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Alkoxo-Bridged Heterobinuclear Derivatives of Arsenic(lll)
and Boron Based on Dithiophosphate Ligands: Synthesis
and Characterization

Pankaj Kumar Sharma and Yashpal Singh
Department of Chemistry, University of Rajasthan, Jaipur, India

The heterobinuclear derivatives of arsenic(Ill) and boron of the general for-
mula [(RO)9P(S)S]oAs(1i-OPr)9B(OPr)y {where R = Me(1); Et (2); Pr (3);
Pr" (4); and Bu"™ (5)] have been synthesized by the reactions of chloro-
bis(dialkyldithiophosphato)arsenic (III) compounds, [(RO)oP(S)S]oAsCl with
sodium tetraisopropoxoborate, NaB(OPr')y in 1:1 molar ratio in refluxing benzene
solution. All these new nonvolatile, moisture-sensitive, light-yellow colored, viscous
liquid derivatives have been characterized by elemental analyses and molecular
weight measurements. Their FT IR, multinuclear NMR (IH, 13¢, 31P, and 11B),
and FAB mass spectral studies have been discussed.

Keywords Bidentate ligands; chlorobis(dialkyldithiophosphato)arsenic(III); heterobi-
nuclear derivatives; tetra-coordinated boron

INTRODUCTION

Although during the last two decades there has been significant de-
velopment in the chemistry of heterobimetallic alkoxides of heav-
ier group 15 elements,'!7 except for two examples,'® there is a
dearth of analogous studies concerning arsenic(IIl), though homod-
inuclear derivatives!® of arsenic(III) containing deprotonated dithio-
phosphates and an isopropoxoarsenate group as well as mixed ligand
dialkyldithiophosphate derivatives of arsenic(III) have already been
reported earlier?*=22 in the literature. In view of the previous state-
ment, we report the synthesis and characterization of heterobinuclear
alkoxide derivatives of arsenic(III) with boron.
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RESULTS AND DISCUSSION

The reactions of freshly prepared sodium tetraisopropoxobo-
rate, NaB(OPr'); with chlorobis(dialkyldithiophosphato)arsenic(III)
compounds, [(RO);P(S)S]3AsCl, in 1:1 molar ratio in refluxing benzene
solution for ~4 h yields the corresponding heterobinuclear alkoxide
derivatives of arsenic(IIl), 1-5:

CeHs

[(RO)2P(S)S]2AsCl+NaB(OPrl); — [(RO)9P(S)SlzAs(u—OPr')sB(OPr),
+NacCl | Reflux 1-5

where, R = Me(1); Et (2); Pr' (3); Pr® (4); and Bu™ (5).

These reactions are quite facile and quantitative. All the newly syn-
thesized heterobinuclear derivatives, 1-5 are hygroscopic, light-yellow
colored, nonvolatile, viscous liquids that are soluble in common organic
solvents. Molecular weight measurements reveal their monomeric na-
ture in freezing benzene solution.

IR Spectra

The tentative assignments of the important characteristic bands in
the IR spectra of the new heterobinuclear derivatives have been made
by comparing them with the IR spectral data reported earlier.20-24
A strong band present in the region 620-690 cm~! due to v(P=S)
vibrations in the IR spectra of free dialkyldithiophosphoric acid ligands
or their sodium salts have shifted towards lower wave numbers by
~30 cm~! in the IR spectra of these new derivatives, 1-5. This shifting
may be attributed to the strong bidentate chelation of dithiophosphate
moieties with arsenic. The medium intensity bands present in the
region 505—615 cm~! may be due to symmetric and asymmetric P—S
stretching vibrations. The medium intensity broad bands present
in the regions 800-825 and 970-995 cm~! have been assigned to
[P—O—(C)] and [(P)-O—C] stretching modes, respectively. These
heterobinuclear derivatives also show additional bands in the regions
665—680 and 1250-1475 cm™! due to As—O and B—O stretching
vibrations, respectively.

IH NMR Spectra

'H NMR spectral data of these derivatives, 1-5, have been summarized
in Table I. The 'H NMR spectra of all the new compounds exhibit
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TABLE I 'H NMR Spectral Data (§ ppm) of New Heterobinuclear
Derivatives, 1-5

S. Compound 1H NMR chemical shifts (5, ppm)* and

No. R= coupling constants (J, Hz)

1 Me 1.34,d, 12H; (CH(CH3)2)r
1.40, d, 12H; (CH(CH3)2)B
3.72,d, 12H; Jp_o_cus = 13.55 (OCH3)atp
4.60, m, 2H; (CH(CH3)2)t
4.80, m, 2H; (CH(CHj3)2)B

2 Et 1.19, d, 12H; (CH(CH3)2)t
1.32, t, 12H; Jcuscue = 6.25 (CH3)dtp
1.40, d, 12H; (CH(CH3)2)B
4.06, dq, 8H; Jp_o_cuz = 10.45, Jogs_cye = 6.25 (OCHy)atp
4.23, m, 2H; (CH(CHj3)2)T
4.72, m, 2H; (CH(CH3)2)B

3 Pri 1.20,d, 12H; (CH(CH3)2)t
1.31,d, 12H; (CH(CH3)2)B
1.38, d, 24H; Jcgscy = 6.22 (CH(CH3)2)atp
4.20, m, 2H; (CH(CH3)2)T
4.78, m, 2H; (CH(CHg3)2)B
4.93, m, 4H; Jp_o_cg = 11.0, Jogs_cu = 6.22 (OCH)gp

4 Pr? 0.98, t, 12H; Jcpschye = 7.32 (CH3)qtp
1.21,d, 12H; (CH(CH3)2)r
1.39, d, 12H; (CH(CH3)2)B
1.75, m, 8H; JCH370H2 =17.32 (CHQCH;;)dtp
4.13, dt, 8H; Jp_o_cu2 = 8.52, Jcge_cH2 = 7.32 (OCH2)qtp
4.60, m, 2H; (CH(CH3)2)1
4.89, m, 2H; (CH(CHj3)2)B

5 Bu® 0.91, t, 12H; JCH37CH2 =5.76 (CHB)dtp
1.20, d, 12H; (CH(CH3)2)T
1.36, d, 12H; (CH(CHj3)2)B
1.42, m, 8H; JCHS—CHZ =5.76 (CHQCH?,)dtp
1.69, m, 8H; JCHB—CHZ =5.76 (OCHch‘Iz)dtp
2.98, dt, 8H; Jp_o_cue = 7.68, Jcue_cuz = 5.76 (OCH2)qtp
4.59, m, 2H; (CH(CHj3)2)T
4.86, m, 2H; (CH(CHj3)2)B

T = terminal, g = bridging, 4, = dialkyldithiophosphate, d = doublet, m = multiplet,
t = triplet, dq = doublet of quartets, dt = doublet of triplets.

two sets of signals for terminal and bridging isopropoxy groups in the
regions 1.19-1.34, 1.31-1.40 ppm (doublets) {CH(CHj3)2}, and 4.20—
4.60, 4.72-4.89 ppm (multiplets) {CH(CHj3)2}, respectively. All alkyl
protons of the (RO) group attached to P atom are observed at their
expected positions. Splitting due to coupling between a-protons and
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phosphorus nuclei has been observed in the signals of these alkyl groups
attached to OP(S)S group (Table I).

13C NMR Spectra

A comparative study of '3C NMR spectra (proton decoupled) of
these new derivatives, 1-5, with the spectra of parent chloro-
bis(dialkyldithiophosphato)arsenic(III) compounds provides some use-
ful information about the mode of bonding in these derivatives. In the
13C NMR spectra (Table II) of these heterobinuclear derivatives, 1-5,
an upfield shift (~5—7 ppm) has been observed in the positions of the
signals of different alkyl group carbons of the dialkyldithiophosphate
moieties as compared to their positions in corresponding parent chloro-
bis(dialkyldithiophosphato)arsenic(III) compounds. This upfield shift
may be due to the fact that the coordination number of arsenic has in-
creased from five to six. 13C—21P NMR coupling has been observed up to
three bond lengths in the signals due to carbon atoms of dialkyldithio-
phosphate moieties. No further splitting of the 3C signals of the alkyl
groups, attached to P-O group, has been observed.

Two sets of signals due to terminal and bridging isopropoxy groups
have been observed in the spectra of all these new derivatives, 1-5, in
the range 23.29-26.23, 25.18-30.25 ppm {CH(CHs)} and 63.90-71.88,
73.34-73.92 ppm {CH(CHs),}, respectively.

31p NMR Spectra

Some important information about the complexation behavior of di-
alkyldithiophosphate ligands with central arsenic atom and the geom-
etry of these new derivatives has been obtained from 3'P NMR spectral
data (Table II). The proton decoupled 3'P NMR spectra exhibit only
one signal in the spectra of each new derivative in the range 87.04—
91.67 ppm. The presence of >'P NMR signals in this range has been
interpreted in terms of bidentate nature of the dialkyldithiophosphate
ligands?® in these derivatives, 1-5.

1B NMR Spectra

B NMR spectra of these new derivatives also exhibit only one signal
for each compound, 1-5, in the range —18.14 to —19.36 ppm (Table II).
Presence of 1'B NMR signal in this range is indicative of a tetrahedral
environment around boron atom?%27 in these heterobinuclear deriva-
tives.
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TABLE II 2C, 3'P, and ''B NMR Spectral Data (§ ppm) of New
Heterobinuclear Derivatives, 1-5
31p NMR 1B NMR
S. Compound 13C NMR chemical shift (ppm) and chemical chemical
No. R= coupling constnt (J, Hz) shift (ppm)  shift (ppm)
1 Me 26.23; (CH(CHj3)2)T; 97.04 -18.14
29.26; (CH(CHs3)2)B;
54.55, d; 2Jpc = 5.28 (OCH3)gtp;
71.13; (CH(CH3)2)t;
73.56; (CH(CHj3)2)B;
2 Et 15.86,d; 3Jpc = 7.91  (CH2CHj)atp; 89.51 -19.36
23.61; (CH(CH3)2)T;
25.32; (CH(CHs3)2)B;
63.78, d; 2Jpc = 8.30 (OCH2)qtp;
64.29; (CH(CHj3)2)r;
73.92; (CH(CHs3)2)g;
3 Pri 23.35; (CH(CHj3)2)r; 86.30 -18.90
24.71,d; 3Jpc = 6.79  (CH(CH3)g)atp;
25.18; (CH(CHj3)2)B;
63.90; (CH(CH3)2)T;
73.05, d; 2Jpc = 7.54  (CH(CHj)2)atp;
73.34; (CH(CHj3)2)g;
4 Pr® 10.16; (CH3)atp; 90.21 -18.50
23.29; (CH(CH3)9)T;
23.61,d; 3Jpc =5.28  (CHyCH3)gsp;
25.36; (CH(CHs)2)g;
64.48; (CH(CH3)2)T;
69.73, d; 2Jpc = 6.04 (OCH2)gtp;
73.92; (CH(CHj3)2)B;
5 Bu® 13.24; (CH3)atp; 91.67 -18.85
20.18; (CHZCH3)dtp;
23.74; (CH(CH3)2)T;
30.25; (CH(CH3)2)B;

34.11,d; 3Jpc = 4.35  (OCH2CHy)aep;

66.93, d; ZJPC =5.28 (OCHz)dtp;
71.88; (CH(CH3)2)T;
73.79; (CH(CHs)2)8;

1 = terminal, g = bridging, 4¢, = dialkyldithiophosphate, d = doublet.

FAB Mass Spectra

The FAB mass spectral data, recorded for one representative compound
(3), have been summarized in Table III. These data provide evidence for
its discrete monomeric nature in the gas phase, as there is no fragment
of mass higher than the monomeric species (m = 749) should give. It is
also evident from Table III that there are two preferable modes of frag-
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TABLE III FAB Mass Spectral Data of the New Heterobinuclear
Derivative (3),
[{(CH3)2:CHO}.P(S)S]2As{u-OCH(CHj;); }2sB{OCH(CHjs): }»

Sr. Mass Rel.
No. No. Abundance Assignment

749% — [{(CH3)2CHO}5P(S)Sl2As{;-OCH(CHs)s }oB{OCH(CHs)s }§
691 8.3 [{(CH3)2CHO}2P(S)SlpAs{;.-OCH(CHz)s }o B(H){OCH(CH3)s } *
649* — [{(CH3);CHO}3P(S)SlsAs{;.-OCH(CHg)s }o B(H)(OH)*

591 8.3 [{(CH3)2CHO};P(S)S
577 125 [{(CH3)2CHO}2P(S)S]sAs{OCH(CHj)s }(O)*

549 125  [{(CH3);CHO}2P(S)SleAs{u-OH}B(H)2(OH)*

535 33.3  [{(CH3)2CHO}>P(S)S]As{;-OCH(CHs)s }oB{OCH(CH;)p }2"
475* — [{(CH3)2CO}P(S)s]As{;.-OCH(CHj)s }o B{OCH(CHjz)s } 0™
9. 460 95.8  [{CH3CO}P(S)2]As{u-OCH(CHj)2}sB{OCH(CHj3)z }5

10. 418 100.0  [{CH3CO}P(S);]As{u-OCH(CHs), }oB(OH){OCH(CHj)y }
11. 376 87.5  [{CH3CO}P(S)2]As{u-OCH(CHs)s }2B(OH)S

12. 334 87.5  [{CH3CO}P(S)s]As{u-OH}{1-OCH(CHj)2 }B(OH)S

13. 316 8.3 [{CH3CO}P(S)2]As{.-OH}{1.-OCH(CHj) } B(O)*

14. 139 104  CH30As(OH)O ~/AsS;

15. 107 146 AsO;/AsS*

16. 91 79  AsOt

2As{;1-OCH(CHjy)z }B(H)2(OH)*

© N oUW

*These peaks have not been observed.

mentation for this compound, viz. one through the loss from isopropoxy
moieties and another through the loss of one dithiophosphate ligand
moiety. This compound does not show the molecular ion peak but the
highest mass fragment observed arises from the loss of one acetone
molecule from the isopropoxy groups.

In view of the presence of two bidentate dialkyldithiophosphate lig-
ands around the arsenic atom, the presence of two types of isopropoxy
(terminal and bridging) groups, tetracoordination around the boron
atom, and considering the monomeric nature of all these new deriva-
tives, a structure having hexacoordination around the arsenic(III) cen-
ter and tetracoordination around the boron center appears to be most
probable for all these new heterodinuclear derivatives, 1-5, in which
the two central atoms As and B appear to be joined by bridging iso-

Ppropoxy groups.

EXPERIMENTAL

All reactions were carried out under moisture-free atmosphere. Sol-
vents (E. Merck) were carefully dried by standard methods before use.
Mixed chlorobis(dialkyldithiophosphato)arsenic(III) compounds were



(8L'708) (80'8) (BL'TF) (P6'ST) (PE€T) (1€6) PmMbI[SnodosiA  (F1°0) 16 (€€7%) (¥€3)
86L L6'L T9T¥ T8ST 08T $36 /MO[[PA Jysr] €10 sVdYSedS0" HSeD €9°0 68’1 g
(€9°8%L)  (99°L) (09'8€) (PT'LT) (J%'T) (10°0T) pmbI[snodsiy  (9T°0) L8 (8L72) (LL2)
€TVL 8%'L 3988 60LT 68T G6'6 /MO[[PAIYSrT 910 sVdrSed®0%“H"D SL°0 6%'T id
(€9'8%L)  (99°L) (09'8€) (PT'LT) (P%'T) (10°0T) pmnbr[snoosiy  (LT°0) g8 (98°2) (L82)
evL 6%'L LE€8S 90°LT GFT 366 /MO[PLIydry 91°0 sVdrSed®0%“H"D LLO 91T €
(35'369) (00°L) (89'%8) (3S'ST) (9S'T) (38°0T) pmbiysnodsip  (LT°0) 88 (36'2) (16'2)
889 6'9 8PS PPST  LGT  LLOT /MO[[eA 3ysr] LT°0 SsVA'Sed808"H %D 6L0 ov'T 4
(3¥'9€9)  (g€'9) (B1°08) (91°0%) (0L'T) (LLIT) PmbI[snoosipA  (F1°0) 98 (I%'3) (3%'2)
189 L9 3008 6005 89T S9TT /MO[[eL JysrT $1°0 sVgrsed®0%"H'D S9°0 €0'T 1
(pore[mo[e)) H o) S d sy arelg (paye[nore)) (%) PIOIA Y(IdO)deN [DSVe[S(S)d0Y)] punoduro)
punog [eo1sAyq punoy pue enuLIog
IM O (paye[nore)) punoyg /100D () 1DeN [eoruduy (Towrur) 8 ‘syueoeay
(%) s1shreuy

-1 ‘SOATIBALIS(] JES[ONUIOISIOH oY} JO BIE(] [EO1A[EUY PUE ‘[edISAYJ ‘O1oqIuis AT ATV

1102 Alenuer /z TZ:LT : I Papeo |uwog

477



17:21 27 January 2011

Downl oaded At:

478 P. K. Sharma and Y. Singh

prepared by the reactions of arsenic(III) chloride with sodium salts
of corresponding dilakyldithiophosphoric acids in 1:2 molar ratio in re-
fluxing benzene solution.?! Sodium tetraisopropoxoborate, NaB(OPrl),,
was prepared by the reported method.!® Arsenic and boron were deter-
mined by the iodometric?® and methylborate?® methods, respectively.
Sulfur was estimated by Messenger’s?® method.

Elemental analyses (C and H) were carried out on a Perkin Elmer
Series II 2400 C, H, N analyzer. Molecular weights were determined
cryoscopically in freezing benzene solution using a Beckmann’s ther-
mometer. The IR spectra were recorded on a FT IR spectrophotometer
Model 8400S Shimadzu as liquid films on a KBr optics in the range
4000—400 cm~1. 'H, 13C, 3P, and "B NMR spectra were recorded in
CDCl;3 solution on a JEOL FT AL 300 MHz spectrometer; chemical
shift values of 'H and 3C NMR have been expressed in ppm relative
to TMS as an internal reference and those of 3!P and ''B NMR in ppm
relative to H3PO,4 and B(OCHj3)3 as external references.

Synthesis of Heterobinuclear Derivative 1

A ~20 mL benzene solution of freshly prepared sodium tetraiso-
propoxoborate, NaB(OPr')y, (0.65 g, 2.41 mmol) was mixed with ~25
mL benzene solution of [(MeO)2P(S)S]sAsCl (1.03 g, 2.42 mmol) and
the resulting reaction mixture, after stirring at room temperature for
~3 h, was refluxed for ~1 h. The precipitated NaCl (0.14 g, 2.40 mmol)
was removed by filtration. Removal of volatile components from filtrate
under reduced pressure yielded 1.42 g (92.21%) derivative 1, which was
further purified by a 1:2 mixture of benzene and n-hexane at 0°C to ob-
tain the analytically pure compound 1 in 85.71% (1.32 g) yield.

A similar procedure was adopted for the synthesis of all other new
heterobinuclear derivatives, 2-5. The synthetic, physical, and analyti-
cal data of these derivatives have been summarized in Table IV.

REFERENCES

[1] T. Athar, R. Bohra, and R. C. Mehrotra, Main Group Met. Chem., 10, 399 (1987).

[2] T. Athar, R. Bohra, and R. C. Mehrotra, Synth. React. Inorg. Met-Org Chem., 19,
195 (1989).

[3] T. Athar, R. Bohra, and R. C. Mehrotra, Ind. J. Chem., 28A, 302 (1989).

[4] U. Bemm, R. Norrestam, M. Nygren, M., and G. Westin, Inorg. Chem., 32, 2050
(1992).

[6] U. Bemm, R. Norrestam, M. Nygren, M., and G. Westin, Inorg. Chem., 32, 1597
(1993).

[6] U.Bemm, K. Lashgari, R. Norrestam, M. Nygren, M., and G. Westin, J. Solid State
Chem., 103, 366 (1993).



17:21 27 January 2011

Downl oaded At:

(7]
(8]

(9l
[10]

(11]
[12]
[13]
[14]

[15]

[16]
[17]
[18]

(19]
[20]

[21]
[22]

(23]
[24]
(25]
[26]

[27]
(28]

Heterobinuclear Derivatives of Arsenic(I1l) and Boron 479

G. Westin and M. Nygren, J. Mater. Sci., 4, 1275 (1994).

U. Bemm, K. Lashgari, R. Norrestam, M. Nygren, M., and G. Westin, J. Solid State
Chem. 108, 243 (1994).

M. Veith, E.-C. Yu, and V. Huch, Chem. Eur. J., 1, 26 (1995).

U. Bemm, R. Norrestam, M. Nygren, M., and G. Westin, Acta Cryst., C51, 1260
(1995).

U. Bemm, R. Norrestam, M. Nygren, M., and G. Westin, Acta Cryst., 34, 2367 (1995).
W. Traube and F. Kuhbier, Ber., 66, 1545 (1933); Chem. Abstr., 69, 2659 (1936) .

J. W. Pell, W. C. Davis, and H. C. Zur Loye, Inorg. Chem., 35, 5754 (1996).

S. Parola, R. Papiernik, L. G. Hubert-Pfalzgraf, S. Jagner, and M. Hakansson, J.
Chem. Soc., Dalton Trans., 4631 (1997).

M. Veith and S. Mathur, et al. Polyhedron, 17, 1005 (1998); Chem. Mater., 12, 271
(2000).

P. K. Sharma and Y. P. Singh, Phosphorus, Sulfur, and Silicon, 182, 1183 (2007).
P. K. Sharma and Y. P. Singh, J. Chem. Res., 727 (2006) .

D. C. Bradley, R. C. Mehrotra, I. P. Rothwell, and A. Singh, Alkoxo and Aryloxo
Derivatives of Metals (Academic Press, London, 2001).

P. K. Sharma and Y. P. Singh, Main Group Met. Chem., 29(6), 311 (2006).

H. P. S. Chauhan, G. Shrivastava, and R. C. Mehrotra, Synth. React. Inorg. Met-Org
Chem., 11, 565 (1981).

H. P. S. Chauhan, G. Shrivastava, and R. C. Mehrotra, Polyhedron, 2, 359 (1983).
H. P. S. Chauhan, K. Kori, N. M. Shaik, and U. P. Singh, Phosphorus, Sulfur, and
Silicon, 180, 31 (2005).

E. Maslowsky, Jr. J. Organomet. Chem., 70, 153 (1974).

W. J. Lehmann, H. G. Weiss, and 1. Shapiro, J. Chem. Phys., 30(5) 1226 (1959).

C. Glidewell, Inorg. Chim. Acta, 25, 159 (1977).

M. P. Groziak, A. D. Ganguly, and P. D. Robinson, J. Am. Chem. Soc., 116, 7597
(1994).

M. P. Hughes and B. D. Smith, J. Org. Chem., 62, 4492 (1997).

A. 1. Vogel, A Textbook of Quantitative Inorganic Analysis (Longman, London, 1989).



