
The analysis of trace volatile organic
compounds (VOCs) has been of
considerable interest for decades, par-

ticularly for monitoring air emissions,
ambient air, and indoor air contamination
in the workplace. The combination of new
gas chromatography (GC) column technol-
ogy with improvements in GC instrumen-
tation, especially in detector sensitivity and
selectivity improvements, has led to routine
measurement and detection of sub-parts-
per-billion concentrations. Researchers have
directed much effort toward decreasing
detection limits and achieving repeatability.
As measurement technology improves, users
demand lower levels of detection. In the
chemical and petrochemical industries, reg-
ulatory and competitive demands are forc-
ing the ever-increasing use of on-line analy-
sis for process and product quality control.
As specifications become tighter, the con-
centration levels move lower. On-line mea-
surements of parts-per-million and parts-
per-billion concentrations have become
commonplace. Modern quality assurance
and quality control systems ensure that a
certain product or process meets a certain
standard or level of quality. Certainly
method validation has become a standard
practice driven by quality initiatives such as
ISO 9000.

All quality systems require traceability 
of accuracy to accepted national standards
and the routine demonstration of measure-
ment validity (1). Verification of a chemical
standard against a second source is a sound
technical practice, as well as a legal require-
ment in many cases. It provides confirma-
tion of compound identity, purity, and sta-
bility. The second source may be a certified
reference standard or a substance that has
been compared with a certified reference
standard material. The comparison or veri-
fication of standards should be performed
under the exact conditions used for the cal-
ibration of the instrument. Ideally, calibra-
tion should be performed in a similar

matrix or environment that will be used for
a sample.

This month’s “Sample Preparation Per-
spectives” will examine the issue of generat-
ing standard mixtures of VOCs for GC
analysis, particularly for the purposes of
achieving traceability. We will compare var-
ious approaches and cite their strengths and
weaknesses.

Achieving Traceability
The term traceability has different meanings
in different contexts. In calibration, trace-
ability refers to the ability to compare data
with an accepted standard. The Interna-
tional Vocabulary of Basic and General
Terms in Metrology (VIM) defines trace-
ability as “The property of the result of a
measurement or the value of a standard
whereby it can be related to stated refer-
ences, usually national or international stan-
dards, through an unbroken chain of com-
parisons all having stated uncertainties” (2).

In the United States, national standards
are set and maintained by the National
Institute of Standards and Technology
(NIST) in Gaithersburg, Maryland. NIST
maintains vertical traceability to the Inter-
national System of Units (SI) and horizon-
tal traceability with other national laborato-
ries around the world. The SI system has
two base units that are of relevance in
chemical analysis: the unit of mass (gram,
abbreviated g) and the amount of chemical
substance (mole, abbreviated mol). For
commercial use, NIST offers standard refer-
ence materials that can be purchased for use
as resident standards.

Although defining traceability is simple,
obtaining traceability of an analytical mea-
surement, especially at trace concentrations,
is not as straightforward. Under the VIM
definition, the clearest path to traceability is
calibration to an NIST standard reference
material or to a standard that is traceable to
a standard reference material. The problem
is the discrepancy between the range of
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standards available and the range needed
for analysis. Currently, more than 400
VOCs of environmental and industrial
interest are measured as vapors at trace con-
centrations (parts per million, billion, or
trillion). Yet, we have trace-level vapor stan-
dards for only 30 compounds or so. Most
of these compounds are halocarbons and
are available at single concentrations only.
Establishing calibration accuracy for hun-
dreds of VOCs is a significant problem,
because NIST guidelines require a candi-
date concentration for comparison to be
within �5% of the standard reference
material concentration. Very little work has

been performed to develop the needed
standards that are traceable to NIST stan-
dard reference materials.

Thus, for most compounds, the only
route to traceability is using fundamental
standards directly. If the concentration of a
mixture can be related through physical
variables such as mass, length, or time for
which standards exist, then analysts can use
the traceability of the measured values to
those variables to obtain the traceability of
the resulting concentration. As we discuss
the methods of calibration-standard prepa-
ration, we will relate them to their potential
for traceability and then discuss and com-
pare them later.

Sources for Trace Concentration
Gas Standards
Analysts can use many methods to prepare
standard mixtures of gaseous samples; some
are simple and others are very complex.
They can be roughly classified as static
methods and dynamic or blended methods.

Static methods: Static samples are pre-
pared by taking a known weight or volume
of volatile organic gas or liquid and placing
it in a container of known volume. These
samples are prepared easily, everybody can
understand how the procedure works, and
minimal equipment is required beyond a
volumetric device or a balance and a
known-volume container. These devices are

portable and can be taken to the field or to
the factory floor. Essentially, the static
method is goof proof — the accuracy is
independent of user competence, and this
method can be used by very inexperienced
personnel.

Static methods are not without pitfalls,
however. The sources of error are not well
defined. As the concentration of an individ-
ual component decreases, the stability of
the standard mixture often decreases. For
example, polar or reactive components can
interact or adsorb on container walls. High
molecular weight or high boiling point
compounds can condense and also be lost
within the container. The preparation of
reactive mixtures is impossible because of
prolonged contact and chemical reaction.
Only dry mixtures are possible because
humidity should be avoided. Static mix-
tures can be prepared at single concentra-
tions only. For multipoint calibrations, ana-
lysts must use multiple containers, each of
which has its own individual concentration;
otherwise the base mixture requires an
accurate dilution, which adds a level of
complexity to the standard preparation.

When working with a trace concentra-
tion static mixture, the traceability of the
variables measured during the preparation
of the mixture does not imply traceability
of the delivered concentration. This type of
traceable preparation technique generally is
not recognized because of possible interac-
tions or changes that may occur within the
cylinder during storage. Thus, for the
preparation of static standards, traceability
of the delivered concentration requires
comparison to a standard reference material
or other traceable reference standard. The
distinction between traceability of concen-
tration and traceability of preparation is
poorly understood in the analytical com-
munity, and vendors often gloss over this
distinction when responding to inquiries
about traceability.

Dynamic methods: A wide variety of
dynamic methods is available for the prepa-
ration of standards. Each of the methods
has varying degrees of traceability. The side-
bar “Dynamic Blending Methods” lists
these methods. We will discuss the princi-
ples of the main techniques.

Direct mechanical dilution: Dynamic
mechanical dilution is associated with two
operational strategies: dilution of pure com-
pounds and dilution of mixtures. In these
strategies a steady stream of analyte vapor is
directed into a flowing stream of inert gas.
Figure 1 is a flow schematic of a mechanical
dilution system. The concentration of each

analyte in the mixture is the ratio of the
flow of that analyte to the total mixture
flow, as shown in equation 1:

[1]

where C1 is the concentration of Analyte 1;
F1 is the matrix gas flow; and f1, f2, and f3
are the flow rates of Analytes 1, 2, and 3. 
If each of the mass flow-rate measurements
is traceable, then the concentration of each
analyte is traceable. Usually, electronic ther-
mal mass flowmeters are used to measure
the gas flows. These flowmeters can be cali-
brated to within 1% of reading accuracy
levels and can hold their calibrations for
long periods of time (3,4).

Mechanical dilution calibrant prepara-
tion avoids the storage stability problems
associated with static mixtures. The error
sources are reasonably well defined. Ana-
lysts can prepare both reactive and humid
standard VOC mixtures. The preparation
of multipoint calibration standards requires
only a dilution gas or analyte stream flow
rate change. One key advantage of direct
blending is that it can be used throughout a
very wide dynamic range and can generate
higher concentrations than some other
methods. Commercial products are avail-
able to prepare these dynamically created
calibrants, and the technology is well devel-
oped. After startup, equilibration is rapid
and calibration standards can be used right
away.

Achieving the required accuracy requires
sophisticated flow measurement of input
gas streams with direct mechanical dilution.
First, the flowmeters must be calibrated
with the actual gases to be metered. Sec-
ond, the calibration must be performed
against dilution gas and analyte vapor pri-
mary standards. It is difficult to determine
traceability because of the limited range of
available flow standards and calibration
gases. Because flowmeters are calibrated
with a surrogate gas for which a primary
standard exists, users must apply a correc-
tion factor to the primary calibration to
obtain calibration for the actual gas used.
Because of these uncertainties, most mass
flowmeter measurements are closer to 
�5 % or more of full-scale accuracy rather
than the theoretical �1% (3).

Generating accurate trace concentrations
requires multiple stages of on-line dilution,
which presents some practical mechanical
problems. It is very difficult to prepare mix-
tures of liquid analytes because of the prob-
lem of creating a steady flow of analyte

C1 �
f1

F1 � f1 � f2 � f3 � . . .
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vapor from a liquid source. Furthermore,
the production of calibration mixtures that
contain large numbers of analytes is
impractical unless the approach is dilution
of a multicomponent static mixture. The
direct mechanical blending technique is
not goof proof — user technique can affect
mixture accuracy.

Diffusion tube: The diffusion tube
method makes uses of the phenomenon
that a source of vapor at constant tempera-
ture and pressure contained at one end of a
tube will flow by diffusion down the tube.
If the vapor pressure at the exit end of the
tube is much lower than at the feed end, a
steady and predictable flow results. Figure
2 shows a schematic of a diffusion tube. 
A reservoir at one end of a precision-bore
capillary tube holds a small sample of liq-
uid or solid analyte. At constant tempera-
ture, the vapor pressure of the analyte
forms the constant pressure vapor source.
A flowing stream of matrix gas passing over
the other end of the capillary mixes with
the diffusive vapor flow from the analyte to
form the calibration gas mixture. Usually,
the entire device is immersed in the matrix
gas flow, as Figure 3 depicts.

The flow rate from a diffusion tube is
given by equation 2:

[2]

where E is the emission rate in nanograms
per minute, D is the diffusion coefficient
at temperature T and pressure P in cen-
timeters squared per second, M is the
molecular weight, P is the total pressure
in torr, A is the cross-sectional area of the
diffusion path in centimeters squared, T
is the temperature in kelvins, L is the
length of diffusion path in centimeters,
and p is the partial pressure of the analyte

E � 2.216 � 106 DMPA
TL

log
P

P � p

vapor at T in torr.
In equation 2, the diffusion coefficient

D also is a function of temperature and
pressure as shown in equation 3:

D � D0(T/T0)m(P0/P) [3]

where D0 is the diffusion coefficient at
standard temperature and pressure, T0 is
273.1 K, P0 is 760 torr, and m is a con-
stant, usually 2 but can be 1.75.

Analysts can use equations 2 and 3 to
estimate the output expected from a diffu-
sion tube, but the actual measurement is
required for accurately known mixtures.
The emission rate is determined gravimet-
rically by holding the diffusion tube at
constant operating conditions and periodi-
cally weighing it to determine the rate of
analyte weight loss.

Equation 4 yields the concentration of a
mixture prepared from a diffusion tube:

[4]

where Ci is the concentration of analyte i in
parts-per-million, Ei is the emission rate of
analyte i in nanograms per minute, F is the
dilution flow in milliliters per minute, and
K is the conversion factor to convert
nanograms per minute to nanoliters per
minute at standard temperature and pres-
sure.

The flow emitted by the diffusion tube
depends on temperature and pressure. Typ-
ically a 0.2 °C change in one or the other
parameter causes an approximately 1%
change in flow from the diffusion tube. To
achieve traceability, users must precisely
control several experimental parameters
with traceable measurements; namely tem-
perature, weight loss from the diffusion
tube, dilution gas flow rate, and total pres-
sure. It goes without saying that analyte
purity is of utmost importance.

Ci �
Ei K

F

With diffusion tubes, it also is impor-
tant to ensure that equilibration has
occurred. Abnormal diffusion rates can
result, however, if the internal surface of
the capillary tube is contaminated with
analyte liquid or solid. Once stabilized, dif-
fusion equilibration should be concurrent
with temperature equilibration.

The advantages of diffusion tubes are
their low cost and ease of use for creating
low concentration, one-shot mixtures for
screening or survey applications. Equilibra-
tion is rapid. This approach is good for
low-vapor-pressure semivolatile liquids as
well as heat-sensitive compounds. Diffu-
sion tubes exhibit higher emission rates
than permeation tubes, which we will dis-
cuss below. By using a recording balance or
occasionally weighing the diffusion tube,
analysts can monitor the emission rate dur-
ing use, thereby increasing mixing accuracy
during delivery.

Diffusion tubes are unsuitable for gases
or pressurized mixtures. The interfacing
requires careful attention to achieve con-
stant pressures and temperatures, and error
sources are not well defined. The diffusion
tube method requires a high level of opera-
tor skill to achieve successful results.

Permeation tube: In the permeation tube
method, an analyte is held within a con-
tainer on one side of a permeable mem-
brane, which usually is polytetrafluoroeth-
ylene or fluorinated ethylene–propylene
copolymer although other materials could
be used. This method is similar to the dif-
fusion tube method in that both tech-
niques require analyte flow from a self-
contained reservoir controlled by molecular
dynamics. With permeation tubes, the flow
is controlled by the permeability of a
membrane to the analyte rather than diffu-
sion across an open channel in a capillary
tube, as is the case for diffusion tubes.
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volume
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Figure 4 is a schematic of a typical per-
meation tube. A small quantity of gas, liq-
uid, or solid is sealed inside a short length
of plastic tubing. The tubing wall serves as
a permeable membrane separating the pure
analyte from the matrix gas flow. Any ana-
lyte permeating through the tubing wall
creates a small, very stable flow of analyte
vapor. Mixtures are created by immersing
the tube in a flow of matrix gas, as shown
for a diffusion tube in Figure 3.

The permeability of a membrane to a
compound is defined as the product of the
diffusivity of the compound through the
membrane and the solubility of the com-
pound in the membrane as stated in equa-
tion 5:

K � DS [5]

where K is the analyte permeability, D is
the analyte diffusivity, and S is the analyte
solubility.

The flow rate of analyte vapor from a
permeation tube is given in equation 6:

[6]

where f is the flow rate of the analyte emit-
ted by the tube, KT is the permeability of
the membrane to the analyte at tempera-
ture T, A is the membrane area in which
permeation occurs, �P is the partial pres-
sure across the membrane for the analyte
vapor, and t is the membrane thickness.

The permeability K varies exponentially
with absolute temperature as shown in
equation 7:

K(T ) � �e�	/T [7]

where 	 and � are constants and T is the
absolute temperature in kelvins.

The flow of emitted analyte usually is
determined gravimetrically by the same
method used for diffusion tubes. In fact,
equation 4 also pertains to permeation
tubes. The requirements for maintaining
traceability are similar to those for diffusion
tubes. The temperature of the permeation
tube, the flow rate of the matrix or dilution
gas, and the measurement of the emission
rate must be traceable. One major differ-
ence compared with diffusion tubes is that
the total pressure is not a factor of concern,
but analyte purity is central to mixture
accuracy.

The key advantage of permeation tubes
is the range of compounds for which the

method can be used, including condensed
gases, permanent gases, liquids, subliming
solids, and many semivolatile organic com-
pounds. The two major constraints for ana-
lytes used in permeation tubes are that they
must be available and stable in pure form
and that they must have long-term stability
at a temperature that will create at least 1
mm of mercury vapor pressure. High vapor
pressure analytes can be handled in special
permeation tubes designed to use com-
pound vapor as the source of analyte. Per-
meation tubes avoid some of the storage
stability problems of static mixtures.

Permeation tubes also offer high accu-
racy for a wide range of concentrations.
Concentrations from more than 5000 ppm
to less than 50 ppb can be determined in a
single dilution step. Multipoint calibration
requires only a flow-rate change. Combin-
ing permeation tubes in parallel can gener-
ate multicomponent mixtures. Concentra-
tions are easily traceable through physical
standards for most analyte compounds.
The emission rate can be monitored by
periodic weighings throughout the life of
the tube ensuring mixture accuracy at
delivery. The error sources in permeation
tube systems are reasonably well defined.

Because constant analyte delivery
depends upon equilibration, the primary
limitation of the permeation tube method
is the speed of equilibration. Prestabilized
permeation tubes typically require 2–24 h
to equilibrate following a cold startup.
Achieving accuracy requires sophisticated
flow and temperature measurement. The
permeation tube concept is not widely
understood, and its successful use requires
operator education.

Permeation tube systems produce a con-
tinuous flow of calibration mixture rather
than a one-shot preparation. Therefore,
permeation tubes generally require a con-
tinuous flow of matrix gas, even when they
are not being used for calibration. When
not in use, the flow should be vented. This
type of system requires a modification of
the typical analytical calibration standard
strategy in which analysts make just

enough standard to perform a calibration.
Exponential dilution: In the exponential

dilution method, a known amount of ana-
lyte or analyte mixture is injected into a flask
of known volume and stirred well. A con-
trolled flow of dilution gas travels through
the flask continuously, mixes with the ana-
lyte, and sweeps it from the flask. The
resulting concentration of analyte in the out-
put flow begins with the ratio of the volume
of analyte to the volume of the flask and
continuously declines in an exponential
manner. Figure 5 shows a typical experimen-
tal setup for exponential dilution.

Equation 8 describes the outlet concen-
tration of analyte vapor:

Ci � C0e(�Ft /V ) [8]

where Ci is the outlet concentration of ana-
lyte i, C0 is the initial concentration of ana-
lyte i in the exponential dilution flask, F is
the volumetric flow rate of dilution gas, t is
the time after sample introduction, and V
is the volume of the flask or container.

The exponential dilution method is inex-
pensive and easy to understand. Each injec-
tion produces a full range of concentra-
tions. The concentration at any given time
is predictable using dilution theory. The
technique can be used with a wide range of
analytes, except for those with low volatil-
ity. For low analyte concentrations, the out-
put of the flask can be diluted further with
additional matrix gas.

Error sources are not well defined for
exponential dilution. Some of the problems
apparent in the exponential dilution
method for preparation of calibration 
standards include surface sample losses,
mechanical wear of the mixing device, and
difficulty of accurately measuring the initial
sample concentration caused by uneven
mixing effects.

Comparison of Traceability in 
Calibration Methods
Static mixtures unquestionably are the
most user-friendly form for preparing gas
standards. Their preparation procedures are

f � KT
A �P

t

Figure 3: Flow schematic for diffusion and permeation tube systems.
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straightforward, and the controlling vari-
ables — primarily mass measurements —
can be traced easily to NIST. Two problems
must be addressed with the preparation of
every mixture: the stability of the mixture
and the container’s potential to contribute
error to the mixture. Both of these consid-
erations introduce undefined errors that
destroy the value of traceability of the
preparation process. Knowledge of the
quantities of analyte and matrix placed into
the container no longer implies knowledge
of concentration actually delivered. Thus,
static mixtures are traceable only by com-
parison to other traceable concentration
standards.

Considering the aggressive nature of
many analyte compounds, dynamic blend-
ing methods offer the path of least resis-
tance to traceability. The strength of the
dynamic approach is the avoidance of
undefined error sources. If a known con-
centration is created through a traceable
measurement, the fundamental variables
are controlled, and the concentration is
used immediately, then the unknown error
sources of instability and container effects
are avoided. The mixture is still traceable.

The dynamic blending approach has 
an additional side benefit. All methods,
including direct use of a standard reference
material, are subject to systematic delivery
errors resulting from the interaction of an
analyte with the materials used to transport
the mixture from its source to the analytical
system. Because traceable standards are pre-
cious, analysts tend to use them sparingly.
When the delivery system is not totally inert
to the mixture, this sparing use can result in
significant undefined errors. With a contin-
uous flow of mixture, allowing additional
equilibration time in the transport system
has little cost and tends to minimize the
effect of those undefined errors.

As indicated in the sidebar, only direct
gas blending, permeation tube techniques,
and diffusion tube techniques are well

suited to achieving traceability. Next, we
will compare and contrast these methods.

The concentration traceability of direct
gas blending comes from the traceability of
analyte and dilution gas flow measure-
ments. The key problem in direct blending
is that flow measurement traceability
through NIST is available for very few
gases, so most analytes have no direct trace-
ability. Thus, the traceability for non-NIST
gases requires users to relate analyte gas
flow measurements to fundamental stan-
dards. This process is straightforward for
well-behaved gases such as atmospheric
gases and light hydrocarbons, but it is diffi-
cult to relate flow measurements to funda-

mental standards for reactive gases such as
hydrochloric acid, hydrobromic acid,
silanes, and arsines. Some analytical services
for non-NIST organic compounds exist
but are not well known to most users and
are not equipped to handle a large cus-
tomer base. In direct blending setups, it is
virtually impossible to obtain traceability
for the flow of vapor from compounds that
exist as liquids at ambient conditions. In
summary, traceability is available, but it
must be dealt with on a case-by-case basis.

The concentration traceability for diffu-
sion tube–based mixtures comes from the
traceability of the diffusion tube emission
rate and the dilution gas flow rate. The
emission rate — the analyte flow rate —
traceability derives from the traceability of
weight-loss change measurement and
elapsed time. The weight-loss method
avoids the problem of needing a flow stan-
dard for analyte vapors. The diffusion tube
method works well for liquids and sublim-
ing solids, but analysts must show that
weight loss is actually caused by emission of
analyte to establish traceability. The emis-
sion rate can vary depending upon user
technique, so users should monitor weight
loss continuously. The traceability of the
dilution gas flow rate is straight-
forward. In summary, traceability of 
diffusion-based calibration mixtures is
available for many analytes, but users must
provide it.

The concentration traceability for 
permeation tube–based mixtures derives
from the traceability of permeation tube
emission rate and dilution gas flow rate.
The emission rate — the analyte flow rate
— comes from the traceability of weight-
loss change measurements, elapsed time,
and the operating temperature. Similar to
the diffusion tube–based mixture, the
weight-loss method avoids the problem of
needing a flow standard for analyte vapors.
For traceability, users must show that
weight loss is actually the result of the
emission of analyte from the permeation
tube. The method works for liquid com-
pressed gases such as hydrogen sulfide and
sulfur dioxide and for liquids and sublim-
ing solids. It is unsatisfactory for fixed gases
because the weight-loss method can’t be
used. After equilibrium is achieved for the
permeation tubes, the emission rate is very
stable and reproducible for long periods of
time with stable analyte compounds. The
traceability of the dilution gas flow rate is
straightforward. In summary, permeation
tubes provide traceability for most analytes.

Table I compares the methods for the
preparation of traceable gaseous calibration
mixtures. Each of the three methods has its
advantages and disadvantages, and each
should be considered based upon analyte
type, required accuracy, and ease of trace-
ability. Table II compares the expected
accuracy of the three methods with
assumptions.

Summary
The analysis of VOC vapors at parts-per-
billion and even parts-per-trillion levels has
become commonplace, both in laboratories
and on-line. Concurrently, the adoption of
documented quality assurance programs
such as ISO 9000 has imposed require-
ments that all quality assurance measure-
ments be calibrated against standards that
are traceable to national or international
standards. The problem is that at trace con-
centrations very few standards are available
for VOC measurements.

Traceability can be achieved by preparing
standards using a method in which the
concentration is created as the direct result
of fundamental measurements. In general,
dynamic blending techniques are best
suited for this purpose. Standards prepared
from permeation tubes or diffusion tubes
offer the most straightforward route to
achieving traceability throughout a wide
concentration range for most compounds.
Commercial products are available for each
of the approaches.

Figure 4: Schematic of a permeation tube.
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