
Direct detection of dark matter 
through molecular excitations

J. Pérez-Ríos1, H. Ramani2, O. Slone, E. Figueroa3 and R. Essig4 
1School of Science and Technology, Universidad del Turabo, USA 

2Berkeley Center for Theoretical Physics, Berkeley University, USA 
3Princeton Center for Theoretical Science, Princeton University, USA 
4Department of Physics and Astronomy, Stony Brook University, USA 

5C. N. Yang Institute for Theoretical Physics, Stony Brook University, USA



Molecules as a probe of DM?

US Cosmic Visions: New Ideas in Dark Matter 2017 :
Community Report

Marco Battaglieri (SAC co-chair),1 Alberto Belloni (Coordinator),2 Aaron Chou (WG2
Convener),3 Priscilla Cushman (Coordinator),4 Bertrand Echenard (WG3 Convener),5

Rouven Essig (WG1 Convener),6 Juan Estrada (WG1 Convener),3 Jonathan L. Feng
(WG4 Convener),7 Brenna Flaugher (Coordinator),3 Patrick J. Fox (WG4 Convener),3

Peter Graham (WG2 Convener),8 Carter Hall (Coordinator),2 Roni Harnik (SAC
member),3 JoAnne Hewett (Coordinator),9, 8 Joseph Incandela (Coordinator),10 Eder

Izaguirre (WG3 Convener),11 Daniel McKinsey (WG1 Convener),12 Matthew Pyle (SAC
member),12 Natalie Roe (Coordinator),13 Gray Rybka (SAC member),14 Pierre Sikivie
(SAC member),15 Tim M.P. Tait (SAC member),7 Natalia Toro (SAC co-chair),9, 16

Richard Van De Water (SAC member),17 Neal Weiner (SAC member),18 Kathryn
Zurek (SAC member),13, 12 Eric Adelberger,14 Andrei Afanasev,19 Derbin Alexander,20

James Alexander,21 Vasile Cristian Antochi,22 David Mark Asner,23 Howard Baer,24

Dipanwita Banerjee,25 Elisabetta Baracchini,26 Phillip Barbeau,27 Joshua Barrow,28

Noemie Bastidon,29 James Battat,30 Stephen Benson,31 Asher Berlin,9 Mark Bird,32 Nikita
Blinov,9 Kimberly K. Boddy,33 Mariangela Bond̀ı,34 Walter M. Bonivento,35 Mark

Boulay,36 James Boyce,37, 31 Maxime Brodeur,38 Leah Broussard,39 Ranny Budnik,40 Philip
Bunting,12 Marc Ca↵ee,41 Sabato Stefano Caiazza,42 Sheldon Campbell,7 Tongtong Cao,43

Gianpaolo Carosi,44 Massimo Carpinelli,45, 46 Gianluca Cavoto,22 Andrea Celentano,1 Jae
Hyeok Chang,6 Swapan Chattopadhyay,3, 47 Alvaro Chavarria,48 Chien-Yi Chen,49, 16

Kenneth Clark,50 John Clarke,12 Owen Colegrove,10 Jonathon Coleman,51 David Cooke,25

Robert Cooper,52 Michael Crisler,23, 3 Paolo Crivelli,25 Francesco D’Eramo,53, 54 Domenico
D’Urso,45, 46 Eric Dahl,29 William Dawson,44 Marzio De Napoli,34 Ra↵aella De Vita,1

Patrick DeNiverville,55 Stephen Derenzo,13 Antonia Di Crescenzo,56, 57 Emanuele Di
Marco,58 Keith R. Dienes,59, 2 Milind Diwan,11 Dongwi Handiipondola Dongwi,43 Alex
Drlica-Wagner,3 Sebastian Ellis,60 Anthony Chigbo Ezeribe,61, 62 Glennys Farrar,18

Francesc Ferrer,63 Enectali Figueroa-Feliciano,64 Alessandra Filippi,65 Giuliana Fiorillo,66

Bartosz Fornal,67 Arne Freyberger,31 Claudia Frugiuele,40 Cristian Galbiati,68 Iftah
Galon,7 Susan Gardner,69 Andrew Geraci,70 Gilles Gerbier,71 Mathew Graham,9 Edda
Gschwendtner,72 Christopher Hearty,73, 74 Jaret Heise,75 Reyco Henning,76 Richard J.
Hill,16, 3 David Hitlin,5 Yonit Hochberg,21, 77 Jason Hogan,8 Maurik Holtrop,78 Ziqing

Hong,29 Todd Hossbach,23 T. B. Humensky,79 Philip Ilten,80 Kent Irwin,8, 9 John Jaros,9

Robert Johnson,53 Matthew Jones,41 Yonatan Kahn,68 Narbe Kalantarians,81 Manoj
Kaplinghat,7 Rakshya Khatiwada,14 Simon Knapen,13, 12 Michael Kohl,43, 31 Chris

Kouvaris,82 Jonathan Kozaczuk,83 Gordan Krnjaic,3 Valery Kubarovsky,31 Eric Kuflik,21, 77

Alexander Kusenko,84, 85 Rafael Lang,41 Kyle Leach,86 Tongyan Lin,12, 13 Mariangela
Lisanti,68 Jing Liu,87 Kun Liu,17 Ming Liu,17 Dinesh Loomba,88 Joseph Lykken,3 Katherine
Mack,89 Jeremiah Mans,4 Humphrey Maris,90 Thomas Markiewicz,9 Luca Marsicano,1 C.
J. Marto↵,91 Giovanni Mazzitelli,26 Christopher McCabe,92 Samuel D. McDermott,6 Art
McDonald,71 Bryan McKinnon,93 Dongming Mei,87 Tom Melia,13, 85 Gerald A. Miller,14

Kentaro Miuchi,94 Sahara Mohammed Prem Nazeer,43 Omar Moreno,9 Vasiliy Morozov,31

Frederic Mouton,61 Holger Mueller,12 Alexander Murphy,95 Russell Neilson,96 Tim

ar
X

iv
:1

70
7.

04
59

1v
1 

 [h
ep

-p
h]

  1
4 

Ju
l 2

01
7

U
S

C
o
sm

ic
V
isio

n
s:

N
ew

Id
ea

s
in

D
a
rk

M
a
tter

2
0
1
7
:

C
o
m
m
u
n
ity

R
ep

o
rt

M
arco

B
attaglieri

(S
A
C

co-ch
air), 1

A
lb
erto

B
ellon

i
(C

oord
in
ator), 2

A
aron

C
h
ou

(W
G
2

C
onven

er), 3
P
riscilla

C
u
sh
m
an

(C
oord

in
ator), 4

B
ertran

d
E
ch
en
ard

(W
G
3
C
onven

er), 5

R
ou

ven
E
ssig

(W
G
1
C
onven

er), 6
Ju

an
E
strad

a
(W

G
1
C
onven

er), 3
Jon

ath
an

L
.
F
en
g

(W
G
4
C
onven

er), 7
B
ren

n
a
F
lau

gh
er

(C
oord

in
ator), 3

P
atrick

J.
F
ox

(W
G
4
C
onven

er), 3

P
eter

G
rah

am
(W

G
2
C
onven

er), 8
C
arter

H
all

(C
oord

in
ator), 2

R
on

i
H
arn

ik
(S
A
C

m
em

b
er), 3

JoA
n
n
e
H
ew

ett
(C

oord
in
ator), 9

, 8
Josep

h
In
can

d
ela

(C
oord

in
ator), 1

0
E
d
er

Izagu
irre

(W
G
3
C
onven

er), 1
1
D
an

iel
M
cK

in
sey

(W
G
1
C
onven

er), 1
2
M
atth

ew
P
yle

(S
A
C

m
em

b
er), 1

2
N
atalie

R
oe

(C
oord

in
ator), 1

3
G
ray

R
yb

ka
(S
A
C

m
em

b
er), 1

4
P
ierre

S
ikivie

(S
A
C

m
em

b
er), 1

5
T
im

M
.P
.
T
ait

(S
A
C

m
em

b
er), 7

N
atalia

T
oro

(S
A
C

co-ch
air), 9

, 1
6

R
ich

ard
V
an

D
e
W
ater

(S
A
C

m
em

b
er), 1

7
N
eal

W
ein

er
(S
A
C

m
em

b
er), 1

8
K
ath

ryn
Z
u
rek

(S
A
C

m
em

b
er), 1

3
, 1

2
E
ric

A
d
elb

erger, 1
4
A
n
d
rei

A
fan

asev, 1
9
D
erb

in
A
lexan

d
er, 2

0

Jam
es

A
lexan

d
er, 2

1
V
asile

C
ristian

A
ntoch

i, 2
2
D
avid

M
ark

A
sn
er, 2

3
H
ow

ard
B
aer, 2

4

D
ip
anw

ita
B
an

erjee, 2
5
E
lisab

etta
B
aracch

in
i, 2

6
P
h
illip

B
arb

eau
, 2
7
Joshu

a
B
arrow

, 2
8

N
oem

ie
B
astid

on
, 2
9
Jam

es
B
attat, 3

0
S
tep

h
en

B
en
son

, 3
1
A
sh
er

B
erlin

, 9
M
ark

B
ird

, 3
2
N
ikita

B
lin

ov, 9
K
im

b
erly

K
.
B
od

d
y, 3

3
M
arian

gela
B
on

d̀
ı, 3

4
W
alter

M
.
B
on

ivento, 3
5
M
ark

B
ou

lay, 3
6
Jam

es
B
oyce, 3

7
, 3

1
M
axim

e
B
rod

eu
r, 3

8
L
eah

B
rou

ssard
, 3
9
R
an

ny
B
u
d
n
ik, 4

0
P
h
ilip

B
u
ntin

g, 1
2
M
arc

C
a↵

ee, 4
1
S
ab

ato
S
tefan

o
C
aiazza, 4

2
S
h
eld

on
C
am

p
b
ell, 7

T
on

gton
g
C
ao, 4

3

G
ian

p
aolo

C
arosi, 4

4
M
assim

o
C
arp

in
elli, 4

5
, 4

6
G
ian

lu
ca

C
avoto, 2

2
A
n
d
rea

C
elentan

o, 1
Jae

H
yeok

C
h
an

g, 6
S
w
ap

an
C
h
attop

ad
hyay, 3

, 4
7
A
lvaro

C
h
avarria, 4

8
C
h
ien

-Y
i
C
h
en
, 4
9
, 1

6

K
en
n
eth

C
lark, 5

0
Joh

n
C
larke, 1

2
O
w
en

C
olegrove, 1

0
Jon

ath
on

C
olem

an
, 5
1
D
avid

C
ooke, 2

5

R
ob

ert
C
oop

er, 5
2
M
ich

ael
C
risler, 2

3
, 3

P
aolo

C
rivelli, 2

5
F
ran

cesco
D
’E
ram

o, 5
3
, 5

4
D
om

en
ico

D
’U

rso, 4
5
, 4

6
E
ric

D
ah

l, 2
9
W

illiam
D
aw

son
, 4
4
M
arzio

D
e
N
ap

oli, 3
4
R
a↵

aella
D
e
V
ita, 1

P
atrick

D
eN

iverville, 5
5
S
tep

h
en

D
eren

zo, 1
3
A
nton

ia
D
i
C
rescen

zo, 5
6
, 5

7
E
m
anu

ele
D
i

M
arco, 5

8
K
eith

R
.
D
ien

es, 5
9
, 2

M
ilin

d
D
iw
an

, 1
1
D
on

gw
i
H
an

d
iip

on
d
ola

D
on

gw
i, 4

3
A
lex

D
rlica-W

agn
er, 3

S
eb
astian

E
llis, 6

0
A
nth

ony
C
h
igb

o
E
zerib

e, 6
1
, 6

2
G
len

nys
F
arrar, 1

8

F
ran

cesc
F
errer, 6

3
E
n
ectali

F
igu

eroa-F
elician

o, 6
4
A
lessan

d
ra

F
ilip

p
i, 6

5
G
iu
lian

a
F
iorillo, 6

6

B
artosz

F
orn

al, 6
7
A
rn
e
F
reyb

erger, 3
1
C
lau

d
ia

F
ru
giu

ele, 4
0
C
ristian

G
alb

iati, 6
8
Iftah

G
alon

, 7
S
u
san

G
ard

n
er, 6

9
A
n
d
rew

G
eraci, 7

0
G
illes

G
erb

ier, 7
1
M
ath

ew
G
rah

am
, 9

E
d
d
a

G
schw

en
d
tn
er, 7

2
C
h
ristop

h
er

H
earty, 7

3
, 7

4
Jaret

H
eise, 7

5
R
eyco

H
en
n
in
g, 7

6
R
ich

ard
J.

H
ill, 1

6
, 3

D
avid

H
itlin

, 5
Y
on

it
H
ochb

erg, 2
1
, 7

7
Jason

H
ogan

, 8
M
au

rik
H
oltrop

, 7
8
Z
iqin

g
H
on

g, 2
9
T
od

d
H
ossb

ach
, 2
3
T
.
B
.
H
u
m
en
sky, 7

9
P
h
ilip

Ilten
, 8
0
K
ent

Irw
in
, 8
, 9

Joh
n
Jaros, 9

R
ob

ert
Joh

n
son

, 5
3
M
atth

ew
Jon

es, 4
1
Y
on

atan
K
ah

n
, 6
8
N
arb

e
K
alantarian

s, 8
1
M
an

o
j

K
ap

lin
gh

at, 7
R
akshya

K
h
atiw

ad
a, 1

4
S
im

on
K
n
ap

en
, 1
3
, 1

2
M
ich

ael
K
oh

l, 4
3
, 3

1
C
h
ris

K
ou

varis, 8
2
Jon

ath
an

K
ozaczu

k, 8
3
G
ord

an
K
rn
jaic, 3

V
alery

K
u
b
arovsky, 3

1
E
ric

K
u
fl
ik, 2

1
, 7

7

A
lexan

d
er

K
u
sen

ko, 8
4
, 8

5
R
afael

L
an

g, 4
1
K
yle

L
each

, 8
6
T
on

gyan
L
in
, 1
2
, 1

3
M
arian

gela
L
isanti, 6

8
Jin

g
L
iu
, 8
7
K
u
n
L
iu
, 1
7
M
in
g
L
iu
, 1
7
D
in
esh

L
oom

b
a, 8

8
Josep

h
L
ykken

, 3
K
ath

erin
e

M
ack, 8

9
Jerem

iah
M
an

s, 4
H
u
m
p
h
rey

M
aris, 9

0
T
h
om

as
M
arkiew

icz, 9
L
u
ca

M
arsican

o, 1
C
.

J.
M
arto↵

, 9
1
G
iovan

n
i
M
azzitelli, 2

6
C
h
ristop

h
er

M
cC

ab
e, 9

2
S
am

u
el

D
.
M
cD

erm
ott, 6

A
rt

M
cD

on
ald

, 7
1
B
ryan

M
cK

in
n
on

, 9
3
D
on

gm
in
g
M
ei, 8

7
T
om

M
elia, 1

3
, 8

5
G
erald

A
.
M
iller, 1

4

K
entaro

M
iu
ch
i, 9

4
S
ah

ara
M
oh

am
m
ed

P
rem

N
azeer, 4

3
O
m
ar

M
oren

o, 9
V
asiliy

M
orozov, 3

1

F
red

eric
M
ou

ton
, 6
1
H
olger

M
u
eller, 1

2
A
lexan

d
er

M
u
rp
hy, 9

5
R
u
ssell

N
eilson

, 9
6
T
im

arXiv:1707.04591v1  [hep-ph]  14 Jul 2017

SIMPs	/	ELDERS	

Ultralight	Dark	Ma5er	

Muon	g-2

Small-Scale	Structure	

Microlensing	

Dark	Sector	Candidates,	Anomalies,	and	Search	Techniques	

Hidden	Sector	Dark	Ma5er	

Small	Experiments:	Coherent	Field	Searches,	Direct	DetecIon,	Nuclear	and	Atomic	Physics,	Accelerators	

GeV	 TeV	keV	eV	neV	feV	zeV	 MeV	aeV	 peV	 µeV	 meV	 PeV	 30M�	

WIMPs	QCD	Axion	

≈

GeV	 TeV	keV	eV	neV	feV	zeV	 MeV	aeV	 peV	 µeV	 meV	 PeV	 30M�	

≈

Beryllium-8	

Black	Holes	

Hidden	Thermal	Relics	/	WIMPless	DM	

Asymmetric	DM	

Freeze-In	DM	

Pre-InflaIonary	Axion	

Post-InflaIonary	Axion	

FIG. 1: Mass ranges for dark matter and mediator particle candidates, experimental anomalies,
and search techniques described in this document. All mass ranges are merely representative; for
details, see the text. The QCD axion mass upper bound is set by supernova constraints, and
may be significantly raised by astrophysical uncertainties. Axion-like dark matter may also have
lower masses than depicted. Ultralight Dark Matter and Hidden Sector Dark Matter are broad
frameworks. Mass ranges corresponding to various production mechanisms within each framework
are shown and are discussed in Sec. II. The Beryllium-8, muon (g � 2), and small-scale structure
anomalies are described in VII. The search techniques of Coherent Field Searches, Direct Detection,
and Accelerators are described in Secs. V, IV, and VI, respectively, and Nuclear and Atomic Physics
and Microlensing searches are described in Sec. VII.

II. SCIENCE CASE FOR A PROGRAM OF SMALL EXPERIMENTS

Given the wide range of possible dark matter candidates, it is useful to focus the search
for dark matter by putting it in the context of what is known about our cosmological history
and the interactions of the Standard Model, by posing questions like: What is the (particle
physics) origin of the dark matter particles’ mass? What is the (cosmological) origin of
the abundance of dark matter seen today? How do dark matter particles interact, both
with one another and with the constituents of familiar matter? And what other observable
consequences might we expect from this physics, in addition to the existence of dark matter?
Might existing observations or theoretical puzzles be closely tied to the physics of dark
matter? These questions have many possible answers — indeed, this is one reason why

13
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Direct detection of sub-GeV dark matter
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Direct detection strategies are proposed for dark matter particles with MeV to GeV mass. In this largely

unexplored mass range, dark matter scattering with electrons can cause single-electron ionization signals,

which are detectable with current technology. Ultraviolet photons, individual ions, and heat are interesting

alternative signals. Focusing on ionization, we calculate the expected dark matter scattering rates and

estimate the sensitivity of possible experiments. Backgrounds that may be relevant are discussed.

Theoretically interesting models may be within reach using existing data and ongoing direct detection

experiments. Significant improvements in sensitivity should be possible with dedicated experiments,

opening up a window to new regions in dark matter parameter space.

DOI: 10.1103/PhysRevD.85.076007 PACS numbers: 95.35.+d

I. INTRODUCTION

The identity of DarkMatter (DM) is unknown. Thewell-
studied paradigm of DM consisting of Weakly Interacting
Massive Particles (WIMPs) with masses around the Weak
scale is attractive: a WIMP naturally has the correct ther-
mal relic abundance and appears in many new physics
models that explain the hierarchy problem. A WIMP is
also an ideal experimental target, with many direct and
indirect DM and collider experiments currently searching
for it. It is possible, however, that this theoretical prejudice
has been misleading. In particular, despite significant
experimental effort, no unambiguous direct or indirect
evidence for WIMPs has been obtained to date. It is
important therefore to explore other theoretically moti-
vated scenarios.

An interesting possibility is light DM (LDM), with
masses in the keV to GeV range. Such LDM is theoretically
motivated and may naturally occur if DM does not couple
strongly to the visible sector. In particular, the mass of a
particle residing in a hidden sector may originate from
Weak scale dynamics but be suppressed by small couplings
between the hidden and visible sectors (see e.g. [1–5] and
references therein). While considerable study is still in
order, many existing models can accommodate LDM,
including WIMPless [6], ‘‘MeV’’ [7–12], asymmetric
[13–16], bosonic super-WIMP [17], Axino [18–20], grav-
itino [21], and sterile neutrino DM (see review in [22]).

In this paper, we focus on the MeV to GeV mass range.
We argue that simple experimental setups can allow for the
direct detection of LDM and can probe a wide class of
models. The ability to detect the signals of LDM scattering
could already be within reach with existing technologies,
and might also be possible with current direct detection
experiments such as XENON100 [23], LUX [24], and
CDMS [25]. Dedicated experiments may significantly im-
prove the sensitivity for LDM. This paper aims in part at

initiating the effort towards probing this mass range with
direct detection experiments. A more comprehensive dis-
cussion of possible direct detection avenues is postponed
to future work.

II. BASIC PROPOSAL

Current direct detection experiments search for nuclear
recoils caused by DM scattering. For LDM, the aver-
age energy transferred in an elastic nuclear recoil is
Enr ¼ q2=2mN ’ 1 eV" ðmDM=100 MeVÞ2ð10 GeV=mNÞ,
where mN is the mass of the nucleus, q%mDMv is the
momentum transferred, and v ’ 10&3 is the DM velocity.
This nuclear recoil energy is well below the lowest thresh-
olds achieved in existing direct detection experiments.
Consequently, vanilla elastic scattering with the nucleus
does not allow for the detection of DM much below the
GeV mass scale.
In contrast, the total energy available in the scattering

is significantly larger, Etot ’ mDMv
2=2 ’ 50 eV "

ðmDM=100 MeVÞ, and may easily suffice to trigger in-
elastic atomic processes that could lead to visible signals.
We identify three leading possibilities:
(i) Electron ionization (DM-electron scattering).
(ii) Electronic excitation (DM-electron scattering).
(iii) Molecular dissociation (DM-nuclear scattering).
These processes typically require energies of 1–10 eV,

and so may be caused by scattering of DM particles with
mass as small as OðMeVÞ, through interaction with elec-
trons, nuclei, or the electromagnetic field (e.g. via higher
dimension operators). The resulting signals are small, but
the technology to detect them is feasible, and in some cases
already established. Three types of signals that may be
particularly promising are [26]:
Individual electrons. An electron may be ionized (or, in

semiconductors, excited to a conduction band) by DM-
electron scattering. Signal amplification can be achieved

PHYSICAL REVIEW D 85, 076007 (2012)
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Etot=mDMv2/2 = 50 eV x (mDM/100 MeV)

Vibration of molecules 
 mDM ~ MeV 



A novel approach for DM detection

DM particle collisions 
with molecules induce 
vibrational excitation

The photon is detected by the 
photodetectors surrounding the gas

Excited molecules decay emitting a photon

Mixed Molecular gas
Photon detectors



A novel approach for DM detection

1. Spontaneous emission rate 
!
2. Thermal population of vibrational states 
!
3. Black Body radiation background 
!
4. Collisional de-excitation rate

Four points to take care of

Bonus: Photon absorption



1. Spontaneous emission rate

A10~10 s-1A10~10-7 s-1

Homonuclear Heteronuclear

Permanent dipole moment  -> faster collisional rates 
      -> BBR

A fee to pay

v=0

v=1, 𝝉1 ~100 ms

A10 B10



2. Thermal population

The temperature has to be low enough 
to ensure that almost every single 
molecule is in the vibrational ground 
state

The lower the temperature the lower 
the pressure to avoid clustering of 
the gas, i.e, formation of droplets on 
the gas

Zvib =
X

⌫

e�~!(⌫+1/2)/kbT

v=0
v=1
v=2

P⌫ =
e�~!(⌫+1/2)/kbT

Zvib We prefer lighter molecules, i.e., large 
vibrational spacing



3. Black body radiation

v=0

A10=~10 s-1

v=1, 𝝉1 ~100 ms

2

FIG. 2. Probability to find CO (X1⌃) in a given rotational
state of the ⌫ = 0 vibrational state as a function of the tem-
perature. For these results we have employed the Morse po-
tential constants from Table I of Ken’s paper.

of the colliding molecules in amu, T is the temperature
of the gas in K and ! is the harmonic frequency of the
molecular potential measured in K. It is worth pointing
out that the constant that a↵ects the temperature depen-
dence in Eq. (5) comes from the Landau-Teller approach.
The prediction based on Eq. (5) for the vibrational re-
laxation time of CO and CO in He as well as the results
coming from full quantal calculations for CO-He [6] are
shown in Fig. 3. As a result, one notices a deviation of
the quantal results from the prediction based on Eq. (5)
for T 300K for CO-He, which is the lower temperature
limit for the range of validity of the mentioned equation.
Thus, one would expect the same sort of deviation for T
 1000K for CO.

It is worth noticing that the vibrational quenching rate
for CO is way smaller than the values reported by Ken’s
paper even though we are using the same expression for
the vibrational relaxation time in terms of the basic pa-
rameters of the molecule. This is the reason why I would
like you guys to check this with me, just in case I did
something wrong.

III. PHOTON ABSORPTION INDUCED BY
BLACK-BODY RADIATION (BBR)

Heteronuclear molecules show a permanent dipole mo-
ment and as a consequence, black body radiation photons
may induce excitations in the molecules. In particular,
the absorption rate due to black body radiation between
the initial state i and final state j of the molecule is given
by [7]

FIG. 3. Vibrational relaxation frequency in s�1 of CO (blue)
and CO in He (red). The results based on Eq. (5) are shown
as dashed lines whereas the quantal results from Ref. [6] are
shown as solid lines. The blue and red area represent the
region of validity of Eq. (5) for CO and CO-He, respectively.
The pressure for the gas is 1 bar.
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, c is the
speed of light, h is the Planck’s constant, ~ is the reduced
Planck’s constant, T is the temperature and h⌫ is the
energy associated with the molecular transition.

The BBR absorption rate in CO as a function of the
temperature is shown in Fig.4, where one notices that
the rate is pretty small compared with the spontaneous
emission rate. However, if one is expected a very little
number of DM events per year, it is mandatory to take
into account the number of BBR absorptions may occur
at a given temperature. This is shown in the lower panel
of the same figure and it is expected a large number of
events in the range of temperatures proposed by Ken and
collaborators.

IV. THE ROLE OF THE MEAN FREE PATH

The typical mean free path that we find for CO at 40
K is 0.4 mm, therefore an emitted photon after a DM
scattering event will experience many collision before it
reaches the detector, thus collisional de-excitation may
play a role on the photon journey up to the detector. To
elucidate the physics behind this phenomena we assume
that the photon emission follows the same physics as a
Brownian particle in 3D, and hence the average distance

Molecules with smaller dipole 
moment will have smaller BBR rate 
!
Low temperatures are better!!!

Dipole matrix element Vibrational frequency

We prefer lighter molecules, i.e., large 
vibrational spacing
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FIG. 2. Probability to find CO (X1⌃) in a given rotational
state of the ⌫ = 0 vibrational state as a function of the tem-
perature. For these results we have employed the Morse po-
tential constants from Table I of Ken’s paper.

of the colliding molecules in amu, T is the temperature
of the gas in K and ! is the harmonic frequency of the
molecular potential measured in K. It is worth pointing
out that the constant that a↵ects the temperature depen-
dence in Eq. (5) comes from the Landau-Teller approach.
The prediction based on Eq. (5) for the vibrational re-
laxation time of CO and CO in He as well as the results
coming from full quantal calculations for CO-He [6] are
shown in Fig. 3. As a result, one notices a deviation of
the quantal results from the prediction based on Eq. (5)
for T 300K for CO-He, which is the lower temperature
limit for the range of validity of the mentioned equation.
Thus, one would expect the same sort of deviation for T
 1000K for CO.

It is worth noticing that the vibrational quenching rate
for CO is way smaller than the values reported by Ken’s
paper even though we are using the same expression for
the vibrational relaxation time in terms of the basic pa-
rameters of the molecule. This is the reason why I would
like you guys to check this with me, just in case I did
something wrong.

III. PHOTON ABSORPTION INDUCED BY
BLACK-BODY RADIATION (BBR)

Heteronuclear molecules show a permanent dipole mo-
ment and as a consequence, black body radiation photons
may induce excitations in the molecules. In particular,
the absorption rate due to black body radiation between
the initial state i and final state j of the molecule is given
by [7]

FIG. 3. Vibrational relaxation frequency in s�1 of CO (blue)
and CO in He (red). The results based on Eq. (5) are shown
as dashed lines whereas the quantal results from Ref. [6] are
shown as solid lines. The blue and red area represent the
region of validity of Eq. (5) for CO and CO-He, respectively.
The pressure for the gas is 1 bar.
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, c is the
speed of light, h is the Planck’s constant, ~ is the reduced
Planck’s constant, T is the temperature and h⌫ is the
energy associated with the molecular transition.

The BBR absorption rate in CO as a function of the
temperature is shown in Fig.4, where one notices that
the rate is pretty small compared with the spontaneous
emission rate. However, if one is expected a very little
number of DM events per year, it is mandatory to take
into account the number of BBR absorptions may occur
at a given temperature. This is shown in the lower panel
of the same figure and it is expected a large number of
events in the range of temperatures proposed by Ken and
collaborators.

IV. THE ROLE OF THE MEAN FREE PATH

The typical mean free path that we find for CO at 40
K is 0.4 mm, therefore an emitted photon after a DM
scattering event will experience many collision before it
reaches the detector, thus collisional de-excitation may
play a role on the photon journey up to the detector. To
elucidate the physics behind this phenomena we assume
that the photon emission follows the same physics as a
Brownian particle in 3D, and hence the average distance

Dipole matrix element Vibrational frequency
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FIG. 2. Probability to find CO (X1⌃) in a given rotational
state of the ⌫ = 0 vibrational state as a function of the tem-
perature. For these results we have employed the Morse po-
tential constants from Table I of Ken’s paper.
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of the gas in K and ! is the harmonic frequency of the
molecular potential measured in K. It is worth pointing
out that the constant that a↵ects the temperature depen-
dence in Eq. (5) comes from the Landau-Teller approach.
The prediction based on Eq. (5) for the vibrational re-
laxation time of CO and CO in He as well as the results
coming from full quantal calculations for CO-He [6] are
shown in Fig. 3. As a result, one notices a deviation of
the quantal results from the prediction based on Eq. (5)
for T 300K for CO-He, which is the lower temperature
limit for the range of validity of the mentioned equation.
Thus, one would expect the same sort of deviation for T
 1000K for CO.

It is worth noticing that the vibrational quenching rate
for CO is way smaller than the values reported by Ken’s
paper even though we are using the same expression for
the vibrational relaxation time in terms of the basic pa-
rameters of the molecule. This is the reason why I would
like you guys to check this with me, just in case I did
something wrong.
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Heteronuclear molecules show a permanent dipole mo-
ment and as a consequence, black body radiation photons
may induce excitations in the molecules. In particular,
the absorption rate due to black body radiation between
the initial state i and final state j of the molecule is given
by [7]

FIG. 3. Vibrational relaxation frequency in s�1 of CO (blue)
and CO in He (red). The results based on Eq. (5) are shown
as dashed lines whereas the quantal results from Ref. [6] are
shown as solid lines. The blue and red area represent the
region of validity of Eq. (5) for CO and CO-He, respectively.
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The BBR absorption rate in CO as a function of the
temperature is shown in Fig.4, where one notices that
the rate is pretty small compared with the spontaneous
emission rate. However, if one is expected a very little
number of DM events per year, it is mandatory to take
into account the number of BBR absorptions may occur
at a given temperature. This is shown in the lower panel
of the same figure and it is expected a large number of
events in the range of temperatures proposed by Ken and
collaborators.

IV. THE ROLE OF THE MEAN FREE PATH

The typical mean free path that we find for CO at 40
K is 0.4 mm, therefore an emitted photon after a DM
scattering event will experience many collision before it
reaches the detector, thus collisional de-excitation may
play a role on the photon journey up to the detector. To
elucidate the physics behind this phenomena we assume
that the photon emission follows the same physics as a
Brownian particle in 3D, and hence the average distance

Molecules with large vibrational  
energy spacing 
!
Low temperatures T≲ 60 K

We need



4. Collisional de-excitation
THE JOURNAL OF CHEMICAL PHYSICS VOLUME 39, NUMBER 12 15 DECEMBER 1963 

Systematics of Vibrational Relaxation * 
ROGER C. MILLIKAN AND DONALD R. WHITE 

General Electric Research Laboratory, Schenectady, N ew York 
(Received 5 August 1963) 

A large number of data points for the vibrational relaxation time (pT. in atm sec) of simple systems 
have been logarithmically plotted vs (TOK)-t. It appears that each system is well represented by a straight 
line, and that most of these straight lines when extended to higher temperatures intersect near the point 
[PT. = 1Q-8 atm sec, (roK)-t=0.03]. Systems with a small reduced mass p. are exceptions to such a simple 
convergence, and in an improved scheme, the location of the convergence point is dependent on the reduced 
mass. Such a presentation has lead to an empirical equation correlating available measurements of vi-
brational relaxation times: 10glO(PT.) = (5.0X1Q-4)p.i /ll[T-t-0.015p.1]-8.00, where () is the characteristic 
temperature of the oscillator in K deg. This equation reproduces the measured times within 50% for systems 
as diverse as N2, 12, and OrH2. In the worst case thus far, OrAr near lO00oK, it is off by a factor of 5. 

A CCURATE data on rates of vibrational relaxation 
.ft as a function of temperature are rapidly becom-
ing available,1-24 and theoretical calculations generally 
yield order-of-magnitude agreement with these data. 
The theories, however, contain gross approximations 
which have led different investigators to divergent 
conclusions. This paper presents semiempirical cor-
relations between observed relaxation times and the 

* This work has been supported in part by the Ballistic Sys-
tems Division of the U.S. Air Force. 
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relevant molecular constants, which permit one to esti-
mate with increased accuracy and confidence the rates 
for cases not yet measured. 

A useful presentation of this kind is given in Fig. 1, 
where the product of the total pressure, p, in atm and 
the vibrational relaxation time T. in sec is plotted on 
a logarithmic scale against (TOK) -t for many simple 
systems. A simple system is defined as a diatomic 
oscillator undergoing only one type of collision with 
an atomic or diatomic partner. If the collision partner 
is diatomic, we exclude near-resonant cases (such as 
N2+CO) where vibration-vibration exchange is im-
portant. Two nonsimple (polyatomic) cases are in-
cluded in Fig. 1 to indicate that this approach may 
be applicable in more complicated situations. 

Two important conclusions can be drawn from Fig. 
1. The relationship between log (pT.) and y-i is a 
linear one. This is best exemplified by the data for 
oxygen in the temperature range 500° < T < 80000 K. 
Such a linear relationship makes this type of plot 
useful for extrapolation purposes. Secondly, the data 
for most of the systems can be fit with remarkable 
success by line segments having a common point of 
origin. Thus, given one reliable point at any temper-
ature for a new system, an estimate of the behavior 
at every temperature can be obtained from a line 
through the given value and the common origin. The 
coordinates of this origin in Fig. 1 are [PT. = 10-8 atm 
sec, (rK)-t=0.03]. It should be made clear that 
this extrapolation to extreme temperatures is a device 
for correlating the data. Therefore, the indicated re-
laxation times for temperatures sufficiently high for 
dissociation to be a competing process may not be 
physically meaningful. 

The data plotted were selected as being those which 
appear most reliable for the system in question. Sys-
tems designated by a single species refer to relaxation 
in the pure gas. Those labeled with two components 
refer to relaxation of the first species when it is present 
at high dilution in the second-named gas at a total 24 D. R. White and R. C. Millikan, J. Chern. Phys. 39,2107 

(1963) . pressure of p atm. Thus, from measurements on a mix-
3209 
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FIG. 2. Common plot of vibrational relaxation data for simple systems. Method code: S-IR, shock infrared emission; S-1, shock inter-
ferometry; S-Na, shock sodium line reversal; S-UV, shock ultraviolet photometry; U, ultrasonics; VF, vibrational fluorescence. 

eye. Thus, for all cases except O2 and N2, the lines 
have been forced to intersect at a common point. As 
can be seen, the fit to the data obtained by this pro-
cedure is good except where light collision partners are 
involved. This difficulty is clearly shown by the CO-He 
and 02-He data of Fig. 1. 

A refinement of the correlation is shown in Fig. 2, 
where the common point of origin has been replaced 
by a zone or line containing a reduced mass scale. The 
choice of as a scale was the result of several trials. 
It best achieves the spreading out of the low-mass 
end, and compression of the high-mass end needed to 
fit all the cases. More simple systems are included on 
this plot, for it can successfully represent the light, 
reduced-mass systems as well as the others. The data 

lines of Fig. 2 are given by the equation 
PTv= exp[A -18.42J, (2) 

and the values of the slope A are given in Table I. 
We now seek to relate the slope A to the molecular 

constants of the colliding species. As a guide, one re-
calls that in the simple Landau-Teller theory,25 A is 
proportional to where is the reduced mass of 
the colliding pair, (j is the characteristic temperature 
of the oscillator hv/k, and I is a length parameter which 
describes in part the collisional interaction potential. 
Since this theory is a classical one-dimensional treat-
ment, it represents the data only approximately. Yet 

21i L. Landau and E. Teller, Physik Z. Sowjetunion 10, 34 
(1936). 

A study of diatomic molecules for Dark matter detection studies

Jesús Pérez-Ŕıos, H. Ramani, R. Essig and E. Figueroa
(Dated: March 30, 2018)

I. RO-VIBRATIONAL DISTRIBUTION OF
DIATOMIC MOLECULES AS A FUNCTION OF

THE TEMPERATURE

The partition function associated to the ro-vibrational
degrees of freedom of a molecule is given by

Z = Z

rot

Z

vib

=
X

⌫,j

e

�(Ej+E⌫)/kBT

, (1)

where Z

rot

is the rotational partition function and Z

vib

stands for the vibrational partition function. k

B

is the
Boltzmann constant, T is the temperature and E

⌫

rep-
resents the vibrational energy and assuming a fairly re-
alistic Morse potential is expressed as [1]

E

⌫

= ~!(⌫ + 1/2)� !x(⌫ + 1/2)2. (2)

Here ! represents the harmonic frequency of the molec-
ular well, !x represents the anharmonicity of the poten-
tial and ⌫ stands for the vibrational quantum number.
E

j

stands for the rotational energy and within the same
approach, and assuming a rigid rotor model one finds [1]

E

j

= (B
e

+ ↵(v + 1/2)) j(j + 1)�De (j(j + 1))2 , (3)

where B
e

is the rotational constant, D
e

is the centrifugal
distortion constant, ↵ is the rotation-vibration interac-
tion constant and j is the rotational quantum number.

The probability to find a molecule in a given ro-
vibrational state as a function of the temperature is

P
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/k

B
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, (4)

whereas the the probability of finding the molecule in a
given vibrational state is P

v

= e

�Ev/kBT

/Z

vib

. The vi-
brational population of CO (X1⌃) as a function of the
temperature is shown in Fig.1 and as a result one no-
tices that at 100 K the probability to find a molecule in
the ⌫ = 1 and ⌫ = 2 stets is very small, however as-
suming Avogadro’s number of molecules the number of
molecules in those states will be pretty large. In partic-
ular assuming 1023 molecules we will have 5⇥1013 and
3⇥104 molecules in the ⌫ = 1 and ⌫ = 2 states, re-
spectively. This large number of molecules can be ex-
plained in virtue of the harmonic frequency 3124 K of
the molecule at hand and

The rotational distribution in the vibrational ground
state of CO (X1⌃) is shown in Fig.2 and as a result we

FIG. 1. Probability to find CO (X1⌃) in a given vibrational
state as a function of the temperature. For these results we
have employed the Morse potential constants from Table I of
Ken’s paper.

observe a broad distribution of rotational states owing
the small rotational constant of CO (X1⌃) of only 2.78 K.
Therefore, to avoid any background signal due to thermal
excitations of excited vibrational states

II. RELAXATION TIME OF DIATOMIC
MOLECULES

Relaxation time is one of the most intriguing and fun-
damental magnitude for ab initio calculations of trans-
port coe�cients [2–4]. In particular, vibrational relax-
ation times have received a lot of interest and several
approaches have been developed, among them one finds
the celebrated Landau-Teller approach [5] which is a one
dimensional model for vibrational-translational energy
transfer and it is quantitative accurate for high energy
molecular collision. Lately, Millikan and White by look-
ing at all the experimental information available at that
time of vibrational relaxation times in molecules, were
able to find and empirical relationship between such mag-
nitude and the temperature which reads as

p⌧

v

= e

(1.16⇥10

�3
µ

1/2
!

4/3
(T

�1/3�0.015µ

1/4
)�18.42)

. (5)

Here p is the total pressure of the gas in atm, ⌧
v

is the
vibrational relaxation time in s, µ is the reduced mass

CO is a great candidate

CO shows larger vibrational quenching time 
CO has a decent vibrational spacing 
CO shows a regular BBR rate absorption 
spectra at low temperatures



CO in detail (BBR) 
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FIG. 2. Probability to find CO (X1⌃) in a given rotational
state of the ⌫ = 0 vibrational state as a function of the tem-
perature. For these results we have employed the Morse po-
tential constants from Table I of Ken’s paper.

of the colliding molecules in amu, T is the temperature
of the gas in K and ! is the harmonic frequency of the
molecular potential measured in K. It is worth pointing
out that the constant that a↵ects the temperature depen-
dence in Eq. (5) comes from the Landau-Teller approach.
The prediction based on Eq. (5) for the vibrational re-
laxation time of CO and CO in He as well as the results
coming from full quantal calculations for CO-He [6] are
shown in Fig. 3. As a result, one notices a deviation of
the quantal results from the prediction based on Eq. (5)
for T 300K for CO-He, which is the lower temperature
limit for the range of validity of the mentioned equation.
Thus, one would expect the same sort of deviation for T
 1000K for CO.

It is worth noticing that the vibrational quenching rate
for CO is way smaller than the values reported by Ken’s
paper even though we are using the same expression for
the vibrational relaxation time in terms of the basic pa-
rameters of the molecule. This is the reason why I would
like you guys to check this with me, just in case I did
something wrong.

III. PHOTON ABSORPTION INDUCED BY
BLACK-BODY RADIATION (BBR)

Heteronuclear molecules show a permanent dipole mo-
ment and as a consequence, black body radiation photons
may induce excitations in the molecules. In particular,
the absorption rate due to black body radiation between
the initial state i and final state j of the molecule is given
by [7]

FIG. 3. Vibrational relaxation frequency in s�1 of CO (blue)
and CO in He (red). The results based on Eq. (5) are shown
as dashed lines whereas the quantal results from Ref. [6] are
shown as solid lines. The blue and red area represent the
region of validity of Eq. (5) for CO and CO-He, respectively.
The pressure for the gas is 1 bar.
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i stands for the transition dipole
moment between the involved states �
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, c is the
speed of light, h is the Planck’s constant, ~ is the reduced
Planck’s constant, T is the temperature and h⌫ is the
energy associated with the molecular transition.

The BBR absorption rate in CO as a function of the
temperature is shown in Fig.4, where one notices that
the rate is pretty small compared with the spontaneous
emission rate. However, if one is expected a very little
number of DM events per year, it is mandatory to take
into account the number of BBR absorptions may occur
at a given temperature. This is shown in the lower panel
of the same figure and it is expected a large number of
events in the range of temperatures proposed by Ken and
collaborators.

IV. THE ROLE OF THE MEAN FREE PATH

The typical mean free path that we find for CO at 40
K is 0.4 mm, therefore an emitted photon after a DM
scattering event will experience many collision before it
reaches the detector, thus collisional de-excitation may
play a role on the photon journey up to the detector. To
elucidate the physics behind this phenomena we assume
that the photon emission follows the same physics as a
Brownian particle in 3D, and hence the average distance

CO @ 40K



CO in detail (Rovibrational population)

For CO @ 40 K the pressure must be 
≲ 0.1 mbar to have all the molecules 
in gas phase

The rotational level distribution is accounted for 
in the rate calculation 



CO in detail (bonus as I promised)

The emitted photon can be absorbed by another 
molecule before it reaches the detector
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The emitted photon can be absorbed by another 
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�abs(!) = ~!Bijg(!)

Absorption cross section 
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PHe=0.99995 bar

PCO=5x10-5 bar
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A large number of data points for the vibrational relaxation time (pT. in atm sec) of simple systems 
have been logarithmically plotted vs (TOK)-t. It appears that each system is well represented by a straight 
line, and that most of these straight lines when extended to higher temperatures intersect near the point 
[PT. = 1Q-8 atm sec, (roK)-t=0.03]. Systems with a small reduced mass p. are exceptions to such a simple 
convergence, and in an improved scheme, the location of the convergence point is dependent on the reduced 
mass. Such a presentation has lead to an empirical equation correlating available measurements of vi-
brational relaxation times: 10glO(PT.) = (5.0X1Q-4)p.i /ll[T-t-0.015p.1]-8.00, where () is the characteristic 
temperature of the oscillator in K deg. This equation reproduces the measured times within 50% for systems 
as diverse as N2, 12, and OrH2. In the worst case thus far, OrAr near lO00oK, it is off by a factor of 5. 

A CCURATE data on rates of vibrational relaxation 
.ft as a function of temperature are rapidly becom-
ing available,1-24 and theoretical calculations generally 
yield order-of-magnitude agreement with these data. 
The theories, however, contain gross approximations 
which have led different investigators to divergent 
conclusions. This paper presents semiempirical cor-
relations between observed relaxation times and the 

* This work has been supported in part by the Ballistic Sys-
tems Division of the U.S. Air Force. 
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relevant molecular constants, which permit one to esti-
mate with increased accuracy and confidence the rates 
for cases not yet measured. 

A useful presentation of this kind is given in Fig. 1, 
where the product of the total pressure, p, in atm and 
the vibrational relaxation time T. in sec is plotted on 
a logarithmic scale against (TOK) -t for many simple 
systems. A simple system is defined as a diatomic 
oscillator undergoing only one type of collision with 
an atomic or diatomic partner. If the collision partner 
is diatomic, we exclude near-resonant cases (such as 
N2+CO) where vibration-vibration exchange is im-
portant. Two nonsimple (polyatomic) cases are in-
cluded in Fig. 1 to indicate that this approach may 
be applicable in more complicated situations. 

Two important conclusions can be drawn from Fig. 
1. The relationship between log (pT.) and y-i is a 
linear one. This is best exemplified by the data for 
oxygen in the temperature range 500° < T < 80000 K. 
Such a linear relationship makes this type of plot 
useful for extrapolation purposes. Secondly, the data 
for most of the systems can be fit with remarkable 
success by line segments having a common point of 
origin. Thus, given one reliable point at any temper-
ature for a new system, an estimate of the behavior 
at every temperature can be obtained from a line 
through the given value and the common origin. The 
coordinates of this origin in Fig. 1 are [PT. = 10-8 atm 
sec, (rK)-t=0.03]. It should be made clear that 
this extrapolation to extreme temperatures is a device 
for correlating the data. Therefore, the indicated re-
laxation times for temperatures sufficiently high for 
dissociation to be a competing process may not be 
physically meaningful. 

The data plotted were selected as being those which 
appear most reliable for the system in question. Sys-
tems designated by a single species refer to relaxation 
in the pure gas. Those labeled with two components 
refer to relaxation of the first species when it is present 
at high dilution in the second-named gas at a total 24 D. R. White and R. C. Millikan, J. Chern. Phys. 39,2107 

(1963) . pressure of p atm. Thus, from measurements on a mix-
3209 
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I. RO-VIBRATIONAL DISTRIBUTION OF
DIATOMIC MOLECULES AS A FUNCTION OF

THE TEMPERATURE

The partition function associated to the ro-vibrational
degrees of freedom of a molecule is given by

Z = Z

rot

Z

vib

=
X

⌫,j

e

�(Ej+E⌫)/kBT

, (1)

where Z

rot

is the rotational partition function and Z

vib

stands for the vibrational partition function. k

B

is the
Boltzmann constant, T is the temperature and E

⌫

rep-
resents the vibrational energy and assuming a fairly re-
alistic Morse potential is expressed as [1]

E

⌫

= ~!(⌫ + 1/2)� !x(⌫ + 1/2)2. (2)

Here ! represents the harmonic frequency of the molec-
ular well, !x represents the anharmonicity of the poten-
tial and ⌫ stands for the vibrational quantum number.
E

j

stands for the rotational energy and within the same
approach, and assuming a rigid rotor model one finds [1]

E

j

= (B
e

+ ↵(v + 1/2)) j(j + 1)�De (j(j + 1))2 , (3)

where B
e

is the rotational constant, D
e

is the centrifugal
distortion constant, ↵ is the rotation-vibration interac-
tion constant and j is the rotational quantum number.

The probability to find a molecule in a given ro-
vibrational state as a function of the temperature is

P

v,j

=
e

�(Ev+Ej)
/k

B

T

Z

, (4)

whereas the the probability of finding the molecule in a
given vibrational state is P

v

= e

�Ev/kBT

/Z

vib

. The vi-
brational population of CO (X1⌃) as a function of the
temperature is shown in Fig.1 and as a result one no-
tices that at 100 K the probability to find a molecule in
the ⌫ = 1 and ⌫ = 2 stets is very small, however as-
suming Avogadro’s number of molecules the number of
molecules in those states will be pretty large. In partic-
ular assuming 1023 molecules we will have 5⇥1013 and
3⇥104 molecules in the ⌫ = 1 and ⌫ = 2 states, re-
spectively. This large number of molecules can be ex-
plained in virtue of the harmonic frequency 3124 K of
the molecule at hand and

The rotational distribution in the vibrational ground
state of CO (X1⌃) is shown in Fig.2 and as a result we

FIG. 1. Probability to find CO (X1⌃) in a given vibrational
state as a function of the temperature. For these results we
have employed the Morse potential constants from Table I of
Ken’s paper.

observe a broad distribution of rotational states owing
the small rotational constant of CO (X1⌃) of only 2.78 K.
Therefore, to avoid any background signal due to thermal
excitations of excited vibrational states

II. RELAXATION TIME OF DIATOMIC
MOLECULES

Relaxation time is one of the most intriguing and fun-
damental magnitude for ab initio calculations of trans-
port coe�cients [2–4]. In particular, vibrational relax-
ation times have received a lot of interest and several
approaches have been developed, among them one finds
the celebrated Landau-Teller approach [5] which is a one
dimensional model for vibrational-translational energy
transfer and it is quantitative accurate for high energy
molecular collision. Lately, Millikan and White by look-
ing at all the experimental information available at that
time of vibrational relaxation times in molecules, were
able to find and empirical relationship between such mag-
nitude and the temperature which reads as

p⌧

v

= e

(1.16⇥10

�3
µ

1/2
!

4/3
(T

�1/3�0.015µ

1/4
)�18.42)

. (5)

Here p is the total pressure of the gas in atm, ⌧
v

is the
vibrational relaxation time in s, µ is the reduced mass Spontaneous emission rate

Landau-Teller theory for 
 v-v and v-t energy transfer

Experimental data
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This work presents a detailed quantum mechanical study of rovibrationally inelastic He!CO
collisions in a wide range of translational and internal energies of the collision partners. Fully
converged coupled states calculations of rate constants for vibrational relaxation of CO(v"1) by
He are found to be in excellent agreement with experimental measurements at temperatures between
35 and 1500 K. The role of rotational energy for vibrational relaxation of CO is investigated
and it is illustrated that the CO molecules in the first excited vibrational state can exhibit
near-resonant vibrational relaxation when they are initially in high rotational excitation and the
collision energy is small. A reduced channel coupled states approach neglecting low vibrational
states in the basis set is implemented for calculations of rate constants for vibrational and rotational
energy transfer in collisions of vibrationally excited CO molecules with He atoms. It is shown that
initial vibrational excitation significantly increases rate constants for vibrationally inelastic
collisions but does not affect purely rotational energy transfer. © 2002 American Institute of
Physics. #DOI: 10.1063/1.1451061$

I. INTRODUCTION

Many theoretical and experimental studies of He!CO
collisions have been performed recently in order to provide
data of interest in astrophysics and chemistry,1,2 test and re-
fine interaction potential energy surfaces !PESs",3–7 and un-
derstand mechanisms underlying vibrational and rotational
energy transfer in collisions of diatomic molecules possess-
ing large moments of inertia with light atoms.5–13 The ex-
perimental measurements of the vibrational relaxation !VR"
of CO(v"1) have, thus, yielded rate constants over the tem-
perature range 20–2500 K. These results have been used as
the reference data in several theoretical investigations of vi-
brationally inelastic He ! CO collisions at low temperatures.
It has been shown, for example, by Balakrishnan et al.9 that
quantum mechanical close coupling calculations of rate con-
stants for VR performed on the most recent PES14 at tem-
peratures less than 100 K agree well with experimental data.
Reid et al.6,7 have reported vibrational close coupling-
coupled states !VCC-CS" calculations of rate constants for
VR of CO(v"1) below the temperature 300 K. Their results
obtained on the same PES have underestimated the experi-
mental values by a factor of 1.6 on average. A large number
of closely spaced rovibrational levels in the CO molecule
prohibits accurate quantum mechanical calculations at high
collision energies and only approximate breathing sphere15
or rotational infinite-order-sudden !RIOS"12,15,16 calculations
of rate constants have been performed for the He!CO sys-
tem at temperatures higher than 300 K. Approximate classi-
cal approach quantum encounter treatment has also been pro-
posed for vibrationally inelastic He!CO collisions.17

Unfortunately, both the experimental measurements and the
quantum mechanical calculations at the RIOS level of ap-
proximation produce averaged results which provide little, if
any, mechanistic insight into the collision dynamics.

Understanding dynamics of rovibrational transitions in
collisions of rotationally and vibrationally excited diatomic
molecules with atoms is important for modern experimental
techniques allowing measurements of the state-resolved en-
ergy transfer processes.18 The collisions of excited diatomic
molecules with atoms show many interesting features like
the resonant vibrational energy transfer19,20 or the strong
competition between vibrational and purely rotational energy
transfer.21 These effects cannot be reproduced by the ap-
proximate quantum mechanical calculations neglecting the
rotational energy spectrum of diatomic molecules and the
classical dynamics calculations do not always provide reli-
able results. Accurate quantum mechanical calculations of
rovibrational transitions in collisions of excited diatomic
molecules with atoms should, therefore, assist experimental
measurements and development of adequate theoretical mod-
els. To the best of our knowledge no quantum mechanical
calculations of VR in vibrationally excited CO molecules
have been reported.

In the present paper we focus on investigation of colli-
sions of vibrationally and rotationally excited CO molecules
with He atoms. Rate constants for vibrational relaxation of
CO(v"1) by He are computed using the VCC-CS method-
ology and compared with experimental data in a wide range
of temperatures extending to 1500 K. Vibrationally reduced
channel coupled states approach using energetically local ba-
sis sets of vibrational functions is implemented to obtain rate
constants for VR of higher vibrational states and investigate
the dependence of the vibrational and rotational energy trans-
fer on the vibrational quantum number. The role of rotational

a"Present address: Harvard-Smithsonian Center for Astrophysics, 60
Garden Street, Cambridge, Massachusetts 02138; electronic mail:
rkrems@cfa.harvard.edu
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tices that at 100 K the probability to find a molecule in
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suming Avogadro’s number of molecules the number of
molecules in those states will be pretty large. In partic-
ular assuming 1023 molecules we will have 5⇥1013 and
3⇥104 molecules in the ⌫ = 1 and ⌫ = 2 states, re-
spectively. This large number of molecules can be ex-
plained in virtue of the harmonic frequency 3124 K of
the molecule at hand and
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FIG. 1. Probability to find CO (X1⌃) in a given vibrational
state as a function of the temperature. For these results we
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observe a broad distribution of rotational states owing
the small rotational constant of CO (X1⌃) of only 2.78 K.
Therefore, to avoid any background signal due to thermal
excitations of excited vibrational states

II. RELAXATION TIME OF DIATOMIC
MOLECULES

Relaxation time is one of the most intriguing and fun-
damental magnitude for ab initio calculations of trans-
port coe�cients [2–4]. In particular, vibrational relax-
ation times have received a lot of interest and several
approaches have been developed, among them one finds
the celebrated Landau-Teller approach [5] which is a one
dimensional model for vibrational-translational energy
transfer and it is quantitative accurate for high energy
molecular collision. Lately, Millikan and White by look-
ing at all the experimental information available at that
time of vibrational relaxation times in molecules, were
able to find and empirical relationship between such mag-
nitude and the temperature which reads as
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Here p is the total pressure of the gas in atm, ⌧
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vibrational relaxation time in s, µ is the reduced mass

Spontaneous emission rate



CO in detail (collisions)

kv,v-1=1.8x10-12 cm3/s

CO @ 75 K
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A novel approach for DM detection

DM particle collisions 
with molecules induce 
vibrational excitation

The photon is detected by the 
photodetectors surrounding the gas

Excited molecules decay emitting a photon

Mixed Molecular gas
Photon detectors
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We will be able to explore DM particles in a mass  
range of almost 3 orders of magnitude, from 100 
keV to 100 MeV.

1.37m

��� � �� ���
��-��

��-��

��-��

�� [���]

�
�
[�
�
� ]

���(�)=�
��

(�
��-
��)



CO in detail

We will be able to explore DM particles in a mass  
range of almost 3 orders of magnitude, from 100 
keV to 100 MeV.

1.37m

��� � �� ���
��-��

��-��

��-��

��-��

�� [���]

�
�
[�
�
� ]

���(�)= ���
��

��
(�
��-
��)



Some future work
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