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Abstract

Amolecular fountain directs slowly moving molecules against gravity to further slow them
to translational energies that they can be trapped and studied. If the molecules are initially slow
enough they will return some time later to the position from which they were launched. Be-
cause this round trip time can be on the order of a second a single molecule can be observed
for times sufficien to perform Hz level spectroscopy. The goal of this LDRD proposal was to
construct a novel Molecular Fountain apparatus capable of producing dilute samples of mole-
cules at near zero temperatures in well-defined user-selectable, quantum states. The slowly
moving molecules used in this research are produced by the previously developed Kinematic
Cooling technique, which uses a crossed atomic and molecular beam apparatus to generate sin-
gle rotational level molecular samples moving slowly in the laboratory reference frame. The
Kinematic Cooling technique produces cold molecules from a supersonic molecular beam via
single collisions with a supersonic atomic beam. A single collision of an atom with a molecule
occurring at the correct energy and relative velocity can cause a small fraction of the mole-
cules to move very slowly vertically against gravity in the laboratory. These slowly moving
molecules are captured by an electrostatic hexapole guiding fiel that both orients and focuses
the molecules. The molecules are focused into the ionization region of a time-of-fligh mass
spectrometer and are ionized by laser radiation.

The new molecular fountain apparatus was built utilizing a new design for molecular beam
apparatus that has allowed us to miniaturize the apparatus. This new design minimizes the
volumes and surface area of the machine allowing smaller pumps to maintain the necessary
background pressures needed for these experiments.
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Summary

A device was built that guides and focuses slowly moving molecules. The slowly moving mole-
cules are formed by a collision between a molecule seeded into a supersonic beam having a col-
lision with an atom in a separate supersonic beam. A small fraction of the collisions will create
molecules that are moving slowly in the lab opposite in direction to the force of gravity. These
molecules enter a electrostatic hexapole fiel that focuses them as they travel up, against gravity,
in the laboratory. The hexapole fiel acts as a lens for molecules that populate low fiel seeking
stark states. These molecules will be focused at the exit of the hexapole that coincides with the
ionization region of a time of fligh mass spectrometer. A laser beam intersects the focused mole-
cules and after the molecule absorbs several photons the molecule is ionized. The ions are then
projected onto a time and position sensitive ion detector where their arrival time and location are
recorded. This apparatus when fully developed, will be a new scientifi capability at Sandia.
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1 Inr oduction

For the last ten years groups around the world have been searching for ways to cool molecules.
The cooling of atoms to ultra cold temperatures has resulted in spectacular discoveries. The real-
ization and study of new states of matter like Bose Einstein Condensates, degenerate Fermi gasses
and BCS (Bardeen, Cooper Schrieffer) fluid are now “routine”. In addition to these new states of
matter that have been formed, cooling atoms to microKelvin temperatures, and below, has enabled
ultra-high resolution spectroscopy studies utilizing an apparatus known as an atomic fountain. The
atomic fountain utilizes six counter propagating laser beams that exert pressure on the atoms bring-
ing them to a near stand still (a few mm/s velocity) at the intersection region of the laser beams.
This creates a sample of atoms with a temperature in the microKelvin range (a few millionths of a
degree Kelvin). They are then launched up against gravity utilizing one of the laser beams to push
them. As they move up they are excited in a microwave cavity both as they move up and as they
return to the position of origin. The influenc of the microwaves is monitored by laser-induced
fluorescenc of the sample after the second pass through the microwave cavity. In this manner the
exact energy at which the atom absorbs microwave radiation is determined. The frequency of that
light (9,192,631,770 Hz for Cesium) is used to defin the second.

If a similar apparatus can be built for molecules very high-resolution spectroscopy can be
performed on molecular samples. Two problems of importance that can be addressed by ultra-high
spectroscopy on molecules are; 1) to determine the magnitude of the dipole of the electron and
2) to determine the mass of the hydrogen atom. The dipole moment of the electron is a measure
of the average distance that the charge resides from the center-of-mass of the electron. As Ed
Hinds of Imperial College London writes “ The dipole moment is parallel to the direction which
the electron spins because any other component of charge distribution would average to zero by
the motion of the spin. This implies that the product of an electron’s spin and electric dipole
moment is an intrinsic property of the electron. Since the spin reverses if time runs backwards, the
dipole moment must be zero if the electron is not to violate ’time reversal symmetry’ - a postulate
of the Standard Model. Any other value would mean the Standard Model needs to be revised.”
The dipole moment of the electron can be determined from ultrahigh resolution spectroscopy on a
molecule containing a very heavy nucleus, such as YbF [22]. Wim Ubach of the Free University
of Amsterdam is attempting to make a molecular fountain of ammonia, NH3. By measuring with
ultra-high resolution spectroscopy the umbrella mode of the molecule one can deduce the mass
of the hydrogen atom. By comparing the measured mass of hydrogen with that deduced from
astronomical measurements one can determine if the mass is constant with time. A variation of a
constant of nature implies that the laws of nature are subject to change [24].

We have built a molecular fountain by directly scattering molecules in a direction anti-parallel
to the force of gravity. We collect these molecules with an electrostatic hexapole guiding field
This hexapole fiel separates the scattered molecules from the background molecules formed in
the scattering process. The hexapole not only separates out the molecules of interest it concentrate
them and selects only those that populate quantum states that have low-fiel seeking Stark behavior.
The molecules that emerge from the hexapole fiel are extremely well characterized and this state
preparation will be useful for photochemistry experiments.
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Here we will describe a molecular fountain apparatus that takes advantage of Kinematic cooling
physics to cool molecules. The vertically scattered molecules are focused into the ionization region
of a time-of-fligh mass spectrometer. They are laser ionized and detected by velocity mapped Ion
Imaging technique. We have recently developed a new design for assembling molecular beam
apparatus that will be adapted to form the molecular fountain. The apparatus features two doubly
skimmed and velocity selected molecular beams that cross directly below the hexapole guiding
field By picking the molecule and atom for scattering we can determine the speed and quantum
state of the vertically scattered molecules. For instance if we scatter NO molecules from Ar atoms
then the vertically scattered slow molecules will be NO in the j=6.5 quantum state. If we scatter
NH3 from Ne then the vertically scattered slow NH3 molecule will be in the j=1 quantum state.
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2 Review of ultracold molecule field

The cooling of molecules to sub Kelvin temperatures promises to have great impact in the fiel
of chemistry and physics. At these temperatures molecules are slowly moving in the laboratory
reference frame and offer the possibility of long observation times needed for ultrahigh resolution
spectroscopy. Their low kinetic energy also allows one to trap them with strong external electric,
magnetic or optical field allowing for the study of collisional events as well making them attractive
targets for evaporative cooling to lower temperatures. Additionally, their low momentum implies a
large de Broglie wavelength that allows the molecules to exhibit their wave nature as well as their
particle nature.

A distinction needs to be made between the “cold” and “ultracold” sub Kelvin temperature
regimes as these terms have particular meaning to certain sub field of physics and chemistry.
There is no rigorous definitio for the “cold” regime. “Cold” is typically taken to be around the
temperature at which the thermal de Broglie wavelength is becoming larger than the classical size
of the particle. However, the cold regime is also used to refer to any range of low temperatures
at which new physical phenomena, not accessible by standard techniques, can be explored. One
useful definitio for the cold regime is to have particles at sufficientl low temperature/energy
such that they can readily be manipulated, confined or stored using external fields For many new
chemistry and physics experiments the “cold” regime is all that is needed. The ability to trap, store
and manipulate along with the extended observation times allows for ultrahigh resolution spec-
troscopy that, for example, may allow a direct counting of the density of states of the molecules[5]
and precision measurements of fundamental physical constants[16, 24, 35, 20]. Confinin and ori-
entation of the molecules prior to photo-dissociation reduces the spatial averaging associated with
a randomly oriented molecule thereby yielding new details in the observed angular distributions
of the photofragments that can reveal the underlying dynamics of the photo-dissociation process
[43]. Further, the wave nature of the particles can be exploited through the molecular analog of
atom optics. The increased thermal de Broglie wavelength makes it possible to perform unique
interferometric studies with molecules, such as the separation of mixtures of clusters by diffraction
through a transmission grating.[33, 29, 42, 26, 10]

Beyond the ability to do physical chemistry type of experiments there are many high precision
spectroscopy based physics experiments that would greatly benefi from such samples. The vibra-
tional and rotational transition frequencies in molecules can be used for experiments searching for
a time-dependence of the electron-to-proton and nucleon-to-nucleon mass ratios [16]. In a recent
paper it was described how the worlds most sensitive interferometer, capable of the most precise
measurement of gravity waves, can be made from coherent excitation of ro-vibrational states of
trapped cold molecules[46].

In contrast to the cold regime, the “ultracold” regime is more clearly defined The term ul-
tracold refers to a sample in which the thermal de Broglie wavelength is on the same order as
the average inter-particle separation, such that λdb > n−

1
3 . Where, n, is the particle density. The

physical meaning of this relationship is that due to their quantum size the particles are beginning
to spatially overlap. The particle interactions are no longer classical hard-sphere-like interactions
but are now predominantly wavelike, and are governed by their respective quantum statistics. The
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cooling of atoms to ultracold temperatures, where the quantum nature of the gas dominate their in-
teractions, has resulted in spectacular discoveries, such as; the realization and study of new states
of matter like Bose Einstein Condensates [1, 2, 9], degenerate Fermi gasses [12, 41, 11, 18] and
BCS [7, 4, 19] (Bardeen, Cooper Schrieffer) fluids In addition to forming these new states of mat-
ter, cooling atoms to microKelvin temperatures, and below, has enabled both ultrahigh resolution
spectroscopy studies [45, 6, 22] and the extraction of information about the collisional dynam-
ics of atoms and their interactions (for example; shape resonances[36, 47], Feschbach resonances
[21, 28, 23, 44] and Efim v states [37, 8, 3]). In addition the purely quantum behavior like matter-
wave lasers [31] and matter-wave solitons [40], and the ability to study complex super-conducting
behavior in nearly ideal dilute quantum gases [11, 19, 32, 48] have been studied at ultracold temper-
atures. All of these systems have molecular analogs and the specifi behavior, scattering lengths,
location of shape and Feshbach resonances depend strongly on the shape and structure of the po-
tential energy surface on which the particles interact. The added complexity found in molecules
including, permanent dipoles and quadrapole moments, complex rotational and vibrational struc-
ture and chemistry, offer the possibility of rich areas of investigation in areas such as spectroscopy
and collision dynamics. However, the field of cold and ultracold molecule studies had remained
generally unexplored due to the complexity of making cold and ultracold samples of molecules.
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Figure 1. Image on the left is a velocity-mapped ion-image of
the NO(X)j=7.5 at the peak of the scattering between the NO and
Ar. All velocity produced during the collision process are visible.
The image on the right is taken after a 120 µs delay. We observe
that all the molecules with velocities other then the near zero have
fl w out of our observation region. Trace amounts of NO are also
visible, which originate from the effusion of gas from the source
regions.

3 Kinematic cooling

Kinematic Cooling is a unique approach to the production of ultracold molecules, slowing of a
molecule by a single collision with an appropriate atom bringing a subset of the molecules to
rest in the laboratory reference frame. We have developed the Kinematic cooling technique for
the “routine” production of samples of millikelvin temperature molecules. The crossed molecular
beam scattering of a molecular beam from an atomic beam at 90o geometry can create a sample
of molecules moving very slowly in the laboratory reference frame. By picking the masses of the
particles and the velocity of the molecule one can dictate that molecules populating a particular
quantum state come to rest in the laboratory. We have produced measurable amounts of cold (mil-
liKelvin temperature range) molecules (NO, NH3, HCl) using this technique. Recently we reported
on a redesign of our molecular beam apparatus has allowed us to not only produce kinematicaly
cooled molecules but to also extract them from the high density molecular and atomic beams. This
is a major advancement in the kinematic cooling technique as it allows us to now trap the cold
molecules with external electric and magnetic fields Additionally it implies that slow vertically
scattered molecules can escape the molecular beams and be injected into the molecular fountain’s
hexapole guide.

The major obstacle in kinematic cooling has been that only a small number of the total col-
lisions results in the formation of cold molecules, and the cold molecules are necessarily formed
in the interaction volume of the atomic and molecular beams. As a result, cold molecules have a
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high probability of secondary glancing collisions with the atomic and molecular beams that re-heat
them. In the past year we have reported[38] on our success at reducing the destructive re-heating
collisions for the cold molecules such that our observation time is consistent with being limited by
diffusion of the cold molecules from our interaction region and not secondary collisions. Under
these conditions we are able to observe unconfined kinematically cooled, ground vibrational Ni-
tric Oxide (NO), in the j=7.5 rotational state for over 150 µs. An upper limit for the fina average
velocity is estimated from the diffusion time of the cold molecules from the observation region de-
fine by the intersection of the atomic and molecular beams with the detection laser. The diffusion
of the cold molecules is modeled using a three-dimensional Monte-Carlo simulation to account for
the size of the interaction region and laser beam overlap. These simulations are consistent with the
data and give an average fina velocity of approximately, 4.5 m/s for the NO(X)j=7.5. There is no
reason to believe that the kinematically cooled molecules are in thermal equilibrium, however, as a
matter of convention we use the relationship 1/2m v2 = k T to relate the velocity to a temperature.
Here v is the average velocity, m is the mass, k is the Boltzmann constant, and T is the temperature.
For NO, with a 4.5 m/s fina average velocity, one calculates a temperature of approximately 35
mK. This represents a reduction in the observed “temperature” of over an order of magnitude from
our previous report [3]. We are now able to observe a single sample of cold molecules in a fiel
free region for up to 150 µs which allows for the possibility of high resolution, ∼10 kHz, molec-
ular spectroscopy. If these molecules can be injected into a molecular fountain with a round trip
time of one second then Hz resolution spectroscopy is possible. This is a four order of magnitude
improvement. In general spectroscopy in molecular beams is limited to MHz (106 Hz) resolution
due to fly-ou time of the molecules from the laser beam.

The important result is graphically summarized in figur 2. We have, for the firs time, been
able to establish a set of experimental conditions such that the cold molecules produced via Kine-
matic cooling are temporally separated from the parent atomic and molecular beams. This conclu-
sion is supported by our observations of the quantum state dependence of the bi-modal decays for
both the NO(X) j=7.5 and j=10.5 rotational states. The temporally separated cold molecules can
now serve as a starting point for several new experiments including trapping and storing molecules
allowing for cold collisional studies and high resolution molecular spectroscopy. This would be
the firs time the products of a crossed molecular beam scattering experiment were used as the
reagents for a new experiment instead of simply detected. We have recently reported [27] on uti-
lizing this technique for the cooling of ammonia molecules in collision with Ne. The ND3 + Ne
system as this should result in even colder molecules than the NO + Ar system due to the closer
mass match between the atom and molecule. In Figure 3 we display some images we have obtained
from ammonia scattering from neon. The bright spot on the top of the images of figur 3 are the
cold molecules.

The images of the rotational states which are expected to yield the coldest molecules are shown
in Figure 3. For these states, range from 14.48 cm−1 for the J = 2, K = 2 state, up to 51.42 cm−1
for the J = 3, K = 1 state. Although scattering tends toward relatively low angles for these low
quantum states, in every case there is enough scattering around 90 degrees to produce a clear
build-up of cold molecules. To determine the velocities of the scattered products, the data are fi in
the same manner as above. A section through the scattering ring at 95 degrees is then taken, and
the velocity distribution is fi to a Gaussian to determine the center velocity (the cold molecules
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Figure 2. Normalized production and decay of the NO(X)j=7.5
compared with the NO(X)j=10.5 . The NO(X)j=10.5 data is given
by the marked with the square points and colored green while the
NO(X)j=7.5 is marked with the circular points and colored red.
We attribute the loss between 50 and 70 µs to secondary collisions
with the parent atomic and molecular beams. The decay from 75µs
on is attributed to the cold molecules flyin out of the probing
region. In this long time region, after 75µs, we observe a 19 ±
8µs decay for the NO(X)j=10.5 while we observe a longer, 124 ±
4µs, decay for the NO(X)j=7.5. The errors in the decays are found
by minimizing χ2 value of the exponential fits

13



a b c

d e f

Figure 3. Images of inelastically-scattered ND3 products in low-
lying quantum states. (a) J = 2, K = 0; (b) J = 2, K = 1; (c) J = 2, K
= 2; (d) J = 3, K =1; (e) J = 3, K = 2; (f) J = 3, K = 3. A second ring,
caused by scattering into a higher rotational level, is found in the
interior of (d), and is observed due to a blended optical transition.

are not centered at zero velocity in the laboratory reference frame) and the velocity spread. The
velocities of the centers of the distributions associated with the cold molecules are measured to
be 20-30 m/s (with an uncertainty of 10 m/s), and the velocity spreads of the cold molecules are
typically found to be 20 m/s FWHM. The calculations indicate that the molecules are even slower,
and predict center velocities ranging from 7.5 m/s up to 22.8 m/s with velocity spreads of 1 m/s
or less. The calculations predict much lower temperatures: 70 - 880 mK in the laboratory frame,
and 80 µK - 1.1 mK in the moving frame. Due to imperfections in our ability to image such slow
moving molecules along with the inherent problems associated with extracting velocities from two-
dimensional projections (the images of figur 3) our measurements of velocities and temperatures
represent upper limits. Despite this we see that we should be able to trap several states of the
ammonia molecule with electrostatic traps.
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Figure 4. Representation of scattering process that produces a
slowly moving sample of molecules moving vertically in the labo-
ratory.

4 Molecular Fountain Apparatus

The concept of the Kinematic Cooling to produce a sample of slowly moving vertically scattered
molecules is shown in figur 4. One supersonic beam of molecules collides with a supersonic beam
of atoms. The result is a sample of molecules moving vertically in the laboratory. These molecules
will be injected into a hexapole guiding fiel for focusing and separation.

The slowly moving molecular sample entering the bottom of the hexapole guiding fiel will be
focused into the ionization region of a time-of-fligh ass spectrometer. This is schematically shown
in figur 5. The ionization region of the time-of-fligh mass spectrometer consists of velocity-
mapped Ion Imaging optics. These focus the laser formed ions onto a position sensitive ion detector
that is backed by a phosphor screen. The ions are then detected by recording the light pulses that
come from the phosphor, either on a CCD camera or a photomultiplier tube. The ion optics consist
of a repeller plate with a positive voltage, to push the positively charged ions toward the detector,
a Extractor plate, that acts as a lens and focuses the ions onto the imaging detector, and a ground
plate that serves as an entrance to the time-of-fligh tube. A photograph of the hexapole and the
ion optics is shown in Figure 6.
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Figure 5. Schematic drawing of the experiment. A molecular
(NO) and atomic (Ar) beam cross at the bottom of a hexapole
guiding filed Some molecules are scattered into the hexapole and
focused into the ionization region of a mass spectrometer.

16



Figure6. Photograph (upside down) of the electrostatic hexapole
guiding file for dipolar molecules with low fiel seeking Stark
states. Molecules entering the bottom of the hexapole will be fo-
cused into the ionization region of a time-of-fligh mass spectrom-
eter.
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5 Conclusion

A prototype molecular fountain based on Kinematic Cooling of molecules has been built. The ap-
paratus consist of crossed molecular and atomic beams that create slow vertically scattered mole-
cules. These are focused into a electrostatic hexapole fiel for separating and focusing them. First
experiments are under way utilizing NO scattered from Ar and NH3 / ND3 from Ne.
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