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Direct Absorption and Photoacoustic Spectroscopy for Gas
Sensing and Analysis: A Critical Review

Alaa Fathy, Yasser M. Sabry, Ian W. Hunter, Diaa Khalil, and Tarik Bourouina*

Optical spectroscopy has a broad scientific basis in chemistry, physics, and
material science, with diverse applications in medicine, pharmaceuticals,
agriculture, and environmental monitoring. Fourier transform infrared (FTIR)
spectrometers and tunable laser spectrometers (TLS) are key devices for
measuring optical spectra. Superior performance in terms of sensitivity,
selectivity, accuracy, and resolution is required for applications in gas sensing.
This review deals with gas measurement based on either direct optical
absorption spectroscopy or photoacoustic spectroscopy. Both approaches are
applicable to FTIR spectroscopy or TLS. In photoacoustic spectroscopy,
cantilever-based photoacoustic spectroscopy is focused due its high
performance. A literature survey is conducted revealing the recent
technological advances. Theoretical fundamental detection limits are derived
for TLS and FTIR, considering both direct absorption and photoacoustic
spectroscopies. A theoretical comparison reveals which technology performs
better. The minimum normalized absorption coefficient and normalized noise
equivalent absorption coefficient appear as key parameters for this
comparison. For TLS-based systems, direct absorption spectroscopy is found
to be the best for lower laser power and longer path length. For FTIR-based
systems, direct absorption is found to be the best for low temperature sources,
higher spectrometer throughput, faster mirror velocity, and longer gas cells.
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1. Introduction

Spectroscopy is widely used for the anal-
ysis of a broad range of materials in
solid, liquid, gas, and plasma states.
Gas-sensing based on spectroscopy is
used extensively in the chemical in-
dustry, material sciences, oil refineries,
and the pharmaceutical industry. It is
also increasingly adopted for applications
in the food industry, precision agricul-
ture, and environmental monitoring. It
is crucial for measurements of air pol-
lution such as indoor air quality con-
trol, monitoring pollution outdoors, and
the study of greenhouse gases emis-
sions and their dispersion. Gas measure-
ment can be conducted using electro-
chemical sensors, metal oxide semicon-
ductors, gas chromatographs, mass spec-
trometers or optical spectrometers.[1] Op-
tical methods are more compatible with
real-time/continuous measurements as
compared to gas chromatography for
example.[2] The different forms of opti-
cal spectroscopy include atomic emission
spectroscopy, Raman spectroscopy, and
fluorescence spectroscopy, but these are
not considered in this review.

Absorption spectroscopy is the most widespread technique
used for gas analysis and probably the most suitable. The main
techniques used in absorption spectroscopy include nondisper-
sive infrared spectroscopy, tunable laser spectroscopy (TLS) and
Fourier transform infrared (FTIR) spectroscopy. Among the dif-
ferent detection methods, TLS is characterized by its high sensi-
tivity and excellent spectral resolution, whereas FTIR is charac-
terized by its wide infrared spectral range covering the absorption
molecular spectrum of a broad variety of gases.
Measurement of the amount of light absorbed by a gas can

be conducted using either an optical detector or a photoacous-
tic cell. In the former case, we refer to direct absorption spec-
troscopy (DAS) whereas in the latter case, the term photoacous-
tic spectroscopy (PAS) is used. Increasing the optical path length
is required to enhance the detection limits of gas concentra-
tions. This can be implemented in a limited foot-print space us-
ing multipass (MP) gas cells or using a resonant optical cavity.
Such enhancement is crucial in several applications that require
high sensitivity such as the detection of volatile organic com-
pounds (VOCs) in indoor environments where detection limits of
parts per billion (ppb) concentration levels are often required for
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Figure 1. Different gas sensing techniques. a) 3D view of direct absorption spectroscopy using a tunable laser diode. b) 3D view of PAS systems using a
modulated tunable laser diode. c) DAS based on an FTIR spectrometer comprising a Michelson interferometer, a gas cell and an optical detector. d) PAS
based on a FTIR spectrometer comprising a Michelson interferometer, a PA cell, a microphone (cantilever), and another interferometer (not shown) for
the PA signal detection.

addressing possible health consequences associated with those
VOCs. Such high sensitivity levels are also required in some out-
door environments, such as monitoring the dispersion of atmo-
spheric pollutants, including greenhouse gases that contribute to
global warming[3] or for early stage detection and localization of
gas leakages around hazardous gas plants.
Within the DAS category, TLS is used to identify systems that

use a tunable laser followed by a gas cell and then an optical
detector, as depicted in Figure 1a. The transmitted light after
gas absorption is the detected signal. Laser spectroscopy is dis-
tinguished by its high power and excellent spectral resolution,
which enables excellent gas selectivity; however, it has a limited
tunability, in the order of 50–200 nm, resulting in restricting the
spectral range as compared to FTIR spectrometers, whose spec-
tral range is in the order of 2000–20 000 nm. This high sensitivity
of TLS has led to detection limits in the order of parts per trillion
(ppt) using MP cells. For example, a detection limit of ammo-
nia (NH3) of 200 ppt was achieved for a 1 s measurement time
and a path length of 76 m, whereas for the same configuration it
was 300 ppt for nitric oxide (NO).[4] A detection limit of 20 ppb of
methane (CH4) was reported

[5] using aHerriot cell of path length
of 252 m and measurement time of 2 s.
FTIR spectrometers use a broadband source in contrast to the

lasers’ narrowband widths, in conjunction with an interferome-

ter, which is typically a Michelson configuration, as depicted in
Figure 1c. FTIR spectrometers can simultaneously analyze mul-
tispecies within a wide range of infrared absorption spectra.[6]

They also have a high spectral resolution, but it is lower than
that of the TLS in addition to its lower spectral power den-
sity. FTIR spectrometers have better tolerance against different
gases interferences by applying multivariate analysis,[7] a kind
of machine-learning approach. It has been used for many years
for the detection of air pollutants. The detection limits of FTIR
spectrometers can be enhanced using long path cells (up to hun-
dreds of meters), which enables concentrations as low as the
ppb range or even lower to be measured.[8,9] Recently, minia-
turized MEMS spectrometers have proven to be a compact so-
lution for air monitoring with a low sensitivity (sub ppm range
detection limits).[10] In general, FTIR-based DAS is applicable for
studying gas reactions,[11,12] gas emissions,[13–15] measuring at-
mospheric trace gases and greenhouse gases flux,[16] open path
measurements,[3,17–21] and airborne measurements.[22]

The PAS category has two configurations, similar to the TLS
or FTIR in the DAS category. The first configuration is similar to
TLS except that a modulator, and a microphone is used instead
of the optical detector. This is depicted in Figure 1b. The output
light from the laser, is modulated using either an electrical or
a mechanical modulator. The modulated light is then absorbed
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by the gas. The gas absorption of such modulated light leads to
the emission of an acoustic pressure wave which is detected by
the microphone. The gas is contained in an acoustic cell which
can be operated at resonance or not. The cell configurations in-
clude 1D cylindrical resonators, Helmholtz resonators or cavity
resonators.[23]

In the FTIR configuration, the modulated output from an in-
terferometer, which is illuminated by a broadband source, passes
through the gas. This modulated optical intensity is converted
into an acoustic wave, which is then detected by a microphone.
This system is depicted in Figure 1d.
The photoacoustic-based system is characterized by its in-

dependence on the gas cell length, which permits the use of
small volume gas cells instead of the large ones used in the
DAS scheme. However, this can be seen as a disadvantage,
since the detection limit cannot be enhanced by increasing the
path length. Thus, DAS has a superior performance when large
gas cells are used. Another advantage is that the measured sig-
nal is directly related to the absorbed power not the transmit-
ted one as in TLS. The pioneering microphone type for TLS
and FTIR is the one based on the cantilever, which has much
higher sensitivity than conventional electret microphones. PAS
has a tremendous range of applications such as trace-gases
monitoring,[23] open-air measurements,[24] smoke detectors,[25]

breath analysis,[26] automotive emissions,[27] radioactive compo-
nents analysis,[28] manned spaceships,[29] biological and med-
ical applications, microbiology,[30] and even in the analysis of
the status of power transformers.[31] Regarding its sensitivity,
with lasers PAS shows good performance for small gas lengths
(<100 mm).[32] As an example,[33] using a photoacoustic (PA) cell
of 95 mm long and a laser power of 0.95 W, a detection limit of
0.65 ppt of hydrogen fluoride (HF) was obtained within a mea-
surement time of half an hour.
It is apparent that the PAS shows good performance for short

cells (20 mm or less) while direct absorption spectroscopy TLS
(Direct TLS) has better sensitivity for longer cells.[32] However,
some questions remain, namely, which detection scheme ismore
sensitive given a certain laser power and particular gas cell length.
To answer this question, a comparison is needed between the
two detection systems in the case of TLS for a given power and
in the case of FTIR for a given spectral resolution, throughput,
and interferometer mirror velocity. This comparison was con-
ducted by deriving the theoretical fundamental detection lim-
its of the different detection schemes. The related theoretical
equations show the limiting parameters of each system alone
compared with its respective technology. The figure of merit
for this comparison is the normalized absorption coefficient de-
fined as the minimum detectable absorption coefficient normal-
ized for the measurement bandwidth (cm−1Hz−0.5). In addition,
the normalized noise equivalent absorption (NNEA) coefficient
(cm−1 W Hz−0.5), commonly used in PAS, is also employed for
these comparisons for laser spectroscopy. A review of the liter-
ature was also conducted for TLS and FTIR approaches using
cantilever-based PAS or DAS. This was not only intended to show
the latest advancements in these fields, but also to summarize the
real achieved detection limits and make further comparisons re-
sulting from an analysis based on the proposed theoretical frame-
work. This paper is organized as follows: Section 2 reviews the
published work using TLS in both the DAS and cantilever-based

PASmodes. The theoretical fundamental detection limits of both
systems are derived and compared. Section 3 reviews research
using FTIR in both the DAS and cantilever-based PAS modes.
The corresponding theoretical fundamental detection limits are
also derived. Finally, in the conclusions we summarize the main
results of this critical review.

2. Tunable Diode Laser System

2.1. Laser-Based DAS

The TLS system is depicted in Figure 1a, where the output power
from the tunable laser source, at a given wavelength 𝜆 and power
Po, is coupled into a gas cell using collimation optics (e.g., a
lens). The collimated light traveling in the gas cell interacts
with its gaseous content. At the output from the gas cell, light
is refocused onto the detector for conversion into an electrical
signal. The laser’s wavelength is tuned at a given gas absorp-
tion line. To detect another absorption line or another gas, the
laser must be tuned to the respective wavelength. The linewidth
of lasers can be as low as a few MHz or even less.[34–38] On
the other hand, the linewidth of gases is a few GHz at atmo-
spheric pressure,[32,35,39–41] while at reduced pressure linewidths
can reach tenths of MHz.[42,43] Thus, the laser linewidth is much
smaller than the gas linewidth.

2.1.1. Theoretical Fundamental Detection Limit of Laser-Based DAS

Shot noise, thermal noise, quantization noise, and flicker noise
represent the different noise types in the optical detector-based
systems. The shot noise represents the theoretical fundamental
noise limit for such systems, and it is given by

in =
√
2qiΔf (1)

where i is the total detector current, q is the elementary charge of
an electron, and Δf is the noise bandwidth (single sided).
In order to compare different detectors of different areas, a fig-

ure of merit called the specific detectivity is used and is expressed
as

D∗ =
√
Ad

NEP
(2)

where Ad is the detector area and NEP (W Hz0.5) represents the
equivalent optical power of noise when the signal to noise ratio
SNR is equal to 1 and is given by[44]

NEP =
in

Ri

√
Δf

(3)

where in is the current noise and Ri is the detector current re-
sponsivity (A W−1).
The equivalent power of the detector signal at a given wave-

length, 𝜆, is given by (𝛼l ≪ 1)

Pdetector (𝜆) = Po (𝜆) 𝜁 (1 − 𝛼 (𝜆) l) + NEP
√
Δf (4)
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where l is the gas interaction length, 𝛼(𝜆) is the wavelength de-
pendent absorption, Po𝜁𝛼l represents the amount of power ab-
sorbed by the gas, Po(𝜆) is the laser power at given wavelength,
and 𝜁 is the coupling coefficient from the laser output to the de-
tector. Thus, one can define SNR as

SNR (𝜆) =
Po𝛼 (𝜆) l𝜁

NEP
√
Δf

(5)

Then, the minimum normalized absorption coefficient (normal-
ization means to be normalized to square root of measurement
bandwidth) is given by

𝛼minDAS (𝜆) =
𝛼 (𝜆)

SNR (𝜆)
√
Δf

= NEP
Po (𝜆) l𝜁

(6)

The total detector current, is the sum of the currents due to the
laser power and background power. It is given by

i = Po 𝜁 Ri (𝜆) +
𝜆

∫
0
BBG

(
𝜆′
)
TPdRi

(
𝜆′
)
d𝜆′ (7)

where TPd is the detector throughput in Sr m2 and BBG repre-
sents the spectral radiance (per unit wavelength) of the black body
source at temperature TBG in W Sr−1m−2 m−1. The first term
represents the contribution from the output power from the laser
(percentage absorbed by the gas is neglected), while the second
term represents the contribution of the background power. The
maximum limit of the integration in Equation (7) is the peak sen-
sitivity of the detector and also the cutoff wavelength in semicon-
ductor detectors.[45] The first term dominates the second term
for the range of laser power used in gas sensing (few mW up to
W). Also, the laser spot size is within a few micrometers, mean-
ing that the detector area can be reduced significantly leading to
small thermal and background noise. Thus, the second term can
be neglected. In view of Equations (1), (3), (6), and (7) the corre-
sponding 𝛼min is obtained as follows

𝛼minDAS =
1
l

√
2q𝜁

Ri (𝜆)Po
(8)

As can be seen, the minimum absorption coefficient is inversely
proportional to

√
Po. The responsivity equation is given by 𝜂q𝜆

hc
(𝜆 : 0 → 𝜆c), where 𝜂 is the detector quantum efficiency, q is the
electron charge, h is Plank’s constant, and 𝜆c is the cut-off wave-
length of the detector. Increasing the wavelength results in a bet-
ter detection limit, due to the increased number of photons (bet-
ter responsivity). A comparison of the results from research on
TLS can be found in Table 1. The corresponding 𝛼min was calcu-
lated using Equation (8). Practically, the maximum power, due to
detector saturation, limits 𝛼min. The detector saturation limit can
be increased by raising the detector reverse bias voltage (limited
by detector characteristics), decreasing the load resistance and us-
ing power meter (amplifiers) of wider input current range.

2.1.2. Survey on Laser-Based DAS Systems

Lasers: In TLS, the laser source can be a diode laser, inter-
band cascade laser (ICL) or a quantum cascade laser (QCL). The

physical mechanism of the laser diode is characterized by the
conversion efficiency of photons into electrons at fixed and sta-
ble wavelengths. Increasing the emission wavelength of a diode
laser requires a smaller bandgap that is closer to the background
thermal fluctuations.[32] In addition,more nonradiative losses are
encountered due to increased Auger recombination.[84,85] An ex-
ample of such a laser operating in the mid-infrared MIR spec-
tral range is the lead salt laser. It can operate over a large spec-
tral range in the IR region (3.3 to 29 μm)[84,86] but operates un-
der cryogenic conditions and has low power emission of few
mW.[87] Therefore, QCL and ICL are used for the MIR spectral
range.
The QCL was first demonstrated in 1994.[88] The QCL is based

on a periodic structure ofmultiple quantumwells. Each quantum
well introduces discrete electronic states within the band, where
photon emission occurs in-between (intersubband/intraband
transition). The spacing between the states and, thus, the emis-
sion wavelength is determined by the thickness of the layers.
After that, the electron tunnels to the next quantum well (intra-
band tunneling), emits a photon and so on. Themultiple photons
emitted by a single electron raises the efficiency of such a laser.
Over the last decade, there have been successful efforts in increas-
ing the overall efficiency of QCL for both continuous and pulsed
operation.[36] The QCL appears as a strong candidate for mid-
infrared gas sensing from 4 to 15 μm and even in the terahertz
range.[32] The idea of stacking different wavelength quantum cas-
cade stages was exploited for covering a large spectral range from
5.9 to 10.9 μm using the same device with a peak power around
50 mW.[89] The main disadvantage of QCLs is the large thresh-
old current, and thus the high power consumption.[85,90] Also,
the QCL performance is still limited for wavelengths less than
4 μm.[34,85] The ICL, like the QCL, is based on cascading multiple
layers, and like laser diodes where transitions occur between the
conduction and the valence band (interband transitions). After
photon emission, the electrons tunnel to the next layer through
interband tunneling from the valence band to the conduction
band of another layer and so on. The ICL is the choice for ap-
plications requiring low power consumption.
In its simplest form, the feedback in the laser system is imple-

mented using two mirrors forming a Fabry–Pérot cavity, which
is characterized by its rather large bandwidth leading to multi-
mode lasing. This can be mitigated with a narrowband feedback
operation using a diffraction grating on the top of active layer, de-
scribed as a distributed feedback DFB laser. This method can be
applied to laser diodes, QCL and ICL. Another approach is to ap-
ply amultilayer Bragg reflector on the top and bottomof the active
layer, where the laser beam is emitted vertically. Thus, it is called
a vertical cavity surface emitting laser. It can also be applied to
laser diodes, QCL[91] and ICL.[92] For a wider tuning range, an ex-
ternal cavity is used to tune the wavelength using the laser active
medium and, for example, a grating as the wavelength selection
component.
Difference frequency generation is a concept used to gener-

ate a tunable mid-infrared laser for gas sensing applications.[93]

It is based on focusing two seed lasers of different wavelengths
(called signal and pump laser, respectively) into a nonlinear op-
tical medium. Due to the nonlinearity, an idler beam of differ-
ence frequency of the input lasers is generated. Making use of
the well-engineered tunable near IR laser sources as one of the
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Figure 2. Different multipass gas cells configuration. a) White cell, b) Herriot, and c) circular multipass cell. The red arrows depict the direction of the
light propagation, and the golden parts represent the mirrors.

Figure 3. a) Schematic of the fiber reflector based round-trip structure. Reproduced with permission.[110] Copyright 2017, Elsevier. b) Gas sensing setup
using HWG with special fittings for light coupling and gas flow. Reproduced with permission.[60] Copyright 2016, The Optical Society. c) Schematic of
gas sensor system based on wavelength modulated laser, multipass cell in addition to alignment laser. Reproduced with permission.[74] Copyright 2015,
The Optical Society.

two seed lasers, the output could be also tunable in the mid-IR
region.
Chirped laser dispersion spectroscopy (CLaDS) is a less pop-

ular method based on probing the molecular dispersion of gas
using two chirped lasers of different lasers. Due to dispersion,
a difference in propagation time leads to a change in frequency
spacing which can be further detected.[64] Measuring the phase
variation instead of intensity fluctuations makes it immune to
fluctuations in signal amplitude.[94]

Gas Cells: To achieve smaller detection limits, there is a
need for multiplying the interaction length with the gas for a
given volume. This can be accomplished using multipass gas
cells, where the light bounces forth and back many times using
high reflectivity mirrors. The most popular multipass cells are
the White cell,[95] Herriott cell,[96] astigmatic Herriott cell,[97]

and the circular gas cell.[98] The architectures of these cells are
schematically depicted in Figure 2. A reflector can be added

at the light output from the multipass cell to double the path
length as depicted in Figure 3a, whereas a circulator/coupler
should be used in the light input path. It is important to men-
tion that increasing the path length dramatically limits the
measurement dynamic range (i.e., the highest measurable gas
concentration). This effect can be overcome by using a cell with
two different paths.[46] Also, an additional reference path can
provide better measurement reproducibility and less sensitivity
to temperature.[99,100] An integrating sphere was reported to be
used in gas sensing,[40,59,101] while it is not widely used due to its
high losses compared to gas cells with metallic mirrors.
The use of a metallic hollow waveguide (HWG) is an alterna-

tive approach for increasing the path length using a small gas
volume, compared to the multipass gas cells, and accordingly
has a faster response time.[102] A setup for gas sensing using
metallic HWG is depicted in Figure 3b. However, this method
may induce larger losses due to the increased number of

Laser Photonics Rev. 2022, 16, 2100556 2100556 (7 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH
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Figure 4. Specific detectivity of different detectors versus the wavelength
of operation. PC denotes photoconductive and PV denotes photovoltaic.
Data adapted from refs. [44, 112, 114, 115].

reflections of the light in the HWG, which is also filled with
the gas under test.[103,104] Thus, the multipass cells have a bet-
ter detection limit due to the smaller number of light reflections.
HWGs can be integrated on a substrate leading to compact gas
cells[105] or using 3D printing technology.
The cavity enhancement technique is another method for in-

creasing the interaction path length by placing the gas inside an
optical cavity. The effective path length is enhanced by 2F∕𝜋 [106]
where F is the cavity Finesse, defined as the ratio between the
cavity’s full spectral range and full wave halfmaximum (FWHM).
For mirrors of high reflectivity, the Finesse (F) is approximated to
𝜋∕(1 − Rm), where Rm is themirror reflectivity. Enhancements of
hundreds of thousands could be achieved using mirrors of high
reflectivity (R ≈ 99.999%).[32] This gain is achieved by locking the
laser wavelength to the cavity resonance and the laser linewidth
is well below the cavity mode width.[106–109]

Optical Detectors: Optical detectors in general can be clas-
sified into photon (quantum) detectors and thermal detectors.
Quantum detectors can detect photons whose energy is greater
than the bandgap energy of the semiconductor. This bandgap
corresponds to the cut-off wavelength of the detector. By con-
trast, thermal detectors are able to detect light due to changes
in temperature through the absorption of light.[44] They are char-
acterized by a nearly flat and wide spectral response while suffer-
ing from higher noise and a slower response time compared to
semiconductor-based detectors.
The specific detectivity D∗ of the different detectors as a func-

tion of wavelength is depicted in Figure 4. The wavelength de-
tectors such as InAs, InGaAs, and PbS are examples of quantum
detectors while pyroelectric materials are an example of thermal
detectors. The theoretical limits of D∗ for all these detectors are
represented by the dashed line. These limits correspond to the
shot noise due to only the background thermal radiation, which
is unavoidable.
In the case of near infrared (NIR), for wavelengths ranging

from 1 to 1.7 μm, indium gallium arsenide (InGaAs) (peak re-
sponsivity at 1.7 μm) at room temperature can be considered as a

highly sensitive detector and a popular choice.[111] For the wave-
length range from 1 to 2.5 μm, extended InGaAs (peak respon-
sivity at 2.3 μm) or lead sulfide (PbS) at room temperature are
preferred. For better sensitivity, the nitrogen-cooled indium ar-
senide (InAs) can be used. In case of mid infrared MIR for the
wavelength range of less than 5 μm, nitrogen-cooled indium an-
timonide (InSb) and nitrogen-cooledmercury cadmium telluride
(MCT) are the preferred choices. For the wavelength range from
7.7 to 14 μm, cooled MCT is the better choice.[16,111,112] MCT is
likely to remain unchallenged for its high performance in long
wavelength infrared LWIR for the next few years.[113]

Theoretically, shot noise is the quantum limit of sensitivity
of the optical detectors.[116] In practice, there are other noise
sources affecting these systems such as laser source noise and
optical fringes. The effect of laser source noise can be reduced
by 1) increasing the absorbed signal by increasing the interac-
tion length L using a cavity or a multipass cell, and 2) modulat-
ing the wavelength of the laser to operate away from the flicker
noise due to laser power fluctuations.[32] TLS is also often lim-
ited by optical fringes rather than the theoretical detection limit
of the detector.[32] These fringes arise from the parasitic Fabry–
Pérot cavity introduced into the system by the different compo-
nents such as the laser source, the detector, the optical windows
and the collimation optics. These fringes are the main contrib-
utors to background noise.[117] Various methods have been de-
scribed in the literature for suppressing the fringes such as wedg-
ing of the optical components,[47] antireflective coating for sup-
pressing the Fabry–Pérot effect, dithering/mechanical vibration
of the optical components to vary the cavity length, double-tone
modulation[117] and using neural algorithms.[118] TLS is also af-
fected by light intensity fluctuations and baseline-fitting errors,
which can also be minimized by modulation.[63] Modulation re-
lies on imposing a sinusoidal current component at a high fre-
quency fm to the slower ramp laser current (ramp current is re-
sponsible for spectrum scanning). Thus, the laser wavenumber
equation is given as[119,120]

𝜈l (t) = 𝜈̄l (t) + 𝜈acos
(
2𝜋fmt

)
(9)

where 𝜈̄l(t) is the corresponding ramp wavenumber function
and 𝜈a is the corresponding modulation wavenumber amplitude.
Substituting the above equation in Beer–Lambert’s law for an in-
teraction with a gas of small absorption (𝛼(𝜈)l ≪ 1), the transmit-
ted power is given by

P (t) ∼ Po (t) (1 − 𝛼 (𝜈) l) = Po (t)
(
1 − 𝛼

(
𝜈̄l (t) + 𝜈a cos

(
2𝜋fmt

))
l
)

(10)

where Po is the laser power. The imposed harmonic component
leads to a periodic signal for the detected power, which can be
further decomposed by the Fourier series into its harmonic com-
ponents including the second harmonic 2fm that is away from
the flicker noise. Another advantage of this method is the abil-
ity to have a free calibration method independent of the laser
power since the ratio between different harmonics is indepen-
dent of the laser power but dependent on the gas absorption.[120]

A schematic of a setup exploiting the wavelength modulation
is depicted in Figure 3c. Based on that, TLS with modulation
is classified into frequency modulation spectroscopy (FMS) and

Laser Photonics Rev. 2022, 16, 2100556 2100556 (8 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH
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Figure 5. NNEA of DAS of different detectors (detector diameter = 1 mm
and path length = 1 m).

wavelength modulation spectroscopy (WMS).[121,122] The modu-
lation frequency inWMS is smaller than the spectral width of the
gas absorption line (a few kHz to a few MHz) whereas it is equal
to or larger in the case of FMS (>100 MHz). The modulation in-
dex is higher in WMS than in FMS.[121]

NNEA: NNEA coefficient is a common figure of merit in the
PAS. NNEA is the product of the normalized minimum absorp-
tion coefficient (absorption coefficient normalized with respect
to the measurement time) and the laser power so it is dependent
only on the detector characteristics. Thus, one can use it to com-
pare different PA systems. Trying to define such parameters in
the DAS, in the case of a shot noise limited system leads to a
power-dependent NNEA, which cannot be used as a comparison
figure of merit. However, in some circumstances, the detection
limit in the DAS originates from the thermal noise of the detec-
tor instead of the shot noise, for example in an uncooled detector,
with a large detector area or small laser power. The thermal noise
increases with the optical detector area Ad and can be related to
the specific detectivity in Figure 4. Returning to Equation (6) and
knowing that NEP =

√
Ad∕D∗,[44] the corresponding NNEA can

be given by

NNEADAS =
√
Ad

D∗l
(11)

In the above equation, the NNEA is path length and area depen-
dent but is independent of the optical power. TheNNEA curves of
the DAS, of different detector types, are plotted in Figure 5 using
Equation (11) and the data in Figure 4. The curves correspond to
detectors of diameter of 1mmand gas cell path length of 1mwith
no propagation losses and assuming that the system is thermal-
noise limited. For different detector areas, one multiplies the
NNEA curves by

√
Ad, where Ad is in (mm)2. For such curves,

the NNEA is independent of the laser power and increasing the
source power directly enhances the sensitivity. Nitrogen-cooled
MCT detectors have the best sensitivity in the MIR range while
the InGaAs detector has good performance in the NIR range (1.2
to 3 μm) as does the PbS. The sensitivity of the DAS degrades for

higher wavelengths in the case of a thermal-noise-limited system.
In the case of different path lengths, one could easily divide the
curves by the new length in meters. These curves will be used
later to compare the DAS and PAS. For different detector diam-
eters, one directly multiplies the curves by

√
Ad where Ad is in

(mm)2.

2.2. Laser-Based PAS

A simple illustration of the PAS mechanism is depicted in Fig-
ure 6. The system consists of an excitation light source, which
could be a laser, light emitting diode (LED) or even a white light
source. The light is coupled into an acoustic cell containing a gas
that absorbs optical power at a wavelength aligned with the ex-
citation wavelength. Consequently the molecules are excited to a
higher energy level. After that, the molecules relax the energy in
a nonradiative form (i.e., kinetic or translational energy) via in-
elastic collisions. Such a process occurs within a time denoted as
the relaxation time 𝜏R. This leads to a rise in the local tempera-
ture T , which corresponds directly to a rise in the local pressure
P. The heat energy then transfers to the walls of the cell in a re-
sponse time 𝜏H. Introducing an amplitude modulation of the ex-
citation light leads to variations in the pressure versus the time
generating an acoustic wave. The acoustic wave propagates inside
the PA cell and can be detected by a microphone. The sensitivity
of the PA sensors strongly depends on the geometry of the PA
cell, and can be improved further by operating at its resonance
frequency.[123,124] Most of the cells described in the literature are
used in conjunction with cantilevers that have a cylindrical form
whose length and diameter typically range from 1 to 20 mm.

2.2.1. Theoretical Fundamental Detection Limit of Laser-Based PAS

In the PAS, a laser of a given wavelength 𝜆 and power Po ismodu-
latedwith a repetition rate𝜔 = 2𝜋f (rad s−1). Themodulated laser
is coupled into a photoacoustic cell with an illumination areaAcell
and cell length l containing a gas with an absorption coefficient 𝛼.
The PA cell comprises the cantilever for acoustic wave detection.
As mentioned before, we are limiting our analysis to cantilevers
as an example of high-performance microphones. The cantilever
motion can be detected using an interferometer to achieve high
dynamic range and sensitivity. The deflection of the cantilever
x produces fringes at the interferometer output, which corre-
sponds to the magnitude of beam deflection.[125] The cantilever
dimensions are bb × lb × tb (width × length × thickness). By solv-
ing a set of equations, namely the gas law equation, the heat trans-
fer rate equation, the first law of thermodynamics and the can-
tilever second-order differential equation, one can find a relation
between the absorbed power Po𝛼l and beam deflection x (for a
nonresonant PA cell):[126]

x =
bblb (𝜅 − 1)

Acell
𝛼Po

1

k

√(
1 − 𝜔2

𝜔2
o

)2
+
(

𝜔

Q𝜔o

)2 𝜏H√
1 +

(
𝜔𝜏H

)2
×

𝜔𝜏L√
1 +

(
𝜔𝜏L

)2 1√
1 +

(
𝜔𝜏R

)2 (12)
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Figure 6. Illustration of the PAS mechanisms including light absorption, vibrational relaxation, heat conduction, and propagation of acoustical waves.

where 𝜔o, k, and Q are the beam resonance angular frequency,
stiffness, and quality factor, respectively, and 𝜅 is the ratio of the
specific heat capacity at a constant pressure to the specific heat
capacity at a constant volume (for air, 𝜅 = 1.4 at T = 300 K[127]).
The heat conduction effect has a first order, low-pass, filter re-
sponse with a response time, 𝜏H. The leakage between the PA cell
and the interferometer chamber, due to the pressure difference,
is represented by a first-order, high-pass, filter of time constant,
𝜏L. The gas relaxation time response, which is the time of heat re-
lease due to the nonradiative relaxation of the excited molecules,
is modeled by a first-order, low-pass, filter with a time constant,
𝜏R. The heat conduction of the surrounding/diluting gas affects
the response of the detected signal. It also can affect the PA de-
tection limit (e.g., carbon dioxide (CO2) where the detection limit
differs for argon or nitrogen[128]). Themodel assumes that the gas
is a continuousmedium, which can be expressed bymacroscopic
quantities such as density, pressure and temperature. The valid-
ity of using the continuum model as a function of the density of
gas molecules for different cases.[129]

The above equation can be simplified by making use of the
following considerations. 1) Themodulation frequency,𝜔, can be
operated in the nonresonantmode of the cantilever (𝜔 < 0.25 𝜔o)
as the Brownian noise is amplified with the PA signal around
the resonance and, thus, there is no enhancement in the signal
to noise ratio around the resonance.[1,30] Also, nonresonance op-
eration is not compatible with the operation of FTIR spectrom-
eters for which a wide range of modulation frequencies with a
flat response is required. 2) The thermal response time increases
dramatically with increasing the cell volume. For a cylindrical

PA cell, the response time is given by 𝜏H ≈ 𝜌gcvr
2

Λ
[126], where Λ

is the thermal conductivity, 𝜌g is the gas density, cv is the heat ca-
pacity at constant volume, and r is the cell radius. For air, 𝜌g =
1.177 kg m−3, cv = 718 J kg−1 K−1, and Λ = 0.0262 W K−1 m−1

at T = 300 K and a cell of radius r > 1 mm. In this case the
heat conduction response time 𝜏H is greater than 0.1 s. To re-
duce acoustical noise, the repetition rate should be greater than
100 Hz (𝜔2𝜏2H ≫ 1), then, the heat response time can be ap-
proximated by 𝜔−1. 3) The gas relaxation time is dependent on
the gas type and the gas mixture. Its value ranges from ms to
ns.[130–135] In addition, it is inversely proportional to the gas pres-
sure. This makes the PA signal dependent on the gas sample
conditions. The best performance of the system is achieved for
gases with a low relaxation time and minimum air leakage from

the cell. Based on the discussion above, the displacement relation
becomes[126]

x =
bblb (𝜅 − 1)

Acellk𝜔
𝛼Po (13)

Note that the response is apparently independent of the path
length. Undesired photoacoustic signals, generated by the win-
dows installed in the PA cell, can be reduced by increasing the
cell length so that the signal is spread over a larger volume.[30]

One can define the gas cell constant, as the ratio of cantilever de-
flection to the product of the absorption coefficient and power.
This is given by

C =
bblb (𝜅 − 1)

Acellk𝜔
=

(𝜅 − 1)
Acell𝜌btb𝜔2

o𝜔

(
m2 W−1) (14)

where 𝜌b is the cantilever density. Thus, a noisy PA signal is given
by

x = CPo𝛼 + Δxn
√
Δf (15)

where Δxn represents the noise normalized to the square root
of the measurement bandwidth. Then the signal-to-noise ratio
(SNR) is given by

SNR =
Po𝛼C

Δxn
√
Δf

(16)

The minimum detectable absorption coefficient, defined as the
detectable absorption coefficient, when the SNR is unity, normal-
ized to the square root of the measurement bandwidth, is given
by

𝛼minPA = 𝛼

SNR
√
Δf

=
Δxn
PoC

(17)

Then, the NNEA is given by

NNEAPAS = 𝛼minPA Po =
Δxn
C

(18)

It is clear that the NNEA in the PAS is independent of the
laser power and the measurement time but depends on the cell

Laser Photonics Rev. 2022, 16, 2100556 2100556 (10 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH
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response and noise. The encountered noise types are acoustical
noise, Brownian noise, source fluctuation noise, vibrational (or
acceleration) noise, light back-action on the cantilever (fluctua-
tion in radiation pressure),[136] and thermal and shot noise due
to the optical detector used in the beam deflectionmeasurement.
For an ideally sealed cell, the sum of dominant sources of noise
is given by

Δx2n = ⟨x2Bn⟩ + ⟨x2Sn⟩ + ⟨x2ban⟩ (19)

where xBn, xSn, and xban represent the Brownian noise, shot
noise (laser source of the cantilever detection interferometer),
and back-action noise, respectively. The symbols ⟨ ⟩ indicate the
statistical average. Increasing the laser power, Pb, leads to de-
creasing the shot noise but increasing the back-action noise. An
optimum value of the power for nonresonant operation, is given
by[136]

Pb =
kbc𝜆
8𝜋

(20)

where c is the speed of the light. In this case, the total displace-
ment noise can be given by[136]

Δx2n =
(
4KBTBG
𝜔oQ

+ 2h
𝜋

) Δf
k

(21)

The Brownian noise term is the dominant term as long as foQ ≪
KBTBG

h
≈ 6 × 1012. This condition is practically satisfied even at

high frequencies. The stiffness equation is given by[137]

k =
𝜆4n

12

t3b
l3b
bbE (22)

where E is the Young’s modulus and 𝜆n is the mode Eigenvalue
(for first mode: 𝜆1 = 1.875). In the viscous regime (air pressure is
in the vicinity of atmospheric pressure), bymodeling the beam as
a string of spherical beads, the quality factor can be given by[137]

Q =
𝜆2nt

2
b

√
E𝜌b

12
√
3𝜋𝜇lb

(
1 + bb

√
𝜌g𝜔

2𝜇

) (23)

where 𝜇 is the viscosity of the surrounding fluid (for air: 𝜇 = 18.6
𝜇Pa s and for nitrogen: 𝜇 = 17.9 𝜇Pa s at 300 K and 1 atm.[138]).
In view of Equation (17) and (21)–(23), 𝛼min is given by

𝛼minPA =
4𝜔Acell

Po (𝜅 − 1)

√√√√√3
√
3KBTBG 𝜋𝜇𝜔o

𝜆2ntb

(
1
bb

+

√
𝜌g𝜔

2𝜇

)√
𝜌b

E

(24)

For a beam diameter in the range of few mms or larger (fb2b ≫
𝜇

𝜋𝜌g
≈ 5.1 (mm)2 s−1), Equation (24) can be approximated by

𝛼minPA = 13.6
Po

( 𝜔
𝜔o

) 1.25𝜔1.75
o 𝜃PAΓg (25)

where 𝜃PA is frequency independent but depends on the compo-
nent dimensions: the cantilever thickness and the cell area. It is
given by

𝜃PA = Acell

√
1

𝜆2ntb

√
𝜌b

E
(26)

and

Γg =

√
KBTBG

√
𝜌g𝜇

(𝜅 − 1)
(27)

The 𝜃PA of published designs ranges from 0.4 × 10−6 mHz−0.5

(very small Acell) to nearly 800 × 10−6mHz−0.5 (thick cantilever)
(see Table 2). From the above equation, one can see that the de-
tection limit depends on different parameters which correspond
to different system components as follows: 1) ratio of the modu-
lation frequency to the cantilever resonance frequency, cantilever
resonance frequency, cantilever thickness, and cantilever specific
stiffness E∕𝜌b, 2) laser power, 3) cell area, and 4) the density of
the gas inside.
Decreasing the ratio of 𝜔∕𝜔o by 10 dB enhances the detection

limit by 12.5 dB. In addition, the detection limit is enhanced by
decreasing the cantilever resonance. Using typical values of the
cell diameter, the modulation frequency and the cantilever thick-
ness in the literature (see Table 2), one can draw a color map of
NNEA or (𝛼minPAPo) for different 𝜔∕𝜔o and resonance frequen-
cies fo in the case of unity 𝜃PA as shown in Figure 7a. For different
𝜃PA, one simply multiplies the map by the corresponding value.
Increasing the cantilever thickness enhances performance.

However, increasing the thickness by 10 dB increases the stiff-
ness by 30 dB according to Equation (22), which increases the
optimum laser power by 30 dB according to Equation (20). Thus,
increasing the thickness is not practical. The higher the E∕𝜌b is,
the better the sensitivity. NNEA is also plotted in Figure 7b for
different cantilever thicknesses and different E∕𝜌b(fo = 500 Hz,
𝜔∕ 𝜔o= 0.2 and the cell diameter equals 5 mm). It is apparent
from this figure that silicon has high specific strength compared
to various metals and polymers.
The detection limit is enhanced linearly with the source

power,[28] which is an advantage compared to the DAS. Decreas-
ing the cell area enhances the system’s sensitivity unless it af-
fects the flow of the gas into the cavity. Finally, it is apparent from
Equation (25) that there is no dependence on the wavelength of
operation as compared to the DAS.

2.2.2. Survey of Laser-Based PAS Systems

Excitation Sources: Erbium-doped ring lasers,[139]

DFB,[140,141]CO2 lasers,[142] visible LEDs,[143] IR LEDs,[144]

and THz diodes[145,146] are among the sources used with PA cells
equipped with cantilevers. Lasers are more common than LEDs
due to their higher optical power. To enhance the sensitivity of
such systems, optical amplifiers such as Erbium-doped fiber
amplifiers have been used.[139] Another type of source is a
blackbody emitter followed by an IR filter at the corresponding
absorption wavelength of the gas. Blackbody sources are either

Laser Photonics Rev. 2022, 16, 2100556 2100556 (11 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH
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Figure 7. a) Color map of the NNEA versus 𝜔∕𝜔o and resonance fre-
quency fo of the cantilever (𝜃PA = 1). b) Color map of the NNEA as func-
tion of stiffness and cantilever thickness ((fo = 500 Hz, 𝜔∕𝜔o= 0.2 and
cell diameter = 5 mm).

electrically amplitude modulated (EM) at low frequencies[140,147]

or modulated using a mechanical chopper.[125] This technique
is characterized by its simplicity but lack of power and the slow
response time limit its electrically modulated frequency to less
than 50 Hz,[148] and so laser sources are still superior.
In the case of the laser, it is more efficient to use wavelength

modulation and detect the 2nd harmonic signal.[139,149] When
using wavelength modulation, the PA signal is dependent on
the wavelength-dependent losses, such as the absorption lines
of the gases, not the losses introduced by the windows and the
walls.[33,124] Compared to conventional sinusoidal modulation,
triangular-shaped and quasi-square waves enhance the photoa-
coustic signal by factors of 1.12, 1.42, and 1.57, respectively.[150]

The modulation frequency can be off resonance for a flat re-
sponse operation[128,140,151] or at resonance.[149,152] For the 2nd
harmonic detection, the modulation frequency should be half
the 2nd harmonic frequency. For multiple component analysis
at the same time, multiple laser sources can be combined using
frequency division multiplexing (where each laser is WM mod-

ulated at different frequency) and detected using the same PA
detector.[153]

Acoustic Detector: Microphones used in the PAS can be ca-
pacitive (electret or condenser)[154,155] piezoelectric, quartz tun-
ing forks,[156] cantilevers, polymer diaphragms,[157,158] and mem-
branes. Recently, cantilevers have appeared as a strong candi-
date for PA detection with researchers taking advantage of the
results from detailed studies and optimization of cantilevers used
in atomic forcemicroscopes. Themotion of the cantilever is char-
acterized by its high linearity and large dynamic range, which
is larger than that of conventional membranes.[124–126,142,159] In
addition to that, the limited sensitivity of the membrane cannot
be improved by further decreases in the gap.[126] An experimen-
tal comparison of an electret microphone, a differential micro-
phone and a cantilever demonstrated the superiority of the latter
by two orders of magnitude over microphones.[126,160,161] NNEA
in the order of 10−10cm−1 W Hz−0.5 can be achieved without us-
ing a resonant PA cell with a cantilever.[162] On the other hand,
these values can be attained using an electret microphone with a
resonant PA cell. For example, a differential Helmholtz resonator
PA cell (resonance frequency: 320 Hz) equipped with electret
microphones (sensitivity 100 mV Pa−1) was reported to have an
NNEA of 2.4 × 10−10 cm−1W Hz−0.5.[163] Recently,[164] described
an NNEA of 2.4 × 10−10 cm−1W Hz−0.5 using T-cell based differ-
ential photoacoustic spectroscopy with a condenser microphone.
Using a broadband Globar light source of 30 mW, detection lim-
its of hundreds of ppb were achieved in case of carbon dioxide,
acetylene, and water.
An alternative is to use a quartz tuning fork as a resonant

transducer. It is characterized by its high-quality factor (can
reach 8000 or even 18 000 at low pressure[165]) and its immu-
nity to acoustical noise due to its high resonance frequency
(32.8 kHz).[126] Acoustical resonance in conjunction with quartz
can be used to improve the sensitivity.[124] It can also be used in
conjunction with a high finesse cavity[166] or multipass cell[167]

to further improve the sensitivity. The obtained NNEA values
are around 10−10 cm−1W Hz−0.5.[165,168,169] Better sensitivity was
reached by measuring methanol (CH3OH) using a THz quan-
tum cascade laser at 3.93 THz. The achieved NNEA was 3.75 ×
10−11 cm−1W Hz−0.5.[170] However, using such a structure has
drawbacks: 1) a precise adjustment of the modulation frequency
is needed,[171] 2) it is incompatible with blackbody sources, which
cannot be modulated with such a high frequency,[126] and 3)
it cannot be used with scanning FTIR spectrometers due its
limited bandwidth. A detailed review of QEPAS was recently
published.[172] Thus, the focus of this review is on cantilever-
based PAS.
For the cantilever-based microphone, different materials

have been used such as silicon,[125] mica for highly corro-
sive chemicals,[173] stainless steel,[174] silica, borosilicate,[149] and
polyvinylidene fluoride.[175] The process of fabricating cantilevers
made from silicon.[176]

The higher the length to thickness ratio of the cantilever, the
lower the stiffness of the beam and consequently, the higher its
sensitivity. However, this makes the cantilever more fragile and
easier to break.[146] In the case of a system dominated by Brown-
ian noise, this means greater sensitivity to Brownian noise. With
respect to the cantilever gap, a large gap results in more gas leak-
age and in the case of low pressure the beam behaves as an
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Figure 8. Different PAS reported in the literature. a) Differential PAS combined with direct absorption for better sensitivity and selectivity. Reproduced
with permission.[178] Copyright 2005, Elsevier. b) Schematic view of CE-CEPAS. BS, M, PID, LD, and LO stands for beam splitter, mirror, lens, feed-back
controller, laser driver, and local oscillator, respectively. Reproduced with permission.[184] Copyright 2019, Royal Society of Chemistry. c) Sketch of a PA
system. (Insets) Enlarged sketch and microscopic views of the micro mirror alignment against the PA cell outlet and the readout fiber. Reproduced with
permission.[149] Copyright 2017, The Optical Society.

undamped structure. The minimum gap that can be achieved
is dependent on the minimum feature size of the lithography
process[145] used in cantilever fabrication.
Cantilevers have been placed at different locations in the sys-

tem. These include 1) the cantilever can be placed in the PA cell
at one end of the cylinder while the excitation light comes from
the other end as depicted in Figure 8c,[149] 2) both the excitation
and readout fibers are on the same side,[177] and 3) the cantilever
can be placed at the side of the cell.[128]

The detection of the cantilever’s motion can be performed
using a Michelson interferometer (MI),[178,179] Fabry–Perot
cavity[180] or the piezoelectric effect.[175] The Fabry–Perot config-
uration can be a white-light based Fabry–Perot interferometer
(WL-FPI),[180] in which the fiber end and the cantilever side con-
stitute such a Fabry–Perot configuration, or a laser-based Fabry–
Perot interferometer (L-FPI).[181] Fabry–Perot cavities are charac-
terized by high sensitivity, small size and immunity to electro-
magnetic radiation.[139] Alternatively, Michelson interferometers
can be used with a sensitivity down to a few picometers.[125] In
the Michelson configuration, an iris can be placed in the path of
the laser beambefore impinging on the cantilever, which controls
the size of the beam.[145] Its disadvantages are the higher cost and
complexity.[159,182] In its simplest form, the cantilever deflection
can be measured using a laser impinging on the cantilever with
a certain incidence angle and the reflected light is detected using
a quadrant detector.[142,152]

Cantilever-Enhanced PAS: Research describing the use of
cantilevers in PAS is discussed in detail in the next sections. A
summary of the detection limits reported in the literature can be
found in Table 2. The details are given in the following subsec-
tions.

Optical-BasedDetection: Kauppinen and co-workers (Gasera
Ltd.) developed cantilever-enhanced photoacoustic spectroscopy
(CEPAS) using a silicon-based cantilever[125] in which the vibra-
tion was detected using a Michelson interferometer. The modu-
lation frequency was applied off the resonance of the cantilever.
The group used such CEPAS to measure different gases in-
cluding methane (CH4),

[178] carbon dioxide (CO2),
[144] hydrogen

sulfide (H2S),
[183] and acetylene (C2H2).

[184] The detection lim-
its for these gases can be found in Table 2. Continuous devel-
opment has lead to NNEAs around 10−10 cm−1W Hz−0.5 using
lasers. The sensitivity of the PA could be enhanced by combin-
ing the DAS and PAS,[178] as the absorption increases in the
DAS when the path length is increased. The combined system
is shown in Figure 8a. Two beams are directed to the absorption
gas cells and finally the PA cell, where the cantilever measures
the difference between the two acoustic signals due to the ab-
sorbed power of the two beams in the PA. The cell contains a
known concentration c0X of the gas to be measured. The differ-
ential signal will only be detected when the two beams are un-
balanced by placing a gas of unknown concentration cX in one
of the two DA cells. This signal can be enhanced by increas-
ing the absorption length, L. The PA cell provides the selectivity
and dispenses with the need for a spectral filter or interferome-
ter, unless there is a spectral correlation between the gas in the
PA cell and another gas in the DA cell.[185] The detection limit
of the measured methane, CH4, was 10 ppb at a measurement
time of 0.4 s using a black body source. Compact packaging of
a differential PA cell with an MIR LED has been achieved with
a side length of 40 mm.[186] A comparable detection limit was
achieved using a spectral band pass filter instead of the differen-
tial configuration.[125]

Laser Photonics Rev. 2022, 16, 2100556 2100556 (16 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH

 18638899, 2022, 8, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/lpor.202100556 by C

ochrane France, W
iley O

nline L
ibrary on [27/02/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense

http://www.advancedsciencenews.com
http://www.lpr-journal.org


www.advancedsciencenews.com www.lpr-journal.org

Recently, Temmu et al.[184] applied the cavity enhancement
techniques by placing the PA system inside a cavity, as shown
in Figure 8b. The DFB laser has a wavelength of 1.53 μm and an
output power of 7.5 mW. Lenses L2 and L3 are used to match the
input beam to the cavity resonance. The cavity was formed using
dielectric coated concave spherical mirrors. The cavity’s length
was 147 mm and the corresponding finesse was 200. Using such
a configuration, the authors boosted the NNEA of the system by
two orders of magnitude (1.75 × 10−12 cm−1W Hz−0.5). The cor-
responding detection limit of acetylene was 24 ppt using a 100 s
integration time.
A simpler configuration, using a Fabry–Pérot (FP) system,

shows performance in the same order of magnitude as a state
of the art PAS using a Michelson interferometer (e.g., PAS by
Gasera Ltd.). A micromirror, made of borosilicate coated with
Cr and Au layers, with dimensions 300 μm × 300 μm × 30 μm
(resonance frequency 914 Hz), was placed at one end of the
cylinder while the excitation light was injected from the other
end. The light was modulated at 457 Hz in order to detect the
second harmonic signal of wavelength modulation at the reso-
nance frequency of the cantilever. A detection limit of 15 ppb
of acetylene (C2H2) was achieved with a measurement time
of 0.3 s using a 23 mW C-band semiconductor laser with a
wavelength of 1530 nm. The corresponding NNEA was 7.7 ×
10−10 cm−1W Hz−1∕2. The detection of the cantilever motion
was performed using an FP system by placing a fiber tip in
front of the micromirror instead of the Michelson-based detec-
tion used by Gasera.[149] The experiment was repeated with a
Gasera PA device which showed a comparable NNEA of 2.5 ×
10−10 cm−1W Hz−1∕2. Zhou and Iannuzzi[177] installed the excita-
tion and read-out fibers on the same side. They detected acetylene
with an NNEA of 1.3 × 10−9 cm−1W Hz−1∕2. The PA cell (nonres-
onant) was a tube of inner diameter 0.6 mm and length around
11 mm.
A comparison of the performance of a graphene-based can-

tilever and condenser microscope was reported by Zelinger
et al.[187] The authors developed a multilayer graphene mem-
brane and a multilayer graphene cantilever that were more
sensitive than commercially available condenser microphones.
Methanol was measured, and the detection limit was around
420 and 330 ppb for the membrane and cantilever, respectively
as compared to 750 ppb for a commercial condenser micro-
phone. The measurements were conducted using a CO2 laser
of 300 mW. The length of the cylindrical PA cell (nonresonant
mode) was 107 mm with an inner diameter of 6 mm. The de-
flection of the beam was detected using a laser and a quad-
rant detector.[142] Suchánek et al.[188] measured acetone (C3H6O),
acetic acid (CH3COOH), and methanol (CH3OH) using a circu-
lar cantilever made of mica. The corresponding detection limits
of the gases were 24.8, 0.54, and 0.8 ppm at wavelengths 9.24,
10.24, and 9.5 μm, respectively. The laser power ranged from 170
mW to 1 W across these wavelengths.

Piezoelectric-Based Detection: Instead of using the optical
detection methods for detecting the cantilever vibration, one
could use a cantilever made from a piezoelectric material. In
this case, the output piezoelectric signal, due to the film vibra-
tion, can be related to the PA signal. A polyvinylidene fluoride
film used as a cantilever is such an example.[175] The film was

placed on one side of the cylindrical PA cell whose length was
30 mm with an inner diameter of 5 mm. The PA cell was op-
erated at its first resonant longitudinal mode (5296 Hz). The
film’s dimensions were 25 mm × 13.2 mm × 0.3 mm. Water va-
por (H2O) was detected with a detection limit of 40 ppm us-
ing a DFB laser at 1396 nm. The NNEA of the system was
2.4 × 10−7cm−1W Hz−0.5,[175] which was even lower than that
achieved using optical interferometry.
A PA sensor based on a silicon cantilever coated with a piezo-

electric thin film of Pb(ZrX , Ti1−x)O3.
[148] The detection limit was

1.6 mPa Hz−0.5. Carbon dioxide (CO2) gas was measured with a
detection limit of 330 ppm at 4.25 μm. The IR source used was
a micro-IR source followed by a selective IR filter at the absorp-
tion wavelength. The modulation frequency was 20 Hz. The PA
cell was made of aluminum with an inner diameter of 8 mm and
a length of 15 mm. The authors integrated the cell with the mi-
crophone and the micro-IR source on a printed circuit board.[129]

Such a compact solution is required for applications involving
high gas concentrations.

LED-Based PAS: A 455 nm LED with an average power of
90 mW has been used to excite the gas inside a PA cell in a non-
resonantmode. The detection of the PA signal was conducted us-
ing a bare single mode fiber SM acting as a cantilever. The output
light from the fiber was imaged on a displacement detector[143] as
shown in Figure 9a. It is easy to control the fiber’s resonance fre-
quency by adjusting its length before use since the resonance fre-
quency is inversely proportional to the square of the fiber length.
The detection limit of NO2 was 50 ppm. This technology has the
advantage of simplicity and low cost but may not be suitable for
mass production.
For detection in the MIR, MIR LEDs were used[144] to measure

carbon dioxide (CO2) with 11 ppm as a detection limit operating
at 4.2 μm and a continuous power of 30 𝜇W. Propane (C3H8) was
also measured with a detection limit of 6 ppm using a LED at
3.4 μm and a continuous power of 150 𝜇W with an integration
time of 1 s. The PA cell was made of stainless steel with an in-
ner diameter of 5 mm and a length of 42 mm. A cantilever (with
dimensions of 10 mm × 3 mm × 10 μm) was placed in the mid-
dle of the cell. The cantilever resonance frequency was 1.07 kHz.
The PA was modulated at 80 Hz, which was different from the
resonance frequency of the cantilever.
For THz applications, a silicon cantilever has been devel-

oped for the PA detection.[145] The cantilever dimensions were
7 mm × 2 mm × 10 μm. The thickness of the cantilever gap
was 3 μm and the resonance frequency was 280 Hz. The light
was modulated at the resonance frequency of the cantilever.
The PA cell was a cylinder made of stainless steel 50.8 mm
long and 10 mm in diameter. The achieved NNEA was 4.28 ×
10−10 cm−1W Hz−0.5 and the minimum detection limit of ab-
sorbance was 1.71 × 10−5cm−1 at 15 mTorr using a source power
of 25 μW at 400 GHz and an integration time of 0.5 s.[145,146] The
beam deflection was detected using a Michelson interferometer
with a reference mirror and the other mirror was the cantilever.
The same group developed a compact cantilever based on a piezo-
electric measurement system, where three thin films of a lead
zirconate titanate (PZT) piezoelectric layer were sandwiched be-
tween two metal layers.[190]

Laser Photonics Rev. 2022, 16, 2100556 2100556 (17 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH
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Figure 9. a) PA cell equipped with a single mode fiber (SMF) as a can-
tilever. The fiber was excited with a laser and the output light from the other
side of the fiber was imaged on a displacement detector.[143] b) Cantilever
with a rib waveguide on its top. By coupling light into the rib waveguide
from one side and detecting the transmitted power from the other side,
any deflection of the cantilever will affect the measured power, which is
directly related to the deflection value. Reproduced with permission.[189]

Copyright 2019, Elsevier.

Finally, a compact cantilever was described recently with
dimensions 9.5 mm × 2.5 mm × 10 𝜇m and a rib waveguide
placed on its tip along the cantilever’s width. The detection was
conducted by measuring the fiber-to-fiber coupling with the rib
waveguide placed in between, as depicted in Figure 9b. On ap-
plying an acoustic signal, the cantilever deflects, and the output
intensity is changed due to the variation in coupling efficiency.
The fibers were prealigned with an offset so that the ratio of the
output power to the applied pressure was linear. The sensitiv-
ity was 8.3 V Pa−1 and the minimum detectable pressure was 35
nPa Hz−0.5 at 150 Hz (the same resonance frequency as that of
the cantilever).[189] Such a cantilever could be a good candidate
for PAS.

Integration of Lasers, PA Cell, and Microphone: The re-
search institute CEA LETI presented a platform for the full in-
tegration of a QCL, a differential Helmholtz PA cell, and an
MEMS beam microphone. An array of QCLs emitting at dif-
ferent wavelengths covering the absorption wavelengths of the
different gases used are depicted in Figure 10a. The outputs of
the QCLs were multiplexed to a single waveguide using an ar-
rayed waveguidemultiplexer.[129] Themicrophone was fabricated

by etching the beam on an SOI wafer on which a piezoresistive
silicon nanogauge was attached to the beam, as depicted Fig-
ure 10b.With beammotion stress was induced on the nanogauge
leading to a resistance change, which was measured using a
Wheatstone bridge configuration.[191] Waveguides for light rout-
ing and the two chambers of the differential Helmholtz cell
were fabricated on another wafer. The two capillary tubes con-
necting the two chambers of the differential Helmholtz cell
were fabricated on a third wafer. Finally, all three wafers were
stacked and bonded using eutectic bonding[129] as depicted in Fig-
ure 10c; this is considered a complicated and challenging process
technology.[192]

2.3. Comparison between Photoacoustic and Direct Absorption
in TLS

A comparison between the two systems using Equations (8) and
(25) can be carried out based on the ratio between the minimum
absorption coefficients in the PS system and the optical detector
system. This ratio is given by

𝛾 =
𝛼minPA

𝛼minDAS

= 9.6

√
Ri (𝜆)

q𝜁Po
( 𝜔
𝜔o

)1.25 𝜔1.75
o 𝜃PAlΓg (28)

From the above equation, one can conclude the following. The
DAS using lasers outperforms the PS system in the case of lower
laser power and longer path length, ( 𝜔

𝜔o
) 1.25𝜔1.75

o 𝜃PAl. On the

other hand, the PA system may be preferred when size is a limi-
tation and there is a need for a compact gas cell since 𝜃PA is pro-
portional to the cell area. The term ( 𝜔

𝜔o
) 1.25𝜔1.75

o 𝜃PAl is dependent

on the detector parameters in the DAS and on the PA cell in the
PAS.
A general color plot of 𝛾 versus wavelength and source power

is illustrated in Figure 11a for the unity value of the term
( 𝜔

𝜔o
) 1.25𝜔1.75

o 𝜃PAl. The white contour line represents the trajectory

of the unity ratio. For longer wavelengths and lower power, the
DAS outperforms the PAS.
For a given laser power, a PAS system (with a givenmodulation

frequency, cell area, and cantilever thickness) can be compared
to a DAS system (of a given path length l), to check which has
a better sensitivity at the required wavelength of operation. For
example, the high performance PA gas sensor[33,210] has the fol-
lowing parameters: ( tb = 10 μm, cell diameter equals to 4 mm)
and the respective 𝜃PA equals 2.2 × 10−5 (Pa−1 kg (mm)3)−0.25.
Then, in the case of 𝜔∕𝜔o= 0.25 and fo = 480, one can evalu-
ate the term ( 𝜔

𝜔o
) 1.25𝜔1.75

o 𝜃PAto be 5 Hz
1.75(Pa−1 kg (mm)3)−0.25.

When compared to a laser-based DAS of path length 0.2 m, the
term ( 𝜔

𝜔o
) 1.25𝜔1.75

o 𝜃PAl will be unity. The corresponding plot is the
same as Figure 11a.
With increasing path length (e.g., 20 m), the unity contour

line will be moved to the upper left corner of the plot and
the DAS will be the best performer for a larger range of laser
powers and wavelengths. Therefore, for lasers with a power of
a few mWs the DA systems with path lengths greater than
tens of mms should provide better sensitivity. Increasing the
power to hundreds of mWs or even greater, results in the PAS
having better sensitivity as compared to the DAS with a path
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Figure 10. a) Emission wavelengths of an array of QCLs. The inset contains an SEM image of fabricated QCLs. b) SEM image of a microbeam with a
nanogauge attached to the beam. c) Schematic view of a differential Helmholtz PA cell. (Top image: 3 stacked wafers for implementing the cell. The
area in white represents hollow parts) (Lower image: 3D isometric view of the cell where the hollow part is in gray.) Reproduced with permission.[193]

Copyright 2014, IEEE.

Figure 11. a) Color plot of the ratio of the normalizedminimum absorption coefficient of the PA system to that of the DA system for different wavelengths
and different laser powers in the case of unity system parameters (( 𝜔

𝜔o
) 1.25𝜔1.75

o 𝜃PAl). The contour line represents the trajectory of unity ratio where

for longer wavelengths and smaller powers, DAS is better. b,c) NNEA of DAS of different detectors (solid curves) (detector diameter = 1 mm), PAS
(tb = 10 𝜇m, cell diameter = 5 mm, fo = 500 Hz, 𝜔

𝜔o
= 0.25 (dashed dotted curves) where the path length = 1 m in (b) and the path length = 10 mm

in (c).

length smaller than hundreds of mms. The same conclusion
can be made when considering that high laser power satu-
rates the optical detector which is not the case with PAS as it
senses only the power absorbed by the gas not the transmit-
ted power, making PAS favorable at high laser power levels.
We want to emphasize that the above comparison is based on
the theoretical fundamental limit, where the shot noise is the
limiting factor of DAS. Thus, increasing the laser wavelength
means increasing the number of photons and resulting in bet-
ter sensitivity.
The NNEA for DAS in a shot noise limited system is inversely

proportional to the square root of the input laser power as

compared to the NNEA in the PAS, which is independent of the
laser power. But as shown before, for a thermal noise limited
DAS, the NNEA becomes independent of the laser power. Thus,
one can plot the NNEA of the PAS together with the NNEA of
the DAS (shown in Figure 5), to have a quantitative compari-
son between the two technologies. Compared to the PAS, the
sensitivity of the DAS degrades at higher wavelengths due to
the effects of thermal noise. For the PAS (dashed-dotted curve),
the parameters were tb = 10 𝜇m, fo = 500 Hz, 𝜔

𝜔o
= 0.25 and

cell diameter = 5 mm. For the DAS, the diameter of the optical
detector is 1 mm and path length is 1 m in Figure 11b and 10
mm in Figure 11c. To compare the PAS with the DAS with a path

Laser Photonics Rev. 2022, 16, 2100556 2100556 (19 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH
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length of 1 m or longer, the theoretical fundamental detection
limit of DAS is better, except for the InAsSb detector operating
at room temperature. Using detectors cooled down to −196 °C
enhances dramatically the detection limit when compared to the
PAS (i.e., NNEA = 10−14 W Hz−1 cm−1 using MCT cooled by
nitrogen). However, if one is interested in applications involving
small sampling volumes and short path lengths, the PAS is
better than the DAS using thermal detectors or uncooled MCT
or PbSe. However, InGaAs, PbS, and ultracooled detectors still
have superior performance.

3. FTIR System

The FTIR spectrometers have a large spectral range which can
simultaneously detect different gases. Good sensitivity can be
achieved using the FTIR but it is less than the TDLS due to the
use of a broadband light source instead of a powerful laser. The
Michelson interferometer is the most common interferometer
used in FTIR spectroscopy. The output light from the interfer-
ometer is modulated in the form of an interferogram versus time
due to the interferometer’s mirror motion. This interferogram is
mathematically an autocorrelation function and consequently its
Fourier transform gives the spectrum of the input light. In the
FTIR-based DAS, a gas cell is placed between the light source and
the interferometer. Thus, the spectrum measured by the spec-
trometer represents the gas transmission not the respective ab-
sorbance. The optical power is detected by an optical detector. In
another configuration, the gas cell and interferometer positions
can be swapped as was shown in Figure 1c. Replacing the gas cell
and the optical detector with a PA cell and a cantilever leads to the
FTIR-based PAS as depicted in Figure 1d. The modulated light
output from the interferometer is coupled to the PA cell and the
optical power, at the gas absorption wavelengths, is only absorbed
by the gas. The absorbed light is further converted into an acous-
tic signal and is finally detected by the microphone (cantilever).
The acoustic signal is in the form of an interferogram (i.e., au-
tocorrelation function) but its Fourier transform corresponds to
the spectrum of the absorbed power. Ideally, both systems should
have the same absorption spectrum either, directly with the PAS
or indirectly with the DAS. However, the detection method in the
PAS depends on a heatingmechanism (see Equation (12)), which
may cause broadening of the absorption peaks leading to spec-
tra that are different from those measured with direct absorption
spectroscopy using an FTIR spectrometer.[214]

3.1. FTIR-Based DAS

The optical source used in the FTIR spectroscopy can be a fila-
ment source, a plasma source, amode-locked laser,[215] light emit-
ting diode LED[216] or a frequency-comb source. Usually, filament
sources are used. They are made from silicon carbide (SiC) (Glo-
bar source) or ceramic rod (Nernst source) for the MIR range,
whereas tungsten lamps are used for wavelengths lower than 5.5
μm (tungsten–halogen has a spectrum limited to 2.6). A plasma
source can be used for wideband operation down to UV[217,218]

with a larger radiance (equivalent Tsrc = 9000 K[217] or even

more[219]) compared to filament-based sources at the expense
of power consumption and source fluctuations. A frequency-
comb source can also be used for wide band wavelength range
measurements.[220]

Dual frequency comb spectroscopy is another approach to
FTIR interferometry that does not require any moving parts.[221]

It represents an emerging technology that combines the wide
spectral range of FTIR with the high resolution and brightness
of a laser. It is based on using two optical frequency combs (with
slightly different repetition rates) where the light from one comb
passes through the gas of interest. This is followed by an inter-
ference between the light from the two sources forming a beat
signal, which is further detected by an optical detector. This is
translated to a comb in the RF domain corresponding to the gas
transmission spectrum.[221–223] This configuration has been used
in open-path measurements of gases.[224,225]

The gas cell can be a multipass cell such as a White cell[2,22]

or HWG.[226] The gas can also be placed inside a cavity and the
corresponding technique is called incoherent broadband cavity-
enhanced absorption spectroscopy. Compared to laser-based cav-
ity enhanced spectroscopy, it is characterized by simplicity, the
absence of any requirement for mode matching and mode-hop-
free scanning, applicability to a spectral range starting from
UV to infrared and simultaneous measurement of multispecies
gases.[216,227–229] A detailed analysis on this technique is given
by Platt et al.,[230] and a detailed review is provided by Zheng
et al.[231] An open-air configuration can be used instead of a
gas cell for measuring gases over long distances (open path
FTIR).
The optical detectors used include InGaAs detectors which are

often used when wavelengths of interest are less than 2.5 μm.
InSb detectors that have a maximum detectivity for wavelengths
less than 5.5 μmandMCT detectors that are used when the wave-
length of interest ranges from 7.7 to 14 μm.[16,112]

Differential absorption spectroscopy is used to make quantita-
tivemeasurements of gases regardless of the responses of the sys-
tems’ components. Examples of these effects are the light source
emission spectrum, the optical components’ responses (e.g., mir-
ror reflectivity in the cavity enhancement technique) and light
scattering (e.g., open path measurements). In the case of using
a gas cell, a background measurement could be performed (light
passes through the gas cell devoid of the analyte of interest, e.g.,
contains only N2for IR spectroscopy) and the gas measurement
is normalized to the background giving the gas transmission. In
case of the cavity enhancement technique or open FTIR, a poly-
nomial fitted to the gas measurement can be used to remove the
background and the scattering effects.[222,232]

3.1.1. Theoretical Fundamental Detection Limit of FTIR-Based DAS

The average detector current, corresponding to the optical power
coupled, is to some extent similar to Equation (7) and given by

i =
𝜆c

∫
𝜆min

Bsrc

(
𝜆′
)
𝜁 TPo 𝜂 Ri

(
𝜆′
)
d𝜆′ +

𝜆c

∫
0
BBG

(
𝜆′
)
TPdRi

(
𝜆′
)
d𝜆′

(29)
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where the first term corresponds to the output optical power from
the interferometer and the gas cell, TPo is the spectrometer out-
put throughput in Sr m2 and TPd is the detector throughput and
is given by 𝜋Adsin

2
𝜃d (assuming Lambertian distribution of back-

ground emission), and 𝜆min is the minimum wavelength of oper-
ation of the system (limited by the beam splitter material or the
detector). Themaximum limit of the integration in Equation (29)
is 𝜆c, which is the peak sensitivity of the detector (cutoff wave-
length of semiconductor detectors), 𝜁 represents the light trans-
mission losses in the system, and Bsrc represents the spectral ra-
diance of the black body source of temperature Tsrc.
The radiation pattern is assumed to be a Lambertian source (of

constant radiance). The coupling reaches maximum when TPd
equals to TPo. In such a case, using Equations (1), (3), and (29),
the NEP is given by

NEP = 1
Ri (𝜆)

×

√
2q

(
𝜆c

∫
𝜆min

Bsrc (𝜆′) 𝜁 TPo Ri (𝜆′) d𝜆′ +
𝜆c

∫
0
BBG (𝜆′) TPoRi (𝜆′) d𝜆′

)
(30)

The second term under the square root can be neglected for the
following conditions: small 𝜆min, compact spectrometer with low
insertion losses (<10 dB) and Tsrc > 500 K (as the power ∝ T4

according to Stefan’s law).
The linewidth of the gases is around a fewGHz (tenths of cm−1

as mentioned before, while the reported resolution of the FTIR
in gas sensing ranges from a few tenths up to tens of cm−1, see
the next section). Thus, the spectrometer resolution affects the
measured absorbance. From the definition of the SNR in Equa-
tion (5), one should take into account the spectrometer resolution
as follows

SNR (𝜆) =
Po (𝜆) 𝜁 l 𝛼 (𝜈) ∗ sinc

(
𝜈 Δ𝜈−1

)
Δ𝜈−1

NEP
√
Δf

(31)

whereΔ𝜈 is the spectrometer resolution in wavenumber, 𝜈 = 1∕𝜆
and ∗ denotes convolution. The sinc function represents the re-
sponse function of the Fourier transform spectrometer (Fourier
transform of a Boxcar function).[8] The mean output power Po
from the Michelson interferometer is expressed as the following
(with the help of Δ𝜆 = 𝜆2Δ𝜈)

Po (𝜆) = Bsrc (𝜆) 𝜁 TPo𝜆
2Δ𝜈 (32)

It is assumed that the source spectrum is slowly varying with re-
spect to the spectrometer resolution and gas absorption, thus it is
excluded from the convolution (light source has a wide spectral
range (black body)). The absorption coefficient 𝛼(𝜈) is given by
𝛼(𝜈) = 𝛼o fg(𝜈), where 𝛼o is the absorption peak value and fg(𝜈) is
the gas line shape (normalized to one). The fg(𝜈) has a Lorentzian

profile (
Δ𝜈2g

Δ𝜈2g+(𝜈−𝜈o)
2 ) when the pressure is high as pressure broad-

ening dominates, where Δ𝜈g represents the FWHM of the gas
line shape and 𝜈o is its center. The fg(𝜈) has a Gaussian profile

(e
− (𝜈−𝜈o )2 ln 2

Δ𝜈2g ) in case of high atmosphere (low pressure).[233] Using

the Fourier transform properties, the absorbance peak (𝜈 = 𝜈o),
for a Lorentzian gas profile, is given by

A
(
𝜈 = 𝜈o

)
= 𝛼o l

(
1 − e−

Δ𝜈g𝜋
Δ𝜈

)
log10e (33)

whereas for a Gaussian gas profile, the absorbance is given by

A
(
𝜈 = 𝜈o

)
= 𝛼o l erf

(
𝜋Δ𝜈g

2
√
ln 2Δ𝜈

)
log10e (34)

where erf corresponds to the error function. It is obvious that
when Δ𝜈 → ∞, the absorbance peak reaches the extreme value
𝛼ollog10e. The normalized absorbance is depicted in Figure 12a.
WhenΔ𝜈 ≫ Δ𝜈g, the absorbance enhancement is linear with en-

hanced resolution (∼ Δ𝜈g𝜋
Δ𝜈

in the case of Lorentzian and
Δ𝜈g
Δ𝜈

√
𝜋

ln 2

in the case of Gaussian). Enhancement is saturated when resolu-
tion, Δ𝜈, reaches the gas linewidth Δ𝜈g.
Thus, using Equations (6), (30), and (34), 𝛼min at the ab-

sorbance peak is given by

𝛼min (𝜆) ∼
𝜃DAS

Ri (𝜆)Bsrc (𝜆) 𝜆2

√
2q

𝜆c

∫
𝜆min

Bsrc (𝜆′)Ri (𝜆′) d𝜆′ (35)

where 𝜃DAS is given by (
√
𝜁 TPoΔ𝜈l (1 − e−

Δ𝜈g𝜋
Δ𝜈 ) )−1 or

(
√
𝜁 TPoΔ𝜈l erf (

𝜋Δ𝜈g
2
√
ln 2Δ𝜈

) )−1, [cm Sr−0.5] is the only param-

eter which depends on the parameters of the different system
components and it is wavelength independent. The normalized
𝛼min is plotted as a function of Δ𝜈g∕Δ𝜈 in Figure 12b. The 𝛼min is
saturated when Δ𝜈 ≫ Δ𝜈g (low resolution) because, within this
region, increasing the resolution increases both the absorbance
and the noise collected by the same factor. Improving the resolu-
tion further will not enhance the absorbance by the same factor
and 𝛼min degrades. Thus, it is better to operate at low resolution.
However, this is not practical since it means that it is not possible
to discriminate the absorption lines of different gases.
Increasing the interferometer throughput does enhance 𝛼min,

andincreasing the cell length also enhances the absorbance as
long as no more losses are introduced, which can be taken into
consideration in 𝜁 . The mirror velocity does not affect the nor-
malized absorption coefficient.
For a system having a minimum wavelength of detection,

𝜆min of 1 μm, one can color maps of the 𝛼min for differ-
ent absorption wavelengths and different Tsrc, for a unity 𝜃sys

(e.g., 𝜁 = 1,TP = 0.01 (cm)2 Sr,Δ𝜈 = 1 cm−1 and l = 100 mm),
as depicted in Figure 13a. The contour line of theminimumvalue
of 𝛼min for each value of Tsrc is plotted (solid line with markers),
showing that the corresponding absorption wavelength increases
as the source temperature decreases. An example of using an op-
tical source of Tsrc of 2000 K, theminimum absorption coefficient
at wavelength of 3 μm is 3 × 10-9 cm-1, which corresponds to a
detection limit of 0.1 ppb of methane (CH4). For a system with
a different 𝜃sys, one can directly multiply the plot by 𝜃DAS, where
increasing 𝜃DAS means higher 𝛼min (poorer detectivity).
Using a source with higher temperature enhances the detec-

tion limit only for short wavelengths (less than 8 μm for 𝜆min =
1 μm), whereas this is not the case for longer wavelengths due
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Figure 12. a) Normalized absorbance versus Δ𝜈g∕Δ𝜈 in the case of the Lorentzian and Gaussian profiles. Approximated linear lines for small Δ𝜈g∕Δ𝜈
are plotted in dashed black lines. b) Normalized 𝛼min versus Δ𝜈g∕Δ𝜈 in the case of the Lorentzian and Gaussian profile.

Figure 13. 𝛼min versus wavelength and source temperature (𝜃sys = 1) in case of a) 𝜆min = 1 μm, b) 𝜆min = 5 μm. Contour lines of different values of
𝛼min are plotted. Also, the contour line of the minimum value of 𝛼min is plotted if available.

to the increased shot noise (larger spectral power is absorbed).
The situation is reversed in the case of increasing the minimum
wavelength of detection (limiting the spectral range). That is why
it is recommended that a filter is used to limit the spectral range
of the spectrometer to only the spectral band of interest so as to
decrease the shot noise.

3.1.2. Survey on FTIR-Based DAS Systems

Many researchers have reported on the use of multipass gas cells
for measuring traces with detection limits down to ppt. The path
lengths range from a few meters[7] to tens of meters[22,234] up to
kilometers.[235] As an example, the detection limit of carbon diox-
ide (CO2) was reported to range from 5 to 10 ppb[22] using aWhite
cell of total path length LT of 97.5 m and a resolution Δ𝜈 of 0.5
cm−1. An analytical precision of 150 ppb of carbon dioxide (CO2)
using the FTIR spectrometer (Globar source, LN2-cooled InSb,
Δ𝜈: 1 cm−1) and a White cell (LT: 22 m) within a scan time of
8 min has been reported[234] and methane (CH4) was measured
with an analytical precision of 0.9 ppb under the same conditions.
Methane (CH4) was measured with an accuracy of 250 ppt using

a White multipass cell (LT: 24 m),[236] and nitrous oxide (N2O)
was measured with an accuracy of 50 ppt under the same condi-
tions. For moisture measurements, a White cell (LT: 10 m) and
the FTIR spectrometer (LN2-cooled MCT, Δ𝜈: 4 cm−1) were used
to achieve a lower detection limit of 15 ppb.[237] For measure-
ments of tetrafluoromethane (CF4) and hexafluoroethane (C2F6),
the detection limit was 5 and 12 ppb, respectively, using a path
length of 6.4 m.[7]

For very long path cells, a wide range of species, such as ammo-
nia (NH3), carbonmonoxide (CO), formaldehyde (CH2O), formic
acid (HCOOH), methanol (CH3OH,), nitric acid (HNO3), nitric
oxide (NO), nitrous oxide (N2O), and ozone (O3) were measured
using a 1.26 km multipass cell (base path 23 m) with concentra-
tions in the ppb range.[235] The deployment of an FTIR spectrom-
eter (LN2-cooled MCT, Δ𝜈: 0.5 cm−1) on an aircraft for measur-
ing atmospheric gases in conjunction with a White cell (LT: 97.5
m).[22] The detection limits of methane (CH4), carbon monoxide
(CO), carbon dioxide (CO2), nitrogen oxides (NOx), and acetalde-
hyde (C2H4) ranged from 5 to 20 ppb.[22]

HWGs have been used as an alternative solution to multipass
cells at the expense of sensitivity, due to the increased losses as-
sociated with the increased number of metal reflections (i.e., the
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walls of the HWG). They are characterized by their small volume
as compared to gas cells, which leads to shorter system response
timesmaking them useful for a real-timemonitoring. A 1m long
hollow silica capillary waveguide with an inner coating of Ag/AgI
has been used with the FTIR (SiC source, Δ𝜈: 4 cm−1). With an
averaging time of around 20 s, the lower detection limits for car-
bon dioxide (CO2), methane (CH4), and chloroethane (C2H5Cl)
were calculated to be 15.8 ppb at 2358 cm−1 (4.24 μm), 512 ppb at
1304 cm−1 (7.67 μm), and 1.218 ppm at 982 cm−1 (10.18 𝜇m),
respectively.[226] Thompson et al. utilized an FTIR spectrome-
ter followed by a hollow waveguide made of quartz inner coated
with Ag/AgI, having a length of 0.55 m and an inner diameter
of 2.1 mm to measure nitric oxide (NO) at around 2144 cm−1

(4.66 μm) and carbon monoxide (CO) at around 1875 cm−1 (5.33
μm). The output light was coupled to a liquid nitrogen-cooled
MCT detector. The setup performance was compared to a mul-
tipass cell (3 m) instead of the HWG. The HWG response time
was one-tenth that of the multipass cell and had ≈60% better
sensitivity.[102]

FTIR spectrometers are widely used in open air with good de-
tection limits. The typical detection limit of greenhouse gases
can be down to few ppb.[3] An example of such an application
is the measurement of volcanic gases in the open air using an
FTIR spectrometer (LN2-cooled MCT or InSb, Δ𝜈: 0.5 cm−1).[238]

A Nernst glower source was placed 135 m away from the spec-
trometer. The absorption sensitivity achieved was 10−4. The cor-
responding sensitivity of methane (CH4), carbon dioxide (CO2),
water (H2O), hydrogen chloride (HCL), and sulfur dioxide (SO2)
were 419 ppb, 30 ppm, 710 ppm, 15 ppb, and 200 ppb, respec-
tively.
Optical frequency comb-based supercontinuum sources have

been used for gas analysis instead of filament-based sources. The
emission lines of such sources have relatively high brightness.
This leads to a higher signal to noise ratio or shorter measure-
ment time[239] at the expense of cost. For example, an optical fre-
quency comb source based on an optical parametric oscillator,
with a wavenumber range from 2100 to 3600 cm−1, was used to
detect different gases with ppb detection limits.[240] The source
was followed by aHerriot gas cell (LT: 36.4m) and a fast-scanning
Michelson interferometer (thermoelectrically cooled MCZT de-
tector, Δ𝜈: 0.014 cm−1). The achievable detection limit was 0.5
ppb for carbon dioxide (CO2) at 2350 cm−1 (4.25 μm) and 5
ppb for methane (CH4) at 3020 cm

−1 (3.3 μm) within 30 s. The
normalized absorption coefficient was 3.8 × 10−8 cm−1Hz−0.5.
Another frequency comb source used in conjunction with a
multipass cell (LT: 76 m) and FTIR spectrometer was able to
measure methane (CH4) at 3.3 μm and nitric oxide (NO) at
5.25 μm. The range of the minimum detectable concentrations
was 10–20 ppbHz−0.5.[220]

Regarding miniaturized MEMS-based spectrometers, a
Michelson-based FTIR spectrometer with a resolution 35 cm−1,
an InGaAs detector and a direct gas cell of length 100 mm.[10]

The corresponding sensitivity of acetylene (C2H2) was 350 ppm
using the absorption band at 6550 cm−1 (1.527 μm) and 1800
ppm for carbon dioxide (CO2) using the absorption band at
4975 cm−1 (2 μm) and an averaging time of 8 s. Toluene (C7H8)
was also measured with a detection limit of 90 ppb using a
White gas cell (LT = 20 m), with a resolution of 80 cm−1 and an
average time of 1 min.[241]. Carbon dioxide (CO2) gas was also

measured in an open path of 6 m with an error of prediction of
1.8%.[242] Carbon dioxide (CO2) and methane (CH4) gases were
measured using a lamellar grating MEMS FTIR spectrometer
(Δ𝜈: 20 cm−1 and measurement time 5 s) with a minimummea-
surable concentration of 10 and 100 ppm for the corresponding
absorption bands at 4.25 and 3.3 μm, respectively. The light
source was a halogen lamp, and a White cell of a path length 6 m
was used.[243]

A summary of the detection limits reported in literature can be
found in Table 3. From the above survey and from Equation (35),
one can conclude the following. To reduce the detector thermal
noise and reach maximum performance (shot noise limit), liq-
uid nitrogen cooling is used especially for detectors in the MIR.
The minimum absorption coefficient of the MEMS-based spec-
trometers is worse than that of benchtop spectrometers due to
their small throughput. This is clear in the detection limits of
different gases such as carbon dioxide (CO2) and methane (CH4)
which are within the ppm range as compared to the ppb or ppt
range of benchtop spectrometers. Using a frequency comb as
the light source, at the expense of cost, means there is a wide
band source of radiance Bsrc greater than that of the thermal
sources due to the high laser power used. This is translated into
better sensitivity, which is clear in the detection limits achieved
for carbon dioxide (CO2) and methane (CH4). This is compara-
ble or even better than that achieved with the thermal sources
although the resolution was 0.014 cm−1 in case of an optical
comb as compared to a few cm−1 with the other source (sensi-
tivity is inversely proportional to resolution). A reasonable reso-
lution for gas sensing using FTIR is a few cm−1. It is also im-
portant to note that the detection limit is enhanced as a function
of the square root of the optical power, due to the increased shot
noise.

3.2. FTIR-Based Photoacoustic Spectroscopy

In the FTIR-based PAS, the spectrometer can be operated in one
of two modes: rapid scanning or step scanning. The rapid mode
is the conventional mode of operation, where the mirror of the
Michelson interferometer is in continuous motion with a given
velocity vM. Such motion leads to a wavelength-dependent mod-
ulation (sinusoidal interferogram of each wavelength with a fre-
quency related to its respective wavelength). The respective fre-
quency is given by f = 2vM∕𝜆,[247] which is the same frequency as
the PA signal. This results in a high frequency of operation. In
the case of step scanning, themirror is moved in step scanmode,
which requires an additional optical modulator after the interfer-
ometer to modulate the light for the PA cell. The next analysis
will focus on the continuous scanning mode.

3.2.1. Theoretical Fundamental Detection Limit of FTIR-Based PAS

As was seen in Figure 1d, and according to the prior analyses,
having as small a PA cell area as possible is better, given that all
the interferometer output power is coupled to the PA cell. Thus,
the optimum cell area Acell is given when the cell throughput
𝜋Acell sin 𝜃

2
cell equals the interferometer throughput. For a PA cell
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Table 3. Summary of FTIR-based DAS systems. 𝜆o is the wavelength/band of detection, SLED stands for superluminescent light emitting diode, LN2
stands for liquid nitrogen, and Src. is the source.

Instrument (Src./detector) Δ𝜈[cm−1] 𝜆o[μm] Gas cell Type Path length
[m]

Gas Detection limit/
scan time [s]

Ref.

Globar Src./LN2-cooled InSb 1 3.3 White MP 22 CH4 0.9 ppb/480 [234]

White MP 24 CH4 0.25 ppb [236]

SiC Src. 5 7.67 HWG 1 CH4 512 ppb/20 [192]

LN2-cooled MCT or InSb 0.5 3.3 Open path 135 CH4 419 ppb [198]

Frequency comb Src./cooled MCZT 3.3 Herriot MP 36.4 CH4 5 ppb [200]

Frequency comb Src./cooled MCZT 3.3 MP 76 CH4 10–20 ppb Hz−1 [220]

MEMS FTIR/halogen source 20 3.3 White MP 6 CH4 100 ppm/5 [243]

LN2-cooled MCT 0.5 White MP 97.5 CH4 5–20 ppb [22]

LN2-cooled MCT or InSb 0.5 4.186 Open path 135 CO2 30 ppm [198]

Frequency comb Src./cooled MCZT 4.25 Herriot 36.4 CO2 0.5 ppb [200]

0.5 White MP 97.5 CO2 20 ppb [22]

Globar Src./LN2-cooled InSb 1 4.4 White MP 22 CO2 150 ppb/480 [234]

SiC Src. 4 4.24 HWG 1 CO2 15.8 ppb/20 [192]

MEMS FTIR/halogen Src. 20 4.25 White MP 6 CO2 10 ppm/5 [203]

MEMS FTIR/InGaAs – 2 Direct gas cell 0.1 CO2 1800 ppm/8 [10]

LN2-cooled MCT 4 – White MP 10 H2O 15 ppb [237]

– – – – 6.4 CF4 5 ppb [7]

MCT 0.5 Gas cell 5 CF4 ≈ ppb [244]

– – – – 6.4 C2F6 12 ppb [7]

MCT 0.5 – Gas cell 5 C2F6 ≈ ppb [244]

LN2-cooled MCT 0.5 – White MP 97.5 C2H4 5–20 ppb [22]

LN2-cooled MCT 0.5 – White MP 97.5 CO 5–20 ppb [22]

Globar Src./LN2−cooled InSb 1 4.7 White MP 22 CO 0.3 ppb/480 [234]

SiC Src. 6 10.18 HWG 1 C2H5Cl 1218 ppb/20 [192]

LN2-cooled MCT or InSb 0.5 3.775 Open path 135 H2O 710 ppm [198]

LN2-cooled MCT or InSb 0.5 3.517 Open path 135 HCL 15 ppb [198]

LN2-cooled MCT or InSb 0.5 3.992 Open path 135 SO2 200 ppb [198]

(MEMS FTIR) InGaAs 35 1.527 Direct gas cell 0.1 C2H2 350 ppm/8 [10]

(MEMS FTIR) PbSe 80 3.3 White MP 20 C7H8 90 ppb/60 [241]

Frequency comb Src./cooled MCZT 5.25 MP 76 NO 10–20 ppb Hz−1 [220]

/MCT 0.125 5.41 White MP 16 NO <20 ppb [245]

6.31 NO2 <50 ppb

4.53 N2O <5 ppb

– White MP 24 N2O 0.05 ppb [236]

Globar Src./LN2-cooled InSb 1 4.5 White MP 22 N2O 0.3 ppb/480 [234]

/DLaTGS 0.5 0.662 MP 204 NO3 6 ppt [246]

0.5 MP 204 C3H6O 10 ppb

SLED 16 1.6 Cavity 1250 C4H6 600 ppb/240 [216]

with a maximum acceptance angle (𝜃cell = 𝜋∕2), Po is rewritten
as

Po (𝜆) = Bsrc (𝜆) 𝜁𝜋Acell𝜆
2Δ𝜈 (36)

whereas Equation (6) will be as follows

SNR =
PoC 𝛼 (𝜈) ∗ sinc

(
𝜈 Δ𝜈−1

)
Δ𝜈−1

Δxn
√
Δf

(37)

Using Equations (25), (36), and (37), 𝛼min for the Lorentzian peak
is given by

𝛼min = 4𝜔

(𝜅 − 1)𝜋Bsrc (𝜆) 𝜁 𝜆2Δ𝜈
(
1 − e−

Δ𝜈g𝜋
Δ𝜈

)

×

√√√√3KBTBG 𝜋𝜔o

𝜆2ntb

√
3𝜌g𝜌b𝜔𝜇

2E
(38)
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Figure 14. 𝛼min of the FTIR-based PAS as a function of wavelength and
source temperature (𝜃sysPA = 1).

𝜆o is the corresponding wavelength at the resonance frequency
𝜔o and the maximum frequency of operation 𝜔max = 0.25𝜔o, for
operation out of the resonant mode of the cantilever. This means
that the minimumwavelength of operation of the interferometer
can be related to 𝜆o by 𝜆min = 4𝜆o. Then, 𝛼min will be

𝛼min ≈ 726
𝜃PA

Bsrc (𝜆) 𝜆3.25 (𝜅 − 1)

√
KBTBG

√
𝜌g𝜇

𝜆min
(39)

where 𝜃PA is wavelength independent, depends on the parame-
ters of different components and is given by

𝜃PA = 1

𝜁 Δ𝜈
(
1 − e−

Δ𝜈g𝜋
Δ𝜈

)
√

v3.5M
𝜆2ntb

√
𝜌b

E
(40)

𝛼min has the same dependence on resolution as in the FTIR-
based DAS. It is important to note that the acoustical noise is
assumed to be small with tight PA cell seals. To illustrate the de-
pendence of the system on wavelength, 𝛼min is plotted for differ-
ent source temperatures Tsrc, at unity 𝜃PA and 𝜆min = 1 μm, in
Figure 14. For systems with different 𝜃PA, one just multiplies the
plot by 𝜃sysPA. From these curves, it is clear that for longer wave-
lengths, the detection limit is better. This is because the longer
wavelengths correspond to lower frequencies of modulation (PA
signal ∝ 𝜔−1, due to heat conduction response time). One can
also observe the following: 1) increasing the resonance frequency
(decreasing 𝜆min (down to UV)) degrades 𝛼min, 2) increasing the
source radiance (higher optical source temperature) and decreas-
ing the background temperature enhances the detection limit, 3)
the detection limit is enhanced linearly with the source bright-
ness, which is an advantage compared to the DAS, and 4) the
detection limit is directly proportional to v1.75M . Thus, the mirror
velocity should be operated in step mode or with slow motion
(less than 0.1 m s−1) to avoid such notable degradation in perfor-
mance.

3.2.2. Survey on FTIR-Based PAS Systems

Step Scan: An example of a step scan FTIR-based PAS is de-
picted inFigure 15b. The output of a step scanMichelson interfer-
ometer was modulated using a chopper and the modulated light
was injected into T-shaped PA cells.[248] The T-shaped cell con-
sisted of three cylinders: an absorption cylinder, a resonant cylin-
der and a buffer cylinder as depicted in Figure 15a. The absorp-
tion cylinder was connected perpendicularly through the buffer
with the resonant cylinder (resonance frequency is 342 Hz).[249]

The T-cell was equipped with a condenser microphone (sensitiv-
ity 25.1 mW Pa−1 at 1 kHz). Using a Globar source emitting 12.6
μW around 4.3 μm, the detection limit of carbon dioxide (CO2)
was expected to be 4 ppm. The cell works under ambient condi-
tions, which is an advantage in using step scan FTIR spectrome-
ters. The same design was reconfigured for differential measure-
ment of acetylene and carbon dioxide (CO2) in the presence of
significant interference from ambient water vapor.[250]

Rapid Scan:

Microphone-Based PAS: Using a commercial FTIR spec-
trometer (Perkin Elmer, Δ𝜈 = 8 cm−1, velocity : 0.5 mm s−1)
equipped with a dual microphone and a PA cell, the lower
detection limit was determined to be 2 ppm for carbon tetrachlo-
ride (CCl4) at 795 cm

−1 and 5 ppm for trichloroethylene at 942
cm−1.[251] The average time was greater than 100 s. Using an-
other commercial FTIR spectrometer (Bruker IFS 131) equipped
with a PA cell 20 mm long and a microphone, the absorbed
light spectrum from 500 to 3000 cm−1 of methyl alcohol was
compared with an infrared detector.[252] A different commercial
FTIR gas analyzer (Δ𝜈: ranges from 10 to 15 cm−1) based on
photoacoustic detection was used.[253] The detection limit was
0.2 ppm for ethyl acetate and 2.5 ppm for benzene (C6H6),
toluene (C7(H8), and xylene ((CH3)2C6H4) at atmospheric
pressure. The measurement time was 52 s.[253]

Cantilever-Based PAS: A 100 mm long PA cell equipped
with a cantilever, with dimensions 4 mm × 1.5 mm × 10 μm and
a gap of 3–5 μm, was used in conjunction with a commercial
FTIR spectrometer (Mattson Galaxy 6020 series; the velocity
was 0.9 mm s−1 OPD and the resolution was 8 cm−1) to detect
CH4 at atmospheric pressure. The detection limit was 3 ppm
with a measurement time of 168 s.[254] Methane (CH4) was
also measured using the same interferometer and a DTGS
detector (FTIR-DAS).[254] The sensitivity of the PAS system
corresponds to the FTIR based on the DTGS with an equivalent
length of 60 mm. For enhanced performance, the same group
used another cantilever with dimensions of 6 mm × 1.5 mm ×
10 μm, and a gap distance of 5 μm. The PA cell was 100 mm
long (a mirror was used at the end of the cell to double the
absorption path) and the inner diameter was 4.5 mm. The PA
system was used with another commercial FTIR spectrometer
(Bruker Matrix series). The resolution was adjusted to 4 cm−1

and the velocity was around 1 mm s−1OPD. Light injected into
the PA cell had a spot size of 4.4 mm and divergence angle equal
to 0.163 rad. The detection limit for methane (CH4) (1 𝜎) was
0.5 ppm at 3017 cm−1 and 4 ppm for CO2 at 3250 cm−1 with
a 100 s measurement time. The pressure was 47 kPa.[255] The
lower performance of the FTIR spectrometer, as compared to the

Laser Photonics Rev. 2022, 16, 2100556 2100556 (25 of 33) © 2022 The Authors. Laser & Photonics Reviews published by Wiley-VCH GmbH

 18638899, 2022, 8, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/lpor.202100556 by C

ochrane France, W
iley O

nline L
ibrary on [27/02/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense

http://www.advancedsciencenews.com
http://www.lpr-journal.org


www.advancedsciencenews.com www.lpr-journal.org

Figure 15. a) PA T-cell. b) Schematic of gas measurement using the FTIR spectrometer and the T-cell.[256] c) Schematic picture using the OPO oscil-
lator (amplified ytterbium frequency comb) with the FTIR and PA cell to detect a methane isotope.[28] d) FTIR-based PA spectrometer using optical
frequency comb. DROPO, LPF, BS, FTS, and PD holds for doubly resonant optical parametric oscillator, long pass filter, beam splitter, Fourier transform
spectrometer and photodiode, respectively. Reproduced with permission.[171] Copyright 2018, Royal Society of Chemistry.

laser source or blackbody source followed by filters, is attributed
to the limited throughput of the spectrometer (small divergence
angle). In general, this group used a Michelson interferometer to
detect the cantilever motion, where the variation in laser fringes
is detected using four quadrant photodiodes. The cantilever was
operated out of resonance (resonance frequency ≈ 480 Hz).
The OPO oscillator has been used as a light source with a com-

mercial FTIR spectrometer (FS120, Bruker) and a DTGS detector
(PVI-2TE-5, VIGO). The spectrum of the light source was mea-
sured using this configuration. The DTGS detector was followed
by a commercial CEPAS (PA201, Gasera) and the methane iso-
tope (14CH4) was measured at a pressure of 25 kPa and a temper-
ature of 25 °C, as depicted in Figure 15c. The scanning speed of
the mirror of the interferometer was adjusted to 1.4 mm s−1 to
be compatible to the limited bandwidth of the CEPAS. The PA
spectrum was normalized to the spectrum taken by the DTGS
detector to eliminate the source power from the spectrum. The
detection limit was less than 100 ppb.[28]

The supercontinuum source can be used to enhance the sen-
sitivity of the FTIR-based PAS.[257] In this study the output light
was coupled to the FTIR spectrometer (Bruker IR cube, Δ𝜈 = 4
cm−1, mirror velocity: 1.6 kHz) followed by the PA cell. The cell
length was 100 mm, and the diameter was 4.5 mm. The pres-
sure was at 1 bar and the temperature was 50 ◦C. The cantilever
dimensions were 6 mm × 1.5 mm × 10 μm. The absorption of
water H2(O) and methane (CH4) were measured at 1.9 and 3.3
μm, respectively. The supercontinuum laser average power was
414 mW whereas the power spectral density at 1.9 μm was 275
μW nm−1. The measurements were compared to those using
a black body source. The power enhancements were 70 and 19
times at 1.9 and 3.3 μm, respectively.However, the enhancements
in the SNR were 13 and 1.6 at 1.9 and 3.3 μm, respectively. This
was due to the increased pulse fluctuations of the supercontin-
uum source. For a 50 s averaging time, the detection limits of
methane (CH4) were 2.6 and 1.4 ppm for the black body and su-
percontinuum sources, respectively.
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Table 4. Summary of work on FTIR-based PAS systems.

Excitation source Velocity (OPD)
[mm s−1]

Cantilever dimensions
(L [mm] ×W [mm] ×

t [μm])

Cell dimensions
(radius [mm]
/length [mm])

Pressure
[Torr]

Gas Detection limit/
average time [s]

Ref.

Thermal 0.9 4 × 1.5 × 10 /100 – CH4 3 ppm/168 [211]

Thermal 1 6 × 1.5 × 10 2.25/100 353 CH4 0.5 ppm/100 [212]

Thermal 1 6 × 1.5 × 10 2.25/100 353 CO2 4 ppm/100 [212]

OPO oscillator 1.4 6 × 1.5 × 10 – 188 14 CH4 100 ppb [28]

OPO oscillator – – – 150 14 CH4 3 ppb [258]

Supercontinuum – 6 × 1.5 × 10 2.25/100 760 CH4 1.4 ppm [238]

Supercontinuum – – 2/97 – CH4 32 ppb/40 [259]

Frequency comb 1.6 6 × 1.5 × 10 2.25/100 760 CH4 0.8 ppm/200 [160]

An optical frequency comb source was also used with the FTIR
spectrometer and PA gas cell, as depicted in Figure 15d.[171] The
optical frequency comb consisted of a pump laser followed by
a doubly resonant OPO and filter. The emission signals were
the signal comb (3.1–3.6 μm) and idler comb (4.6–5.4 μm). The
spectrometer was custom made in which the two mirrors of the
two paths of the Michelson interferometer were the two sides of
the retroreflector mirror to double the resolution for same travel
range. Themirror velocity was 1.6mm s−1 and the resolution was
0.0037 cm−1. One of the two outputs of the FTIR spectrometer
was coupled to a photodetector for signal normalization and the
other was coupled to a commercial PA gas cell (PA201, Gasera).
The lower detection limit of methane (CH4) was 0.8 ppm at
3.3 μm for an average time of 200 s. The pressure was 1 bar, and
the power spectral density was 42 𝜇W cm−1. A summary of re-
search in this field can be found in Table 4.

3.3. Comparison between Photoacoustic and Direct Absorption
in FTIR Spectroscopy

A comparison between the two systems based on FTIR spec-
troscopy, using Equations (35) and (39), can be expressed by the
ratio of the minimum absorption coefficient in the PAS system
to that of the DAS. This is given by

𝛾 =
𝛼minPA

𝛼minDAS

= Ωg

𝜃PA

𝜃DAS

Ri (𝜆)

𝜆1.25
√

∫
𝜆

𝜆min
Bsrc (𝜆′)Ri (𝜆′) d𝜆′

(41)

where 𝛼minPA and 𝛼minDAS represent the normalized minimum
absorption coefficient for the FTIR-based PAS and the FTIR-
based DAS, respectively. The parameter Ωg is given by

Ωg = 513

√√√√ KBTBG
√
𝜌g𝜇

q𝜆min(𝜅 − 1)2
(42)

From the above equation, the following conclusions can be
drawn: 1) regarding the interferometer parameters, the ratio be-
tween the two systems is independent of the resolution as both
have the same dependence on the resolution, 2) on the other
hand, the shorter measurement time (i.e., higher mirror veloc-
ity vM), the better the DAS is compared to the PAS (𝜃PA∝ v1.75M ).

This is clear in the literature survey where PAS-based FTIR spec-
trometers have lower mirror speeds (less than 1 mm s−1). 3) The
DAS is better for higher interferometer throughput (TPo) given
that the output light fills all the detectors (PA cell in PAS or op-
tical detector in DAS). This can be stated in another way. A PAS
with a smaller cell area is preferable (cell diameter is usually a
fewmms or even tenths of mms), thus there is no need for an in-
terferometer with a large throughput, whereas in the DAS-based
FTIR spectrometer, in the case of a shot noise limited detector,
having a larger throughput and detector area means more signal
(𝜃DAS ∝ TP−0.5

o ). 4) For the optical source, increasing its temper-
ature enhances the performance of the photoacoustic-based sys-
tem compared to the optical one, due to the increased shot noise
in the latter. This is clear in Figure 16a,b. In addition, this also ap-
plies to increasing thewavelength for a given 𝜆min and for increas-
ing 𝜆min (lower fo), given that the seal effectively blocks acoustical
noise. 5) Increasing the cell length, l, enhances the performance
of the DAS over the PAS provided that the introduced losses, due
to the mirrors, does not mask such enhancement. In general, the
cell length and the mirror velocity are the dominating factors in
specifying which is better.

4. Conclusion and Outlook

A critical review has been conducted on gas sensing using DAS
and PAS. Each method was analyzed when using either a tun-
able laser source or a Fourier transform spectrometer. In the case
of PAS, the survey and the analyses were focused on the can-
tilever due to its high performance. The review includes analyses
of the different cantilevers described in the literature that vary
in size, material composition, and vibration detection methods.
The recent techniques developed to enhance gas detection limits
including different excitation sources, system architectures, and
detectors are discussed. The achieved detection limits of different
gases are summarized in addition to the corresponding system
parameters.
A theoretical analysis was conducted on these systems to find

the fundamental detection limits for each system. To compare
the DAS and the cantilever-based PAS, a figure of merit was
used which was defined as the ratio between the normalized ab-
sorption coefficients (normalized with respect to measurement
time) of each system. The NNEA coefficient was also used to
compare the systems when using a tunable laser. The derived
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Figure 16. a,b) Ratio of the absorption coefficient of the FTIR-based PAS and FTIR-based DAS as a function of wavelength for different light sources and
unity ratio of 𝜃PA

𝜃DAS
= 10−9 The contour line represents the trajectory of unity ratio where for longer wavelengths and higher source temperature, PAS is

better: (a) 𝜆min = 1 μm, (b) 𝜆min = 5 μm.

relations are a function of the characteristics of the systems
including their source power, wavelength of operation, system
throughput, and detector parameters such as detector size and
cooling temperature. The relations allow the user to choose
between the DAS and PAS given other system parameters.
When using a tunable laser, direct absorption spectroscopy
is better for lower laser power levels and longer gas cells and
the converse is also true. For the FTIR-based systems, a direct
absorption spectroscopy system is better than a PA-based system
for lower source temperatures, higher spectrometer throughputs
(bench-top spectrometer), faster mirror velocities, and longer
gas cells.
Gas sensors, based either on lasers or Fourier transform spec-

trometers, are high performance sensors in terms of selectivity,
sensitivity, and wideband range. Their application scope is ex-
pected to increase due to the increasing demand for air pollution
monitoring. Such trends will contribute to reducing the impact
of pollution on health and on climate change and the related in-
creased government regulations for industries. The growth of the
internet of things, smart cities, and health care requires large-
scale deployment of cheap and highly sensitive sensors to en-
able detection of VOCs at ppb levels. This involves wearable gas
sensors, sensors integrated into smartphones, in cars, buildings
and houses. Such progress would facilitate high-resolution pol-
lution mapping in cities on a large scale. To this end, the biggest
challenge is the mass production and at low-cost of miniatur-
ized multiple-gas sensors with sufficient selectivity and sensi-
tivity. Photoacoustic technology represents a good candidate for
small gas cells with expected additional improvements in the sil-
icon integration of photoacoustic cells and microphones. On the
other hand, laser miniaturization and integration will continue,
given the large investments in the silicon photonics industry.
Once robust integration is achieved, cascading of laser sources
of different wavelengths on the same chip will facilitate multi-
gas measurement. A recent advancement of optical comb light
sources, making use of the nonlinearity of the silicon/silicon
nitride-based cavity, enables the generation of wide band spec-
trum from a single laser source, which can be further integrated
on same chip.[260,261] Such a source can be used either in conjunc-
tion with an FTIR or in dual frequency combmode with the need

for small RF spectrum analyzers. More development is needed
in this direction for example to enhance the flatness of the spec-
trum.MEMS FTIR spectrometers are considered a good solution
with a resolution limited to 10 cm−1, but are physically limited by
actuator travel range, and a moderate sensitivity, which is deter-
mined by the MEMS throughput/size. Even though they are very
small and reasonably cheap, they are not yet compatible with all
gas sensing applications.
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