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22 The deuterated radical ND was produced in a DC discharge cell cooled at liquid nitrogen
23 temperature. The discharge proved to be vibrationally hot, therefore the transient species
24 could be detected in its vibrational excited states up to v = 6. By scanning in the 431—
531 GHz frequency region, several fine-structure components of the N = 1 < 0 transition in
25 vibrational excited states were observed, each of them showing a complex hyperfine structure.
26 A global analysis, including the measured frequencies and previous submillimeter-wave and
27 infrared data, allowed an accurate determination of the equilibrium spectroscopic parameters
28 of the ND radical including fine and hyperfine constants.
A very precise determination of the equilibrium bond length r. was obtained. This value
29 is not consistent with the value reported in literature from NH data. This incongruity was
30 discussed in terms of the breakdown of the Born-Oppenheimer approximation.
In view of the recent detection of ND in a solar-mass protostar (A. Bacmann et al., Astron.
31
Astrophys. 521, L42 (2010)), an extended spectroscopic characterization of this deuterated
32 isotopologue of the NH species may prove useful, considering the large deuterium enhancement
33 observed in molecular clouds.
34
35
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36 &
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38
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41 1. Introduction
42
43
44 Very recently, it has been reported the first astronomical detection of the radical
45 ND towards a young solar-mass protostar [1]; this is one among the wealth of
46 results which are being obtained by the high resolution heterodyne instrument HIFI
j; on board the Herschel Space Observatory. The joint observation of NH hyperfine
transitions allowed to estimate deuterium fractionation of imidogen, which results
49 gen,
50 to be very high, with a ratio [ND]/[NH] between 30 and 100%.
51 The laboratory detection of the pure rotational spectrum of the radical ND in
52 its ground vibronic state X3X~ was achieved by Saito and Goto [2], who observed
53 the three fine-structure components of the N = 1 « 0 rotational transition and
p
54 resolved their hyperfine structure. Five years later, Takano et al. [3] reported the
55 observation of the N = 2 < 1 transition, with its complex fine and hyperfine
56
57
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structure: thanks to the determined molecular parameters, they were able to list
accurate frequency predictions for ND rotational transition up to 4 THz.

The first seven vibrational levels of ND(X3X ™) were investigated by Ram and
Bernath [4]' by observing six vibration-rotation bands at 0.01 cm~! resolution
using a Fourier transform spectrometer. For the low NN lines the characteristic
triplet pattern due to the three spin components J = N 4+ 1, N, and N — 1 of each
N level was resolved, while no hyperfine structure was resolved.

The present work reports measurements of a number of fine-structure compo-
nents of the N = 1 < 0 rotational transition of ND in a number of vibrational
excited states; AJ = 0,+£1 components for v = 1,2 and the AJ = +1 component
for v = 3,4, 62. Each fine-structure line was split in several hyperfine components,
so that a total of 69 measured line frequencies are reported.

All the line frequencies reported in references [2—4] have been considered in a
global fit with the present measurements in order to obtain an extensive set of
equilibrium spectroscopic parameters.

2. Experimental details

Measurements were carried out in the frequency range of 431-531 GHz, employ-
ing phase-locked Gunn oscillators (Radiometer Physics GmbH, J. E. Carlstrom
Co) as primary radiation source working in the range of 75-115 GHz; power at
higher frequencies was obtained using harmonic multiplication. Two phase-lock
loops allowed the stabilization of the Gunn oscillator with respect to a frequency
synthesizer, which was driven by a 5-MHz rubidium frequency standard. The fre-
quency modulation of the radiation was obtained by a sine-wave at 16.66 kHz
modulating the reference signal of the wide-band Gunn synchronizer; the signal,
detected by a liquid-helium-cooled InSb hot electron bolometer (QMC Instr. Ltd.
type QFI/2), was demodulated at 2-f by a lock-in amplifier.

ND radical was produced in a DC discharge with a current ranging between 20
and 60 mA by flowing Na (ca. 5 mTorr) and D2 (1-2 mTorr) in Argon buffer gas
for a total pressure of 15-30 mTorr (2-4 Pa). The Pyrex cell, 3.25 m long and 5 cm
in diameter, was equipped with two cylindrical hollow electrodes 25 cm in length
at either end, and was wound with a plastic pipe for liquid nitrogen circulation to
cool down to ca. 90 K.

We could detect transitions in excited vibrational states as high as v = 6, that
is the discharge was vibrationally hot. Figure 1 shows a portion of the hyperfine
spectrum of the AJ = +1 fine component for the v = 0, 1, and 2 vibrational states:
from a series of such spectra, recorded with a controlled power of the radiation
source, we could roughly estimate a vibrational temperature of 2000-3000 K. As
for the mechanism of the excitation, we could observe that discharging ND3 or a
mixture NHz /D3 led to a better production of ND in the ground vibrational state,
while spectra in the first excited states resulted barely observable. Also, using Ny
as buffer gas instead of Ar, the vibrational temperature was enhanced. Therefore
we can argue that energy transfer from excited molecular nitrogen is responsible
of the vibrational excitation.

ISee references in the article for a full list of the spectroscopic observations concerning ND.
2Failure of observing lines in v = 5 state is due to poor radiation power in the proper
frequency region.
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arbitrary units
arbitrary units
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522065 MHz 522085 506945 MHz 506965 491860 MHz 491880

(a) v=0 (b)v=1 (c)v=2

Figure 1. Portion of the hyperfine structure of the N =1 < 0, J = 2 «+ 1 fine structure component for
different vibrational states.

3. Results and Discussion

ND is a diatomic free radical with an X2Y~ ground electronic state. From a
theoretical point of view, this molecule is well described by a Hund’s case (b) basis
set. Consequently, the effective Hamiltonian including rotation, fine structure and
hyperfine structure terms can be written as follows [5]:

Heff = Hrot + Hyps + Hpps(N) + Hpp5(D). (1)
where
H,oy = BN? - DN*+ HNS + LN8, (2a)
Hps = 30357 — 8%) + yN-S + §7p[N-S, N?], + §yu[N-S,N*;,  (2b)
Hpps(N) = bp(N)In-S + ) (3In:S. —IN-S)
o) (B8~ 1R+ COV LN, (20)
c(D)

ths(D) = bF(D)IDS +

(3Ip.S, — Ip-S). (2d)

According to Hund’s case (b) formalism, N is the rotational angular momen-
tum and J = N + S, where S is the electron spin vector. Both nuclei have a
non-vanishing spin angular momentum with quantum numbers Iy = Ip = 1. The
hyperfine terms in the Hamiltonian have been split in two terms, relative to the ni-
trogen and deuterium nuclei, for clarity. While the magnetic hyperfine terms due to
the interaction with S could be determined for both nuclei, the electric quadrupole
and nuclear spin-rotation interaction terms were included only for nitrogen. No cen-
trifugal distortion corrections of the hyperfine parameters were considered in the
Hamiltonian.

The global fit was performed including our data, the submillimeter-wave data of
Ref. [2], the far infrared data of Ref. [3] and the infrared data of Ref. [4]. Because of
the great number of transitions involving vibrational excited states, it was necessary
to expand the pure vibrational energy to the fourth anharmonicity correction:

G(v) = we(v+ %) — weZe (v + %)2 + welYe (v + %)3+weze(v+ %)4+wewe(v+ %)5 (3)

Also, the rotational, fine-structure and hyperfine structure terms were expanded
in order to include the appropriate vibrational contributions. For each parameter,

URL: http://mc.manuscriptcentral.com/tandf/tmph
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the equilibrium value and some vibrational corrections, depending on the case,
were determined in the fit. They are reported in the following equations.

B=B.—0c(v+3)+7+3)?+0(v+3)> +elw+ 3 +Cv+3)°, (4)
D=D.~B(v+35)+n(v+3)° +07(0+3)° + k(v +5)", (5)
H=H,— B (v+3) +nl(v+35)° (6)
L=Lc—ftv+3), (7)
A=A+ A0+ 1)+ N2 (v + 12+ A (v + 1)3, (8)
Y= Ye + (v + ) + (v + )% (9)
YD =YDe + 10wV + 3) + VD02 (v + 3)?, (10)
YH = VH,e; (11)
bp =bpe +bry(v+3) + bpe(v+ )% (12)
c=ceteo(v+3) +ew(v+3)? (13)
C'=Ce+ Colv+1), (14)
eqoQ = eqoQe + €qoQu(v + 3). (15)

Table 1 reports the values of the parameters derived from the global analysis,
where a total of 677 transition frequencies! were fitted to the Hamiltonian of equa-
tions (1) and (2) in a weighted-least-squares procedure, as implemented in Pickett’s
SPCAT/SPFIT program suite [6]. The line frequencies measured in the present
work are listed in Table 2 along with the residuals from the fit. The rms error of
residuals resulted to be 51 kHz for the pure rotational lines, and 0.0025 cm™! for
the IR lines; the fit standard deviation is 0.9152.

The fit is overall very satisfactory, and the most important parameters have been
determined with great accuracy. The derived parameters are consistent with
the previous ones, however a direct comparison is not possible because
here are reported equilibrium values obtained with more terms in the
vibrational expansions. The vibrational dependence of the hyperfine terms has
been obtained for the first time.

The magnetic hyperfine structure parameters derived for a free radical molecule
provide direct information on the electronic distribution and on the composition of
the electronic wavefunction [7]. In the spectroscopic approximation, namely where
only the unpaired electrons are considered, the Fermi contact term b is directly
linked to the spin density at the nucleus Y_,(¥(0;)?). Also, the anisotropic dipolar
interaction term c is related to the angular distribution of the electronic wavefunc-

IFrequencies and uncertainties of the ground-state rotational transitions included in the fit are listed in
Table 1 of reference [3]; the IR lines of the vibration-rotation bands from 1-0 up to 6-5 reported in Table
1 of reference [4] were fitted with an uncertainty of 0.003 cm™!.

2rmsyes = \/(Z residual?) /(N observations), ogy = /(3 (residual/uncertainty)?)/(degrees of freedom).
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tion Y, ((3cos? 6; — 1)/rd). Namely:

10762

o N2
bF/MHZ = TngQNMBNNNOZ<\I’(Oz) >7 (16)
o/MH _107°3 3 (Beos?6; — 1) (17)
z = h SWQeQNNBMN,UO i T? ’

where g, is the g—value for the free electron, gy is the nuclear g—factor, up is the
Bohr magneton, uy is the nuclear magneton and g the permeability of vacuum.
The sums are over the unpaired electrons. The values for the electron densities
derived from the fitted equilibrium parameters bp, and c. are summarized in
Table 3. In the same table the value of >_.(1/r?) relative to the nitrogen nucleus,
calculated assuming (7|3 cos?@ — 1|m)=—2/5, is also reported. This assumption
is correct for atomic p, orbitals and a good approximation for molecular 7
orbitals [8]. The same approximation is not expected to be valid for the deuterium
atom. A comparison with the same values for NH, although not at equilibrium, is
shown.

Kristiansen and Veseth [9] calculated the equilibrium values for the hyperfine
constants of NH. Since the equilibrium parameters are independent on the
isotopic substitution, these values can be compared to our experimental constants,
provided the correction for the different nuclear magnetic moments and spins
is applied. In fact, the value of gy = ps/(unI) depends on the nucleus and is
equal to 0.857438230 for the deuterium nucleus and 5.585694772 for hydrogen.
Therefore, we can calculate the equilibrium values of bp.(H) and c.(H) from
our experimental data for deuterium by applying the multiplicative factor
(5.585694772/0.857438230). The comparison with Kristiansen’s values, reported
in Table 4, shows an excellent agreement between computed and experimental
parameters.

An equilibrium bond distance of 1.03666599(70) A was derived from the fitted
equilibrium value B.. The associated error was calculated with the standard linear
error propagation equations and considering the errors on B, the atomic masses,
the Planck constant and the amu/kg conversion factor as reported in Ref. [10]. The
best determination of 7. available in literature from ND data is r.=1.036651(9) [4].
Our result is rather consistent with the previous one but an improvement of more
than one order of magnitude in the precision of this parameter has been achieved
in this work.

It is interesting to point out that the equilibrium distance derived from NH
data is different from the one obtained from ND data well beyond the parameter’s
standard deviation. Such a discrepancy is reproduced by several experimental
determinations of r. for NH: 1.0371860(19) [11], 1.03756(6) [12], 1.03722(2) [13]
A. We believe that this apparent incongruity arises from the breakdown of the
Born-Oppenheimer (BO) approximation. According to Watson [14], the experi-
mentally determined equilibrium bond length in a diatomic molecule AB can be
related to the isotopically invariant Born-Oppenheimer bond length through the
following equation:

BO dA dB
e — 1 e — — 5 1
r Te { +m < + ) } ( 8)

URL: http://mc.manuscriptcentral.com/tandf/tmph
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where m. is the electron mass and ds and dg are dimensionless parameters.
Strictly speaking, Ma and Mp are the masses of the nuclei, but a negligible error
is introduced if atomic masses are used instead [14]. The Born-Oppenheimer
equilibrium bond length 1"1630, along with da and dg, can be determined from the
experimental data, provided that there are at least three different evaluations of
Te. In this case, where the equilibrium distance has been derived only for two
isotopologues, we approximate Eq. (18) to the following pair of equations:

p(NH) — ;.BO (1 + me;fH> (19)
p(ND) — pBO[ 1 4 med—A (20)
e e MD )

where the contribution due to the nitrogen nucleus has been neglected. Using our
result for réND), the value of """ from. Ref. [11] and solving for 75° and da, we
obtain r39=1.036145 A and d=1.8454.

Alternatively, we can use a more sophisticated approach, which has the advantage
to provide an estimate of the error associated to rE©.

Considering that in the Dunham’s expansion Yy =~ B, [15], the Born-
Oppenheimer breakdown can be taken into account by using the following rela-
tionship [14, 16, 17]:

Al AN
Yt = Unipy" [1 +m <0; + 0;)] : (21)
’ / MH MN

Here, o labels the isotopologue, Al and A} are the electronic BO breakdown
parameters for H and N atoms, respectively. M7 and Mg, represent the atomic
masses of hydrogen and nitrogen isotopes in the « isotopologue, and u,, the reduced

mass of the « isotopologue. As before, we can derive Up; and Agl from Yo(lN H)
and Yo(lN D), whereas AoNl is experimentally indeterminate. However, since the Agq

coefficients are usually comparable in magnitude for the two atoms [17], the value
of A} can be assumed equal to that of Af}. A more realistic assumption is A); =
Agl + 1, as proposed by Cooke and Gerry [18]. In such a case the results are:
Up1 = 470801.7(268) MHz-amu and Al = —3.68(13). The errors on Uy and Af}
have been derived by calculating the difference in their values, as obtained in the
two limit cases A, = Af} — 1 and A} = Al + 1. The contribution from the
errors associated to YO(F 1 and YO(IN D) hias been taken into account too. The Born--
Oppenheimer bond lengths r2© for NH can be determined using the equation [19]:

h

BO

= — 22
Te V' A7Ugimy, (22)

In Eq. (22) m,=1.6605401(10)-10"2" kg [10]. Eventually, we obtained r2© =
1.036071(29) A, very close to the result obtained with the previous derivation.

Whichever procedure one wishes to follow, the lack of experimental data prevents
from a simultaneous determination of the BO bond length and the two correction
parameters, either A’s or d’s, and some kind of assumption needs to be made.
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However, the values obtained for Af} (-3.68(13)) and da (1.8454), although quite
different, suggest a rather large dev1atlon from the Born-Oppenheimer approxima-
tion. ThlS is consistent with the sizable difference rN — NP =0.00052 A. Further
insight into the nature of the BO approximation breakdown, concerning
the non-adiabatic contribution due to the interaction with excited elec-
tronic states, can be achieved if one knows the value of the g; factors for
several isotopologues [14]. Since precise g; factors for the ground elec-
tronic state are known only for *NH in excited vibrational states [5] and
are very small, we decided not to consider this contribution explicitly in
our derivation. In order to obtain a calculation of r?o without approximations, it
would be useful to have further experimental determinations of r., from ">NH and
possibly from "ND. This experiment is being currently set up in our laboratory.
For a free radical molecule in a X3%~ electronic state, similar arguments hold
also for the spin-spin and electron spin-rotation parameters A, and v, [20]. However,
the d and A coefficients are specific of the spectroscopic constant considered. Since
in the case of NH no equilibrium values are readily available for these parameters,
the determination of /\]SO and ’yfo can not be performed. It would be possible
anyway to derive A, and ~, for NH from the parameters reported in Ref. [11].

4. Conclusions

The pure rotational spectrum of the free radical ND in its ground electronic
state X3~ has been detected in the frequency range 431-531 GHz. Several fine
and hyperfine components of the N = 1 « 0 transition have been observed in
the ground and in excited vibrational states with v up to 6. A global fit including
our data, infrared and far infrared literature data has been performed, leading to
the determination of an extensive set of vibrational, rotational, fine structure and
hyperfine structure parameters. The hyperfine constants by (Fermi contact) and ¢
(dipolar) have been discussed in terms of the expectation values of the appropriate
operators over the electronic wavefunction. The precise determination of the equi-
librium rotational constant B, has allowed the derivation of the equilibrium bond
length r.. The comparison with r, obtained from NH data has shown a sizable dis-
crepancy, which has been attributed to the breakdown of the Born-Oppenheimer
approximation. The isotopically invariant Born-Oppenheimer bond length ’I"BO has
been tentatively derived and a value of 720 = 1.036071(29) A has been obtained.
Further investigations of the rare isotopologues "’ NH and ND will be carried out
in the near future.

Acknowledgements

Financial support from MIUR (PRIN 2007 funds, project “Trasferimenti di
energia, carica e molecole in sistemi complessi”) and from the University of
Bologna (RFO funds) is gratefully acknowledged. LB acknowledges support from
the Science and Technology Foundation (FCT, Portugal) through the grant
SFRH/BPD /62966 /20009.

URL: http://mc.manuscriptcentral.com/tandf/tmph



June 28, 2011

P OO~NOUILAWNPE

U OO OB DMBEMDIAMDIMBAEDIAMDIMDRNWOWWWWWWWWWWNDNNNNNNMNNNNRPRPREPRPERPERERERE
QOO NOUPRRWNRPOOO~NOOUOPRARWNRPOOONOUPRARWNRPOOONOODUMWNRPRPOOCONOOPMAWNEO

18:17 Molecular Physics Dore'ND'rev
Molecular Physics
8 REFERENCES
References

[1]A. Bacmann, E. Caux, P. Hily-Blant, B. Parise, L. Pagani, S. Bottinelli, S. Maret, C. Vaste, C. Cec-

carelli, J. Cernicharo, T. Henning, A. Castets, A. Coutens, E.A. Bergin, G.A. Blake, N. Crimier, K.
Demyk, C. Dominik, M. Gerin, P. Hennebelle, C. Kahane, A. Klotz, G. Melnick, P. Schilke, V. Wake-
lam, A. Walters, A. Baudry, T. Bell, M. Benedettini, A. Boogert, S. Cabrit, P. Caselli, C. Codella,
C. Comito, P. Encrenaz, E. Falgarone, A. Fuente, P.F. Goldsmith, F. Helmich, E. Herbst, T. Jacq,
M. Kama, W. Langer, B. Lefloch, D. Lis, S. Lord, A. Lorenzani, D. Neufeld, B. Nisini, S. Pacheco, J.
Pearson, T. Phillips, M. Salez, P. Saraceno, K. Schuster, X. Tielens, F.F.S. van der Tak, M.H.D. van
der Wiel, S. Viti, F. Wyrowski, H. Yorke, A. Faure, A. Benz, O. Coeur-Joly, A. Cros, R. Giisten and
L. Ravera, Astron. Astrophys. 521, L42 (2010).

S. Saito and M. Goto, Astrophys. J. 410, L53 (1993).

S. Takano, T. Klaus and G. Winnewisser, J. Mol. Spectrosc. 192, 309 (1998).

R.S. Ram and P.F. Bernath, J. Mol. Spectrosc. 176, 329 (1996).

A. Robinson, J. M. Brown, J. Flores-Mijangos, L. Zink and M. Jackson, Mol. Phys. 105, 639 (2007).
H.M. Pickett, J. Mol. Spectrosc. 148, 371 (1991).

J. A. J. Fitzpatrick, F. R. Manby and C. M. Western, J. Chem. Phys. 122, 84312 (2005).

K. R. Leopold, K. M. Evenson and J. M. Brown, J. Chem. Phys. 85, 324 (1986).

P. Kristiansen and L. Veseth, J. Chem. Phys. 84, 6336 (1986).

[10]I. Mills et al., Quantities, Units and Symbols in Physical Chemistry (Blackwell Science, Second Edition,

1993).

R.S. Ram, P.F. Bernath and K. H. Hinkle, J. Chem. Phys. 110, 5557 (1999).
P.F. Bernath and T. Amano, J. Mol. Spectrosc. 95, 359 (1982).

F. D. Wayne and H. E. Radford, Mol. Phys. 32, 1407 (1976).

J. K. G. Watson, J. Mol. Spectrosc. 45, 99 (1973).

J. L. Dunham, Phys. Rev. 41, 721 (1932).

A. H. M. Ross, R. S. Sing, and H. Kildal, Opt. Commun. 12, 433 (1974).
K. G. Watson, J. Mol. Spectrosc. 80, 411 (1980).

A. Cooke, M. C. L. Gerry, J. Mol. Spectrosc. 234, 195 (2005).

R. Bunker, J. Mol. Spectrosc. 68, 367 (1977).

Tiemann, J. Mol. Spectrosc. 91, 60 (1982).

J.
S.
P.
E.
W. Ubachs, J. J. Ter Meulen and A. Dymanus, Can. J. Phys. 62, 1374 (1984).

URL: http://mc.manuscriptcentral.com/tandf/tmph

Page 8 of 13



June 28, 2011 18:17 Molecular Physics Dore'ND'rev

Page 9 of 13 Molecular Physics
REFERENCES

1 Table 1. Spectroscopic parameters derived from a global fit for the vibrational states from v = 0
2 to v =6 of ND(X3%7).
2 Parameter Value® ParameterP Value®
5 We / cm~! 2398.9948(25) e /MHz  27541.76(16)
6 WeT / cm™! 41.9800(22) A /MHz 9.80(50)
7 w:y: / cm~1 0.07032(79) ,\:2 /MHz —5.70(39)
8 weze [ em™l —0.00440(12) Ay3 /MHz —0.468(86)
9 wewe [/ em~1x103 —0.5260(72) Ve /MHz —900.370(25)
10 Be / MHz 267 067.288(35) Yo /MHz 33.796(27)
11 Qe / MHz 7613.20(10) Vo2 /kHz, —33.2(75)
12 Ve / MHz 20.326(96) YD.e /kHz, 114.4(37)
13 Se / MHz —2.253(38) YD /kHz, 48.1(34)
14 €e / kHz —62.1(64) VD w2 /kHz —2.94(30)

Ce / kHz —9.0(40) YH,e /kHz, —0.475(19)
15 D.  /MHz 14.7151(16) bpeo(N)  /MHz 19.096(25)
16 P/ MHz 0.16714(78)  bp,(N)  /MHz —0.328(28)
17 nP / kHz 8.73(26) bp,2(N)  /kHz —38.6(78)
18 oD / kHz —0.126(54) ce(N) /MHz —68.067(43)
19 wD / kHz 0.1087(31) co(N) /MHz 0.294(25)
20 He / Hz 576.(11) bre(D) /MHz —9.844(16)
21 B / Hz —14.9(43) br,,(D) /MHz —0.4622(96)
22 nH / Hz —5.94(48) ce(D) /MHz 14.06(11)
23 Le / mHz —202.(22) cv(D) /MHz —0.192(96)
24 L / mHz —15.3(22) c,2(D) /kHz —64.(21)
25 eqQe(N) /MHz —3.402(64)
26 eqQuv(N) /MHz 0.290(32)
27 C.(N) /kHz 93.5(83)

Cy(N) /kHz —13.0(42)

28 Y
29 2 The quantity in parentheses is one standard deviation in units of the last quoted digit.
30

b The symbol with v™ as subscript refers to the (v 4 %)” dependence of the corresponding
31 parameter. See text.
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Table 2.: Observed frequencies of the N = 1 < 0 transition in vibrational excited

Dore’'ND'rev

states of ND(X3% 7).

Molecular Physics
REFERENCES

JF§ F' J Fn F? Frequency® Obs.-calc.°  Rel. Int.?
MHz kHz

v=1
506915.118(15) 26 0.33
506915.118(15) 0.24
506915.118(15) 0.43
506923.534(70) -29
506925.012(50) 59 0.71
506925.012(50) 0.29
506932.358(15) 11
506936.129(10) -3
506940.820(25) 49
506950.011(15) -40 0.69
506950.011(15) 0.31
506956.276(15) 58 0.40
506956.276(15) 0.60
506958.230(15) 22
506959.664(20) 0 0.50
506959.664(20) 0.50
506966.855(15) 29
506968.119(15) -35
506973.526(15) -23

OO0 OCO0O0OO0OO0COO0OO0OCORRREREREFRERERRERERREREPREFRFRFFERFEFRFEFFEFFEFNNNDNNNNDNDNNDNNDNDNDNNDDNDNNNDND

o R R NN NNDNDRNDNDNDNDDNDNNDNNND NN N

HFRRPRPRRRRPRRRPRPRRRRPORORRFRFRNNRFNNNNNRFNNNNNNNWRONFREFNDOROWNNFERNDNERDNDNDN

NEFORFRFFNNNFNFNDNNFERFRNDNDRFENDWWWNDN

NFONFFONFORNNHEFRNFEFNFRFNRFRFNWRNFRNFER,WNWFRFNWNNNRFRRFRNDAEWNDNWRNONRFERFNWRN
HFHRRHERRRERRRRRRRERRERRRERRBRERRRERRERRBRRERRBRR B BB 2B 3 -2 -2 2 93 -2
NNNOOOHRFRFHFFEFNNNOORRFRFFRFFEFREFREFEFNFEFFEFRFEFNNNNNNNNFOFRFNNNRFERORNDNRFRFNDNDN

NNFNNNWNFEFRFRNWFRFNNONRFRFRFDNRWNDW
HFHRAHERRRERHERRRHRPRRHRRRRRRR BB B2 &
NHEFEFRENFERRFRRRFNDFEFNDNDNOFENRFEORNDNDNRF -

HEEEEREEREEEFOWNNFRERFNNNFER,ONNWFRFRFRFONWNNFRERFRFWNNFRFOFRWNRFENFEREWNONWRN

NNFEFFEFWNNNNFEFNNWREFNERWRERORWNRFEN

530918.953(25)
530918.953(25)
530928.058(30) -34 0.30
530928.058(30)
530945.066(30) 78
530955.318(30) -56
530964.056(50) -73 0.28

)

)

)

)

)

530964.056(50 0.39

530964.056(50 0.33
530972.307(50 -23
530979.373(50 -94
530980.599(50 54
530990.165(30) -7 0.21
530990.165(30) 0.79
531002.864(30) 90
531006.838(30) 28
531019.333(30) 5
531024.359(30) -58 0.42
531024.359(30) 0.58
476706.690(30) 72 0.58
476706.690(30) 0.42
476724.237(30) -43
476741.043(30) -42
476742.228(30) 34 0.25
476742.228(30) 0.02
476742.228(30) 0.73
476775.965(30) 26 0.31
476775.965(30) 0.50
476775.965(30) 0.19
476696.516(50) -138 0.44
476696.516(50) 0.48
476696.516(50) 0.08
v =2

491866.420(30) -48 0.69
491866.420(30) 0.31
491872.315(30) 28
491873.029(30) -52
491874.524(50) -58
491876.683(50) -58 0.35
491876.683(50) 0.35
491876.683(50) 0.30
491850.431(50) -44
491853.107(30) -08

491857.308(30

491883.960(50

)
491832.128(50) -22 0.57
491832.128(50) 0.43
491833.063(50) 52
491840.592(50) 74
491842.678(50) 44 0.25
491842.678(50) 0.75

)
515821.401(20) -28
515823.088(20) 30
515815.808(100) 42
515831.769(50) 42
515844.742(20) -10
515849.170(100) -66
515771.071(50) -18

Continued on next page
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REFERENCES
1 Table 2 — continued from previous page
2 J Fy F J Fy F* Frequency® Obs.-calc.®  Rel. Int.9
3 MHz kHz
4 1 2 3 1 2 3 515788.098(100) 139
0 1 2 1 2 3 461571.547(50) 31
5 0 1 1 1 1 0 461586.418(50) -40
6 0 1 0 1 1 1 461587.497(50) 32 0.25
7 0 1 2 1 1 1 461587.497(50) 0.75
0 1 1 1 1 2 461604.951(50) -22 0.43
8 0 1 2 1 1 2 461604.951(50) 0.57
v=23
9 2 1 0 1 1 1 476770.653(80) 85
10 2 1 2 1 0 1 476774.294(20) -15
11 2 2 3 1 1 2 476783.354(15) 24 0.69
2 2 2 1 1 1 476783.354(15) 0.31
12 2 3 3 1 2 2 476789.130(15) 5
13 2 3 4 1 2 3 476790.200(20) -26
2 3 2 1 2 1 476791.457(40) 58
14 v=4
2 2 3 1 1 2 461655.288(20 -35
15
2 3 3 1 2 2 461660.820(20) 5
16 2 3 4 1 2 3  461662.276(20) 17
17 v==6
2 2 3 1 1 2 431026.640(50) 80
18 2 3 3 1 2 2 431031.581(100) -106
19 2 3 4 1 2 3 431033.848(50) -48 0.70
2 3 2 1 2 1 431033.848(50) 0.30
20
21
22 aFy=Iy+Jand F=1Ip+ Fy.
23 b Estimated uncertainties are reported in parentheses in units of the last quoted digits.
24
25 ¢ Residuals from the global fit.
d Unresolved transition frequencies are fitted to the sum of the frequencies of the blended
26
27 components weighted by their relative intensities.
28
29
30
31
32
33
34
35
36
37
38
39
40
41
42
43
44
45
46
47
48
49
50
51
52
53
54
55
56
57
58
59
60
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12 REFERENCES
Table 3. Expectation values of distribution functions over the

electronic wave function (in units of 103°m™3) of N, D and H
for ND and NH.

ND# NH

AY(0:))N 0.39884(52) 0.375(8)P
AP(0:)%)p.m —0.09682(16)  —0.100(2)P
{(3cos?0; — 1) /)N —17.9398(50) —17.09(7)P
«
(

©CoO~NOUTA,WNPE

3cos?0; —1)/r3)p u 0.7723(60) 0.77(2)
10 1/ 19.850(13)¢ 20.1(9)4

12 2 This work. These values are derived from the equilibrium
13 hyperfine constants bg ¢ (N), bp,e(D), ce(N), ce(D).

14 b Ref. [21].
15 ¢ For calculation see text.

16 d Ref. [8].
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Table 4. Experimental and cal-

culated equilibrium hyperfine con-
stants (in MHz) for ND and NH.

Exp.2 Calc.P

br,e(N) 19.096 18.94
ce(N) —68.067  —67.88
bre(D)  —9.844

ce(D) 14.06

10 bre(H) —64.13 —66.35
11 ce(H) 91.59 91.96

©CoO~NOUTA,WNPE

13 2 This work. See text.
14 b Ref. [9].
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