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A thermodenuder (TD) system, based on the design of Wehner
et al. (2002), was designed, constructed, and characterized in the
laboratory. The TD consists of a heated tube (2.5 cm ID, 55 cm long)
held at a constant temperature by a 3-zone controller, followed by
a cooling zone with a diffusion tube lined with activated charcoal
for adsorption of evaporated gases. An important improvement
over previous designs is the ability to step through TD temperatures in ∼10 min. per step by the reduction of thermal inertia,
and the addition of two cooling fans. The TD was characterized
in the laboratory, showing that temperature profiles inside are relatively uniform and for response to standard generated particle
species. Losses at ambient temperature are close to diffusion losses
estimated with literature techniques and to those experimentally
measured by Wehner et al. Particle number losses are observed to
increase for volatile species upon heating due to particles shrinking to sizes where diffusion and thermophoresis are more efficient.
The thermodenuder was placed upstream of an Aerodyne Aerosol
Mass Spectrometer (AMS) during several field experiments. An
automated valve system was designed and built to allow rapidly
alternating data points between thermodenuder-processed aerosol
and un-processed aerosol. This system has enabled the rapid (1–
3 h) collection of chemically-resolved volatility over the range of
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54–230◦ C in the field for the first time. Examples of field data are
shown where the species volatilities vary as expected.

INTRODUCTION
Atmospheric aerosols can have important effects on global
climate radiative forcing (IPCC 2007), negative effects on human health (Davidson et al. 2005), visibility reduction (Watson
2002), and deposition to terrestrial systems (Likens et al. 1996).
Their short lifetimes and wide range of particle sizes, chemical
compositions, and physical properties, however, make comprehensive study of atmospheric aerosols very complex (McMurry
2000). Volatility is an important physical property, which is defined by the chemical properties of the condensed species and
may reflect some chemical history of the particle (Jonsson et al.
2007). Photochemical reactions in the atmosphere can change
the chemical functionality of gaseous species, lowering their vapor pressures to the point where they partition into the particle
phase (Went 1960), and thus contributing significantly to global
aerosol concentrations (e.g., Kanakidou et al. 2005). Particle
volatility directly influences the lifetimes of chemical species
in the atmosphere not only by removal through secondary reactions, but through widely different removal rates for wet and
dry deposition processes for gases vs. particles (Franz et al.
1998; Simcik et al. 1998). Aerosol volatility can also help define the levels of vapor reemission from particles deposited
to terrestrial surfaces (Daly and Wania 2004). Some species
may condense upon cooling when lofted into the free troposphere (Kanakidou et al. 2005), or evaporate when concentrated
pollution plumes are heated or diluted with less polluted airmasses (Lipsky and Robinson 2006; Shrivastava et al. 2006).
Finally, knowledge of volatility can aid the estimation of particle losses in aircraft sampling inlets (Wilson and Seebaugh 2001)
and within particle sampling instruments (e.g., Meyer et al.
2000).
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The measurement and analysis of aerosol volatility, which has
also been called thermal fractionation (Hudson and Da 1996),
takes advantage of the fact that different chemical species will
evaporate rapidly at characteristic temperatures related to their
vapor pressures, boiling points, and enthalpies of vaporization
(e.g. Burtscher et al. 2001; Kreidenweis et al. 1998; Villani et al.
2007). As the particles are heated, the more volatile species
evaporate preferentially leaving behind the less volatile species
still in the particle phase. This technique has been utilized for
decades to gain indirect information about aerosol physical and
especially chemical characteristics when not easily measurable
otherwise. Goetz et al. (1961) measured the decreasing particle
size as foil samples of collected ambient particles were heated.
The use of a heated volatilization flowtube to evaporate particle material for direct in situ analysis dates back at least to
Twomey (1968; 1971b), who inferred the composition of cloud
condensation nuclei (CCN) in the NE United States to be mostly
sulfate from measured particle volatility. In order to infer particle
composition, later studies also placed a heated tube upstream of
a: thermal-expansion cloud chamber (Dinger et al. 1970; Hoppel et al. 1973; Twomey 1971a), photoelectric particle counter
(Rosen 1971), nephelometer (Husar and Shu 1975; Pueschel
et al. 1973), and light-scattering aerosol spectrometer (Jennings
and O’Dowd 1990; Pinnick et al. 1987). Study of inferred aerosol
composition has also focused on the separation of elemental
species that remain in the particle phase at high temperature
(800◦ C and above) from more volatile species (Jennings et al.
1994; Smith and O’Dowd 1996). Techniques to speciate aerosol
sulfate more directly were developed by adding selective gas
denuders to heated flowtubes for detection by: flame photometry (Cobourn et al. 1981; Tanner et al. 1980), and nephelometry
(Larson et al. 1982; Ten Brink et al. 1996).
The general idea of placing a heated flowtube upstream of
detecting instrumentation has gone by several names and here
is referred to as a thermodenuder (TD). Most TDs have been
quartz (e.g., Twomey 1971b) or stainless steel (e.g. Burtscher
et al. 2001) tubes wrapped in some form of heating tape or placed
in an oven (An et al. 2007), leading downstream to the detecting
instruments. Clarke (1991) further developed the technique to
allow for rapid volatility analysis in aircraft by placing six heated
tubes in parallel and measuring the resultant size-distributions
with a custom laser aerosol spectrometer. By placing a heated
tube, or several in parallel, between two differential mobility
analyzers (DMAs) one can measure the size reduction of sizeresolved particles upon heating. These instruments are referred
to as volatility tandem DMAs (VTDMAs) and have been widely
used in several forms (Brooks et al. 2002; Kuhn et al. 2005;
Orsini et al. 1999; Philippin et al. 2004; Villani et al. 2007).
Recently VTDMAs have been employed to help investigate the
volatility and composition of chamber-generated organic aerosol
particles in several studies (Baltensperger et al. 2005; Jonsson
et al. 2007; Kalberer et al. 2004; Offenberg et al. 2006; Paulsen
et al. 2006; Stanier et al. 2007).

Burtscher et al. (2001) built upon the thermodenuder concept (Jennings and O’Dowd, 1990; Pinnick et al. 1987; Twomey
1971b) using a metal tube wrapped in heating tape, but optimized the instrument for experiments where organic particle
concentrations are high. To reduce the chemical interference
from gas recondensation, Burtscher et al. added a charcoal denuder immediately downstream of the volatilization tube. This
section allows gas vapors volatilized in the heating section a
surface on which to adsorb upon cooling, further ensuring that
the remaining signal is dominated by the less volatile particle species. These authors characterized their instrument both
theoretically and experimentally for temperature stability, particle losses, gas recondensation, and with respect to known
compounds. Wehner et al. (2002) further improved upon the
Burtscher et al. and earlier designs by improving the uniformity of the temperature profile and adding sufficient residence
time for adequate evaporation of particle species. This design
has been utilized for measurements of ambient (Ehn et al.
2007; Wehner et al. 2005; 2004) and vehicle combustion exhaust (Schneider et al. 2005) aerosol volatility, but only at a
single set temperature of 280–300◦ C. An et al. (2007) utilized
the general designs of Burtscher et al. and Wehner et al. and
further developed a new TD design that exhibits high temperature stability, but low temperature-ramping speed due to its
placement in a tube furnace. They investigated the role of residence time on particle evaporation and concluded that many
TD designs can under-predict particle volatility by not allowing adequate time for mass transfer kinetics to act and approach
equilibrium.
The TD discussed here was developed to add volatility as an
additional dimension of separation for datasets from the Aerodyne Aerosol Mass Spectrometer (AMS) (Canagaratna et al.
2007; Jayne et al. 2000; Jimenez et al. 2003) and similar instruments. The AMS has high time resolution (DeCarlo et al.
2006) and performs ensemble averages of particle concentration
and composition, typically between 1 and 5 minute averages
during normal operation. It can provide the concentrations of
non-refractory inorganic species as well as of several types
of organic species based on factor analysis of organic spectra (Zhang et al. 2007, 2005). The High-Resolution Time-ofFlight AMS (HR-ToF-AMS) is a recently developed version of
the AMS, which provides additional chemical resolution due
to the use of a high resolution mass spectrometer (DeCarlo
et al. 2006). Adding the TD in series in front of a chemical
analyzer allows the detailed analysis of chemically-resolved
volatility, which represents a significant advance from the use
of volatility data to infer limited chemical composition information. To our knowledge this is the first such application for
ambient analysis. This technique may allow further classification of organic aerosols if components which are difficult to
separate due to their similar mass spectra have some differences in volatility that can be exploited by component analysis
techniques.
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METHODS AND INSTRUMENT DESIGN
A thermodenuder was designed and constructed based on
the published design of Wehner et al. (2002), who improved
on earlier designs by providing a more uniform temperature
profile and increased residence time for evaporation of particle species. Figure 1 shows a schematic of the improved design discussed here. The heating stage consists of a 1 inch OD
(2.5 cm), 0.875 inch ID (2.2 cm) stainless steel tube 55 cm in
length, which is wrapped with three fiberglass-coated heating
tapes (Thermolyne, 60 cm long). The tube and heating tapes are
then wrapped with ∼0.5 inch (1.3 cm) fiberglass insulation and
covered with 6 inch OD (15 cm) stainless steel stove pipe as an
outer casing. The heating tube passes through a 0.5 inch (1.3 cm)
aluminum plate at either end, which hold the tube in place. Two
fans (4.7 ft3 /min) are installed in the outer casing of the heating
section and can be used to blow air through the volume surrounding the heated aerosol tube to cool the unit at a faster rate.
During this operation one fan pulls air into the volume, and the
second forces heated air out. Each of the three heating zones is
temperature controlled by a PID hardware controller (Newport
temperature controller, i8; PID Settings of: 10, 100, and 300)
whose set-point is computer-controlled with a USB connection
and can be set independently from one another to achieve a flatter overall profile. The temperature controllers and the fans can
be operated manually, or by software during automated operation. The first (heating) stage is joined to the second (denuding)
stage by a 1 to 3/4 inch (2.5 to 1.9 cm) Swagelok reducing union.
The denuding stage is constructed exactly like a diffusion drier,
with activated carbon charcoal replacing the silica gel and solid
aluminum walls replacing the clear plastic walls. It consists of
a 0.75 inch ID (1.9 cm) mesh tube held in place at either end by
0.75 inch OD (1.9 cm) tubes affixed to the end caps. These caps
are attached to the body-wall of the denuder with Viton o-rings
to provide an air-tight seal. The volume outside of the mesh is
filled with activated carbon charcoal (Fisherbrand, 6–14 Mesh).
The main difference in our design objectives versus those of
previous designs is that our TD was designed with additional

397

temperature control and reduced thermal mass in order to allow
for temperature-stepping. This design change included the use
of three controllers, the replacement of the sand insulation of
Wehner et al. with the looser and less massive fiberglass insulation, and the addition of cooling fans allows for faster temperature changes. Rapid stepping allows one to obtain information
about a wide range of volatilities on a time scale comparable to
or shorter than most aerosol variations in ambient air.
The rapid measurement of volatility also requires the interleaved measurement of non-evaporated ambient particles. A
valve system was designed to allow for automatic switching
between sampling states. During typical operation, aerosol is
pulled from an inlet and split into two streams, each passing through a Swagelok ball valve controlled by a computercontrolled DC-actuator (Swagelok, MS-141DC). The valve
states determine whether the TD-processed aerosol or the unprocessed aerosol is sent to the detection instrumentation. The
other stream is pulled through a critical orifice into a sampling
pump (Gast oil-free vacuum pump) in order to maintain a constant flow through the denuder and the rest of the sampling system. Figure 1 shows the valve configuration during each sampling state.
The flowrate, as determined by the work of Wehner et al.
(2002), is set to a constant 0.6 lpm (at ambient temperature).
The flow is laminar (Re = 38), and the air residence time (RT)
at ambient temperature calculated as a plug flow (plug flow RT
or PFRT) is 21.2 seconds through the 55 cm heating zone, or
10.6 seconds calculated as a minimum time at the centerline of
the laminar flow velocity profile (centerline RT or CLRT). Because the airflow needs some linear distance within the heating
zone to reach the setpoint (see following section), the effective PFRT at that temperature is ∼15 s. The air density in the
volatilization tube is temperature-dependent, however, and will
therefore force a temperature-dependent velocity increase (Villani et al. 2007). At 54◦ C (±6.5%) the PFRT over the length
of the heating zone is 11.9 s, but only 7.9 s at 230◦ C (±15◦ C
or 6.5%). Kinetic limitations of residence time and evaporation

FIG. 1. Schematic diagram for thermodenuder and typical flow paths, with flow rates through each channel, and dimensions of the unit. Valve orientation for
TD-state and ambient-state are both shown.
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were recently pointed out as a problem in some previous studies
by An et al. (2007). These authors studied the effect of residence
time in the heating section of the TD and concluded that the RT
of 1.6 s used by Kalberer et al. (2004) and Baltensperger et al.
(2005) was too short and may have resulted in some biases in
their analyses. With an ambient PFRT ∼21 s our TD is close to
the PFRT of 31 s (15.8 s centerline RT) used by An et al. and
should avoid major kinetic limitations.
The AMS has a total particle collection efficiency (CE) that is
a combination of CE values due to transmission through the lens
and inlet system, size- and shape-dependent losses, and particle
bounce from the vaporizer (Huffman et al. 2005). Decreased collection efficiency due to shape-dependent losses (E s ) has been
shown to be unimportant in multiple field campaigns (i.e., E s ∼1)
(Huffman et al. 2005; Salcedo et al. 2007). The collection efficiency due to bounce (E b ) dominates total CE for particle sizes
that the aerodynamic lens allows to pass efficiently, causing CE
to remain remarkably constant at approximately 50% during
most ambient campaigns (Alfarra et al. 2004; Canagaratna et al.
2007; Drewnick et al. 2004; Zhang et al. 2004), although it has
known deviations from this value for some extremes of phase
and composition, e.g., for very acidic particles (Quinn et al.
2006). If E b decreased after evaporation of some of the particle
material in the TD as more of the solid, less-volatile material remained behind, the apparent volatility reported by the TD-AMS
measurements would be higher than the real volatility. It is also
possible in principle that E s could be reduced after the TD if
some particles crystallized into very non-spherical shapes upon
heating, which would lead to a similar effect.
RESULTS AND DISCUSSION
Temperature Profile Characterization
The newly designed TD was first characterized in the laboratory prior to field experimentation. Faulhaber et al. (2007)
discusses the technique by which data from this TD design can
provide species vapor pressure (or vapor pressure distribution).
This was achieved by empirically calibrating the instrument for
species of known vapor pressures and determining a relationship
between these vapor pressures and their characteristic evaporation temperatures in the TD, which can then be applied to unknown aerosol as well. Here we focus on the characterization
of the temperature profile and temperature dependent particle
losses in the TD.
The internal temperature profile was measured with a
fiberglass-wrapped thin-wire thermocouple introduced through
the middle of a 0.25 inch (0.6 cm) stainless steel tube from the
front end of the TD, which protruded from the end of the tube
by approximately 2 cm. The probe was held in place in the middle of the heating stage tube by use of metal clips attached to
the outside of the 0.25 inch (0.6 cm) tube. Temperatures were
recorded at points in the longitudinal dimension while flowing
the standard flow rate of 0.6 lpm and are plotted in Figure 2. The
temperature profiles show a flat region in the middle at all tem-

peratures, with no hot or cold spots. The distance (and associated
RT) along the inside of the heated tube showing a region of temperature stability (±6.5% or 15◦ C of the average temperature at
the hottest set-point) is approximately 1.8 cm longer than shown
by Wehner et al. and 7.8 cm longer than Burtscher et al. The temperatures inside the heated tube are approximately 17% in ◦ C
higher than those measured by the thermocouples that drive the
temperature controllers (e.g., a 200◦ C set-point will heat the TD
to 230◦ C) due to the location of the control thermocouples away
from direct contact from the heating tapes. All temperatures reported in this paper are centerline (CL) temperatures calculated
using the calibration from heater setting values recorded in the
logged heater files.
Particle Number and Mass Loss Characterization
Particle losses within the TD were characterized by two methods. The first was designed to measure the size-resolved number
loss of particles within the TD due mostly to diffusion and thermophoresis. Burtscher et al. (2001) showed that sedimentation
should only play a minor role for submicron particles. NaCl
(99.0%, Sigma-Aldrich Inc.) particles were generated using a
dilute (∼0.005 M) water (HPLC-grade, Burdick and Jackson)
solution and TSI atomizer (Model 3076, Shoreview, MN). The
resultant aerosol was dried through two diffusion driers in series, diluted with particle free air, and passed through a glass
mixing volume to homogenize the particle concentration across
the crosssection of the downstream tubing. Relative humidity
(RH) was <15% in all cases reported here. The aerosol was
then passed to a 0.25 inch (0.6 cm) Y-split tube (Brechtel Manufacturing, Hayward, CA) where one path bypasses the TD and
is connected directly to the valve system (described above) and
the other leads through the TD and to the valve system. The
distance through the two paths between the aerosol generation
system and the valves (while measuring the input aerosol) and
between the exit of the TD and the valves (while measuring the
TD-processed aerosol) was matched, as is done during actual
operation of the system in the field, in order to measure number losses due to the TD system in a form that can be used for
post-correction of field data.
A scanning mobility particle sizer (SMPS: TSI Differential
Mobility Analyzer, DMA, Model 3085; TSI condensation particle counter, CPC, Model 3010) was used for particle detection. A CPC (TSI Model 3010) also sampled the flow upstream
of the Y-split to monitor the total particle concentration output
from the atomizer as a function of time. NaCl particles were
chosen for the study of size-resolved number loss because of
their ease of generation from a water solution and for their nonvolatility under all experimental temperatures. Figure 3 shows
the resultant number losses. The curves at each of the three temperatures were achieved by taking the ratio of the output size
distribution to the input distribution and averaging over a number of scans and experiments. Data at additional temperatures
(not shown) were acquired and vary smoothly between the limits shown. Error bars are standard deviation of the data points
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FIG. 2. Longitudinal temperature profile showing temperature at each point within the TD for the current design for three set temperatures. Schematic diagram
of TD shown above graph to scale in the horizontal coordinate (but not in the vertical). Vertical arrows point to physical zones in the TD that correspond to: the
outer dimensions of the physical casing, the region of active heating (where the tube is wrapped with heating tape), and the region corresponding to Tavg ± 6.5%
(or ±15◦ C at 230◦ C).

(shown only in a few representative regions to reduce clutter on
the plot). The dotted line shows the estimated theoretical limit for
diffusion loss at ambient temperature as a function of size. The
loss curve at ambient temperature from Wehner et al. (2002) is
also plotted to show reasonable agreement between these tests
(Note: Ag particles were used in the Wehner experiment). Experimental transmission shown here is within error bars of the
calculated transmission indicating no additional significant loss
mechanisms exist in the system at ambient temperature. The
points from Wehner et al. show higher transmission, but are
also significantly above the calculated transmission, the reasons
for which are unclear. The particle losses increase for smaller
sizes and are approximately constant above 80 nm. The average
losses for each experimental curve above 80 nm are used as the
integrated number loss over the particle size range where mass
is important for ambient particles (e.g., Salcedo et al. 2006).
These averages are re-plotted in Figure 4 as a function of temperature. This plot shows the relationship between mass trans-

mission in the typical ambient size range through the TD and its
temperature set-point. As the TD temperature increases the particle losses increase linearly from 5% at 54◦ C to approximately
20% and 230◦ C due to additional thermophoretic forces. Thermophoresis will act to focus the particles in the heated section,
but de-focus the particle stream as it enters the cooler denuding section. These increased losses at higher temperatures are
expected and are within the range of characterizations carried
out in previous studies of heated tubes using both theoretical
(Housiadas and Drossinos 2005; Stratmann and Fissan 1988)
and experimental (Burtscher et al. 2001; Tsai et al. 2004; Walsh
et al. 2006) techniques. While diffusion increases greatly as particle size decreases, thermophoretic forces are not strongly sizedependent (Burtscher et al. 2001; Hinds, 1999b), but can move
particles closer to the walls where diffusion of small particles
can be more efficient. The inverse of the fitted line in Figure 4
can be applied to ambient data to correct for losses of mass as a
function of temperature.
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FIG. 3. Particle number loss as a function of size within the TD at three different temperatures, as due to diffusion and thermophoresis. Experimental curves at
three different temperatures are shown, as well as comparisons with the theoretical diffusion limit (Cheng 2001; Hinds 1999a), and published losses from Wehner
et al. (2002). Lines are spline fits to guide the eye.

Monodisperse particle number losses for species with different volatilities were also characterized. Particles were atomized
and dried, as described above, and were then sent through a
DMA for size-selection. Two TSI Model 3010 CPCs were placed

FIG. 4. Estimated particle mass loss within the TD as a function of temperature for typical submicron ambient particle distributions, shown as the integrated
number loss in the particle size region where mass is important for typical ambient size distributions (above 80 nm). Line is a linear fit of y = −0.00082 ×+
0.98.

immediately up-, and down-stream of the TD, and the respective number counts entering and exiting the TD were measured.
Figure 5 shows the relationship of number loss through the TD
as a function of temperature for NaCl and (NH4 )2 SO4 (99.7%,
Fisher Chemicals) at several sizes. The number loss curves for
NaCl (Figure 5a) show no increase in particle losses as particle
size decreases to 50 nm at higher temperature. The (NH4 )2 SO4
curves (Figure 5b), however, show additional number losses of
smaller particles after evaporation at and above 170◦ C as the
original 50 nm size is reduced into a size range where diffusion
is more efficient. Due to kinetic limitations in particle evaporation and/or small non-volatile impurities, even after most of
the particle mass has evaporated at high temperatures there may
still be a significant fraction of the particle number remaining
which will therefore still be counted by the CPC. For example, a
200 nm particle that shrinks by a factor of 10 in diameter to 20 nm
will shrink by a factor of 1000 in volume and mass. The particle
will retain only 0.1% of its original mass, which is negligible
from the mass perspective, but it will still be counted efficiently
by the CPC. Alternatively, there may be nucleation of some
particles after the evaporation of most of the sulfate material
followed by cooling, creating a large number of small particles.
We have so far not seen evidence of this type of nucleation on
this TD system, however. A small amount of non-volatile solute
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FIG. 5. Particle number loss as a function of temperature for two species, each for monodisperse sizes of 50, 100, and 250 nm. (a) NaCl, (b) (NH4 )2 SO4 . Data
has been normalized to number losses at ambient temperature. Lines are spline fits to guide the eye.

impurity could also account for a residual core after heating,
but this would again not account for significant mass. While
this effect enhances the losses of smaller particles in ambient data, their contribution to the total ambient mass (and thus
the positive bias on the mass loss) is small compared to larger
particles.
TD Response to Standard Chemical Species
The TD system was characterized with respect to several standard chemical species to understand their behavior as a function
of TD temperature. Polydisperse particle distributions similar
to typical urban atmospheric conditions were atomized, dried,
and mixed with particle free air as described above. The flow
system was arranged as in typical field study, with the tube distance and bends between the TD and valves, and the valves
and detection instrumentation minimized. A 171 cm bypass
line of 1/4 copper tube was routed around the TD (avoiding
rising hot air) to the valves. An AMS was used to detect the
mass remaining after the TD, or via the bypass. The resultant
volatility information for individual chemical species is most
easily viewed by means of a TD “thermogram,” which plots
the aerosol mass fraction remaining after heating as a function
of temperature. Figure 6 shows the thermograms for four standard chemical species. NH4 NO3 (99.9%, Fisher Chemicals) and
NH4 Cl (99%, Mallinckrodt-Baker, Inc.) clearly show the highest
volatility, with (NH4 )2 SO4 showing intermediate volatility, and
CsCl (>98%, Sigma Chemical Co.) showing virtually no evaporation with increasing temperature. CsCl was chosen because its
volatility is significantly lower than (NH4 )2 SO4 , but high enough
to evaporate on the AMS vaporizer. The thermograms for each of
the other species were consistently reproducible, but the ammonium sulfate showed some variability between the curves at the
10–20% level between 90–175◦ C. Although the causes for this
variability are not fully understood, it is possible that a change
in pure ammonium sulfate particle phase (or shape) is caused
by the heat in the TD, causing the AMS E b (or E s ) to decrease

somewhat. This effect would primarily be an AMS issue and
not directly related to the TD design. However, this variability is
small compared to the range of volatilities measurable with the
TD-AMS, as illustrated by comparison with the other 3 species
in the figure.
Automated Switching for Field Application
This thermodenuder design allows temperature-stepping in
order to characterize volatility over a large temperature range
and timescales of 1–3 h, short enough that under most conditions the ambient aerosol has not changed significantly. Since the
AMS is a fast detector, periods of faster ambient changes can be
removed from the analysis. During field sampling the flow to be
analyzed is split into two parallel lines (Figure 1). One line leads

FIG. 6. Response to heating shown as a function of temperature for polydisperse species generated in the laboratory. (NH4 )2 SO4 curves highlight variability while using the AMS as a particle detector. Lines are spline fits to guide
the eye.
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directly to the detecting instrumentation, and the second passes
first through the TD and then to the same instruments. A custom valve system rapidly and automatically switches the sample
that reaches the instruments between ambient (un-denuded) and
thermally denuded at regular intervals (between 1 and 10 min,
depending on the study). While the system is in TD-sampling
state the temperature is held constant, and while the system is
in ambient-sampling state the temperature is changed to another
set-point. The sampling instruments detect the particle mass that
has not evaporated after passing through the TD; at successively
higher TD temperatures the particle mass remaining is further
reduced. During standard ambient campaign operation a full cycle time of 160 minutes allows for 7 different temperature steps
between 50 and 230◦ C, in addition to interleaved measurements
at ambient T (bypassing the TD). The system has been used in
several field campaigns, but examples here are shown from MI-

LAGRO and FLAME in Figure 7. In each study, the TD was followed by a high-resolution time-of-flight AMS (HR-ToF-AMS)
(DeCarlo et al. 2006). Sampling during MILAGRO (Megacity
Initiative: Local And Global Research Observations) took place
at the T0 Supersite inside Mexico City (north of downtown) in
March 2006 (Molina et al. 2008). FLAME (Fire Lab At Missoula Experiment) took place June 2006 and 2007 at the US
Forest Service Fire Sciences Lab in Missoula, MT. The FLAME
study measured highly diluted (∼×10,000) smoke from open air
burning of ∼15 different biomass specimens (∼200 grams each)
over the course of one week. The smoke was mixed into a large
chamber, and aerosol from flaming and smoldering phases of
combustion was allowed to mix and reach a stable level before
starting the TD-AMS cycle. More detailed analyses of the TDAMS data from these studies are presented elsewhere (Huffman
et al. 2008).

FIG. 7. Example data showing fast temperature-cycling and resultant AMS mass loadings after passing through TD. (a) Standard ambient field campaign
operation with 10-minute valve switches (MILAGRO), with total organic and sulfate signals shown. (b) Modified quicker-stepping laboratory experiment operation
with constantly changing TD temperature and 1-minute valve switches (FLAME).
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Figure 7a shows a typical temperature program for ambient
sampling at the top, and the resultant AMS data on the bottom.
The thick line running through the top-most point of the total
organics points is the ambient mass loading as would be measured without the use of the TD. The mass remaining after the
TD is shown by the deep valleys every twenty minutes. One
can see that at low temperatures the relative amount of organic
aerosol mass remaining is high, while at high temperatures that
amount is much lower. The temperature cycling program for
the FLAME laboratory studies was optimized to achieve higher
temperature resolution for shorter available total sampling times.
During these experiments when the overall total aerosol mass
loading (generated from burning of small amounts of biomass
specimens in a large chamber) had stabilized, the temperature of
the TD controller was programmed to ramp slowly from 230◦ C
to near ambient at about 2.5◦ C min−1 , while the valve system
switched every minute (Figure 7b). This achieves considerably
higher temperature resolution of ∼5◦ C compared with ∼30◦ C
for the ambient procedure in Figure 7a, however it does not allow for V/W mode switching of the HR-ToF-AMS which was
required for ambient sampling.

Field Demonstration
As an example, Figure 8a shows thermograms for MILAGRO
campaign averages of sulfate, ammonium, chloride, nitrate, and
organic aerosol (OA), as well as OA from Lodgepole Pine burning from the FLAME study. These data are shown to highlight
the range of volatilities observed, from highly semi-volatile pine
OA to much less volatile MILAGRO sulfate. The sulfate thermograms show very low volatility up to 141◦ C, with a sharp
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decrease in particle mass immediately after. The lodgepole pine
OA, however, shows only 11% remaining at 141◦ C. Nitrate and
chloride also show high volatility, consistent with their dominant
non-refractory forms being ammonium nitrate and ammonium
chloride as identified previously (DeCarlo et al. 2007; Salcedo
et al. 2006). Chloride does show a residual at high temperatures
indicating the presence of other less volatile chloride species
such as zinc or lead chloride, consistent with other measurements
(Moffet et al. 2007). Note that all data shown here has been corrected for experimentally determined losses, as shown in Figure
4. The sigmoidal shape of the sulfate curve points to one compound dominating the total sulfate mass (Faulhaber et al. 2007;
Twomey 1968). Note also that there is a slight apparent increase
in the sulfate curve at approximately 150◦ C. While this behavior
is not completely understood, it may be related to small changes
of the AMS E b after the aerosol is heated as discussed earlier. It
can contribute a 10–20% variability in the sulfate mass remaining between 90–175◦ C, but the overall shape and 50% evaporation point remain largely unaffected. The total organic volatility
shows a more gradual decrease in particle mass as a function
of size, indicating a complex mixture of semivolatile OA compounds over a wide range of volatilities (Donahue et al. 2006).
Figure 8b shows MILAGRO campaign-average sulfate during
diurnal periods of: early morning (0–4 AM), mid-morning (5–
8 AM), and mid-afternoon (1–4 PM), local time, which show little dependence of the shape of the curves on time of the day. Data
from laboratory-generated ammonium sulfate (replotted from
Figure 6) is also plotted in Figure 8b showing a similar evaporation temperature, but with a sharper transition. This confirms the
dominant chemical form of the sulfate as ammonium sulfate, as
concluded previously (DeCarlo et al. 2007; Salcedo et al. 2006).

FIG. 8. Fraction of particle mass remaining after passing through TD as a function of TD temperature (“thermograms”) showing range of volatilities observed.
(a) MILAGRO averages for four inorganic species and Total OA, as well as Lodgepole Pine from FLAME. (b) Diurnal thermogram plots for total aerosol sulfate
during MILAGRO campaign. Volatility of laboratory-generated ammonium sulfate is plotted with ambient sulfate data in panel B. Lines are spline fits to guide the eye.
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FIG. 9. Mass fraction remaining after TD plotted versus total aerosol mass concentration (µg/m3 ) used as an estimation of gas recondensation onto remaining
particles. Total organic aerosol (OA) and aerosol sulfate are each shown at the temperature bounds used in the MILAGRO study. Panels show: (a) Total OA at
54◦ C, (b) Total OA at 230◦ C, (c) sulfate at 54◦ C, (d) sulfate at 230◦ C. Lines are spline fits to guide the eye.

The thermogram (especially the sharp decrease in mass fraction
remaining) is less sharp for ambient particles than for laboratory
ammonium sulfate, which may be due to the internal mixing of
sulfate with more volatile (such as ammonium bisulfate) or more
refractory species in some particles. Additional analyses of the
MILAGRO thermograms and their variability will be presented
elsewhere.

Potential Issues for TD-AMS Quantification
The TD design works under the assumption that certain particle species will evaporate in the heating stage and will be removed by diffusion to the activated carbon charcoal in the denuding phase immediately after. Implicitly this assumes that the
surface area presented by the charcoal is much larger than that
presented by the residual aerosol particles. The diffusion time
for vapors to reach the charcoal is ∼100 ms, which is short compared to the time spent in the denuding section. Recondensation
of vapors on the aerosol particles has been observed in some

previous studies carried out under high aerosol concentrations
(Sakurai et al. 2003). Recondensation is likely a larger issue
for TD designs without an adsorbent section, but less important in VTDMAs due to the low particle surface area present
after size selection. The effect of recondensation will lead to
an underestimation of particle volatility. Recondensation can be
post-diagnosed (and partially corrected for) by analyzing the
thermograms vs. aerosol surface area (SA) concentration after
the TD, as recondensation will be larger when the ratio of aerosol
to adsorbent surface area is higher. Figure 9 shows the fraction
of particle mass remaining after the TD as a function of the total
ambient particle mass (used as a surrogate for total particle SA
since the particle size distribution is relatively constant (Salcedo
et al. 2006)) during MILAGRO for total organics and sulfate at
54 and 230◦ C each. The slope of the first three panels is either approximately zero or slightly negative, thus showing no
signs of recondensation. The plot for sulfate at 230◦ C, however,
does show some potential evidence of recondensation. Ammonium sulfate has the lowest vapor pressure of the major species
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detected by the AMS, and as temperature decreases in the cooling region these molecules may efficiently recondense onto the
surface of a nearby particle (uptake coefficient γ ∼ 1) before
they have had time to reach the charcoal adsorbent. This phenomenon was also observed for sulfate at 200◦ C (not shown).
Since the sulfate size distributions were similar at the different
concentration levels, the effect discussed here is likely not related to reduced evaporation at high concentrations. This latter
effect may be important in some cases. Overall this qualitative
analysis suggests that recondensation is typically not a large
problem for our TD under the relatively high ambient concentrations of Mexico City, and its effects can be diagnosed with
the analysis technique just described.
The ambient data analyzed so far indicate that the effect of
varying E b (or E s ), if present, is small. For example, qualitative difference in thermograms in Figure 8 for the total organics
and sulfate indicates that the chemical difference in volatility
is indeed the most significant factor for the appearance of the
curves; i.e., if changes in E b were the dominant mechanism leading to the observed thermograms in the TD-AMS system, the
sulfate and organic thermograms would be very similar, given
that much of the sulfate and organic mass is in aged internally
mixed particles in Mexico City (Salcedo et al. 2006). The difference between these curves, as well as the similarity of the
sulfate thermograms to the laboratory data indicate strongly
that, while changes in E b may be a contributing factor in the
shape of the curves, the dominant effect of the technique is
volatility separation. As discussed previously, E b change may
play a role at a 10–20% level for sulfate between 90–175◦ C.
Future studies should address this question by directly comparing E b and E s in the AMS using the internal light scattering
unit (Cross et al. 2007) and beam width probe (Huffman et al.
2005) for ambient particles that have gone through and bypassed
the TD.
It should also be noted that the use of the charcoal denuder,
while necessary to strip volatilized material away from the particles when mass concentrations are high, can also cause particle evaporation not due directly by increased temperature. In
other words, semivolatile species which have a significant fraction of their concentration in the gas-phase in equilibrium may
partially evaporate as the gas-phase is denuded at ambient temperature without and heating. This will be seen by unreasonably
high volatility at ambient temperature, and while rare, we have
qualitatively observed it during some very high concentration
experiments (fresh diesel exhaust sampled under low dilution).
The denuder section filled with fresh charcoal also appeared to
strip material from laboratory-generated pure ammonium nitrate
aerosol at ambient temperature. This effect disappeared after
conditioning the charcoal by flowing air with ammonia (generated by passing the incoming air over an ammonia solution)
through the TD for a short period. We did not observe changes
on the ammonium nitrate evaporation curve with time in ambient studies, which would have suggested variation on this effect
with time.
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CONCLUSIONS
We have built upon the thermodenuder designs of Wehner
et al. (2002) and Burtscher et al. (2001) to develop a technique
to quickly measure chemically-resolved ambient aerosol volatility in the field for the first time. The TD design presented here
has been optimized to reduce thermal mass and implement rapid
temperature control, and a computer-controlled valve system has
been designed to achieve fast ambient/TD switching. The longitudinal temperature profiles are comparable to the previous
designs. Particle number losses were characterized experimentally as a function of size and TD temperature and are also close
to both calculated losses and those from previous studies. The
total mass loss for typical ambient submicron particle size distributions was estimated to increase from approximately 5%
at 54◦ C to 20% at 230◦ C. These additional losses are mostly
due to thermophoretic forces at the boundary of the heating
stage to the cooling stage and are within experimental and calculated losses for other similar systems. The TD response to
lab-generated chemical species was also characterized. Example
ambient data are presented in which the volatility of the different
species varies as expected. Positive artifacts due to gas recondensation can be a potential problem for TD measurements, but are
significantly reduced by the addition of a charcoal diffusion denuder. The effect has been investigated for operation in the field
and is both small and diagnosable (potentially post-correctable).
Variations in AMS collection efficiency after the TD may be responsible for thermogram variations of the order of 10–20%
for sulfate between ∼90–175◦ C. Further design improvements
are needed to further flatten the longitudinal temperature profile at the beginning and end of the heated zone and minimize
thermophoretic losses and effects, especially at the transition
between the heating and cooling sections. It may be possible to
change temperatures more rapidly, but this may require a more
complex control system and/or active cooling to allow the temperature to stabilize before the next data point. Adding more
heating control sections (for example, from three used here to
five, each with shorter sections and more concentrated power capacity per unit length of the TD at the entrance and exit) would
help achieve this objective and thus provide a longer residence
time near the temperature set-point in the heated section.
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