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We report here the recent upgrade of the SAPHIRS permanent photoionization end-station at the
DESIRS vacuum ultraviolet beamline of synchrotron SOLEIL, whose performances have been
enhanced by installing an additional double-skimmer differential chamber. The smaller molecular
beam profile obtained at the interaction region has increased the mass resolution of the double
imaging photoelectron photoion coincidence (i2PEPICO) spectrometer, DELICIOUS III, installed
in the photoionization chamber of the SAPHIRS endstation, by a factor of two, to M/∆M ∼ 1700
(FWHM). The electron kinetic energy resolution offered by the velocity map imaging (VMI) part of
the spectrometer has been improved down to 2.8% (∆E/E) as we show on the N2 photoionization
case in the double skimmer configuration. As a representative example of the overall state-of-the-art

i2PEPICO performances, experimental results of the dissociation of state-selected O2+(B2 g−, v+ =
0-6) molecular ions performed at the fixed photon energy of hν = 21.1 eV are presented. C 2015 AIP
Publishing LLC. [http://dx.doi.org/10.1063/1.4937624]

I. INTRODUCTION

Vacuum ultraviolet (VUV) gas-phase photoionization is
a fundamental photon-matter process extensively studied in
the laboratory and widely found in natural environments such
as planetary ionospheres and the interstellar medium. The
methods of photoionization mass spectrometry (PIMS) and
photoelectron spectroscopy (PES) as fine probes of molecular
photoionization have made considerable progresses in the
past decades benefiting from the constant improvement of
modern light sources such as laser and synchrotron radiation
(SR).1–5 SR appears as an ideal light source in photoionization
experiments because of its high flux, high resolution, wide
energy range, and easy tunability in the VUV energy range
and polarization control.6–10 Building on the long established
capabilities of PIMS and PES, photoelectron photoion
coincidence (PEPICO) spectroscopy offers additional or
complementary information as photoionization mass spectra
and mass-selected photoelectron spectra can be measured
and correlated in coincidence.11–13 Of particular interest when
combined with tunable radiation such as SR, the techniques of
threshold photoelectron spectroscopy (TPES) and threshold
photoelectron photoion coincidence (TPEPICO) spectroscopy
have been frequently utilized in gas-phase photoionization
experiments and have provided a lot of valuable information
due to the high collection efficiency of threshold electrons
associated with a high and constant energy resolution.14–19
DELICIOUS III,19 the double imaging photoelectron
photoion coincidence (i2PEPICO) spectrometer consists of
a velocity map imaging (VMI) device20 and a modified
a)Author to whom correspondence should be addressed. Electronic mail:

gustavo.garcia@synchrotron-soleil.fr

Wiley-McLaren time of flight (TOF) momentum imaging
analyzer21 to detect photoelectrons and photoions, respectively, in coincidence. This i2PEPICO spectrometer is installed
in one of the permanent end-stations—the molecular beam
chamber SAPHIRS22 of the DESIRS VUV beamline8 which is
located at Synchrotron SOLEIL, the third generation French
national synchrotron facility—and has been operated since
early 2013. Every year many projects covering a very broad
scientific case related to astrophysics, biology, atmospheric
chemistry, combustion, nanoscience, and basic atomic and
molecular physics are carried out with this very versatile
i2PEPICO spectrometer.23
In order to meet the DESIRS beamline users’ requirements in terms of vacuum (especially for the study of atmospheric room temperature chemistry and the one of nanoparticles) and also improve the performances of the i2PEPICO
spectrometer, the molecular beam chamber SAPHIRS,22
which has been used routinely for more than twenty years in
French synchrotron facilities and abroad, has been recently
upgraded with the addition of a double-skimmer (DS) differential chamber as described hereafter with the corresponding
and additional enhanced performances of the i2PEPICO setup.

II. EXPERIMENTAL SETUP

The detailed configurations of the DESIRS beamline8 and
the i2PEPICO spectrometer DELICIOUS III19 have already
been presented in detail elsewhere, so only a brief description
will be outlined here. This part will mainly focus on the change
of the SAPHIRS vacuum molecular beam chambers.22
A schematic diagram of the SAPHIRS molecular beam
chamber with the DELICIOUS III spectrometer inside is
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FIG. 1. Overview of the SAPHIRS double-skimmer chambers with the
i2PEPICO spectrometer DELICIOUS III inside. To emphasize the change
of SAPHIRS, the jet chamber with other two turbo-pumps and the XYZmanipulator of source have been ignored in the figure. A: XYZ-manipulator
for the first skimmer; B: jet chamber; C: movable inner aluminum cylinder;
D: nozzle; E: double-skimmer differential chamber; F: skimmers; G: electron
delay line detector; H: electron drift tube; I: double layer µ-metal; J: photoionization region; K: ionization chamber; L: ion drift tube; M: ion delay
line detector; and TP: turbo-molecular pump.

shown in Figure 1. Other than the previous configuration,22
an additional new chamber with another skimmer has been
installed and now SAPHIRS is composed of three vacuum
chambers, a jet or expansion, a DS differential, and an
ionization chamber. The jet chamber is evacuated by two
turbo-molecular pumps (2000 l/s, Adixen ATP3000M and
1000 l/s Seiko Seiki STPH1000C), the DS chamber by three
turbo-molecular pumps (300 l/s, Edwards nEXT300D) and
the ionization chamber by two turbo-molecular pumps (1000
l/s, Leybold TurboVac1000). The turbo-molecular pumps of
the jet and DS chambers are roughed by the same 120 m3/h
primary pump (Adixen ADP122), and the turbo-molecular
pumps of the ionization chamber are backed by a 28 m3/h
primary pump (Adixen ADP28G). The base pressures without
gas load in the three chambers are in the low 10−8 mbar range.
Depending on the projects,24–31 various sources such
as a simple small aperture nozzle, in-vacuum temperaturecontrolled ovens coupled to a nozzle for liquid and solid
samples, pyrolysis sources or bubblers can be used leading
to the formation of a continuous supersonic molecular beam
formed by adiabatic expansion. More elaborate sources like an
aerosol aerodynamic lens32 and a fast flow-tube reactor33 can
also be installed and inter-changed quickly in the jet chamber.
In all cases the sample source is fixed on a computer-controlled
XYZ manipulator and its position can be tuned in vacuum
to optimize in real-time the molecular beam. After passing
through a first skimmer (Beam Dynamics, Inc.), the molecular
beam reaches the DS differential chamber. The position of
this first skimmer separating the jet and DS chambers can
be optimized under vacuum since its mounting is bolted to
a movable inner aluminum cylinder that is connected, via
large flexible bellows, to another computer-controlled XYZ
manipulator on the outside. Note that, if single skimmer
operations were desirable, the first skimmer and its large
support plate can be rapidly removed due to the use of a
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quick-release system based on a threaded mounting. The
second skimmer separating the DS chamber from the
ionization chamber is located about 15 mm downstream
of the first skimmer and mechanically fixed at the center
of the chamber. A thin sliding valve behind the second
skimmer is installed and used to isolate the ionization chamber
when the DS and jet chambers are vented, for instance to
refill the sample or exchange sources. Then the molecular
beam (MB) arrives at the photoionization region and crosses
the synchrotron beam at a right angle in the center of the
DELICIOUS III spectrometer.
The typical working pressures in the jet, DS, and
ionization chambers are in the 10−4, 10−6, and 10−8 mbar
ranges, respectively, with the molecular beam on. For certain
applications, such as the study of chemical reactivity, the
expansion chamber is directly pumped by a 600 m3/h
roots pump (Edwards GX600N) because the typical working
pressures in the expansion chamber, a few mTorrs, are not
compatible with the turbo-molecular pumps described earlier.
This pressure range leads to 10−4 and still 10−8 mbar inside
the DS and spectrometer chamber, respectively.33 Due to the
higher pressures now allowed inside the expansion chamber,
larger sample loads can be used by working in the roots
regime, and future applications include a larger nanoparticle
production by increasing the inlet aperture of aerodynamic
lens from the current 160 µm.32 Another additional and
critical advantage of the new DS geometry for the study of
the physical and chemical properties of aerosols is the more
efficient removal of the gas phase component of the aerosol
source.
VUV synchrotron photons emitted from a variable polarization undulator (OPHELIE 2) were monochromatized with
a 6.65 m Eagle off-plane normal incidence monochromator
and focused onto a spot with ∼0.07 mm (V) × 0.2 mm
(H) size (for 100 µm slits) in the ionization region. Four
gratings (200, 400, 2400, 4300 l/mm) are incorporated in the
monochromator to cover the whole energy range of 5–40 eV
with a fully adjustable resolution/flux compromise.8 In the
present experiments, only the 200 l/mm grating was used and
the polarization of photons was set as linear horizontal. A gas
filter located upstream of the beamline was filled with noble
gases to efficiently suppress the contributions from higher
harmonics of the undulator.
The i2PEPICO spectrometer DELICIOUS III19 is
installed in the ionization chamber of SAPHIRS. The
molecular beam, the synchrotron beam and the axis of
DELICIOUS III cross each other with a right angle at
the ionization region. The electrons and ions produced in
the photoionization process were extracted and accelerated
vertically in opposite directions by a VMI20 device
and a modified Wiley-McLaren TOF21 imaging analyzer,
respectively. The full 3D ion momentum distribution was
acquired from its TOF, measured with respect to the arrival
time of the corresponding electron, and its position on the
custom-made 40 mm ion position sensitive detector (PSD).
Another, larger, PSD detector (80 mm, DLD80, Roentdek)
was used to collect electron images on the VMI which can
be processed with ion mass- and momentum-selection in the
coincidence scheme. An Abel inversion algorithm34 was used
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to treat electron images to get the electron angular distribution
and photoelectron spectrum. In addition, combining the
electron and ion images in coincidence provides electron
and ion kinetic energy correlation diagrams.26,27

III. RESULTS AND DISCUSSION
A. Size of molecular beam

One of the main purposes of upgrading the SAPHIRS
chambers is to reduce the size of molecular beam in the
photoionization region by using a double-skimmer geometry
as commonly used in the molecular dynamics community.35
To show the actual size of the molecular beam, the ion
projection image19,33 of Ar+ has been acquired at hν = 17 eV
in the single-skimmer geometry and is shown in Figure 2(a),
exhibiting the classical elongated cigar shape along the photon
axis. The molecular beam propagates horizontally from the
east to the west in the image and the direction of the
synchrotron beam is from the north to the south. Due to
the speed of molecular beam, the image is displaced from
the detector center. The horizontal dimension of the SR
(along MB) is 200 µm FWHM,8 which, convoluted with the
spread due to the translational temperature, leads to the spread
along the x-axis seen in Figure 2(a). Ray-tracing numerical
simulations using a custom-made code yield, in comparison
to Fig. 2(a), a translational temperature close to 40 K, and a
beam diameter close to 7 mm.
As seen in the Ar+ image shown in Fig. 2(b), and its
associated SR projection shown in red in Fig. 2(c), recorded

under the same experimental conditions as in Fig. 2(a),
addition of the double skimmer shortens the North-South
length by close to a factor of two, so that the width of the
molecular beam is now reduced to 4 mm. The two intensity
distributions shown in Fig. 2(d) are integrated along the
direction of the molecular beam and thus, as explained above,
have the same shape given by the SR horizontal spread.
However, the intensity distributions in Figure 2(d) can be
divided into two parts, an intense part with a displacement
from the center due to the speed of the molecular beam
which is attributed to the cold molecular beam, and a much
weaker component centered around the zero position due to
the room temperature background gas.33 We can see that the
amount of background gas has been noticeably reduced upon
the addition of the double-skimmer, indicating that a more
collimated molecular beam has been formed. Furthermore, as
seen in Fig. 2(d) where the data have been normalized to the
experimental count-rate, for a given nozzle-interaction region
distance, there is virtually no loss of signal on the supersonic
component, and only the thermal part disappears. Ion images
recorded at the same fixed nozzle-interaction region distance
show that the beam profile is 30% smaller when doubly
skimmed, and therefore the effect of the DS chamber on
the size of the beam is more positive than merely reducing
the solid angle by augmenting this distance. However, the
minimum distance from the nozzle to the interaction region is
increased with the presence of the DS chamber. Therefore, the
maximum signal attainable will be limited because we have
observed experimentally that the ionization signal decreases
with the square root of this distance.

FIG. 2. The ion projection images of Ar+ recorded at hν = 17 eV with (a) one skimmer and (b) two skimmers. The image projection integrated along the (c)
x-axis and (d) y-axis directions, where the black-dashed lines are the results from the one-skimmer image, and the red-solid lines are from the two-skimmers
image. The projections in panel (d) have been normalized to the total count-rate, measured under the same experimental conditions.
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B. Time-of-flight mass spectra

The direct effect of reducing background gas is the
dramatic improvement of the signal-to-noise level. With the
same experimental conditions as in Figure 2, the time-offlight mass spectra of Ar+ ions have also been recorded
at hν = 17 eV in the one and two skimmer configurations
and are displayed in Figure 3. Three isotopes of Ar with
m/z = 36, 38, and 40 can be identified in the mass spectra,
with ratios corresponding to their natural abundances, by
far dominated by the 40Ar isotope. Although the total ion
counts have somewhat decreased (by a factor of about 2/3),
the sensitivity of the TOF mass spectra was enhanced after
installing the double skimmer geometry as it can be seen
by the clear detection and separation of the m/z 38 isotope
whose signal was buried in the noise in the single-skimmer
geometry. In addition, the shape of the 40Ar peak in the
double-skimmer mass spectrum is more symmetrical than that
in the one-skimmer mass spectrum in which the 40Ar peak
shows a long tail towards high mass due to the larger size
of molecular beam.33 This peak sharpening, and therefore
enhanced resolution, in the double-skimmer geometry is
clearly linked to the reduced size of the ionization region
(visible in Fig. 2(b)). Indeed, this is a major issue in the case
of the DELICIOUS III electrostatic structure for which unlike
most TOF spectrometer, because of the presence of a VMI
in the electron side, the gridless electrodes lead to a nonuniform electric extraction field. Therefore any reduction in
the transverse size of the ionization region leads to a reduced
sensitivity to the electric potential gradient induced by the
hollow extractor electrode, and therefore to a sharpening of
the mass spectrum peaks as well as a more uniform shape
because of the strong reduction of the “long-TOF” tail.
Using the double-skimmer molecular beam, TOF mass
spectra of Xe and its dimer Xe2 were recorded at hν = 12.4 eV
photon energy with a repeller voltage of 500 V and are
presented in Figure 4. Nine isotopes of Xe have been identified
and assigned in the TOF mass spectrum of Figure 4(a) with
intensities matching their natural abundances. The peaks of
the Xe2 dimer have also been separated and can be easily
assigned due to the present high mass resolution. From the
peak of 132Xe isotope in Figure 4(a), the mass resolution

FIG. 4. TOF mass spectra of (a) Xe and (b) Xe2 recorded at hν = 12.4 eV
with a repeller voltage of 500 V.

is measured at close to M/∆M = 1700 (FWHM), indicating
that the present mass resolution has been increased more
than a factor of 2 as compared to that of the single-skimmer
molecular beam geometry19 (this is clearly apparent from the
comparison with Fig. 4 of Ref. 19). The mass resolution is high
enough, typically 900 at 90% separation between adjacent
peaks, to study state-to-state photochemistry corresponding
to H-atom elimination of very large species such as polycyclic
aromatic hydrocarbons (PAHs) or heavy-metal complexes by
the PEPICO scheme.
C. Dissociative photoionization of O2 at hν = 21.1 eV

Photoionization and dissociative photoionization studies
of gas-phase molecules are one of the central subjects to be
studied at the DESIRS beamline. As a prototype research
system, dissociative photoionization of oxygen molecules

involving the O2+(B2 g−) ionic state has been chosen and
investigated with the DELICIOUS III spectrometer and the
upgraded SAPHIRS double-skimmer configuration. The TOF
mass spectrum was recorded at a fixed photon energy of
hν = 21.1 eV and is displayed in Figure 5(a). Two peaks
with m/z = 32 and 16 have been assigned as O2+ and O+
ions, respectively. The O2+ ion peak from photoionization of
nascent cold oxygen molecules exhibits a narrow and sharp
shape. Two dissociation limits of O2+ ions, O+(4S) + O(3P) at
18.733 eV and O+(4S) + O(1D) at 20.700 eV, can be reached
with the present photon energy.36,37 The observed O+ ions,
which are formed by the dissociation of O2+, present a much
larger width than the parent ions since a large kinetic energy
is released in the dissociation.
The mass-selected electron and ion images corresponding
to the O+ fragment ions have also been recorded
simultaneously and are presented in Figures 5(b) and 5(c).
The polarization of synchrotron photons was set linear and
its direction is horizontal, i.e., parallel to the propagation

FIG. 3. TOF mass spectra of Ar isotopes recorded at hν = 17 eV with one
skimmer (black-dashed line) and two skimmer (red-solid line) molecular
beam configurations. The data with 40-times enlarged scale and the abundances of Ar isotopes have also been inserted.
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FIG. 5. (a) TOF mass spectrum and mass-selected (b) electron and (c) ion images corresponding to the O+ fragment ion recorded at the fixed photon energy
hν = 21.1 eV. The upper half of the electron image represents the raw data, and the lower one corresponds to the results from the pBasex Abel inversion
algorithm.

direction of the molecular beam in the images. As the present

experiment was mainly focusing on the O2+(B2 g−) electronic
state, the extraction field of the DELICIOUS III spectrometer
was set at 35 V cm−1 and only electrons with kinetic energies
below 1.5 eV can be detected with no discrimination. In
Figure 5(b), the upper half part of the electron image
represents the raw data and the lower one corresponds to
the results from the pBasex inversion algorithm.34 Seven
concentric rings can be clearly identified in the electron
image. In Figure 5(c), the O+ ion image takes the shape of a
large circular pattern, corresponding to a large kinetic energy
released (KER) in the dissociation.38 In addition, due to the
speed of the molecular beam, the ion image is exocentric with
respect to the center of the ion PSD.
Correlating the electron and ion images in coincidence,
the electron and ion kinetic energy correlation diagram was
obtained and is displayed in Figure 6(a). Several intense points
can be discerned in the correlation diagram and have been

assigned as the O2+(B2 g−, v+ = 0-6) vibrational states39
populated with the hν = 21.1 eV fixed energy photons,
and which then dissociate into O+ and O fragments. The
correlation diagram can be divided into two parts based

on the energy conservation in dissociation, the first part
including seven spots with iKE(O+) > 0.7 eV has a large
intensity and can be assigned as the dissociation along the
O+(4S) + O(3P) channel, while a weaker part with iKE(O+)
< 0.2 eV corresponds to the O+(4S) + O(1D) dissociation
channel. Therefore, for v+ ≥ 4 there is competition between
the two pathways, although from Fig. 6 it is clear that
the O+(4S) + O(3P) path is the main fragmentation channel

in the dissociation of O2+(B2 g−, v+ = 0-6) ions. The

predissociation of the O2+(B2 g−) state to the lowest
O+(4S) + O(3P) channel is accomplished mainly through the



crossing with the 12 g+, f4 g, and d4 g+ states, while to the

O+(4S) + O(1D) channel is via the 24 g electronic state.38
The total center of mass KERs of the O+ and O fragments

dissociated from vibrational state-selected O2+(B2 g−, v+ =
0-6) ions can be directly obtained from the correlation
diagram and are presented in Figures 6(b)-6(h). Comparing
to previously measured data on N2 in the single skimmer
geometry, the present 3D ion kinetic energy resolution has
been slightly improved (∼15%) with the double-skimmer
molecular beam configuration. The ray tracing simulations
predict an average improvement of 25% on the resolution,

FIG. 6. (a) Electron and ion kinetic energy correlation diagram corresponding to the O+ fragment ions recorded at hν = 21.1 eV; (b)-(h) total KERs in

dissociation of vibrational-state-selected O2+(B2 g−, v+ = 0-6) ions. The two dissociation limits O+(4S) + O(3P) and O+(4S) + O(1D) are also marked with
dashed lines in the figure.
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which is slightly more optimistic than the experimental gain.
The small discrepancy might be attributed to the lensing
effect of the final mesh between the detector and the end
of the ion tube, or to alignment/electrostatic issues. The
latter has more impact on the ion side because the lens
electrode used for the ion space focusing is located far
from the interaction region.19 The total KERs along both
the O+(4S) + O(3P) and O+(4S) + O(1D) dissociation channels
increase linearly with electron binding energy. The branching
ratio of the O+(4S) + O(1D) minor channel in the total KER
curves oscillates with electron binding energy. After appearing
at the v+ = 4 vibrational state, the O+(4S) + O(1D) channel
almost vanishes at the v+ = 5 state and then rises again at the
v+ = 6 state. The same phenomena have also been observed
by the method of TPEPICO velocity imaging18 with scanning
of the synchrotron photon energy and the explanation of the
oscillation has been introduced before.38 The appearance of
the O+(4S) + O(1D) channel at the v+ = 4 site is attributed

to the dissociation of the resonant 2 u−(v+ = 5) vibrational
state.40 The present results again demonstrate the multiplexed
capabilities of the i2PEPICO approach.
D. VMI electron energy resolution

Besides improving the vacuum capabilities of SAPHIRS,
one of our main motivation for implementing a doubleskimmer geometry was to improve the VMI electron KE
energy resolution which at the best was ∆E/KE ∼ 4% on
the edge of the VMI PSD with DELICIOUS III and a
single-skimmer geometry.19 This value was slightly worse

than the one predicted by ray-tracing simulations with
a 6 mm–long “cigar-shape” ionization volume and we
attributed the discrepancy mainly to off-axis aberrations.
The addition of the ion imaging has allowed us to measure
directly the molecular beam size which, as mentioned above,
is now estimated at 7 mm. The simulations now match
the experimental energy curves for the single skimmer
configuration, as seen in Figure 7.
Furthermore, a rather fortunate failure of our Roentdek
ATR19 amplifier/discriminator multi-channel unit forced us
to exchange it for another ATR19 unit, and we observed a
marked improvement of the resolution already on the raw
image, on which the final mesh in front of the electron PSD
is for the first time clearly visible (see Fig. 7(a)). From the
shadow of the mesh, we now estimate the spatial resolution of
the detector at around 0.4 mm FWHM (170 µm RMS), which
corresponds to a sizeable improvement from the 240 µm RMS
measured with the faulty ATR19 board. We note that this value
is well above the resolution of our in-house made ion PSD,
which was estimated at below 50 µm.41 The difference might
be partly due to the delay time/mm conversion factors which
are 2.2 times larger in the ion PSD (4.36 vs 1.97 ns/mm)
leading to a better sampling by our 120 ps Time To Digital
(TDC) converter.
More precisely the image and corresponding PES of N2
photoionized at 19.5 eV show that we can reach on the edge of
the detector a kinetic energy resolution of 2.8%, which to our
knowledge represents the state of the art for a VMI combined
with SR.42,43 We attribute this spectacular improvement of the
electron resolution to the better functioning of the 4 delay-line

FIG. 7. Raw (a) and inverted (b) electron image of N2 photoionized at 19.5 eV with a 750 V repeller voltage. (c) Corresponding PES showing an ultimate kinetic
energy resolution of 2.8%. (d) Electron KE resolution curve obtained from the PES with a single (red open circles) and double (black open circles) skimmer
configurations along with the predicted curves for a 7 mm (single skimmer) and 4 mm (double skimmer) reaction sizes.
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signals since apparently in our former device the signal was
misprocessed by a deficient electronic circuit. Of course, and
as predicted by the simulations of the single and double
skimmers shown in Fig. 7(d), the gain in resolution must also
be attributed to the presence of the double skimmer because a
similar spectrometer, DELICIOUS II, provided electron KE
resolutions of the order of 5% at the detector’s edge using the
same in-house PSD with the <50 µm spatial resolution.17 The
ray-tracing simulations for the estimated 4 mm length of the
doubly skimmed molecular beam show that the experimental
performances are very close to the predicted values (see
Fig. 7(d)). We note that the inversion errors due to the
experimental noise that can degrade the observed resolution
are not accounted for in the simulations and therefore could
explain at least part of the small disagreement.
The 170 µm spatial resolution of the delay-line anode
limits the energy resolution to dE/KE = 2.3% for the N2+
X state at 15.58 eV (ρ = 5.2 × 10−3 in Fig. 7(d)) which, as
seen in Fig. 7(d), is perilously close to the experimentally
measured 2.8%, and to the 2.0% predicted by the ray tracing
simulations. Since the TDC step of 120 ps corresponds
to 0.0610 mm, i.e., to dKE/KE = 0.17%, it means that
further improvements are needed on the electronics chain
(signal decoupling + amplification + discrimination) if one
wants to descend below the present 2.8% value. Indeed,
further resolution improvements are possible through the
optimization of the extraction region geometry which would
need the optimization of the electronic treatment. For instance,
the two gridless electrodes could be shaped in a way as
to minimize spherical aberrations of the electrostatic lens,
and a third gridless electrode could be added, as already
implemented in various designs, including commercially
available VMIs, which claim down to 1% KE resolution
in ion imaging experiments.44,45 In addition, small stray
electric fields are known to be present in our interaction
region and might influence the final electron KE resolution
by breaking the cylindrical symmetry of the resulting images,
especially for slower electrons and low extraction fields. Most
probably they are linked to the ceramic spacers between
the electrodes and short-term plans to shield the ceramics
with a metallic cover might further improve the shape of the
electric field, which will improve the resolution, especially
for TPES/TPEPICO experiments using very slow electrons.

As a representative application of the double-skimmed
molecular beam, the dissociative photoionization of O2
molecules at fixed photon energy, hν = 21.1 eV, has been
investigated by using the i2PEPICO spectrometer, DELI
CIOUS III. Vibrationally state-selected O2+(B2 g−, v+ = 0-6)
ions were prepared and then dissociated into O+ and O
fragments. The electron and ion kinetic energy correlation
diagram of the O+ fragment ions was recorded via the
electron/ion coincidence scheme. The two dissociation
channels of O2+ ions, O+(4S) + O(3P), and O+(4S) + O(1D),
have been detected and identified in the correlation diagram
and the total ion KER curves. The present detailed results
demonstrate the multiplex capabilities of imaging electron/ion
coincidences, even with a single energy VUV light source.
Besides we also show a spectacular enhancement of the
electron energy resolution down to 2.8% due to the addition
of the double skimmer and to a proper handling of the delayline signals by the electronics. With this energy resolution
associated with the demonstrated high mass resolution and
ion imaging capabilities, and combined with the state-of-theart VUV undulator-based beamline DESIRS, we believe that
DELICIOUS III/SAPHIRS is a state-of-the-art efficient and
versatile set-up for the study of valence-shell molecular VUV
photodynamics.
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