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Abstract

In the era of the Internet of Things, the need for mobile devices able to analyze accurately 
real samples with sometimes very small volumes is a must. Gas chromatography (GC) is a 
common laboratory technique widely used for analyzing semi-volatile and volatile com-
pounds. However, this technique is not suitable to be used outside labs. The development 
of micro-machined processes encouraged the development of miniaturized gas chro-
matographs. This chapter focuses on the recent development in the field of miniaturized 
gas chromatography and its component up to the present in various fields of analyses.

Keywords: gas chromatography, MEMS, micro-detector micro-column, microinjector, 
miniaturization

1. Introduction

Gas chromatography (GC) is a common and a complex analytical technique involving the 
separation of different types of gas or molecules easily vaporized without decomposition. 
The gas molecules are carried through the column using a carrier gas, typically nitrogen or 
helium. Based on their affinity for the coating material inside the column which is called the 
“stationary phase,” molecules are separated based on certain molecular characteristics such 
as their molecular weight, polarity, and presence of certain functional groups. At the end of 
the column, molecules are separated and detected by a detector.

Commercially available GC analyzers use conventionally manufactured components (~30 kg) 
and need power and gas sources that often limit their portability and suitability of “outside-
laboratory” use. Miniaturization of GC is based on theoretical and practical considerations. 
This chapter describes the miniaturization of analytical system, in order to give a complete 
view of miniaturized chromatographic separations.

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
Commons Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
distribution, and reproduction in any medium, provided the original work is properly cited.



2. Need for portable analytical systems

Conventional GCs provide accurate analysis of complex mixtures but at the cost of using 
large, power-hungry, and relatively expensive table-top instruments. Usually, samples 
are collected and brought back to the laboratory for analysis. On-site analysis is becoming 
increasingly important, especially in the area of environmental monitoring. It reduces the risk 
of contamination, sample loss, and sample decomposition during transport. Furthermore, 
on-site monitoring also results in much shorter analysis turnaround times and thus allows 
for faster response to the analytical results. Lightweight devices with low maintenance are 
needed. In order to achieve these features, the miniaturization of the main components of 
GCs is performed.

Miniaturization of GC is based both on theoretical and practical considerations [1]. Theory 
predicts that reducing the dimensions of flow channels enhances the analytical performances. 
In practice, miniaturization also enhances analysis of small-volume samples and increases 
analysis speed. A microfabricated GC system requires a number of components to function 
properly: preconcentrator, micro-valves for injecting the sample into the carrier gas, micro-
fabricated columns well-functionalized for the specific use, heaters and temperature sensors 
for controlling column temperature, and detector(s) for detecting the arrival of different types 
of molecules. Temperature stability is also critical for GC operation, as the adsorption/desorp-
tion processes responsible for molecular separation in the column are very sensitive to tem-
perature. The issues of microfluidic integration are therefore critical in GC microsystems.

Despite the fact that the first work on microchip-based chromatographic system was a min-
iaturized gas chromatograph in 1979 [2] using microelectromechanical systems (MEMS), this 
development was hardly pursued afterward, probably because the analytical community was 
not yet ready to embrace this new technology.

3. Injectors-preconcentrators

The injector is a device used for introducing liquid or gas samples into the gas chromato-
graph. The sample is introduced directly into the carrier gas stream via a temperature-con-
trolled chamber temporarily isolated from the system by gas sampling valves. Among all 
reported studies, several research teams have used commercial injectors (part of a convention 
GC) in split mode or gas sample valves to introduce samples into the micro-columns. Some 
other teams designed and fabricated a chip-based preconcentrator instead of an injector to 
increase sensitivity and selectivity when solute concentration is below detection limit of the 
detector [3, 4]. In both cases, the device must be capable of generating sharp injection plugs.

A six-valve MEMS-based injector with constant 250 nL of sample volume and suitable for 
harsh environment was introduced in 2010 emulating Valvo® six-valve injector. Each valve is 
made from sandwiching polyether ether ketone (PEEK) membranes between silicon substrate 
and glass. The six valves opened and closed by changing the pressure through their actua-
tion holes. In sampling mode, valves A, D, and E are closed, while for injecting samples onto 
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separation channels, valves B, C, and F are closed (Figure 1) [5, 6]. Moreover, a customized 
volume injector (0.5–15 μL) was designed by Holland et al. [7].

As a general definition, the preconcentrator relies on an adsorbing material deposited on 
the active area adjacent to the heating element [8]. Ideally, the sorptive material must adsorb 
selectively one or more chemical species of interest over a time period necessary to concen-
trate the chemical compound in the adsorptive material. Then, the sorptive layer must be 
heated with a pulse of temperature for providing narrow desorption peaks with relatively 
high concentration to the connecting sensor or detector. This process must allow the analytes 
present in a large air volume to be purified and concentrated, so increasing the efficiency 
of detection. Since the first micro-machined preconcentrator designed by the ChemLab at 
Sandia National Laboratories in 1999 [9], many works have been carried out. In literature, dif-
ferent preconcentrating microstructures are now available in different designs and are com-
bined with a wide range of adsorbents [10–12].

The optimization of the device performance (adsorption and desorption duration and flow 
rates, heating rates) is rather important for achieving a high preconcentration factor. A com-
promise must be then established between a suitable adsorbent, low power consumption, and 
simple fabrication technology.

4. Columns

The gas chromatographic column is considered the “heart” in a gas chromatograph. Over 
the last three decades, the nature and design of the column have changed considerably. 
Conventional GCs are equipped with conventional columns: a silica or stainless steel tube 
containing an immobilized or a cross-linked stationary phase bound to the inner surface. 
Terry et  al. [2] were the first group to introduce “miniaturized GC” and “planar column” 
concepts by etching channels into a substrate rather by using capillaries of conventional GC 
technology (Figure 1). However, this groundbreaking work had not led to further develop-
ments of related skills or technology until the early 1990s.

4.1. Technology fabrication

Silicon is a very common substrate for microelectronics. The material is relatively inexpensive, is 
abundant in nature, and can be ordered with well-controlled crystal orientation, thickness, and 

Figure 1. Left: Illustration of the MEMS injector in loading and injecting modes, adapted from [6], right: Optical image 
of a 3D preconcentrator with embedded pillars, adapted from [8].
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surface roughness. A large number of processes have been developed over the past 50 years, 
giving the microsystem designer a wide range of options from which to choose.

Glass, via its optical and mechanical properties, is very interesting to be included in MEMS 
devices. Additionally, glass can be customized by adding additives to improve some proper-
ties, boron oxides, to produce Pyrex well known to its low thermal expansion or sodium to 
easily to bond with silicon.

The combination of glass and silicon provides the most versatile fabrication technique for 
producing GC columns (Figure 2). However, silicon and glass fabrication requires the use of 
a clean room, making this technology relatively expensive and not within the reach of every 
academic laboratory. Fabrication processes for both glass and silicon can be divided into three 
main steps: patterning, etching, and bonding.

Many processes involve the deposition and patterning of thin films (e.g., for heating or as a 
stationary phase) [13, 14]. There is a wide variety of methods for performing such depositions, 
from nano- to microscale, such as physical vapor deposition (PVD), sputtering [15, 16], and 
atomic layer deposition (ALD).

4.2. Performance of MEMS columns

Theoretical plate number N defines the efficiency of the column or sharpness of peaks. The 
concept of plate theory was originally proposed for the performance of distillation columns. It 
is proportional to the square root of the retention time and inversed proportional to the peak 
width following the normal distribution law. The theory assumes that the column is divided 
into a number of zones called “theoretical plates.” Moreover, the zone thickness is considered 
as height equivalent to a theoretical plate (H or HEPT):

	​ N = 16 ​​ 
​(​t​ r​​)​ ___ w ​​​ 

2

​​	 (1)

where ​​t​ 
r
​​​ is the retention time of a compound, ​w​ is the width of the peak at the base.

Figure 2. Illustrating steps to obtain a MEMS column.
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The fundamental equation underlying the performance of a gas chromatographic column is 
the Van Deemter equation expressed as

	​ H = A + ​ B __ ​u ̄ ​ ​ + C​u ̄ ​​	 (2)

where H is the height equivalent to a theoretical plate, A is the eddy diffusion or multiple path 
term, B is the longitudinal diffusion contribution, C is the resistance to mass transfer term, ​​u ̄ ​​ 
is the average linear velocity of the carrier gas.

Thus, equation is simplified in case of open columns. The A term is equal to zero because 
there is no packing. This abbreviated expression is often referred to as the Golay Eq. [17].

The profile of “H” versus “u” graphic goes through a minimum value of “H” where the effi-
ciency is greatest. This minimum is reached at different carrier gas velocities depending on 
the nature of the carrier gas. For example, speed of analysis must be sacrificed when nitrogen 
is used as a carrier gas. On the other hand, if one is willing to save time with slight loss of the 
efficiency, helium or hydrogen can be used. Additionally, efficiency varies slightly for hydro-
gen than helium as velocity increases. Finally, the use of hydrogen for any application in the 
laboratory always requires safety precautions in the event of leak:

•	 The flow rate, and consequently the linear velocity, through smaller columns is difficult to 
measure accurately and reproducibly by conventional apparatus. Linear velocity may be 
calculated, through a column of length L, by injecting a volatile, non-retained solute and 
noting its retention time ​​t​ 

M
​​​ using this equation:

	​ u ​(cm / s)​ = ​ L __ ​t​ M​​ ​​	 (3)

•	 In gas chromatography, when the temperature increases, linear velocity decreases because 
of increased viscosity of the carrier gas.

•	 Van Deemter curve is fitted under isothermal conditions.

4.3. Functionalization

It is quite straightforward to etch channels into silicon or glass chip. However, finding a com-
prehensive and reproducible method of fabrication enabling incorporation of a stationary 
phase inside the channel under conditions of extreme miniaturization, and production under 
clean room conditions, was a major challenge. This part covers various functionalization 
methods from classic coating to unusual MEMS-based techniques.

4.3.1. Polymer coating

In the beginning of the MEMS-based column era, researchers tried to adjust expertise gained 
from the preparation of conventional columns. Usually, columns are made by etching silica 
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substrate followed by capping with Pyrex. Stationary phase application after sealing the 
channel was usually performed by liquid coating using static or dynamic method. These 
methods led to wall-coated open tubular MEMS (WCOT-MEMS) columns commonly named 
“open columns.” The goal in coating is the uniform deposition of a thin film, typically rang-
ing from 0.1 to 10 μm in thickness. To reach this, two varieties of coating exists: static and 
dynamic.

Polysiloxanes are the most widely used as stationary phases for both conventional and MEMS 
columns. They offer high solute diffusivities coupled with excellent chemical and thermal 
stabilities. Additionally, because a variety of functional groups can be incorporated into their 
structures, polysiloxanes exhibit a wide range of polarities. Since many polysiloxanes are vis-
cous gums and, as such, coat well on MEMS columns. Polysiloxanes are easily cross-linked 
to be used as stationary phases. The basic structure of 100% dimethylpolysiloxane (PDMS) is 
depicted in Figure 3.

Lambertus et al. [18] reported a 3-m-long square-spiral MEMS column dynamically coated 
with PDMS achieving 8200 plates (Figure 4). Moreover, non-treated surface gave 1500 plates 
more than treated (CVD oxidation prior to bonding).

Nishino et al. [19] developed circular, 8.5–17.0-m-long MEMS columns to separate a mixture 
of 13 compounds which included polar and nonpolar compounds. Before coating with the 
liquid phase, deactivation treatment to reduce adsorption sites causing peak tailing or peak 
disappearance was completed. Stationary phase coating was performed by a static method 
with 5% phenyl 95% dimethylpolysiloxane to give a 0.25-μm-thick film.

Radadia et al. [20] improved separation of organophosphonate and organosulfur compounds 
by using a 3  m MEMS column coated with 0.25  μm OV-5 as stationary phase. To reduce 
Pyrex’s active sites, they were deactivated by the use of a variety of agents. Organosilicon 
hydride deactivation reduced micro-column adsorption activity more than silazane and 
silane treatment, enabling baseline separation of nine compounds as peaks with very low 
asymmetry in 2 min and providing 5500 theoretical plates/m (Figure 5).

The most widely used non-silicon-containing stationary phases are the polyethylene glycols. 
They are commercially available in a wide range of molecular weights under several designa-
tions, such as Carbowax 20M and Superox-4. Unfortunately, their operational temperature is 
reduced compared to siloxane-based polymers. In addition, trace levels of oxygen and water 
from the sample or the carrier gas have adverse effects especially with Carbowax 20M leading 
to their fast degradation. An example of a MEMS-based column coated with Carbowax 20M was 
reporter by Lee et al. [21].

Figure 3. Chemical structure of basic dimethylpolysiloxane PDMS (left), and substituted polysiloxane.
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4.3.2. Solid packing

A packed column refers to a column packed with either a solid adsorbent or solid support 
coated with a liquid phase. However, stable and reproducible performances depend mainly 
on the quality of packing. In conventional GC, this kind of column began to decline since 
1979 by the apparition of capillary fused-silica columns. A packed column consists of three 
basic components: tubing in which packing material is placed (Table 1), packing retainers 
(such as glass wool plugs), and the packing material itself. In MEMS-based columns, tubes are 
replaced by MEMS channels and glass wool plugs by grids or meshes (Figure 6) [22].

Figure 4. Left: (a) entire chip; (b) SEM image detail of gas flow (c) detail of etched-channel, right: Isothermal chro
matograms at 22°C of the 20-component using channels coated with the nonpolar (a) and the moderately polar (b) 
stationary phases, reprinted with permission from [19].

Figure 5. Left: (A) photograph of the MEMS column, (B) SEM of channels, (C) manifold packaging, and (D) connection 
to the micro-column. Right: Separation of test, reprinted with permission from [21].
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Some separations require the use of packed columns: permanent gases, unsaturated isomers 
of light hydrocarbons, and standardized methods (ASTM E260, NF ISO 17494, etc.) [23]. 
Although these columns remain effective, their implementation in reduced sizes, low effi-
ciency, and the pressure generated in the column are the main obstacles to their use.

4.3.3. Carbon nanotubes

Soon after their discovery in 1991 [24], carbon nanotubes (CNTs) received much attention 
because of their unique geometry, chemical stability, and high surface-to-volume ratio. 
Stadermann et al. [25] successfully used single-wall carbon nanotubes (SWCNTs) as a sta-
tionary phase by means of CVD in a microfabricated GC column (Figure 7). Following on 
from their study, the team developed a new process to produce a highly uniform mat of CNT 
stationary phase [26].

SWCNTs demonstrate a good ability to be used as stationary phase in gas chromatography to 
separate alkanes and other analytes. It can be used as is, and no functionalization is required. 
However, their performance is limited by the fabrication difficulty. CNTs are deposited only 
on three sides of the column’s channel (silicon) leading to peaks broadening. Additionally, 
columns with CNTs suffer from poor separation of high-boiling compounds, which is often 
attributed to the thickness of the CNT layer.

Figure 6. Left: Photograph of different components of miniaturized GC, right: Stainless steel meshes to keep the sta
tionary phase particles in the column, adapted from [23].

Stationary phase Usual applications

Alumina Alkanes, alkenes, alkines, aromatic hydrocarbons (C1-C10)

Silica gel Hydrocarbons (C1-C4), inorganic gases, volatile ethers

Carbon Inorganic gases, hydrocarbons (C1-C5)

Carbon molecular sieves Oxygenated compounds (C1-C6)

Molecular sieves (5X, 13 X) Hydrogen, oxygen, methane, permanent gas, halocarbons

Table 1. Illustrative examples of some adsorbents and usual applications.
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4.3.4. Sputtering

Sputtering is widely used in electronics for deposition of metals and dielectrics. Vial et al. 
[15] use this technique to provide solid and porous stationary phase. By varying the duration 
of the sputtering process, sputtered silica layers of different thicknesses were produced. For 
example, silica layer having 0.75 μm thickness produced 2500 theoretical plates for hydrocar-
bon separation (Figure 8). At the opposite, producing a thicker layer leads to loss separation 
efficiency (number of plates). To overcome this, the same group used a semi-packed column 
with high aspect-to-ratio pillars [13].

In that case separations were greatly improved because retention increased and efficiency was 
close to 5000 theoretical plates m−1. The same group tested various targets such as graphite 
and alumina to separate light hydrocarbons [13, 16]. However, alumina requires a tedious 
activation step before using.

Figure 7. Left up: SEM image of the old CVD process to produce SWCNTS, left down: SEM image of the new CVD 
process lead to obtain a “mat” of SWCNTs, right: Separation chromatogram of n-alkanes with SWCNTs, reprinted with 
permission from [26, 27].

Figure 8. Left: Fast separation of linear hydrocarbons with a silica sputtered MEMS column, middle: Micro-pillars covered 
with sputtered silica, right: SEM picture of graphite-sputtered layer deposited on the inner wall of a micromachied 
column, reprinted with permission from [14, 17].

MEMS Devices for Miniaturized Gas Chromatography
http://dx.doi.org/10.5772/intechopen.74020

157



4.3.5. Gold layers

In the separation sciences, nanoparticles have been used as stationary phases to provide 
high separation efficiency for a variety of analytes. Because the nanoparticles are too small 
to be packed into the column, they are usually used as pseudo-stationary phase to enhance 
separation [27, 28]. Gold nanoparticles have become increasingly popular because of their 
long-term stability, high surface-to-volume ratio, and ease of chemical modification. The use 
of gold enables a variety of functional groups to be incorporated into the monolayer [29].

Agah’s group introduced in 2010 a new stationary phase based on deposing gold by elec-
troplating followed by its functionalization [30, 31]. The thickness and the regularity of the 
layer are customized by varying the current density. Additionally, they used a multi-cap-
illary microfabricated 25  cm column to separate hydrocarbons yielding 20,000 plates m−1 
(Figure 9).

Although such results were promising, a disadvantage is that nonselective deposition meant 
that the fabrication process required “mechanical” removal of gold from the upper surface. 
This step could damage the very thin fluidic channels. To resolve this problem, Shakeel et al. 
[32] proposed two different ways, highly reproducible, for the deposition of gold:

•	 Self-patterning gold on the vertical sidewalls only (varying electroplating conditions)

•	 Double-doped self-patterning to cover the interior surfaces of the channel (three silicon sides)

The use of gold stationary phases has furnished interesting results. However, uniformity and 
quality of deposition depend on the deposition conditions. Additionally, this stationary phase 
is not suitable for light hydrocarbons separation.

4.3.6. Ionic liquids

Ionic liquids constitute a group of organic salts with a particulate specification. They are 
liquid below 100°C and consequently liquids at room temperature. Ionic liquids are polar, 
nonflammable, chemically inert, thermally stable, easy to synthesize, and already used in con-
ventional gas chromatography [33, 34]. Additionally, their selectivity can be tuned by altering 
the constituent cation or anion, and hence there is more than 300 commercially varieties.

Figure 9. Left: Cross-section of a single side-wall with zoom (thickness of the gold layer, middle and right: Thiol 
deposition using single and double doping methods respectively, adapted from [33].
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Zellers’ group [35] was the first team to use ionic liquids in miniaturized gas chromatography 
by coating a rectangular column as a second dimension in a GC × GC system. Two years after, 
Agah’s group [36] successes integration of ionic liquids for high-performance separation of 
complex chemical mixtures (Figure 10).

Ionic liquids can be easily statically or dynamically coated (immobilized). However, two 
points should be highlighted:

•	 Due to the vast number of ionic liquids, no correlation between the stationary phase and 
the group of analytes to be separated is known.

•	 Like normal polymer coating, homogeneity of the coating is not systematically reported. 
Moreover, no one can be sure that the coating thickness is homogeny along the column.

4.4. Geometry

In conventional gas chromatography, used columns are tubes functionalized by a stationary 
phase having length ranging from 10 to 100 m. To obtain an excellent column, few parameters can 
be optimized: length, inner diameter, film thickness, and the coiling radius [37]. Theory of chro-
matography predicts an increase of efficiency, while the diameter of a capillary column decreases. 
However, with the emerging of “planar columns,” other parameters appear (Figure 11).

Figure 10. Left: Separation of a 15-compound mixture using (a) [P66614][NTf2]- and (b) [BPyr][NTf2]-coated columns, 
right: Up schematic diagram of the measurement setup, right down optical micrographs of the uncoated micro-column.
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The effect of microfabricated columns’ geometries on separation performance was compared 
by Radadia et al. [38]. In fact, three configurations were tested under isothermal and temper-
ature-programmed mode: serpentine, circular-spiral, and square-spiral (Figure 12). Although 
all the geometries have similar gas permeability, it is shown that the serpentine columns show 
higher separation plate numbers (lower band broadening) for retained solutes in isothermal 
mode of operation compared to circular- or square-spiral configurations. Additionally, in 
temperature-programmed mode of operation, the serpentine design yields higher separation 
numbers (peak-to-peak resolution) compared to spiral configurations. These performances 
were attributed to the more favorable hydrodynamic flow.

To increase the efficiency and the surface-to-volume and the loadability without scarifying 
inlet pressure, a new class of gas chromatographic column was introduced in 2009 by Agah’s 

Figure 12. Left: Photograph showing three different micro-column (a) serpentine, (B) circular-spiral, and (C) square-
spiral. Adapted from [39],middle: Section of an open and a semi-packed columns, adapted from [40], right: Multi-
capillary MEMS column, adapted from [41].

Figure 11. Illustration of some geometrical parameters related to MEMS columns.
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group [39]. This “semi-packed” column contains embedded 20 μm square posts along the 
length of the channel paced at 30 μm (Figure 12).” This novel configuration enhances both 
the sample capacity and the separation efficiency compared to the open rectangular columns. 
Furthermore, due to the uniform spacing and distribution of the posts, these columns have 
lower-pressure drops and eddy diffusion as compared to conventional packed columns.

Among the shape of the column and implemented pillars or none, some researchers tried 
different layouts including width modulation [40], multi-capillary [41], and partially buried 
channel [42].

4.5. Resistive heating

The major goal of GC method development is to minimize the analysis time with desired 
resolution for accurate qualitative and quantitative analysis. Additionally, fast analysis time 
means also bring the system back to its initial state (for another cycle). For conventional GC, 
the column is placed inside an oven and heated using a bare resistive metal wire positioned 
at the back of the oven. Heating rate for the entire GC analysis is between 30 and 60°C/min 
when cooling down after running a sample takes approximately 5 minutes. Slow heating and 
cooling are due mainly to the large total thermal mass of the oven making it unsuitable for 
separations in fast GC.

Microfabricated columns hold a promise for field applications, as they feature fast analy-
sis time, low power consumption, and easy portability. Although the conventional oven has 
often been used to evaluate to MEMS column performance, heating element is directly incor-
porated on this plan columns. Because of the high thermal conductivity of silicon, localized 
heaters are usually deposited on that side to achieve reasonably uniform temperatures across 
the silicon chip (Figure 13).

Patterned resistive metal layers can be deposited on the surfaces of column substrates to 
form robust micro-heaters with good thermal conduction, wide temperature range, and 
extremely low thermal mass. Deposition is performed by various methods such as sputtering 
or CVD. The resistance temperature detector (RTD) is one of the most accurate temperature 
sensors. Not only does it provide good accuracy, but it also provides excellent stability and 
repeatability. Platinum (Pt) is often used in RTDs, and the thin metal film can also function as 
the heater and temperature sensor simultaneously, which is advantageous for system integra-
tion compared to external heaters [13, 43].

Figure 13. Examples of various deposited platinum resistance for sensing and heating the column, adapted from [14, 44].
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Instead of using only platinum as metallic resistance, deposition of various metals was 
reported: chromium/gold film (Cr/Au) or titanium/platinum (Ti/Pt). Intimate contact between 
the heater and the column allows extremely high heating rates (1500°C/s) [44]. Depending 
on the thickness and size of the chip, a heating power consumption can be as low as 4 W/m.

In gas chromatography, separations are performed by temperature programming starting 
from lower to upper. For continuous monitoring or on-site analysis, GC system should be 
cooled to the initial state to start a new cycle. Peltier coolers are widely used in miniaturized 
GC. Also, the column can be set at sub-ambient temperature to retain volatile compounds, for 
example. This is an advantage compared to conventional GC systems which require liquid 
carbon dioxide or nitrogen.

5. Detectors

After separating the compounds, a detector is used to monitor the outlet stream from the 
column. Detection in analytical microsystems is a subject of paramount importance. Indeed, 
detection has been one of the main challenges for analytical microsystems, since very sensitive 
techniques are needed as a consequence of the ultrasmall sample volumes used in micron-
sized environments.

The flame ionization detector (FID) is the most popular and widely used detector for the 
analysis of trace levels of organic compounds. Its success is based on outstanding properties, 
such as a very low minimum detectable limit, a high sensitivity, and a broad linear measure-
ment range. Kuper’s team works on miniaturized planar FID since 2000 where the oxygen-
hydrogen flame burns inside a glass-silicon chip (Figure 14) [45].

At the opposite of FID, thermal conductivity detector (TCD) is a nondestructive system. It 
measures the difference in thermal conductivity between pure carrier gas and the carrier gas 

Figure 14. Left: Photography of a micro-FID on a PCB adapted from [47], right: A suspended micro-TCD, adapted 
from [48].
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contaminated with the sample components. Miniaturization of TCD started with the first 
micro-GC in 1979, and since then several studies have been published in this area [46, 47].

Many sensors such as chemiresistor array and metal oxide (MOX) sensors have been reported 
for chip-based GC. The response mechanism of these sensors mainly relies on the impedance 
changes. Typically, a chemiresistor consists of a conductive or semiconductive polymer or 
emulsion and organometallic compounds [48, 49].

6. Integrated analytical systems

The development of MEMS gas chromatographic components is in progress at several labora-
tories and universities. Some characteristics of miniaturized GCs are listed in Table 2.

At this stage, microfabrication is an attractive option for the development of greatly improved 
instruments, and many investigations have been reported. However, there are no portable 
devices able to work anywhere, making accurate, automatic, and continuous analyses of gas 
samples.

Features→↓reference Sampling and 
injection

Separation Detection Products to be separated

Sandia National 
Laboratories [51] 
(2004–2010)

MEMS cavities MEMS spiral 
columns coated 
with PDMS, 
WAX, etc.

Chemiresistor, 
surface acoustic 
wave

C5–C12 polar and nonpolar 
compounds

(hydrogen*)

μGC system CNR-IMM 
[52] (2009)

MEMS cavity 
filled with 
quinoxaline

0.5 m square-
spiral column, 
packed with 
Carbograph

Metal-oxide 
semiconductor

Benzene, toluene, 
ethylbenzene, xylenes (ambient 
air*)

μGC system Arizona 
State University [53] 
(2013)

Stainless steel 
tube packed with 
Carbopack

2–19 m 
commercial 
columns

Quartz crystal 
fork detector with 
imprinted polymer 
(MIP)

Benzene, toluene, 
ethylbenzene, xylenes (ambient 
air*)

Intrepid GC University 
of Michigan WIMS [54] 
(2013)

Combination of 
stainless steel 
tube and MEMS 
elements

1 m MEMS 
column (PDMS 
coating)

Chemiresistor array Explosives vapors (ambient 
air*)

Zebra GC system 
Virginia Tech [55] (2015)

MES cavity 
with embedded 
pillars (Tenax TA 
coating)

2 m MEMS 
column (PDMS 
coating)

μTCD embedded in 
the column

Benzene, toluene, 
tetrachloroethylene, 
chlorobenzene (helium*)

μGC system University 
of Michigan WIMS [56] 
(2016)

MEMS cavity 
filled with 
Carbopack

10 m 
commercial 
column

Homemade PID 26 VOCs (helium cartridge*)

*carrier gas.

Table 2. Comparison of some portable GC systems.
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C2V Company released its first commercial micro-GC product (model C2V-200) in 2010. The 
platform, based on cartridges, allows hybrid integration of components such as sensors and 
valves to be assembled together with reduced dead volume. Integrated microchip technology 
combined with narrow bore capillary GC columns results in a higher performance for lower 
costs. The C2V-200 micro-GC is designed for ease of use, reduced maintenance, and low gas 
consumption. Exchangeable column cartridges, with integrated heating zones, can be easily 
installed (up to 4) with a different column and detection method. This modular setup allows 
the ability to monitor a wider spectrum of gas components in the same timeframe of 10 to 
60 seconds [50].

7. Conclusion

The concept of micro-gas chromatographs demonstrates the potential of mobile devices in 
various fields related to analytical chemistry such as oil and gas, air analyses, defense, food 
processing industry, etc. New instrument designs and component manufacturing methods 
are coming on line that will result in the development of a new generation of high-perfor-
mance, moveable, and miniaturized instruments for high-performance gas chromatography 
(HP-GC). The use of microelectromechanical system technologies for the manufacturing of 
microfabricated gas chromatographic components results in very small, autonomous, and 
low-cost instruments. Completely autonomous GC instruments require no daily maintenance 
and can be placed in remote locations for long-term service. This requires battery operation, 
wireless communications, and freedom from tanks of compressed gases. To this end, work 
is in progress to develop a high-performance micro-GC that will have acceptable volume. To 
achieve complete autonomy, vacuum outlet GC should be used with ambient air as carrier 
gas. In addition, remote battery charging with radiofrequency transmission will be feasible. 
The use of ambient air as a carrier gas poses several challenges. First, some stationary phases 
rapidly decompose in air. Poly(ethylene glycol) is a good example. In addition, particulate 
material and water vapor may need to be removed. Sensor array detection also is needed 
because these devices can be microfabricated with very low dead volumes; they require no 
support gases for their operation, and they can be fabricated with a variety of selectivities, 
which can be used for vapor recognition and for the deconvolution of overlapping peaks. This 
can reduce the resolution requirements for the column. Sensors and detectors usually have 
lower sensitivity than detectors incorporated in laboratory gas chromatographic instruments. 
Low detector sensitivity, coupled with the very low concentrations often associated with air 
monitoring, requires the use of a preconcentrator for sample enrichment prior to separation 
and detection. More energy is then needed to heat the preconcentrator to release the adsorbed 
sample. It seems that one way to solve these problems is a future integration of the instrument 
on a single chip, focusing each device to one field of application instead to make universal 
apparatus emulating conventional gas chromatographs.

Conflict of interest

The authors declare no conflict of interest.

MEMS Sensors - Design and Application164



Author details

Imadeddine Azzouz1,2* and Khaldoun Bachari1

*Address all correspondence to: imadeddine.azzouz@esiee.fr

1 Research Center in Analytical Chemistry and Physics (CRAPC), Algiers, Algeria

2 ESYCOM/ESIEE Paris, University of Paris-Est, Noisy-le-Grand, France

References

[1]	 Brown PR. Advances in Chromatography. New York: CRC press; 1993. 296 p

[2]	 Terry SC, Jerman JH, Angell JB. A gas chromatographic air analyzer fabricated on a sili-
con wafer. IEEE Transactions on Electron Devices. 1979;26(12):1880-1886

[3]	 Wang J, Nuñovero N, Lin Z, Nidetz R, Buggaveeti S, Zhan C, et al. A wearable MEMS 
gas chromatograph for multi-vapor determinations. Procedia Engineering. 2016; 
168(Supplement C):1398-1401

[4]	 Alfeeli B, Hogg D, Agah M. Solid-phase microextraction using silica fibers coated with 
tenax-TA films. Procedia Engineering. 2010;5(Supplement C):1152-1155

[5]	 Nachef K, Bourouina T, Marty F, Danaie K, Bourlon B, Donzier E. Microvalves for natural-
gas analysis with poly ether ether ketone membranes. Journal of Microelectromechanical 
Systems. 2010;19(4):973-981

[6]	 Nachef K, Marty F, Donzier E, Bourlon B, Danaie K, Bourouina T. Micro gas chromatog-
raphy sample injector for the analysis of natural gas. Journal of Microelectromechanical 
Systems. 2012;21(3):730-738

[7]	 Holland PM, Chutjian A, Darrach MR, Orient OJ. Miniaturized GC/MS instrumentation 
for in situ measurements: micro gas chromatography coupled with miniature quadru-
pole array and Paul ion trap. Mass spectrometers. 2003

[8]	 Voiculescu I, Zaghloul M, Narasimhan N. Microfabricated chemical preconcentrators 
for gas-phase microanalytical detection systems. TrAC Trends in Analytical Chemistry. 
2008;27(4):327-343

[9]	 Frye-Mason GC, Manginell RP, Heller EJ, Matzke CM, Casalnuovo SA, Hietala VM, 
et al., editors. Microfabricated gas phase chemical analysis systems. Microprocesses and 
Nanotechnology Conference, 1999 Digest of Papers Microprocesses and Nanotechnology 
'99 1999 International; 1999 6-8 July 1999

[10]	 Lahlou H, Vilanova X, Correig X. Gas phase micro-preconcentrators for benzene moni-
toring: A review. Sensors and Actuators B: Chemical. 2013;176(Supplement C):198-210

[11]	 Bryant-Genevier J, Zellers ET.  Toward a microfabricated preconcentrator-focuser 
for a wearable micro-scale gas chromatograph. Journal of Chromatography A. 2015; 
1422(Supplement C):299-309

MEMS Devices for Miniaturized Gas Chromatography
http://dx.doi.org/10.5772/intechopen.74020

165



[12]	 Junghoon Y, Christopher RF, Byunghoon B, Richard IM, Mark AS. The design, fabrica-
tion and characterization of a silicon microheater for an integrated MEMS gas precon-
centrator. Journal of Micromechanics and Microengineering. 2008;18(12):125001

[13]	 Haudebourg R, Vial J, Thiebaut D, Danaie K, Breviere J, Sassiat P, et al. Temperature-
programmed sputtered micromachined gas chromatography columns: An approach to 
fast separations in oilfield applications. Analytical Chemistry. 2013;85(1):114-120

[14]	 Robertson JK. A vertical micromachined resistive heater for a micro-gas separation col-
umn. Sensors and Actuators A: Physical. 2001;91(3):333-339

[15]	 Vial J, Thiébaut D, Marty F, Guibal P, Haudebourg R, Nachef K, et al. Silica sputtering 
as a novel collective stationary phase deposition for microelectromechanical system gas 
chromatography column: Feasibility and first separations. Journal of Chromatography 
A. 2011;1218(21):3262-3266

[16]	 Haudebourg R, Matouk Z, Zoghlami E, Azzouz I, Danaie K, Sassiat P, et al. Sputtered 
alumina as a novel stationary phase for micro machined gas chromatography columns. 
Analytical and Bioanalytical Chemistry. 2014;406(4):1245-1247

[17]	 Golay MJE. In: Coates VJ, Noebels HJ, Fagerson IS, editors. Gas Chromatography (East 
Lansing Symposium). New York: Academic Press; 1958

[18]	 Lambertus G, Elstro A, Sensenig K, Potkay J, Agah M, Scheuering S, et al. Design, fabri-
cation, and evaluation of microfabricated columns for gas chromatography. Analytical 
Chemistry. 2004;76(9):2629-2637

[19]	 Nishino M, Takemori Y, Matsuoka S, Kanai M, Nishimoto T, Ueda M, et al. Development 
of μGC (micro gas chromatography) with high performance micromachined chip col-
umn. IEEJ Transactions on Electrical and Electronic Engineering. 2009;4(3):358-364

[20]	 Radadia AD, Masel RI, Shannon MA, Jerrell JP, Cadwallader KR. Micromachined GC 
columns for fast separation of Organophosphonate and Organosulfur compounds. 
Analytical Chemistry. 2008;80(11):4087-4094

[21]	 Lee C-Y, Liu C-C, Chen S-C, Chiang C-M, Su Y-H, Kuo W-C. High-performance MEMS- 
based gas chromatography column with integrated micro heater. Microsystem Tech
nologies. 2011;17(4):523-531

[22]	 Sklorz A, Janßen S, Lang W. Application of a miniaturised packed gas chromatography col-
umn and a SnO2 gas detector for analysis of low molecular weight hydrocarbons with focus 
on ethylene detection. Sensors and Actuators B: Chemical. 2013;180(Supplement C):43-49

[23]	 Sun JH, Guan FY, Zhu XF, Ning ZW, Ma TJ, Liu JH, et al. Micro-fabricated packed gas 
chromatography column based on laser etching technology. Journal of Chromatography 
A. 2016;1429(Supplement C):311-316

[24]	 Iijima S. Helical microtubules of graphitic carbon. Nature. 1991;354:56

[25]	 Stadermann M, McBrady AD, Dick B, Reid VR, Noy A, Synovec RE, et al. Ultrafast gas 
chromatography on single-wall carbon nanotube stationary phases in microfabricated 
channels. Analytical Chemistry. 2006;78(16):5639-5644

MEMS Sensors - Design and Application166



[26]	 Reid VR, Stadermann M, Bakajin O, Synovec RE. High-speed, temperature program-
mable gas chromatography utilizing a microfabricated chip with an improved carbon 
nanotube stationary phase. Talanta. 2009;77(4):1420-1425

[27]	 Bächmann K, Göttlicher B. New particles as pseudostationary phase for electrokinetic 
chromatography. Chromatographia. 1997;45(1):249-254

[28]	 Yu C-J, Su C-L, Tseng W-L. Separation of acidic and basic proteins by nanoparticle-filled 
capillary electrophoresis. Analytical Chemistry. 2006;78(23):8004-8010

[29]	 Ventra M, Evoy S, Heflin JR. Introduction to Nanoscale Science and Technology. Boston: 
Springer US; 2004 611 p

[30]	 Zareian-Jahromi MA, Agah M.  Microfabricated gas chromatography columns with 
monolayer-protected gold stationary phases. Journal of Microelectromechanical Systems.  
2010;19(2):294-304

[31]	 Zareie H, Alfeeli B, Zareian-Jahromi MA, Agah M, editors. Self-patterned gold electro-
plated multicapillary separation columns. 2010 IEEE Sensors; 2010 1-4 Nov. 2010

[32]	 Shakeel H, Agah M.  Self-patterned gold-electroplated multicapillary gas separation 
columns with MPG stationary phases. Journal of Microelectromechanical Systems. 
2013;22(1):62-70

[33]	 Poole SK, Shetty PH, Poole CF. Chromatographic and spectroscopic studies of the sol-
vent properties of a new series of room-temperature liquid tetraalkylammonium sulfo-
nates. Analytica Chimica Acta. 1989;218(Supplement C):241-264

[34]	 Anderson JL, Armstrong DW. High-stability ionic liquids. A new class of stationary 
phases for gas chromatography. Analytical Chemistry. 2003;75(18):4851-4858

[35]	 Collin WR, Bondy A, Paul D, Kurabayashi K, Zellers ET. μGC × μGC: Comprehensive 
two-dimensional gas chromatographic separations with microfabricated components. 
Analytical Chemistry. 2015;87(3):1630-1637

[36]	 Regmi BP, Chan R, Agah M. Ionic liquid functionalization of semi-packed columns for 
high-performance gas chromatographic separations. Journal of Chromatography A. 
2017;1510(Supplement C):66-72

[37]	 Sumpter SR, Lee ML. Enhanced radial dispersion in open tubular column chromatogra-
phy. Journal of Microcolumn Separations. 1991;3(2):91-113

[38]	 Radadia AD, Salehi-Khojin A, Masel RI, Shannon MA. The effect of microcolumn geom-
etry on the performance of micro-gas chromatography columns for chip scale gas ana-
lyzers. Sensors and Actuators B: Chemical. 2010;150(1):456-464

[39]	 Ali S, Ashraf-Khorassani M, Taylor LT, Agah M. MEMS-based semi-packed gas chroma-
tography columns. Sensors and Actuators B: Chemical. 2009;141(1):309-315

[40]	 Shakeel H, Wang D, Heflin JR, Agah M. Width-modulated microfluidic columns for gas 
separations. IEEE Sensors Journal. 2014;14(10):3352-3357

[41]	 Zareian-Jahromi MA, Ashraf-Khorassani M, Taylor LT, Agah M. Design, Modeling, and 
fabrication of MEMS-based multicapillary gas chromatographic columns. Journal of 
Microelectromechanical Systems. 2009;18(1):28-37

MEMS Devices for Miniaturized Gas Chromatography
http://dx.doi.org/10.5772/intechopen.74020

167



[42]	 Radadia AD, Morgan RD, Masel RI, Shannon MA. Partially buried microcolumns for 
micro gas Analyzers. Analytical Chemistry. 2009;81(9):3471-3477

[43]	 Reidy S, George D, Agah M, Sacks R.  Temperature-programmed GC using silicon 
microfabricated columns with integrated heaters and temperature sensors. Analytical 
Chemistry. 2007;79(7):2911-2917

[44]	 Kim S-J, Reidy SM, Block BP, Wise KD, Zellers ET, Kurabayashi K. Microfabricated ther-
mal modulator for comprehensive two-dimensional micro gas chromatography: Design, 
thermal modeling, and preliminary testing. Lab on a Chip. 2010;10(13):1647-1654

[45]	 Zimmermann S, Wischhusen S, Müller J.  Micro flame ionization detector and micro 
flame spectrometer. Sensors and Actuators B: Chemical. 2000;63(3):159-166

[46]	 Narayanan S, Agah M. Fabrication and characterization of a suspended TCD integrated 
with a gas separation column. Journal of Microelectromechanical Systems. 2013;22(5): 
1166-1173

[47]	 Kaanta BC, Chen H, Zhang X. Novel device for calibration-free flow rate measurements in 
micro gas chromatographic systems. Journal of Micromechanics and Microengineering. 
2010;20(9) 095034

[48]	 Lorenzelli L, Benvenuto A, Adami A, Guarnieri V, Margesin B, Mulloni V, et al. Develop
ment of a gas chromatography silicon-based microsystem in clinical diagnostics. Bio
sensors and Bioelectronics. 2005;20(10):1968-1976

[49]	 Yang J-C, Dutta PK. High temperature amperometric total NOx sensors with platinum-
loaded zeolite Y electrodes. Sensors and Actuators B: Chemical. 2007;123(2):929-936

[50]	 Thermo Scientific C2V-200 Micro GC. Available from: https://static.thermoscientific.
com/images/D01461~.pdf

[51]	 Bhushan A, Yemane D, Trudell D, Overton EB, Goettert J: Fabrication of micro-gas chro-
matograph columns for fast chromatography. Microsystem Technologies. 2007;13:361-
368. DOI: 10.1007/s00542-006-0210-3

[52]	 Zampolli S, Elmi I, Mancarella F, Betti P, Dalcanale E, Cardinali GC, Severi M. Real-
time monitoring of sub-ppb concentrations of aromatic volatiles with a MEMS-enabled 
miniaturized gas-chromatograph. Sensors and Actuators B: Chemical. 2009;141:322-328

[53]	 Chen C, Tsow F, Campbell KD, Iglesias R, Forzani E, Tao N. A wireless hybrid chemi-
cal sensor for detection of environmental volatile organic compounds. IEEE Sensors 
Journal. 2013;13:1748-1755. DOI: 10.1109/JSEN.2013.2239472

[54]	 Serrano G, Chang H, Zellers E T. A micro gas chromatograph for high-speed determi-
nations of explosive vapors. In:  Proceedings of the Solid-State Sensors, Actuators and 
Microsystems Conference (TRANSDUCERS 09); 21-25 June 2009; Denver, CO, USA: 
IEEE; 2009. p. 1654-1657

MEMS Sensors - Design and Application168



[55]	 Garg A. Zebra GC: A Fully Integrated Micro Gas Chromatography System [thesis]. 
Blacksburg: Virginia Polytechnic Institute; 2014

[56]	 Zhou M, Lee J, Zhu H, Nidetz R, Kurabayashi K, Fan X: A fully automated portable gas 
chromatography system for sensitive and rapid quantification of volatile organic com-
pounds in water. RSC Advances. 2016;6:49416-49424. DOI: 10.1039/C6RA09131H

MEMS Devices for Miniaturized Gas Chromatography
http://dx.doi.org/10.5772/intechopen.74020

169




	Chapter 7
MEMS Devices for Miniaturized Gas Chromatography

