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Featured Application: A candidate for the realization of a broadband mid-infrared spontaneous
emission fiber source for biological and medical applications is demonstrated.

Abstract: A spontaneous emission fiber source operating in the mid-infrared (MIR) wavelength range
from 3.5 to 8 um is demonstrated for the first time at output power levels of at least 1 mW. The
source is a Pr’*-doped selenide chalcogenide, multimode, glass fiber pumped with commercially
available laser diodes operating at 1.470 um, 1.511 um and 1.690 um. This MIR spontaneous emission
fiber source offers a viable alternative to broadband mid-infrared supercontinuum fiber sources,
which are comparatively complex and costly. The MIR emission wavelength range is significant for
molecular sensing applications across biology and chemistry, and in medicine, agriculture, defense,
and environmental monitoring.
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1. Introduction

Mid-infrared (MIR) fiber sources have been the subject of extensive research in recent years. The
main reason is the broad range of potential applications for such sources in fields of biomedical sensing,
environmental monitoring, free space communication and so on [1-5]. When compared to other types
of MIR light sources, fiber sources have advantages of good beam quality, compactness, reliability, and
a simple construction [1-5]. Recently, continuous wave (CW) 3.92 um laser action at room temperature
has been observed in Ho®**-doped fluoroindate glass fibers [6] and photoluminescence beyond 4 um in
Dy>*-doped fluoroindate glass fibers [7]. Bearing in mind that it has taken 23 years to push the fiber
lasing wavelength from 3.90 um [8] only to 3.92 um i.e., [6], to access longer wavelengths, beyond
4 um, host glass materials with lower phonon energy are needed [5]. Potentially excellent candidate
host glasses are chalcogenide-selenide glasses. Chalcogenide-selenide glass fibers have already proven
their usefulness in the development of ultra-broadband MIR supercontinuum sources to 15 um [9,10].
In addition, Raman lasers operating beyond 3.5 pm have been successfully realized in chalcogenide
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glass fibers [11]. However, the making of lanthanide ion-doped MIR fiber lasers beyond, 4 pm has
so far proved elusive, despite large efforts. To date, spontaneous emission in the range 3-6 pm
has been observed in chalcogenide glasses doped with Pr3*, Tb**, Dy3* or Nd®* [12-17]. Also, PL
(photoluminescence) in bulk chalcogenide glasses has been observed in the 7-8 um region in Tb3*
and Pr3*, respectively, [18,19]. Recently, spontaneous emission between 7-9 pm has been reported in
chalcogenide glass fibers doped with Tb** or Sm3*, respectively [20,21]. Nonetheless, the failure to
achieve MIR laser action in chalcogenide glass fibers doped with lanthanides is in part, at least, due
to residual loss around 4.6 pm wavelength because of Se-H extrinsic impurity in the glass host [22].
Still, rare earth ion-doped chalcogenide glass multimode fibers show great promise to act instead as
MIR spontaneous emission fiber light sources. A MIR spontaneous emission fiber source comprises a
rare earth ion-doped chalcogenide fiber, a pump laser and focusing optics. Importantly, in the case of
spontaneous emission sources, a population inversion is not required. This is because the MIR light
is produced via the spontaneous emission phenomenon. Work to date has shown their suitability in
gas sensing [14,23-26]. Moreover, absorption bands arising from vibrational excitations relevant to
biological and medical applications cover the wavelength range from 2.8 to 3.7 um and from 5.7 to 7.3
pum [4] and both are covered by a MIR spontaneous emission fiber source. Further, most FTIR (Fourier
transform infrared) spectrometers use as a MIR light source, a Globar. A Globar is silicon carbide rod
of 5 to 10 mm width and 20 to 50 mm length that is electrically heated up to 1000 to 1650 °C. A Globar
requires water-cooling and also special safety precautions. The MIR rare earth-doped spontaneous
emission source developed in this contribution operates, on the other hand, at room temperature and
is easy to handle.

Praseodymium ion-doped, selenide host glasses exhibit strong absorption bands at 1.55 pm
and 1.94 pm, which are suitable for pumping with readily commercially available, high power, and
cost-effective laser diodes. A simplified, energy-level diagram of Pr®* in chalcogenide glass with
indicated possible emission paths for wavelengths above 3 pm is presented in Figure 1. Broadband MIR
emission across the 3.5-6 tm wavelength range from Pr3*-doped chalcogenide glasses has already been
reported by several research groups [12,13,27-35]. This MIR emission from Pr* ions can be attributed
to emissions from several transitions that overlapped, including: (*F4,°F3)—(*F,,>Hg), (3F,,>H—>Hs
and ®Hs—%H,). Results to date demonstrate the potential of Pr3+—doped chalcogenide fiber to be
developed into MIR spontaneous emission sources. This is the subject of this paper.
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Figure 1. Schematic energy level diagram for Pr’*-doped selenide chalcogenide with indicated possible
emission paths for wavelengths above 3 um under 1.47 um pumping (adapted from [19]).
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Of relevance is the recent report on MIR emission from 6.5 to 8.5 um in a Pr3*-doped bromide
crystal [36], which is attributed to the 3F;—3F, transition. Furthermore, this emission was exploited
in realizing MIR lasing in Pr®*-doped crystalline materials, lasing at wavelengths: 7.2 um (*F3—°F,),
and 5.2 um (*F3—3Hg), respectively, in a Pr**: LaClj crystal. Such laser action utilizing the 3F3—3F,
transition exemplifies a true four-level laser system [37,38]. The maximum phonon energy of LaCl; is
around 260 cm~!, which is comparable to that of a chalcogenide selenide glass at 250-300 cm™! [39].
Despite the observation of spontaneous emission from the (°Fy,°F3) degenerate levels to the 3Hy
ground state at ca. 1.6 um wavelength, which have already been reported in a Pr’*-doped selenide
chalcogenide glass [40-44], there is only very recent evidence for emission from this transition in the
MIR region beyond 6.5 um in the literature to date [19]; hence, this a focus of this contribution.

The motivation of this paper is the application of praseodymium ion-doped chalcogenide selenide
glass fibers, pumped using near-infrared (NIR) laser diodes, as MIR light sources. The key factors
considered here are power-scaling and a large emission spectral-bandwidth. Thus, in this contribution,
it is demonstrated that an output power > 1 mW in the MIR wavelength region is achievable from
multimode Pr¥*-doped selenide chalcogenide fiber, under pumping using either 1.47 um, 1.51 pm
or 1.69 um laser diodes. To the best of our knowledge, this is the largest output power achieved to
date in a rare earth ion-doped chalcogenide fiber spontaneous emission source in the spectral region
beyond 3 um. These results clearly show the power scaling potential of the MIR spontaneous emission
fiber source studied. Moreover, emission at ~7.2 um, attributed to the 3F3—3F, transition in the
Pr3* selenide chalcogenide fiber, is reported. To the best of the Authors’ knowledge, this is the first
experimental demonstration of 7.2 um emission in a Pr3*-doped chalcogenide fiber, demonstrating
also that the spontaneous emission from a Pr®* selenide chalcogenide fiber can stretch up to 8 pm.
This is an important result from the point of view of realization of the first fiber laser beyond 4 um, due
to the fact that the transition centered at around 7.2 um has the potential to operate as a four-level laser
system [37].

2. Materials and Experimental Methods

1000 ppmw (parts per million by weight) Pr¥*-doped Ge-As-Ga-Se glass rods were prepared
using the melt-quenching method; more details can be found in [12,29]. In the experiment, an
unstructured fiber approximately 450 um in diameter and 70 mm long was used. The rare earth
ion-doped chalcogenide glass multimode fiber fabrication is described in more detail in [12]. The
experimental set-up for measuring the output power, photoluminescence (PL) spectrum and PL decay
was similar to that described in [45]. The Pr**-doped selenide-chalcogenide glass fiber was placed in
an aluminum V-groove on a XYZ translation stage. The output PL power was measured in the spectral
region above 3 um by excitation of the Pr3* fiber, using each of the three different laser diode pumping
sources at NIR wavelengths of: 1.47 um (SemiNex 4PN-127), 1.511 pm (SemiNex 4-PN-109) and 1.69
pum (QPC Laser PR-6017-0000). For achieving efficient collection of the PL signal from the fiber end, a
lens with a short focal length and high numerical aperture (NA) is preferred. This is because, due to
the high refractive index of the unstructured chalcogenide glass fiber, the emitted beam divergence
is large [26]. Here, three different ways of collecting PL from the fiber end were tested. In the first
case: (i) the output from the fiber end was collimated using a 1.87 mm focal length (NA = 0.86) black
diamond lens (Thorlabs), which was AR-(anti-reflection)-coated for the 3-5 pm range. In case (ii),
a black diamond lens was again used but the beam was subsequently focused using a germanium
aspheric lens, AR-coated for 3-12 um, of focal length: 12.7 mm and NA = 1 (Edmund Optics Stock
#89-607). In the case of (iii), a pair of germanium aspheric lenses, each of focal length: 12.7 mm, were
used to collimate and then focus the light on the optical power meter detector. Germanium lenses also
provided some optical filtering, with a cut-on around 2 pm, thus the pump signal was fully attenuated
before reaching the power meter. The output power was measured using a sensitive thermal power
meter (Thorlabs S401C) combined with a 3 pm cut-on long-pass filter. For measuring the PL spectra,
a monochromator (MSH-150 Quantum Lot; focal length: 150 mm) operating with either a 4000-nm
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blazed: 150 line/mm, or a 9000-nm blazed: 100 line/mm, grating was used. The PL was collected from
the fiber end using a pair of germanium aspheric lenses, AR-coated for 312 pm, of focal length = 12.7
mm and NA = 1. In this case, the pump beam was electronically chopped with a low frequency as
the reference signal for a lock-in amplifier, in order to reduce any thermal background noise. The PL
signal was detected in the spectral region spanning 3.0 to 9 um, using a thermoelectrically cooled (to
200 K) MCT (mercury cadmium telluride) detector (Vigo System PVI-4TE-8), which was connected to a
lock-in amplifier (Scitec Instruments Inc., Trowbridge, UK). In the measurements, one of three long
pass filters was used: a long-pass filter with cut-on wavelength around 3 pm (Spectrogon 71M09339,
Téby, Sweden), a long-pass filter with a cut-on wavelength around 3.6 um (Edmund Optics, Barrington,
USA) or a long-pass filter with a cut-on wavelength of 6.15 um (Spectrogon 71M09001). The PL decay
rates were measured at the fiber end using the MCT detector and directly modulating the pump
lasers. The decay rates were measured at the wavelengths: 6.5 um, 7 pm, and 7.4 um. The time
response of the detector and the preamplifier used in the PL decay measurements was < 3 us. In
order to select the measured wavelengths, a monochromator was used to act as a tunable bandpass
filter. In all of the considered cases, the 6.15 um filter was placed in front of the monochromator to
remove the pump signal and any unwanted second order diffraction. The decay at around 1.6 um
wavelength was measured using an InGaAs photodiode, operating in the spectral range: 800-1700
nm (Thorlabs SMO5PD5A, Newton, USA) coupled with a PDA200C photodiode amplifier. Note that
the time response for the whole set-up was better than 5 ps. The time evolution of the fluorescence
was recorded using a digital oscilloscope (PicoScope 5442A, Cambridgeshire, UK) coupled with a PC
(personal computer). Averaging was applied to reduce the noise.

3. Experimental Results and Discussion

In this Section, the experimental results are discussed. First the results of the power measurements
are presented, followed by a discussion concerning the recorded photoluminescence spectra and
luminescence lifetimes.

3.1. Output Power Measurements from the Pr>* Doped Spontaneous Emission Fiber Source

In this subsection, the results of the output power measurements from the Pr**-doped
selenide-chalcogenide glass fiber, under different pumping conditions, are presented. Figure 2
shows the measured dependence of MIR output power on the 1.47 pm pump power. In this case,
the maximum measured output power in the spectral range 3-8 um was around 1 mW. Measured
results are very similar for all of the three different collection approaches described in Section 2, which
suggests that the achieved results are repeatable and reliable. In this experiment, a 70-mm-long fiber
was used. The pump absorption cross-section was around 1.7 x 10729 cm? at 1.47 um and the Pr3*
concentration was 1000 ppmw (1.9 x 10! em™3) [29]; thus, 70 mm of fiber would have provided
around 10 dB absorption of the 1.47 pm pump. A longer fiber length of ~150 mm was also tested
but the measured MIR output power was lower than in the case of the 70-mm-long fiber sample,
which most likely can be attributed to reabsorption of the MIR output signal, plus attenuation of the
output signal due to intrinsic fiber loss. Figure 3 shows the measured dependence of the MIR output
power on the 1.511 um pump power. The results obtained for this second case were very similar to
the first case when 1.47 pm pumping was used. This can be explained by the fact that the absorption
cross-section of the Pr®* jons at 1.511 pm is ~1.9 x 1072° cm?, which is very similar to their absorption
cross-section at 1.47 um. Figure 4 presents the dependence of the output MIR power on the 1.69 pm
pump power. It this case, more pump power was needed to achieve 1 mW output power, due to
the lower value of the cross-section at this wavelength, i.e., 0.9 x 10720 cm? at 1.69 um. Efficiency of
approximately 0.1% implies that only a small fraction of the pump power feeds into the MIR beam
collected at the end of the fiber. The remaining pump power either feeds into the generation of light at
shorter wavelengths, dissipated via fiber loss, passed unabsorbed through the fiber and filtered out, or
feeds into MIR emission radiated outside of the output lens aperture. To summarize these experiments,
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for all considered cases, a MIR output power of, at or above 1 mW was obtained. To the Authors’
best knowledge, this is the highest output power achieved from rare earth ion-doped chalcogenide
fiber spontaneous emission sources in the spectral region above 3 um. Such broadband sources can be
widely applied, for example for gas spectroscopic detection [24-26]. Further, commercially available
multimode laser diodes operating at wavelengths of 1.47 um, 1.511 um and 1.69 um can generate
output powers in the range of tens of Watts, so further power scaling of this MIR fiber spontaneous
emission source is possible, considering that the pump powers used to obtain the results shown in
Figures 1-3 did not exceed 2 W. In this experiment, the pump power was limited below 2 W in order to
avoid possible damage of the fiber sample [46].
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Figure 2. Measured dependence of MIR output power on pump power for a Pr3*-doped Ge-As-Ga-Se
spontaneous emission fiber source of length 70 mm. The pump wavelength was 1.47 um. Output power
was measured after passage through a long-pass filter with cut-on at 3 um. BD is black diamond lens.
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Figure 3. Measured dependence of MIR output power on pump power for a Pr3*-doped Ge-As-Ga-Se
spontaneous emission fiber source of length 70 mm. The pump wavelength was 1.511 pm. Output

power was measured after passage through a long-pass filter with cut-on at 3 um. BD is black
diamond lens.
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Figure 4. Measured dependence of MIR output power on pump power for a Pr3*-doped Ge-As-Ga-Se
spontaneous emission fiber source of length 70 mm. The pump wavelength was 1.69 um. Output power
was measured after passage through a long-pass filter with cut-on at 3 um. BD is black diamond lens.

3.2. Mid-Infrared Emission from the Pr’* Doped Selenide-Chalcogenide Glass Fiber in the Spectral Region:
3.5-8 um

In this subsection, the experimental investigation of the PL properties of 1000 ppmw Pr3*-doped
selenide-chalcogenide glass fiber is discussed. Figure 5 shows the room temperature mid-infrared
emission bands of Pr’*-doped GeAsGaSe glass fiber recorded in the wavelength range 3-6.5 um under
excitation at 1.47 pym. The PL emission was collected from the fiber end using the MCT detector
operating in the spectral region 3-9 um, long pass filters with cut-on wavelengths of 3 pm and 3.5 pm,
and a diffraction grating blazed at 4 um. The recorded emission band is mainly associated with the
(®F,,°Hg)—>Hs and *Hs—%Hy transitions (see Figure 1), however, emission from (*F4,>F3)—(*F,,>Hg)
can also contribute to the mid-infrared emission [12,19]. It can be clearly seen from Figure 5 that
the emission at wavelengths longer than 6 um is non-negligible. Therefore, in order to investigate
emissions above 6 pum, a diffraction grating blazed at 9 pm and a long pass filter with cut-on wavelength
of 6.15 um were introduced into the set-up.
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Figure 5. Normalized MIR PL spectrum from the 70-mm-long Pr3*-doped Ge-As-Se-Ga glass fiber
across the spectral region 3-6.5 um, pumped with a 300 mW diode laser operating at 1.47 um. The dip
observed in the fluorescence spectra at 4.26 pm can be attributed to ambient CO, absorption in the
optical path.

Figure 6 displays the room temperature mid-infrared emission of the 70-mm-long Pr>*-doped
GeAsGaSe fiber in the wavelength range: 6.15-8 um, under pumping at 1.47 um. This emission band
most likely can be attributed to the long tail of the 3H5—3Hy, transition and to the emission from the
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3F;—3F, transition (see Figure 1). Recently, a similar emission in the spectral region 6-8.5 pm was
measured in Pr’*-doped bromide crystals [36] and in the bulk glass: Pr3*-doped Ge-Ga-Se [19]. This
emission was attributed to the 3F3—°F, transition [19,36]. In order to investigate further the emission
across the 6.1-8 pm spectral region in the Pr3* selenide-chalcogenide glass fiber here, the PL decays at
selected wavelengths were measured (see Figure 7).

1.0} — 1000 ppmw Pr** doped GeAsGaSe fiber
08} .
=3
8
2 06¢r .
@
C
(0
£ 04¢f 8
'_l F <
o
0.2} .

00 1 1 L
6000 6500 7000 7500 8000
Wavelength/nm

Figure 6. Normalized MIR PL spectrum from the 70-mm-long Pr3*-doped Ge-As-Ga-Se fiber across
the spectral region: 6-8 um, pumped with a 300 mW diode laser operating at 1.47 um, and the PL was
measured after passage through a long-pass filter with cut-on at 6.15 um.

Figure 7 presents the PL decay characteristics at the output of a 70-mm-long Pr**-doped
Ge-As-Ga-Se glass fiber measured at: 6.5 um (Figure 7a), 7 um (Figure 7b), 7.4 um (Figure 7c)
and 1.6 um (Figure 7d), under 1.47 um excitation. In the measurement of PL lifetime, each presented
decay plot was collected from a fiber sample and averaged over several hundred measurements
to improve the signal-to-noise ratio. The measured PL decay at 6.5 um was best fit by using a
two-exponential function. The fast decay (t; = 0.3 ms) can be attributed to the 3F3—3F, transition
whilst the slow decay 1, = 6.8 ms is most likely a contribution from the 3H;—3H, transition. From
the coefficients of the calculated fitting function, one can extract that the contributed intensities at
6.5 um of the 3Hs—%H, and 3F3—3F, transitions are in the ratio of approximately 1.3:1. In the case of
the PL decay measured at 7 um, a similar two-exponential behavior can be observed, but in this case
the *Hs—3%H, and 3F;—3F, transitions ’contributed intensities’ ratio was 1:1.7, while for the PL decay
recorded at 7.4 pum, the ratio of contributed intensities between the Hs—3H, and 3F3—3F, transitions
was 1:5.3. Thus, these results show that, at longer wavelengths, the contribution from the 3F;—3F,
transition starts to dominate. In order to provide further evidence showing that the observed emission
comes from the °Fj level, the emission at 1.6 pm wavelength was measured. The emission at 1.6 pm can
be attributed only to the 3F3—3Hj transition and was successfully fit with a single exponential function
with a lifetime of 0.27 ms. In comparison with the literature data of Pr’*-doped chalcogenide-selenide
glasses, the measured lifetime of 0.27 ms for 3F5 level obtained in this work is in good agreement with
the measured lifetime of 0.25 ms for the 3F; level [15]. Thus, the measured fast decay at 7.4 pm and
the decay measured at 1.6 pm have similar time constants. These results indicate that both emissions
originate from the same 3F3 manifold. To the Authors’ best knowledge, this is the first observation
of 7.4 um emission attributed mainly to 3F3—3F, in a Pr3* selenide chalcogenide fiber and supports
the observation by Churbanov et al. of a similar emission in Pr**-doped bulk selenide-chalcogenide
glass [19]. It should be pointed out that, using this same transition, room temperature laser action
at 7.2 um in Pr3*: LaCl; was obtained [37]. It is well known that rapid thermalization takes place
within each of the two pairs of closely-lying upper states [*F; with 3F3] and [3F, with 3Hg] Pr3* levels
in the chalcogenide glass host, with occupancy in the two lower states of at least ~90% [15,16]. Thus,
under pumping at 1.47 um from the ground state to the 3F, level, most of the ions will immediately
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drop down to level 3F3, whilst only a small fraction of ions will occupy the °F, level. Therefore, a
laser operating on the 3F;—3F, transitions, in a selenide-chalcogenide glass host, should act as a true
four-level laser system. Additionally, it is noted that the minimum loss in a selenide-chalcogenide
glass has been recorded at approximately 6.6 um, which further predestines the 3F3—3F, transition for
a successful realization of the first chalcogenide glass fiber laser operating at a wavelength exceeding
4 um [47].
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Figure 7. Measured photoluminescence decay at: (a) 6.5 um; (b) 7 um; (c) 7.4 pm and (d) 1.6 um in
1000 ppmw Pr3*-doped GeAsGaSe chalcogenide glass fiber. The laser excitation was at 1.47 um.

4. Conclusions

In this paper, mid-infrared spontaneous emission sources based on Pr®*-doped chalcogenide
fiber were experimentally investigated. The experimental results obtained confirm that the developed
spontaneous emission source made of Pr’*-doped chalcogenide fiber delivers maximum output power
of at least 1 mW within the spectral region 3.5-8 um under pumping employing easily commercially
available laser diodes operating at 1.470 um, 1.511 pm and 1.690 um. Moreover, emission in the region
6.2-8.0 pm was measured for the first time in a Pr** chalcogenide selenide fiber, to the Authors’ best
knowledge. Measured lifetimes at 7.4 um and 1.6 um confirm that the recorded emission originates
from the 3F3 level. This observation may also be an important step towards the first realization
of mid-infrared fiber laser operating at wavelengths beyond 4 um, because experimental results
indicate that lasing based on the 3F3—3F, transition could operate as a four-level laser system in a
selenide-chalcogenide glass host.
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