan et al. (2010), in that solutions (according to
number of factors, fpeak value and starting seed) were assessed according to uniqueness,
numerical stability and whether the derived factors had realistic mass spectral profiles.

Data pretreatment and PMF operation

A matrix of organic mass spectral data was generated using the ‘fragmentation table’'
technique (Allan et al., 2004) and errors generated using the error model described by Allan
et al. (2003), with an additional arbitrary 'electronic noise' parameter included (equivalent to a
standard error of 32 digitiser bits per data capture), which served to prevent unrealistically
small error estimates being generated for low-signal channels. In order to prevent excessive
weighting of the m/z=44 variable, the signals of m/z<20 were removed (these were added
back in before further analysis). In addition, the signals of m/z>120 were found to hamper
convergence. Given their low signal-to-noise ratios (<3, reducing to <1 after around
m/z=250) and the fact they contributed little to the derived spectra, they were deemed ‘weak'’
and removed (Paatero and Hopke, 2003).

The PMF Evaluation Toolkit (PET), as introduced by Ulbrich et al. (2009), was used to
process the data, which acted as a front-end for the PMF2 version 4.2 executable (Paatero,
1997). The default conversion criteria were used. An initial run was performed and 'bad’ runs
were removed from the time series, based on the overall Q/Qey, for the row being greater than
20. The rows removed were mainly in the form of spikes in the time series, either from local
contamination or logging software malfunction. The analysis was then rerun with the filtered
data.

Choice of number of factors
The analysis was performed with various numbers of factors and it was found that 5 or more
yielded unsatisfactory results. This is illustrated by the 5-factor (fpeak=0) case below:
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This solution was deemed unacceptable for two reasons; firstly, there were many common
features, in particular in the time series of the top four time series (as plotted). Certain
features are circled for clarity, but there were few features in the respective time series that
were unique to a single factors. This was taken as indicative of 'mixing' taking place (Ulbrich
et al., 2009). Secondly, a number of the mass spectral profiles (specifically the middle three)
consisted of one or two peaks with little other signal at other m/z channels. Given that AMS
mass spectra (in common with other EI mass spectrometers) typically consist of numerous
fragment ions, it was thought that these were unlikely to be physically meaningful. In
principle, it may have been possible to eliminate these behaviours by adjusting the pfeak
parameter, however it was found that different values caused the algorithm to fail to
converge.

Choice of pfeak
Within the 4 factor solution set, the fpeak=0 solution was found to have similar mixing and
physicality issues as the 5 factor solution:
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Note that there are many common features in the top three factors' time series and that the
middle two profiles feature similar one- or two-peak spectra as the 5 factor solution.
However, with the 4 factor case, other values of fpeak down to -1 were found to converge
and the fpeak=-1 was deemed to be much more acceptable for a modest overall increase in
Q/Qexp (3.30 instead of 3.29):
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Note that the time series show many more unique features. Additionally, the mass spectra
bear more of a resemblance to those previously published. The middle two spectra have been
labelled 'OOAL" and 'OOA2' based on their similarity to previously published spectra (Lanz
et al., 2007; Ulbrich et al., 2009). These have been linked to low volatility (LV) and
semivolatile (SV) oxygenated organic aerosol (Jimenez et al., 2009), but without a direct
measure of volatility, it is difficult to draw this conclusion with this data. The top factor bears
a resemblance in some of its profile to biomass burning aerosols (Alfarra et al., 2007; Allan et
al., 2010), although it does not possess the strong signals at m/z 60 and 73 often associated
with levoglucosan, which could be expected (Jordan et al., 2006). It is possible that this
particular chemical marker is not present in sufficient quantities, due to burn conditions or
plume age, but it is difficult to tell with this data taken in isolation. Therefore, this factor is
simply labelled as '91fac’ for now. The remaining factor, is labelled '82fac’, based on its most
prominent marker peak. This is not a feature that has been widely reported in previous AMS
datasets.

Stability of the '82fac’ factor

The solution above (4 factors, peak=-1) was deemed to be the most satisfactory, however it
was generally found that the 82fac factor, which is the subject of the main article, was
remarkably stable across different solutions. For instance, while it represented 26% of the
mass in the chosen solution (before correction for the missing mass below m/z 20), this figure
only changed to 30% for the corresponding fpeak=0 solution and 28% for the 5 factor
solution. When the numerical stability was checked by varying the starting seed, it was found
that there was negligible differences between the solutions that converged. In all of the cases
so far described, the mass spectrum was largely unaffected with key peaks at m/z 43, 44, 53
and 82. Also note that the peak at m/z=82 was mostly absent from the other factors. This
shows that not only is the 82fac factor very stable and unambiguous, it has a very strong
association with the 82 peak in isolation. While it may be possible to generate different
solutions through further modification of the data treatment or algorithm function, we believe
that any changes to this factor would be relatively small. Note that this does not apply to any
other factors derived.
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