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ABSTRACT: Earlier unknown S-[I-(organosul-
fanyl)ethyl]- and S-[1-(organoselenyl)ethyl] dithio-
phosphinates were synthesized in 85-97% yields by
regioselective addition of dithiophosphinic acids to
diverse vinyl sulfides and selenides under mild con-
ditions (ambient temperature, Et,0, 3 h). © 2014 Wi-
ley Periodicals, Inc. Heteroatom Chem. 00:1-6, 2014;
View this article online at wileyonlinelibrary.com.
DOI 10.1002/hc.21215

INTRODUCTION

Over the past decades, the addition of S-H species
to C=C double bonds attracts a great interest of
researchers as one of most efficient and atom-
economic route toward C-S bond formation [1]. This
reaction, referred now to as thiol-ene addition, has
numerous advantages over alternative methods for
the synthesis of organosulfur compounds due to its
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“click” characteristics. Among the latter are mild re-
action conditions (usually room temperature and at-
mospheric pressure), high regioselectivity, as well as
rapid and almost quantitative formation of target
products with a minimum of by-products (if any) [1].
Owing to these benefits, the thiol-ene reaction cur-
rently has a wide application in such diverse areas
as small molecule organic synthesis [1], biochem-
istry [2], and polymer and material science [3].

However, while this reaction has been broadly
investigated with diverse thiols (involving natural
ones) [1], the addition of compounds containing,
for example, P-S-H functionalities, in particular,
thiophosphinic and -phosphoric acids, across C=C
double bonds, has received significantly less at-
tention. In previous studies, the addition of O,0’-
dialkyldithiophosphoric acids to electron-deficient
alkenes proceeding in an anti-Markovnikov fash-
ion has been mainly investigated [4]. Unactivated
substrates (aliphatic alkenes, terpenes) react with
these acids to give the Markovnikov-type adducts
[5], often along with products of carbocationic re-
arrangements [5, 6]. As for electron-rich alkenes,
to our knowledge, only Markovnikov addition of
Ph,P(S)SH and (EtO),P(S)SH to aryl vinyl ethers [7]
and vinyl acetate [8] has been described without pro-
viding reliable proofs for a structure of the prepared
adducts.
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SCHEME 1. Synthesis of the starting acids 2a—c.

To further extend the potential of addition of
phosphorus thioacids to alkenes as an efficient ap-
proach to functional S-esters, in this work we have
studied the reaction of dithiophosphinic acids with
vinyl sulfides and selenides. The latter are cho-
sen as ene-components due to (i) their availabil-
ity [9] and (ii) potential usefulness of the designed
products, i.e., earlier unknown dithiophosphinic S-
esters, which are expected to be prospective inifer-
ters [10], S/Se sources for fabrication of semicon-
ducting nanocrystals [11], as well as new generation
pesticides [12].

RESULTS AND DISCUSSION

The starting dithiophosphinic acids were synthe-
sized by the one-pot procedure from secondary phos-
phines 1a—c, which now are readily accessible from
red phosphorus and styrenes [13]. The oxidation of
la—c with elemental sulfur in the presence of alkali
(1:0.25:1.1 molar ratio, EtOH, room temperature, 20
min), followed by acidification of the formed sodium
dithiophosphinate with aqueous HCI produced the
pure acids 2a—c in high yields (Scheme 1).

The examination of the prepared acids 2a—c in
a reaction with diverse vinyl sulfides 3a-c and se-
lenides 3d,e (equimolar reactant ratio) has showed
that the addition to latter is carried out in diethyl
ether at ambient temperature for 3 h to afford
Markovnikov-type adducts 4a-g in 85-97% yield
(Table 1). The reaction is strictly regioselective, be-
cause no by-products have been found in reaction
mixtures ('H and *'P NMR). This fact is explained by
relatively high S-H acidity of the acids 2a—c (e.g., pK,
of aqueous ethanolic solution of Et,PS,H is 2.8 [14])
and by the electron-rich nature of the C=C bond
within vinyl chalcogenides 3a—e [15] that favors their
easy hydrofunctionalization.

On example of available divinyl sulfide [16], it
was demonstrated that the divinyl chalcogenides
also participate in this reaction. Thus, when twofold
amount of acid 2¢ was used, the addition to divinyl
sulfide takes place on the both vinyl groups, leading
to expected diadduct 5 in 90% yield (Scheme 2). Ac-
cording to 'H,'3C, and *' P NMR data, this compound

was formed as a mixture of the two diastereomers
(RR/RS or SS/SR) with the ratio of 1:1.

The obtained S-esters are white powders
(4a,c,d,g) or oils (4b,e,f, 5), stable to possible sym-
metrization with formation of dithioacetals and acy-
lals, (RS);CHMe and [R,P(S)S],CHMe. The synthe-
sized compounds were characterized by 'H, 13C, 3!P,
and 77Se NMR, IR, and X-ray diffraction (for 4a)
techniques.

The single-crystal X-ray analysis of S-ester 4a re-
vealed that this compound crystallizes in a racemic
group P-1 with two molecules per unit cell (Fig. 1).
The phosphorus atom has a distorted tetrahedral co-
ordination, similar to other reported dithiophosphi-
nate structures [17]. The P-S (2.0996 A) and P=S
(1.9494 A) bond lengths are consistent with the lit-
erature values [17]. The S(3)-P(1)-S(1)-C(15) chain
adopts a synclinal conformation with an angle of
33.68°.

CONCLUSION

To summarize, the efficient method for the synthe-
sis of hitherto unknown dithiophosphinates bearing
dithio- and thioselenoacetal moieties has been devel-
oped utilizing electrophilic addition of dithiophos-
phinic acids to vinyl sulfides and selenides as well
as divinyl sulfide. The reaction proceeds under mild
condition to provide Markovnikov adducts in high
yields. Having in mind that the numerous dithio-
phosph(in)ates are highly biological active [7, 12],
the obtained products represent prospective agro-
chemicals and drug precursors. The presence of the
several chalcogen atoms within compounds 4a-g
and 5 makes them promising ligands for the con-
struction of metal complexes. Also, they can be used
as iniferters for living polymerization and capping
agents for stabilization of nanoparticles.

EXPERIMENTAL

FTIR spectra were recorded on a Bruker Vertex 70
instrument. The'H, 13C, 3!'P, and 7”Se NMR spectra
were run on a Bruker AV-400 spectrometer (400.13,
100.61 161.98, and 76.31 MHz, respectively). 85%
H3;P04/H,0 was employed as an external standard
for 3'P NMR, HMDS was used for 'H and !3C NMR,
and Me;Se was the external standard for 7Se NMR.
Melting points (uncorrected) were measured on a
Kofler micro hot stage apparatus. The microanalyses
were performed on a Flash EA 1112 CHNS analyzer.

All steps of the experiment were carried out
in argon atmosphere. Vinyl sulfides [9a] and se-
lenides [9b,c] were prepared by published meth-
ods. Secondary phosphines la-c were synthesized
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TABLE 1 Atom-Economic Synthesis of S-Esters 4a—g?

RL S » t,ELO,3h S S X
+ =N .R _— ) 2
R sH 2 X Xx=55¢ R R Me -
2a-c 3a-e 4a-g, 85-97%
Entry Acid Vinyl Chalcogenide Product Yield (%)°
@\/\//S
P sh Bu-t
1 C A 577 (3a) 4a 94
(2a)
@\/\P//S Ph
2 / SH A5 (3b) 4b 920
(2a)
Me
\©\/\P//S
sH o~ Bu
3 C§—/ Z 87 (3¢) 4c 97
Me (2b)
Cl
\©\/\//S
P sH Ph
4 Q_/ A 57" (30) ad 91
cl (2¢c)
@\/\P//S
~ _CsHq4-
5 d_/ SH A s (34d) de 85
(2a)
Me
SsH CoHrgen
6 ;— A8 0 (3e) 4f 92
Mé (2b)
A
S
/
A CsH
A s870" (3d) 4g 95

\,
QOI
(]
an

(2¢)

ZReaction condition: acid 2a—c (1 mmol), vinyl chalcogenide 3a—e (1 mmol), diethyl ether, stirring under argon at room temperature for 3 h.
Isolated yield.
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SCHEME 2. Addition of acid 2¢ to divinyl sulfide.

FIGURE 1 X-ray structure of 4a (50% thermal ellipsoid

probability). Selected bond lengths (A) and angles (deg):
S(1)-P(1) 2.0996(6), S(1)-C(15) 1.8468(15), S(2)—C(15)
1.8095(15), S(2)-C(16) 1.8477(16), S(3)-P(1) 1.9494(6),
P(1)-C(6) 1.8147(15), P(1)-C(7) 1.8193(16), S(3)-P(1)-S(1)
114.96(3), S(2)—-C(15)-S(1) 109.23(7).

from red phosphorus, styrene, 4-chlorostyrene, and
4-methylstyrene, correspondingly, according to pro-
tocol [13a]. Divinyl sulfide was prepared as described
in [16]. Diethyl ether and THF were distilled over
metal sodium prior to use.

Synthesis of Dithiophosphinic Acids (2a—c):
General Procedure

To a mixture of secondary phosphine 1a-c (4 mmol)
and NaOH (176 mg, 4.4 mmol) in EtOH (20 mL),
powdered sulfur Sg (256 mg, 1 mmol) was added
and the suspension was stirred until the dissolution
of sulfur (ca. 20 min). The resulting solution was
diluted with water (30 mL), acidified with HCI (36%,
1 mL), and extracted with chloroform (2 x 20 mL).
The extract was dried over Na,SOy, the solvent was
evaporated, and residue was dried in vacuo (1 Torr)
to give pure acid 2a-c.

Diphenethyldithiophosphinic Acid (2a). White
powder, yield 1070 mg (87%); mp 64°C (hexane).
IR (KBr), cm~': 2513 (S-H), 745 (P-C), 625 (P=S),
584, 510 (P-S). 'H NMR (400.13 MHz, CDCl;): § =
2.37 (m, 4H, CH,P), 2.78 (br s, 1H, SH), 2.98-3.05
(m, 4H, CH,Ph), 7.14-7.22 (m, 10H, Ph). 13C NMR
(100.62 MHz, acetone-dg): § = 29.6 (CH,Ph), 42.9
(d, Upc = 49.6 Hz, CH,P), 125.9 (p-C in Ph), 128.4

(0-C in Ph), 128.5 (m-C in Ph), 142.5 (d, 3Jpc = 16.8
Hz, ipso-C in Ph). 3'P NMR (161.98 MHz, acetone-
de¢): § = 69.10. Anal. Calcd for C1sH9PS;: C, 62.71;
H, 6.25; S, 20.93. Found: C, 62.93; H, 6.37; S, 21.08.

Bis(4-methylphenethyl) Dithiophosphinic Acid
(2b). 'White powder, yield 1130 mg (84%); mp 70°C
(hexane). IR (KBr), cm~!: 2537 (S-H), 732 (P-C), 610
(P=S), 534, 480, 465 (P-S). 'H NMR (400.13 MHz,
CDCl3): 8 =2.35 (brs, 7H, Me, SH), 2.39-2.45 (m, 4H,
CH,P), 3.02-3.09 (m, 4H, CH»Ar), 7.12-7.14 (m, 8H,
Ar). 13C NMR (100.62 MHz, CDCl3): § = 21.0 (Me),
28.7 (CH»Ar), 40.7 (d, 'Jpc = 48.3 Hz, CH,P), 128.3
(C-2,6 in Ar), 129.5 (C-3,5 in Ar), 136.3 (C-4 in Ar),
136.9 (d, 3Jpc = 16.4 Hz, C-1 in Ar). >'P NMR (161.98
MHz, CDCl;): § = 68.38. Anal. Calcd for C;3H»3PS::
C, 64.64; H, 6.96; S, 19.17. Found: C, 64.80; H, 7.17;
S, 19.35.

Bis(4-chlorophenethyl)dithiophosphinic Acid
(2c). White powder, yield 1290 mg (86%); mp
106°C (hexane). IR (KBr), cm~!: 2569 (S-H), 734
(P-C), 612, 656 (P=S), 490, 481 (P-S). 'H NMR
(400.13 MHz, CDCl;3): § = 2.21 (br s, 1H, SH),
2.36-2.43 (m, 4H, CH,P), 3.04-3.09 (m, 4H, CH,Ar),
7.16 (d, 3] = 8.4 Hz, 4H, H-2,6 in Ar), 7.29 (d, 3J =
8.4 Hz, 4H, H-3,5 in Ar). '*C NMR (100.62 MHz,
CDCLy): § = 28.4 (CH,Ar), 40.4 (d, Jpc = 49.1 Hz,
CH,P), 128.8 (C-2,6 in Ar), 129.6 (C-3,5in Ar), 132.5
(C-4 in Ar), 138.3 (d, 3Jpc = 15.9 Hz, C-1 in Ar). 3'P
NMR (161.98 MHz, CDCl3): § = 67.32. Anal. Calcd
for C1¢H;Cl,PS;: C, 51.20; H, 4.57; S, 17.09. Found:
C,51.37; H,4.73; S, 17.31.

Synthesis of S-Esters (4a-g): General Procedure

To a solution of vinyl chalcogenide 3a—e (1 mmol) in
diethyl ether (7 mL), acid 2a-c (1 mmol) was added
and the suspension was stirred at ambient temper-
ature for 3 h. The solvent was removed from the
resulting mixture, and the residue was purified by
flash chromatography (neutral alumina, CHCI;) to
give S-esters 4a-g.

S-1-(Tert-butylsulfanyl)ethyl
Diphenethyldithiophosphinate (4a)

Colorless solid, yield 397 mg (94%); mp 62°C (hex-
ane). IR (KBr), cm~': 752 (P-C), 633 (P=S), 558, 473
(P-S). '"H NMR (400.13 MHz, CDCl3): § = 1.47 (s,
9H, ¢-Bu), 1.81 (d, 3Juyuy = 7.0 Hz, 3H, MeCH), 2.24
-2.34 (m, 4H, CH,P), 2.91-3.13 (m, 4H, CH,Ph), 4.75
(dq, 3Jp]_1 =10.6 HZ, 3JHH =7.0 HZ, lH, SCHS), 7.20-
7.31 (m, 10H, Ph). 3C NMR (100.62 MHz, CDCl;): §
— 28.4 (CH,Ph), 28.7 (d, *Jpc = 3.0 Hz, MeCH), 30.9

Heteroatom Chemistry DOl 10.1002/hc
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(Me in #-Bu), 37.6 and 39.7 (2d, 'Jpc = 48.7 and 47.0
Hz, respectively, CH,P), 45.4 (Cint-Bu), 46.4 (d, 2Jpc
= 3.0 Hz, SCHS), 126.96, 126.02 (p-C in Ph), 127.71,
127.74 (0-C in Ph), 128.15, 128.18 (2-C in Ph), 139.7
and 139.9 (2d, 3Jpc = 16.5 Hz, ipso-C in Ph). 3P
NMR (161.98 MHz, CDCl3): § = 71.88. Anal. Calcd
for C,,H31PS3: C, 62.52; H, 7.39; S, 22.76. Found: C,
63.00; H, 7.57; S, 22.92.

S-1-(Phenylsulfanyl)ethyl Diphenethyldithiophos-
phinate (4b). Yellowish oil, yield 398 mg (90%). IR
(film), cm~!: 749 (P-C), 697 (P=S), 558, 475 (P-S).
'H NMR (400.13 MHz, CDCl3): § = 1.64 (d, 3Jun =
7.0 Hz, 3H, MeCH), 2.12-2.21 (m, 4H, CH,P), 2.58-
2.92 (1’1’1, 4H, CHzph), 4.78 (dq, 3]PH =12.0 HZ, 3]HH
= 7.0 Hz, 1H, SCHS), 7.10 (d, 3Jgyy = 7.4 Hz, 2H,
o-H in PhS), 7.03-7.27 (m, 11H, Ph, p-H in PhS),
7.44 (d, 3Juyn = 7.2 Hz, 2H, m-H in PhS). 3C NMR
(100.62 MHz, CDCl:): 8 = 25.1 (MeCH), 28.5, 28.7
(CH,Ph), 38.0 and 39.2 (2d, 'Jpc = 48.7 and 47.8
Hz, respectively, CH,P), 51.3 (SCHS), 126.1, 126.2
(»-C in Ph), 128.0 (0-C in Ph, p-C in PhS), 128.3,
128.4 (m-C in Ph), 128.7 (0-C in PhS), 133.1 (ipso-C
in PhS), 133.2 (m-C in PhS), 139.9 and 140.0 (2d, 3Jpc
= 16.4 and 16.8, 5 Hz, respectively, ipso-C in Ph). 3P
NMR (161.98 MHz, CDCl3): § = 74.01. Anal. Calcd
for C,4H,7PS3: C, 65.12; H, 6.15; S, 21.73. Found: C,
64.88; H, 5.95; S, 21.48.

S-1-(Isobutylsulfanyl)ethyl bis(4-methyl
phenethyl) Dithiophosphinate (4c). White solid,
yield 436 mg (97%); mp 87°C (hexane). IR (KBr),
cm~!: 757 (P-C), 654 (P=S), 562, 485 (P-S).'H
NMR (400.13 MHz, CDCl3): § = 1.01, 1.02 (2d, 3Jun
= 6.8 Hz, 6H, Me,CH), 1.78 (d, 3Juyy = 6.9 Hz,
3H, MeCH), 1.89 (dg, 3Jpu = 12.0 Hz, 3y = 6.9
Hz, 1H, Me,CH), 2.33 (s, 6H, MeAr), 2.27-2.42 (m,
4H, CH,P), 2.53 and 2.74 (2dd, each 1H, 2Jgyy =
12.6 Hz, 3Jyy = 7.5 Hz, CH,S), 2.94-3.08 (m, 4H,
CH,Ar), 4.60 (dq, 3Jpy = 11.0 Hz, 3Jyy = 6.9 Hz,
1H, SCHS), 7.06-7.13 (m, 8H, Ar). 1*C NMR (100.62
MHz, CDCl3): § = 21.0 (Me), 21.9, 22.3 (MeAr), 26.1
(MeCH), 28.4 (Me,CH), 28.7 (CH,Ar), 39.0 and 39.6
(2d, 'Jpc = 48.0, CH,P), 41.0 (CH,S), 49.6 (SCHS),
128.2 (C-2,6 in Ar), 129.4 (C-3,5 in Ar), 136.1, 136.2
(C-4 in Ar), 137.2 and 137.3 (2d, 3Jpc = 16.8 and
17.0 Hz, respectively, C-1 in Ar). 3'P NMR (161.98
MHz, CDCls): § = 73.34. Anal. Calcd for Cy4H35PS3:
C, 63.96; H, 7.83; S, 21.34. Found: C, 63.70; H, 8.10;
S, 21.17.

S-1-(Phenylsulfanyl)ethyl bis(4-chlorophenethyl)
phosphinodithioate (4d). White solid, yield 465 mg
(91%); mp 105°C (hexane). IR (KBr), cm~!: 755,
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743 (P-C), 663, 657 (P=S), 504, 487 (P-S). '"H NMR
(400.13 MHz, CDCl3): 6 = 1.78 (t, 3Jyy = 6.8 Hz,
3H, Me), 2.20-2.29 (m, 4H, CH,P), 2.64-3.05 (m, 4H,
CH,Ar), 4.88 (dq, 3Jpy = 12.2 Hz, 3Jyy = 6.8 Hz, 1H,
SCHS), 7.04 (d, 3Jyy = 8.2 Hz, 2H, H-2,6 in Ar), 7.12
(d, 3Jun = 8.2 Hz, 2H, H-3,5 in Ar), 7.25-7.36 (m, 7H,
H-2,3,5,6 in Ar, o-p-H in PhS), 7.58 (d, 3Jan = 7.2 Hz,
2H, m-H in PhS). 13C NMR (100.62 MHz, CDCls): §
= 25.4 (MeCH), 28.2, 28.4 (CH,Ar), 38.0 and 39.2
(2d, 'Jpc = 49.3 and 47.9 Hz, respectively, CH,P),
51.9 (SCHS), 128.5 (p-C in PhS), 128.8, 128.9 (C-2,6
in Ar), 129.1 (0-C in PhS), 129.7 (C-3,5 in Ar), 132.3,
132.4 (C-4 in Ar), 133.2 (ipso-C in PhS), 133.7 (m-C
in PhS), 138.6 and 138.7 (2d, 3Jpc = 16.4 and 16.8
Hz, respectively, C-1 in Ar). 3'P NMR (161.98 MHz,
CDCl3): § = 73.32. Anal. Calcd for C,3H,5CL,PS3: C,
56.35; H, 4.93; S, 18.81. Found: C, 56.92; H, 4.60; S,
19.08.

S-1-(Pentylselanyl)ethyl Diphenethyldithiophos-
phinate (4e). Yellowish oil, yield 411 mg (85%). IR
(lm), cm~': 749 (P-C), 698 (P=S), 559, 495, 470
(P=S). '"H NMR (400.13 MHz, CDCl3): § = 0.91 (t,
3Jun = 7.0 Hz, 3H, Me), 1.38 (m, 4H, CH,), 1.78
(m, 2H, CH,), 1.90 (d, 3Jgy = 7.0 Hz, 3H, MeCH),
2.33-2.46 (m, 4H, CH,P), 2.77 and 2.84 (m, each
1H, CH,Se), 2.91-3.12 (m, 4H, CH,Ph), 4.68 (dq,
3 e = 12.0 Hz, 3Jum = 7.0 Hz, 1H, SCHSe), 7.20—
7.27 (m, 10H, Ph). 13C NMR (100.62 MHz, CDCl;):
8§ =14.0 (MeCH;), 22.3 (MeCH;), 26.1 (CH,Se), 27.1
(MeCH), 29.1 (CH,Ph), 30.0 (CH,Pr), 32.2 (CH,Et),
37.3 (d, 2Jpc = 3.4 Hz, SCHSe), 38.6 and 39.4 (2d,
1Jpc = 48.0 and 47.4 Hz, respectively, CH,P), 126.5,
126.6 (p-C in Ph), 128.3 (m-C in Ph), 128.7 (o-C in
Ph), 140.1 and 140.2 (2d, 3Jpc = 16.4 Hz, ipso-C in
Ph). 3'P NMR (161.98 MHz, CDCl;): § = 74.37. 77Se
NMR (76.31 MHz, CDCls): § = 349.4. Anal. Calcd for
C,3H33PS;,Se: C, 57.13; H, 6.88; S, 13.26. Found: C,
57.42; H, 6.60; S, 13.72.

S-1-(Hexylselanyl)ethyl  Bis(4-methylphenethyl)
Dithiophosphinate (4f). Yellowish oil, yield 483 mg
(92%). IR (flm), cm~!: 738, 714 (P-C), 654 (P=S),
528, 483 (P-S). 'H NMR (400.13 MHz, CDCl3): 8
= 0.85 (t, 3Juyy = 6.7 Hz, 3H, Me), 1.26-1.38 (m,
6H, CH,), 1.68-1.75 (m, 2H, CH>), 1.84 (d, Juu =
6.8 Hz, 3H, MeCH), 2.24-2.36 (m, 4H, CH,P), 2.29
(s, 6H, MeAr), 2.67-3.00 (m, 6H, CH,Se, CH,Ar),
4.64 (dg, ¥em = 12.0 Hz, *Jun = 6.7 Hz, 1H,
SCHSe), 7.02-7.08, (m, 8H, Ar).'*C NMR (100.62
MHz, CDCls): § = 14.1 (MeCH,), 21.1 (MeAr), 22.6
(MeCH,), 26.2 (MeCH), 27.1 (CH,Se), 28.8 (CH,Ar),
29.8 (CH,Pr), 30.4 (CH,Bu), 31.4 (CH;Et), 37.3
(d, 2Jpc = 3.4 Hz, SCHSe), 37.82 and 39.70 (2d,



6 Oparinaetal.

1Jpc = 48.3 and 47.0 Hz, respectively, CH,P), 128.2
(C-2,6 in Ar), 129.52 (C-3,5 in Ar), 136.1,136.2 (C-4
in Ar), 137.2 and 137.4 (2d, 3Jpc = 16.4 and 17.0
Hz, respectively, C-1 in Ar). 3'P NMR (161.98 MHz,
CDCls): § = 74.56. 77Se NMR (76.31 MHz, CDCl5): §
= 349.1. Anal. Calcd for CsH39PS,Se: C, 59.41; H,
7.48; S, 12.20. Found: C, 59.62; H, 7.60; S, 12.61.

S-1-(Pentylselanyl)ethyl  Bis(4-chlorophenethyl)
phosphinodithioate (4g). White solid, yield 524 mg
(95%); mp 57°C (hexane). IR (KBr), cm~': 779, 740
(P-C), 658 (P=S), 514, 484 (P-S). 'H NMR (400.13
MHz, CDCl;): § = 0.87 (t, 3Juu = 6.8 Hz, 3H, Me),
1.29-1.37 (m, 4H, CH,), 1.70-1.77 (m, 2H, CH,),
1.85 (d, 3Jug = 6.9 Hz, 3H, MeCH), 2.23-2.37 (m,
4H, CH,P), 2.68-3.05 (m, 6H, CH,Se, CH,Ar), 4.62
(dq, 3JPH =125 HZ, 3-]HH = 6.8 HZ, lH, SCHSC),
7.09 (d, 3Jyy = 7.8 Hz, 4H, H-2,6 in Ar), 7.26 (d,
3Jun = 7.3 Hz, 4H, H-3,5 in Ar). '3C NMR (100.62
MHz, CDCl3): § = 14.1 (MeCH,), 22.3 (MeCH,), 26.2
(MeCH), 27.1 (CH,Se), 28.6 (CH,Ar), 30.1 (CH,Pr),
32.3 (CH,Et), 37.4 (d, 2Jpc = 3.0 Hz, SCHSe), 38.6
and 39.3 (2d, 'Jpc = 48.7 and 47.9 Hz, respectively,
CH,P), 128.9 (C-2,6 in Ar), 129.7 (C-3,5 in Ar),
132.4, 132.5 (C-4 in Ar), 137.7 and 137.8 (2d, 3Jec
= 16.4 and 16.0 Hz, respectively, C-1 in Ar). *'P
NMR (161.98 MHz, CDCl3): § = 73.88. 7Se NMR
(76.31 MHz, CDCl3): § = 351.3. Anal. Calcd for
C,3H3:ClL,PS,Se: C, 50.00; H, 5.66; S, 11.61. Found:
C, 50.46; H, 5.60; S, 12.02.

S-1-[(1-[Bis(4-chlorophenethyl)phosphoro-
thioylJsulfanylethyl)sulfanylJethyl
Bis(4-chloro-Phenethyl) dithiophosphinate (5)

To a solution of divinyl sulfide (86 mg, 1 mmol) in
THF (5 mL), acid 2¢ (751 mg, 2 mmol) was added
and the solution was stirred at ambient temperature
for 6 h. The solvent was removed from the result-
ing mixture, and the residue was purified by flash
chromatography (neutral alumina, CHCl3) to give
diadduct 5 as mixture of the two diastereomers (1:1
ratio). Colorless oil, yield 752 mg (90%). IR (film),
cm~!: 734, 706 (P-C), 656, 606 (P=S), 515, 484 (P-
S). 'TH NMR (400.13 MHz, CDCl3): § = 1.80 and
1.82 (2d, 3Jyu = 6.8 Hz, 6H, Me), 2.24-2.31 and
2.37-2.49 (2m, each 4H, CH,P), 2.89-3.02 (m, 8H,
CH,Ar), 4.71-4.87 (m, 2H, SCHS), 7.08-7.16 (m, 8H,
H-2,6 in Ar), 7.24-7.28 (m, 8H, H-3,5 in Ar). 3C NMR
(100.62 MHz, CDCls): § = 25.4 and 25.5 (MeCH), 27.9
and 28.2 (CH,Ar), 38.3, 38.7, 38.9, and 39.2 (4d, 'Jpc
= 48.3, 48.7, 47.8 and 47.4 Hz, respectively, PCH>),
47.5 and 48.8 (SCHS), 128.4 and 128.5 (C-2,6 in Ar),

129.2 and 129.4 (C-3,5in Ar), 131.9, 132.0, and 132.1
(C-41in Ar), 138.2 and 138.3 (2d, 3Jpc = 16.4 and 15.9
Hz, respectively, C-1 in Ar). 3'P NMR (161.98 MHz,
CDCls): § = 71.46 and 73.53 with the ratio of 1:1.
Anal. Calcd for C3¢H4CL4P,Ss: C, 51.67; H, 4.82; S,
19.16. Found: C, 51.98; H, 5.11; S, 19.42.

Crystallography of 4a

The single crystals of 4a were obtained by slow
evaporation of its hexane solution at 6-8°C for
overnight. The suitable sample was analyzed on
a Bruker D8 Venture diffractometer with Mo
K, (A = 0.71073 A) using the ¢ and o scans.
The structure was solved and refined by direct
methods, and non-hydrogen atoms were refined
anisotropically using SHELX [18]. The coordinates
of the hydrogen atoms were calculated from ge-
ometrical positions. CCDC 1000860 contains the
supplementary crystallographic data for this paper.
These data can be obtained free of charge via
www.ccdc.cam.ac.uk/data_request/cif.

Crystal data 4a: C,,H3PS; (M = 422.62), tri-
clinic, space group P-1, a = 5.8614(13) A b=
13.008(3) A, ¢ = 15.547(3) A, @ = 100.999(6), g =
94.431(6), y = 94.877(6), V = 1154.1(4) A3, Z =
2, T = 100.0 K, (Mo K,) = 0.395 mm~!, Doy
1.216 g/cm?, 5580 reflections measured (4.58 < 20 <
60.32), 4763 unique (Riy; = 0.0765, Rgjgma = 0.0381),
which were used in all calculations. The final R; was
0.0340 [I > 20(I)], and wR;, was 0.0848 (all data).

Al

REFERENCES

[1] Hoyle, C. E.; Bowman, C. N. Angew Chem, Int Ed
2010, 49, 1540-1573.

[2] (a) Huynh, V. T.; Chen, G.; Souza, P.; Stenzel, M. H.
Biomacromolecules 2011, 12, 1738-1751; (b) Garber,
K. C. A,; Carlson, E. E. ACS Chem Biol 2013, 8, 1671-
1676.

[3] (a) Lowe, A. B. Polym Chem 2010, 1, 17-36; (b) Lowe,
A. B. Polym Chem 2014, 5, 4820-4870.

[4] (a) Kreutzkamp, N. J Pluhatsch Arch Pharm 1958,
291, 463-468; (b) Kutyrev, G. A.; Kashina, N. V.; Ish-
maeva, E. A.; Cherkasov, R. A.; Pudovik, A. N. Zh Ob-
shch Khim 1977, 47, 2460-2465 (Chem Abstr 1988,
88, 88727); (c) Kutyrev, G. A.; Nurgalieva, A. A.; Ku-
tyrev, A. A.; Cherkasov, R. A.; Pudovik, A. N. Zh Ob-
shch Khim 1979, 49, 520-524 (Chem Abstr 1979, 91,
19371); (d) Kandror, I. I.; Bragina, I. O.; Galkina, M.
A.; Lavrukhin, B. D.; Gololobov, Yu. G. Bull Acad Sci
USSR Chem 1990, 39, 2538-2541; (¢) Mebah, J. M.
N.; Mieloszynski, J. L.; Paquer, D. Phosphorus Sul-
fur Silicon Relat Elem 1992, 73, 49-56; (f) Mebah,
J. M. N.; Mieloszynski, J. L.; Paquer, D. Phospho-
rus Sulfur Silicon Relat Elem 1993, 78, 215-222; (g)
Ranu, B. C; Dey, S. S. Tetrahedron 2004, 60, 4183-
4188.

Heteroatom Chemistry DOl 10.1002/hc



Regioselective Addition of Dithiophosphinic Acids to Vinyl Sulfides and Selenides 7

[5] (a) Mebah, J. M. N.; Mieloszynski, J. L.; Paquer, D.
Phosphorus Sulfur Silicon Relat Elem 1992, 73, 49—
56; (b) Kursheva, L. 1.; Nizamov, 1. S.; Batyeva, E.
S.; Nizamov, I. D.; Yambushev, F. D.; Cherkasov, R.
A. Phosphorus Sulfur Silicon Relat Elem 2013, 188,
487-489.

[6] Guo, B.; Njardarson, J. T. Chem Commun 2013, 49,
10802-10804.

[7] (a) Kalabina, A. V.; Liu, M. Y.; Donskaya, N. V. Zh Ob-
shch Khim 1964, 34, 1117-1121 (Chem Abstr 1964,
61,11437); (b) Kalabina, A. V.; Liu, M. Y.; Asalkhaeva,
L. D. Zh Obshch Khim 1964, 34, 1113-1117 (Chem
Abstr 1964, 61, 11107).

[8] Nishiwaki, T.J Chem Soc 1967, 24, 2680-2681.

[9] (a) Gusarova, N. K.; Chernysheva, N. A.; Yas’ko, S. V.;
Trofimov, B. A. Russ Chem Bull 2013, 62, 438-440;
(b) Trofimov, B. A. Sulfur Rep 1992, 11, 207-227;
(c) Gusarova, N. K.; Potapov, V. A.; Amosova, S. V.;
Trofimov, B. A. Zh Org Khim 1983, 19, 2477 (Chem
Abstr 1984, 101, 6574r).

[10] (a) Gigmes, D.; Bertin, D.; Marque, S.; Guerret, O.;
Tordo, P. Tetrahedron Lett 2003, 44, 1227-1229; (b)
Hodgson, J. L.; Green, K. A.; Coote, M. L. Org Lett
2005, 7, 4581-4584.

[11] Malik, M.; Afzaal, M.; O’'Brien, P. Chem Rev 2010,
110, 4417-4446.

Heteroatom Chemistry DOl 10.1002/hc

[12] Matolcsy, G.; Nadasy, M.; Andriska, V. Pesticide
Chemistry; Elsevier: Budapest, Hungary; 1988, 808.

[13] (a) Trofimov, B. A.; Brandsma, L.; Arbuzova, S. N.;
Malysheva, S. F.; Gusarova, N. K. Tetrahedron Lett
1994, 35, 7647-7650; (b) Gusarova, N. K.; Arbuzova,
S. N.; Trofimov, B. A. Pure Appl Chem 2012, 84, 439~
459.

[14] Kabachnik, M. I.; Mastrukova, T. A.; Shipov, A. E;
Melentyeva, T. A. Tetrahedron 1960, 9, 10-28.

[15] (a) Trofimov, B. A.; Shainyan, B. A. Vinyl sulfides.
In Sulphur-Containing Functional Groups; Patai, S.,
Rappoport, Z. (Eds.); Wiley: Chichester, UK, 1993;
(b) Menezes, P. H.; Zeni, G. In Patai’s Chemistry of
Functional Groups; Wiley: Oxford, UK, 2011.

[16] (a) Trofimov, B. A.; Amosova, S. V. G.B. patent
1369280, 1974 (Chem Absr 1975, 83, 27563); (b)
Trofimov, B. A.; Amosova, S. V. U.S. patent 3887623,
1975 (Official Gazette 1975, 935, 1); (c) Trofimov, B.
A.; Amosova, S. V. Germ Offen 2260434, 1974 (Chem
Absr 1974, 81, 136918).

[17] (a) Li, W.; Shi, M. Tetrahedron, 2009, 65, 6815-6821;
(b) Klaehn, J. R.; Peterman, D. R.; Harrup, M. K.;
Luther, T. A.; Daniels, L. M. Inorg Chim Acta 2011,
370, 519-522.

[18] Sheldrick, G. M. Acta Crystallogr, Sect D: Biol Crys-
tallogr 2008, 64, 112-122.





